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Preface

Physical and chemical dissolution-front instability problems exist ubiquitously in
many scientific and engineering fields. In geoenvironmental engineering, reme-
diation of contaminated sites using fresh water to flush the contaminated soils
involves the propagation of dissolved contaminant fronts in water-saturated porous
media. In mineral mining engineering, the extraction of minerals in the deep Earth
using the in-situ leaching technique may result in the propagation of dissolved
mineral fronts in fluid-saturated porous media. In petroleum industry, the sec-
ondary recovery of oil by acidifying the oil field to uniformly increase porosity and
hence the yield of oil is associated with the propagation of acid-dissolved material
fronts in porous rocks. The common feature of physical and chemical dissolution-
front propagation is that it can be mathematically treated as an instability problem
involving a highly nonlinear system. When the nonlinear system is in a stable
state, any small perturbation applied to the system does not cause any change in
the basic characteristic of the dynamic response of the nonlinear system. However,
when the nonlinear system is in an unstable state, any small perturbation applied to
the system can cause a qualitative change in the basic characteristic of the dynamic
response of the system. For this reason, the study of nonlinear system instability
has become an important topic in many scientific and engineering fields over the
past few decades.

Although dynamic mechanisms of physical and chemical dissolution-front
instability phenomena in porous media have been studied and discussed for many
years, there is a lack of a systematic and theoretical treatment of these phenomena
in the world. Such a treatment is beneficial not only for understanding ore forming
mechanisms, which are imperative to develop advanced techniques for exploring
new ore deposits in the deep Earth, but also for understanding dissolved contam-
inant transport, which is important to develop innovative techniques for rehabili-
tating contaminated soils. By keeping this consideration in mind, this monograph
aims to provide state-of-the-art theoretical and computational results in this
particular research field, based on the author’s own work during the last decade.



vi Preface

For this purpose, although some numerical results are provided to complement
theoretical ones, the main focus of this monograph is on theoretical aspects of the
topic. This means that the theoretical treatment contained in this monograph is also
applicable to a wide range of scientific and engineering problems involving
instability phenomena of highly nonlinear dynamic systems. To broaden the
readership of this monograph, common mathematical notations are used to derive
the theoretical solutions. This enables this monograph to be used either as a useful
textbook for postgraduate students or as a valuable reference book for mathema-
ticians, engineers and geoscientists. In addition, each chapter is written indepen-
dently of the remainder of the monograph so that readers may read the chapter of
interest separately.

In this monograph, a series of fundamental theories have been presented for
dealing with physical and chemical dissolution-front instability in fluid-saturated
porous media. The key of developing these theories is to mathematically establish
some theoretical criteria that are used to assess whether or not physical and chemical
dissolution fronts can become unstable in the dissolution systems. On the other
hand, these fundamental theories can provide some benchmark solutions, which are
used to verify numerical methods and algorithms that can be used to simulate
complicated physical and chemical dissolution systems in the fluid-saturated porous
media. Although theoretical analyses can be conducted for some physical and
chemical dissolution problems with simple geometry, it is very difficult, if not
impossible, to predict analytically the complicated morphological evolution of
either physical or chemical dissolution front in the case of the dissolution system
becoming supercritical. As an alternative, numerical methods are developed to
overcome this difficulty. Specifically, the overall arrangements of this monograph
are as follows: (1) a fundamental theory is presented, in Chap. 2, to deal with
chemical dissolution-front instability problems in fluid-saturated porous media. The
mathematical analysis is used to establish a theoretical criterion, which is employed
to judge the instability of chemical dissolution fronts in a chemical dissolution
system, while the computational method is used to simulate the morphological
evolution of chemical dissolution fronts when the chemical dissolution system is in
a supercritical state. (2) To understand the fundamental behaviors of a chemical
dissolution-front instability problem, several key factors, such as the particle
reactive surface area, mineral dissolution ratio, solute dispersion, medium perme-
ability anisotropy, and medium/pore-fluid compressibility, have been deliberately
considered to investigate their effects on chemical dissolution front instability in
Chaps. 3-7, respectively. (3) Three-dimensional computational simulations are
conducted, in Chap. 8, to investigate the three-dimensional morphological evolution
of chemical dissolution fronts when the chemical dissolution system is in a super-
critical state. (4) In Chap. 9, a fundamental theory is presented to deal with physical
dissolution-front (known as NAPL dissolution-front) instability problems in
fluid-saturated porous media. (5) Based on this theory, domain shapes and mesh
discretization errors are considered, in Chap. 10, to investigate their effects on the
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morphological evolution of NAPL dissolution fronts in fluid-saturated porous
media. In particular, the propagation theory of mesh discretization errors associated
with a NAPL dissolution system is presented for both rectangular and trapezoidal
domains. This further leads to the establishment of the finger-amplitude growing
theory, which can be used to make the approximate error estimation of the corre-
sponding computational simulation results. (6) A fundamental theory is presented,
in Chap. 11, for dealing with acidization dissolution-front instability problems in
fluid-saturated carbonate rocks. (7) Some conclusions and future research directions
in this field are summarized at the end of the monograph.

March 2014 Chongbin Zhao
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Nomenclature

The following symbols are commonly used with the attached definitions, unless
otherwise specified in the monograph.

kchemical

K

eq
kEchemical
K
L
Le

p
Po
qc

qr
Ra

Racritiml

S %)

Area of a finite element

Species concentration

Equilibrium concentration of the chemical species
Nonzero constant

Arbitrary constant

Specific heat of pore-fluid

Mass diffusivity

Acceleration due to gravity

Reference length

Medium permeability

Conventional rate constant of the chemical reaction
Equilibrium constant of the chemical reaction

Comprehensive rate constant of the chemical reaction
Reference medium permeability in the horizontal direction
Length of a problem domain

Lewis number

Pressure

Hydrostatic pressure

Mass flux on the boundary of a finite element

Heat flux on the boundary of a finite element
Rayleigh number

Critical Rayleigh number

Boundary length of a finite element

Temperature

Temporal variable

Darcy velocity in the x direction
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Nomenclature

U Darcy velocity vector

v Darcy velocity in the y direction

w Darcy velocity in the z direction
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A Thermal conductivity

20 Reference thermal conductivity in the horizontal direction

¢ Porosity

Po Reference density of pore-fluid

u Dynamic viscosity of pore-fluid

p Permeability ratio

o Stress on the boundary of a finite element

() Shape function vector for the temperature, species concentration and
Darcy velocity of a finite element

4 Thermal conductivity ratio of the underlying medium to its overlying
folded layer

€ Mineral dissolution ratio

Subscripts
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0 Pertaining to reference quantities

Superscripts

e Pertaining to equivalent quantities of a porous medium
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Chapter 1
Introduction

Instability of nonlinear systems is a common phenomenon in nature. This
phenomenon is the direct consequence of a nonlinear system when it reaches
a qualitative change state (i.e. an unstable state) from a quantitative change state
(i.e. a stable state). If a nonlinear system is in a stable state, then any small
perturbation applied to the system does not cause any change in the basic char-
acteristic of the dynamic response of the system. However, if a nonlinear system is
in an unstable state, then any small perturbation applied to the system can cause a
qualitative change in the basic characteristic of the dynamic response of the sys-
tem. For this reason, the study of nonlinear system instability has become an
important topic in many scientific and engineering fields over the past few
decades.

From the driving force point of view, instability of nonlinear systems
encountered in the natural science and engineering fields can be divided into the
following four categories: mechanical instability, thermodynamic instability,
chemical reaction instability and physical surface (including dissolution front)
instability. In terms of mechanical instability, applied mechanical forces are the
main driving force to cause the instability of a nonlinear system. The buckling of a
column under uni-axial compression is a typical example of mechanical instability
in the field of structural engineering. When the axial compressive force applied to
the column is equal to or greater than the Euler critical force, which is directly
proportional to the flexural rigidity of the column but inversely proportional to the
square of the column length, the column losses its initial equilibrium state (i.e. an
axial compression state) and reaches an unstable state (i.e. a bending state).
Similarly, the folding of the upper crust of the Earth in geology (Donze et al. 1994;
Strayer and Huddleston 1997; Finch et al. 2003, 2004; Zhao et al. 2007a—c; Hobbs
et al. 2008), which is an analogue to the buckling of a column in the field of
structural engineering, is another typical example of mechanical instability in
nature.
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2 1 Introduction

1.1 Thermodynamic Instability

In terms of thermodynamic instability, temperature gradients are the driving force
to cause the instability of a nonlinear system. Convective pore-fluid flow within
the upper crust of the Earth is a typical example of thermodynamic instability in
geology. When the upper crust of the Earth is heated uniformly from blow, a
temperature gradient is generated within the upper crust of the Earth, so that
convective pore-fluid flow within the upper crust of the Earth is possible (Horton
and Rogers 1945; Lapwood 1948; Nield 1968; Palm et al. 1972; Combarnous and
Bories 1975; Caltagirone 1975, 1976; Buretta and Berman 1976; Kaviany 1984;
Buck and Parmentier 1986; Riley and Winters 1989; Islam and Nandakumar 1990;
Nield and Bejan 1992; Alavyoon 1993; Gobin and Bennacer 1994; Goyeau et al.
1996; Nithiarasu et al. 1996; Zhao et al. 1997, 1998a, b; Chevalier et al. 1999). If
this temperature gradient is small, then the pore-fluid resided in the connected
pores of crustal rocks is in a rest state. However, if this temperature gradient is
large enough, then the pore-fluid resided in the connected pores of the crustal rocks
can flow in a convective manner within the upper crust of the Earth. Since con-
vective pore-fluid flow is an important mechanism to control ore body formation,
extensive studies have been carried out to investigate, both theoretically and
numerically, the thermodynamic instability of the pore-fluid within the upper crust
of the Earth (Lebon and Cloot 1986; Pillatsis et al. 1987; Trevisan and Bejan 1987;
Nguyen et al. 1994; Mamou et al. 1998; Zhao et al. 1999a—c, 2000a, c, 2001a-b,
2002a-b, 2003a—c, 2004, 2005a, 2006b; Lin et al. 2003; Kiihn et al. 2006; Yang
2006; Yang et al. 2010; Hobbs et al. 2000). It has been demonstrated that the
convective fluid flow caused by thermodynamic instability can take place in the
Earth’s crust not only when the pore-fluid pressure is hydrostatic (Nield and Bejan
1992; Zhao et al. 1997, 1998a-b), but also when it is lithostatic (Zhao et al. 1999a,
2008e). This resulted in a conclusion to the long-term debate, in which it was
commonly regarded that the convective pore-fluid flow caused by thermodynamic
instability cannot take place in the Earth’s crust when the pore-fluid pressure is
lithostatic (Zhao et al. 1999a). This recognition has been applied to understand the
formation mechanisms of Au deposits in Yilgarn Craton, Western Australia
(Sorjonen-Ward et al. 2002), Mt Isa Pb-Zn deposits in Queensland, Australia (Ord
et al. 2002), Copper-Gold mineralization in the New Guinea (Gow et al. 2002). In
addition, it has also been demonstrated that the convective pore-fluid flow caused
by thermodynamic instability can take place in 3D fault zones (Zhao et al. 2003b,
2004, 2005a). This recognition is applied to understand the mineralization
mechanisms not only in generic models (Alt-Epping and Zhao 2010), but also in
realistic geological models (Zhao et al. 2008b).
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1.2 Chemical Dynamic Instability

For geochemical systems, a homogeneous chemical reaction is referred to as the
chemical reaction taking place within the same phase, such as between aqueous
species in the fluid, while a heterogeneous chemical reaction is referred to as the
chemical reaction taking place between two or more phases, such as between the
fluid and the minerals. From this point of view, chemical dynamic instability can
be divided into the following two types. The first type of chemical dynamic
instability takes place within geochemical systems that are controlled by homo-
geneous chemical reactions, while the second type of chemical dynamic instability
takes place within geochemical systems that are controlled by heterogeneous
chemical reactions. The formation of dissipative structures of aqueous chemical
species within a nonequilibrium chemical system of the Brusselator type of non-
equilibrium chemical reactions (Prigogine 1980) in a fluid-saturated porous
medium is a typical example of the first type of chemical dynamic instability. This
instability mechanism has been used to understand the local enrichment of aqueous
chemical species (such as metal ions) in ore-forming systems within the upper
crust of the Earth (Fisher and Lasaga 1981; Epstein and Pojman 1998; Zhao et al.
2000b; Hobbs et al. 2011; Ord et al. 2012).

The second type of chemical dynamic instability usually involves the propa-
gation of chemical dissolution fronts within fluid-saturated porous media, so that it
is also called the chemical dissolution-front instability in the field of geochemistry.
When fresh fluid (e.g. water) enters a solution-saturated porous medium, where the
concentration of the solute (i.e. dissolvable solid mineral) reaches its equilibrium
concentration, the concentration of the dissolvable mineral is diluted so that the
dissolvable mineral is dissolved to maintain the equilibrium state of the solution.
This chemical dissolution process can result in the propagation of a chemical
dissolution front within the solution-saturated porous medium. Due to the disso-
lution of the solid mineral, the porosity of the porous medium is increased behind
the chemical dissolution front. Since a change in porosity can cause a remarkable
change in permeability, there is a feedback effect of the porosity change on pore-
fluid flow, according to Darcy’s law. Because pore-fluid flow plays an important
role in the process of reactive chemical-species transport, a change in pore-fluid
flow can cause a considerable change in the concentration of the dissolvable
mineral within the porous medium (Steefel and Lasaga 1990, 1994; Yeh and
Tripathi 1991; Raffensperger and Garven 1995; Schafer et al. 1998a-b; Xu et al.
1999, 2004; Ormond and Ortoleva 2000; Chen and Liu 2002; Zhao et al. 2005b,
2006a). This means that the problem associated with the propagation of a disso-
lution front is a fully coupled nonlinear problem between porosity, pore-fluid
pressure and reactive chemical-species transport within the fluid-saturated porous
medium. If the fresh fluid flow is slow, the feedback effect of the porosity change
is weak so that the chemical dissolution front is stable. However, if the fresh fluid
flow is fast enough, the feedback effect of the porosity change becomes strong so
that the chemical dissolution front becomes unstable. In this case, a new
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morphology (i.e. dissipative structure) of the chemical dissolution front can
emerge due to the self-organization of this coupled nonlinear system. This leads to
the chemical dissolution front instability problem, also known as the reactive
infiltration instability problem (Chadam et al. 1986, 1988; Ortoleva et al. 1987,
Zhao et al. 2008a, c—e, 2009, 2010a-b, 2012a, c, 2013a), which is closely asso-
ciated with mineral dissolution in a fluid-saturated porous medium. In this case, the
dissolvable minerals only occupy a small portion of the porous medium, so that the
porosity variation caused by the chemical dissolution does not dismantle the whole
skeleton of the porous medium.

On the other hand, instability of acidization dissolution fronts (which can be
viewed as a special kind of chemical dissolution front) in carbonate rocks is an
important mechanism of the karst formation that is commonly observed in nature.
This mechanism has been successfully used to increase the oil product in petroleum
industry through injecting hydrochloric acid into carbonate rocks in the surround-
ings of drilling wells (Rowan 1959; Fredd and Fogler 1998; Golfier et al. 2002;
Panga et al. 2005; Kalia and Balakotaiah 2007, 2009; Cohen et al. 2008; Zhao et al.
2013b—c). Due to the rapid rates of acidization dissolution, the dissolution front may
become unstable under certain conditions, so that preferential flow channels such as
wormholes can be generated. Generally, the acidization dissolution process of
carbonate rocks involves the following three steps: (1) the acid is transported by
diffusion and advection to the solid particle surfaces of the porous rock; (2) the
chemical dissolution reaction takes place at the solid particle surfaces of the porous
rock; and (3) the products of the chemical dissolution reaction are transported away
from the solid particle surfaces of the porous rock. This means that the pore-fluid
flow, which transports both the acid to and the chemical production away from the
solid particle surfaces of the porous rock through advection, plays a critical role in
the acidization dissolution process of carbonate rocks. In this situation, the rock
itself can be completely dissolved, resulting in no resistance to pore-fluid flow. This
means that both the porosity and permeability of the carbonate rock can have a
dramatic change during the acidization dissolution.

1.3 Physical Surface (Including Dissolution Front)
Instability

In terms of physical surface (including dissolution front) instability, the first
example is to consider the propagation of an interface between two fluids of
different viscosities in a fluid saturated porous medium. One of the engineering
backgrounds for this example is that water is used to expel crude oil in an oil field
so that the crude oil production can be raised. When a less viscous displacing fluid
(such as water) is injected into a more viscous displaced fluid (such as crude oil),
the original shape of the interface (e.g. a planar shape) between them can become
unstable if their viscosity contrast is large enough, so that a new shape of the
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interface (e.g. a fingerlike shape) will emerge. This phenomenon is called the
viscous fingering instability (Tan and Homsy 1986, 1987; De Wit and Homsy
1997a-b, 1999). From how the two viscous fluids interact, the viscous fingering
instability can involve the following two mixing mechanisms (Tan and Homsy
1986, 1987, 1988; Zimmerman and Homsy 1991). The first is the immiscible
displacement, in which the surface tension at the interface cannot be neglected,
while the second is the miscible displacement, in which the surface tension at the
interface can be neglected.

The second example of physical surface instability is the dissolution front
instability of the nonaqueous phase liquid (NAPL), which is usually trapped at
residual saturation in the pore space of a fluid-saturated porous medium and can
become long-term sources of groundwater contamination as a result of its low
solubility (Miller et al. 1990, 1998; Geller and Hunt 1993; Powers et al. 1994;
Imbhoff et al. 1994, 1996, 2002, 2003; Soerens et al. 1998; Willson et al. 1999;
Seyedabbasi et al. 2008; Zhao et al. 2010c, 2011, 2012b). One of the engineering
backgrounds for this example is to use water flow to flush the NAPL-type con-
taminants from contaminated soils in geoenvironmental engineering. When fresh
water passes through a fluid-saturated porous medium that is contaminated by a
NAPL, it dilutes the equilibrium concentration of the NAPL so that the solution of
the NAPL is changed from an equilibrium state into a nonequilibrium state. To
maintain the equilibrium state of the solution, the trapped NAPL within the pore
space of the fluid-saturated porous medium is released into the aqueous phase fluid
(i.e. water in this investigation) by physical elution dissolution. This indicates that
as the first role played in a NAPL dissolution system, fresh water flow is the trigger
to break the initial equilibrium state of the NAPL dissolution system. Since water
flow can transport the dissolved NAPL from one place to another, the second role
of fresh water flow is to maintain solute advection within the NAPL dissolution
system. Thus, solute advection is the first important mechanism involved in a
NAPL dissolution system. Another important mechanism involved in a NAPL
dissolution system is the physical elution dissolution of the NAPL, which can also
play two roles in the NAPL dissolution system. Firstly, the physical elution dis-
solution can cause a reduction in the trapped NAPL so that the NAPL can be
removed from the contaminated porous medium by solute advection. Secondly, the
physical elution dissolution can cause an increase in fluid flow pathways so that the
permeability of the porous medium can be increased as a result of the NAPL
dissolution. In addition, solute can be transported from a high concentration region
to a low concentration one through solute diffusion/dispersion, which is the third
important mechanism involved in a NAPL dissolution system. Due to the
involvement of the above-mentioned mechanisms, a NAPL dissolution problem
can be attributed to a typical reactive mass transport problem in the fluid-saturated
porous medium.

Although there are some similarities between chemical dissolution-front
instability problems and NAPL dissolution-front instability ones, the following
considerable differences exist between them. First, in the case of chemical dis-
solution induced instability the dissolution process in a fluid-saturated porous
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medium is dominated by the chemical reaction process (i.e. the diagenetic process
or water-rock chemical reaction process), while in the case of NAPL dissolution
induced instability it is dominated by the physical elution process (Miller et al.
1998; Zhao et al. 2010c, 2011, 2012b). Second, the mineral dissolution ratio,
which is defined as the ratio of the equilibrium concentration of the dissolvable
mineral to the molar density of the solid mineral, is in a rang of 1073-10~° for
typical rocks (Chadam et al. 1986), while the NAPL dissolution ratio, which is
similarly defined as the ratio of the equilibrium concentration of a NAPL in the
aqueous phase fluid to the mass density of the NAPL itself, is of the order of 1073
(Imhoff and Miller 1996). This means that the time scale of a mineral dissolution
system is much larger than that of a NAPL dissolution system. For this reason, it is
possible to conduct laboratory experiments to observe NAPL dissolution-front
fingering phenomena (Imhoff et al. 1996), but it is very difficult, if not impossible,
to observe the mineral dissolution-front instability phenomenon through laboratory
experiments. Third, the pore-fluid velocity in a mineral dissolution system is often
a few centimeters per year; while the aqueous phase fluid velocity in a NAPL
dissolution system may reach a few meters per day. This indicates that solute
dispersion (i.e. mechanical dispersion) may be neglected for a mineral dissolution
system, but it must be considered in a NAPL dissolution system.

The core issue of dealing with nonlinear system instability problems is to
establish a series of theoretical criteria, which are used to judge whether or not the
nonlinear systems can become unstable. This goal is usually achievable through
the following two mathematical ways. In the first way, the governing equations
(consisting of a partial differential equation or a set of partial differential equa-
tions) of the problem are considered to derive the critical condition, at which a
singular solution (or solutions) can be obtained (Horton and Rogers 1945;
Lapwood 1948; Nield and Bejan 1992; Zhao et al. 1997, 1999b, 2003c, 2004,
2005a). Once this critical condition is obtained, it can be used to serve as the
theoretical criteria for assessing whether or not the nonlinear system described by
the considered governing equations can become unstable. In the second way, the
linear stability theory is used to derive the growth rate of a small perturbation
applied to the nonlinear system (Chadam et al. 1986, 1988; Ortoleva et al. 1987;
Zhao et al. 2008c—e, 2009, 2010a-b, 2012a-b, 2013a). The condition at which the
growth rate of the applied small perturbation is equal to zero can be used as the
theoretical criteria for assessing whether or not the nonlinear system under con-
sideration can become unstable.

1.4 The Contextual Arrangements of This Monograph

In this monograph a series of fundamental theories have been presented for dealing
with physical and chemical dissolution-front instability in fluid-saturated porous
media. The core of them is to mathematically establish some theoretical criteria
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that are used to assess whether or not physical and chemical dissolution fronts can
become unstable in the dissolution systems. On the other hand, these fundamental
theories can provide some benchmark solutions, which are used to verify
numerical methods and algorithms that can be used to simulate complicated
physical and chemical dissolution systems in fluid-saturated porous media.
Although theoretical analyses can be conducted for some physical and chemical
dissolution problems with simple geometry, it is very difficult, if not impossible, to
predict analytically the complicated morphological evolution of either physical or
chemical dissolution front in the case of the dissolution system becoming super-
critical. As an alternative, numerical methods are developed to overcome this
difficulty. The physical and chemical dissolution-front instability problems to be
considered are closely related not only to many geological phenomena such as ore
body formation and mineralization as well as the karst formation within the upper
crust of the Earth, but also to many engineering problems such as chemical in-situ
mining, flushing contaminated soils by water and expelling oil by water/acid.

The arrangements of the forthcoming parts of this monograph are as follows: In
Chap. 2, a fundamental theory is presented to deal with chemical dissolution-front
instability problems in fluid-saturated porous media. The mathematical analysis is
used to establish a theoretical criterion, which is employed to judge whether or not
chemical dissolution fronts become unstable, while the computational method is
used to simulate the morphological evolution of chemical dissolution fronts when
the chemical dissolution system is in a supercritical state. To understand the
fundamental behaviors of a chemical dissolution-front instability problem, several
key factors, such as the particle reactive surface area, mineral dissolution ratio,
solute dispersion, medium permeability anisotropy, and medium/pore-fluid com-
pressibility, have been deliberately considered to investigate their effects on
chemical dissolution-front instability in Chaps. 3, 4, 5, 6 and 7, respectively. In
Chap. 8, three-dimensional computational simulations are carried out to investi-
gate the three-dimensional morphological evolution of chemical dissolution fronts
when the chemical dissolution system is in a supercritical state. In Chap. 9, a
fundamental theory is presented to deal with physical dissolution-front (known as
NAPL dissolution-front) instability problems in fluid-saturated porous media.
Based on this theory, domain shapes and mesh discretization error are considered,
in Chap. 10, to investigate their effects on the morphological evolution of NAPL
dissolution fronts in fluid-saturated porous media. In Chap. 11, a fundamental
theory is presented for dealing with acidization dissolution-front instability
problems in fluid-saturated carbonate rocks. Finally, summary statements are
given at the end of the monograph.
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Chapter 2

Fundamental Theory for Chemical
Dissolution-Front Instability Problems
in Fluid-Saturated Porous Media

When fresh pore-fluid enters a solute-saturated porous medium, where the con-
centration of the solute (i.e. aqueous mineral) reaches its equilibrium concentra-
tion, the concentration of the aqueous mineral is diluted so that the solid part of the
solute (i.e. solid mineral) is dissolved to maintain the equilibrium state of the
solution. This chemical dissolution process can result in the propagation of a
dissolution front within the fluid-saturated porous medium. Due to the dissolution
of the solid mineral, the porosity of the porous medium is increased behind the
dissolution front. Since a change in porosity can cause a remarkable change in
permeability, there is a feedback effect of the porosity change on the pore-fluid
flow, according to Darcy’s law. Because pore-fluid flow plays an important role in
the process of reactive chemical-species transport, a change in pore-fluid flow can
cause a considerable change in the chemical-species concentration within the
porous medium (Steefel and Lasage 1990, 1994; Yeh and Tripathi 1991;
Raffensperger and Garven 1995; Schafer et al. 1998a, b; Xu et al. 1999, 2004;
Ormond and Ortoleva 2000; Chen and Liu 2002; Zhao et al. 2005, 2006a). This
means that the problem associated with the propagation of a dissolution front is a
fully coupled nonlinear problem between porosity, pore-fluid pressure and reactive
chemical-species transport within the fluid-saturated porous medium. If the fresh
pore-fluid flow is slow, the feedback effect of the porosity change is weak so that
the dissolution front is stable. However, if the fresh pore-fluid flow is fast enough,
the feedback effect of the porosity change becomes strong so that the dissolution
front becomes unstable. In this case, a new morphology (i.e. dissipative structure)
of the dissolution front can emerge due to the self-organization of this coupled
nonlinear system. This leads to an important scientific problem, known as the
chemical dissolution front instability problem (Zhao et al. 2008a, b), which is
closely associated with mineral dissolution in a fluid-saturated porous medium.
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This kind of chemical dissolution-front instability problem exists ubiquitously
in many scientific and engineering fields. For example, in geo-environmental
engineering, the rehabilitation of contaminated sites using fresh water to wash the
sites involves the propagation problem of the removed contaminant material front
in a water-saturated porous medium. In mineral mining engineering, the extraction
of minerals in the deep Earth using the in-situ leaching technique may result in the
propagation problem of the dissolved mineral front in a fluid-saturated porous
medium. In the petroleum industry, the secondary recovery of oil by acidifying the
oil field to uniformly increase porosity and hence the yield of oil is associated with
the propagation of the acid-dissolved material front in porous rocks. More
importantly, due to the ever-increasing demand for mineral resources and the
likelihood of the exhaust of the existing ore deposits, it is imperative to develop
advanced techniques to explore for new ore deposits. Towards this goal, there is a
definite need to understand the important physical and chemical processes that
control ore body formation and mineralization in the deep Earth (Raffensperger
and Garven 1995; Zhao et al. 1998, 1999, 2001a, b, 2003, 2006b, 2007, 2008c;
Gow et al. 2002; Schaubs and Zhao 2002). According to modern mineralization
theory, ore body formation and mineralization is mainly controlled by pore-fluid
flow focusing and the equilibrium concentration gradient of the concerned min-
erals (Phillips 1991; Zhao et al. 1998). Since the chemical dissolution front can
create porosity and therefore can locally enhance the pore-fluid flow, it becomes a
potentially powerful mechanism to control ore body formation and mineralization
in the deep Earth.

Although analytical solutions can be obtained for some reactive transport
problems with simple geometry, it is very difficult, if not impossible, to predict
analytically the complicated morphological evolution of a chemical dissolution
front in the case of the chemical dissolution system becoming supercritical. As an
alternative, numerical methods are suitable to overcome this difficulty. Since
numerical methods are approximate solution methods, they must be validated
before they are used to solve any new type of scientific and engineering problem.
For this reason, it is necessary to derive the analytical solution for the propagation
of a planar dissolution front within a benchmark problem, the geometry of which
can be accurately simulated using numerical methods such as the finite element
method (Zienkiewicz 1977; Lewis and Schrefler 1998) and the finite difference
method. This makes it possible to compare the numerical solution obtained from
the benchmark problem with the derived analytical solution so that the proposed
numerical procedure can be verified for simulating the chemical dissolution-front
propagation problem in a fluid-saturated porous medium.
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2.1 Mathematical Theory for Simulating Chemical
Dissolution-Front Instability Problems
in Fluid-Saturated Porous Media

2.1.1 A General Case of Reactive Multi-Chemical-Species

Transport with Consideration of Porosity/Permeability
Feedback

For a pore-fluid-saturated porous medium, Darcy’s law can be used to describe
pore-fluid flow and Fick’s law can be used to describe mass transport phenomena
respectively. If both the porosity change of the porous medium is caused by
chemical dissolution of soluble solid minerals within the porous medium and the
feedback effect of such a change on the variation of permeability and diffusivity
are taken into account, the governing equations of the coupled nonlinear problem
between porosity, pore-fluid flow and reactive multi-chemical-species transport in
the pore-fluid-saturated porous medium can be expressed as follows:

0
5 (pfd)) +V- (pfd)ﬁlinear) = O, (21)
17 = ¢ﬁlinear = — MV[), (22)
u
%(qscl) + V. (¢Ciﬁlinear) =V. [(bD,(qb)VC,] + Ri (l = 1,2, .. .,N),

where ;.. is the averaged linear velocity vector within the pore space of the
porous medium; i is the Darcy velocity vector within the porous medium; p and C;
are pressure and the concentration (moles/pore-fluid volume) of chemical species
i; p is the dynamic viscosity of the pore-fluid; ¢ is the porosity of the porous
medium; D;(¢) is the diffusivity of chemical species i; py is the density of the
pore-fluid; N is the total number of all the chemical species to be considered in the
system; R; is the source/sink term of chemical species i due to the dissolution/
precipitation of solid minerals within the system; k(¢) is the permeability of the
porous medium.

It is noted that in Eqgs. (2.1)—(2.3), the chemical species concentration, the fluid
density and averaged linear velocity of the pore-fluid are defined in the pore space,
while the source/sink term and the Darcy velocity of the pore fluid are defined in
the whole medium space (Phillips 1991; Nield and Bejan 1992; Zhao et al. 1994).

Since the diffusivity of each chemical species is considered as a function of
porosity, a common phenomenological relation can be used for describing this
function (Bear 1972; Chadam et al. 1986; Zhao et al. 2008a).
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Di(¢) = Dpidp? (3 <g<3), (24)

where Dy; is the diffusivity of chemical species i in pure water.

To consider the permeability change caused by a change in porosity, an
equation is needed to express the relationship between permeability and porosity.
In this regard, Detournay and Cheng (1993) stated that “The intrinsic permeability
k is generally a function of the pore geometry. In particular, it is strongly
dependent on porosity ¢. According to the Carman-Kozeny law (Scheidegger
1974) which is based on the conceptual model of packing of spheres, a power law

relation of k x q§3 / (1-— q5)2 exists. Other models based on different pore geom-

etry give similar power laws. Actual measurements on rocks, however, often yield
power law relations with exponents for ¢ significantly larger than 3.” In addition,
Nield and Bejan (1992) stated that “The Carman-Kozeny law is widely used since
it seems to be the best simple expression available.” For these reasons, the Car-
man-Kozeny law will be used to calculate permeability &, for a given porosity ¢.

ko(1 = ¢)*9’
k =
) $o(1—¢)°

where ¢, and ko are the initial reference porosity and permeability of the porous
medium respectively.

The source/sink term of chemical species i due to the dissolution/precipitation
of solid minerals within the system can be determined in the following manner
(Chadam et al. 1986; Zhao et al. 2008a). At the particle level, it is assumed that the
average volume of soluble grains is V,, and that the density of the soluble grains is
D,, which is defined as the number of the soluble gains per unit medium volume. If
the volume fraction of insoluble gains is denoted by ¢, b then the final (i.e.
maximum) porosity of the porous medium can be denoted by ¢r = 1 — @ 501upe-
In this case, the average volume of soluble grains can be expressed as follows:

: (2.5)

(2.6)

At the particle level, the rate of grain-volume change due to chemical (pre-
cipitation) reaction is denoted by R, so that the rate of porosity change can be
expressed as:

% _ _pr

ot - PP (27)

Without loss of generality, it is assumed that the solid grains are dissolved
according to the following formula:
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N
Solid = 1:Xi, (2.8)

i=1

where y; is the stoichiometric coefficient of the ith chemical species; X; represents
chemical species i in the pore-fluid.

It is commonly assumed that the rate of grain-volume change due to a chemical
reaction can be expressed as follows (Chadam et al. 1986):

1 T
Rp = ; kchemicalAp ( H C,X‘ - Keq) (29)

s i=1

where A, is the averaged surface area of soluble grains; K¢jemicar and Keq are the
conventional rate constant and equilibrium constant of the chemical reaction
respectively; p, is the molar density (i.e. moles per volume) of the soluble grains.

The source/sink term of chemical species i due to the dissolution/precipitation
of solid minerals within the system can be expressed as follows:

R;

N
_XikChemicaleAl,< Cle _ Keq>
i=1

A A
_Xikchemical‘—/_z ((/)f - ¢) (H Cill - Keq) : (2-10)

i=1

2.1.2 A Particular Case of Reactive Single-Chemical-Species
Transport with Consideration of Porosity/Permeability
Feedback

As a particular case, reactive transport involving single chemical-species disso-
lution in a fluid-saturated porous medium is first considered in this subsection. If
the pore-fluid is incompressible, the governing equations of the reactive single-
chemical-species transport problem in the fluid-saturated porous medium can be
written as follows:

O Y W =0, 1)

2 (9C) ~ V- [BD(B)VC+ CUP)T] + pksenica 5 (95— B)(C — Ceg) =0,
p

(2.12)

% + kEchemicali ((pf - ¢)(C - Ceq) = 07 (213>

ot Vp
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k()

Y(p)=——, (2.14)
I
kchemical
kEchemical == 2.15
PsCeq ( )

where C and C,, are the concentration and equilibrium concentration of the single
chemical species; kgcpemicai 1S the comprehensive rate constant of the chemical
reaction in the single chemical-species dissolution system. Other quantities in Eqs.
(2.11)—(2.15) are of the same meanings as those defined in Eqgs. (2.1)—(2.3) and
2.9).

In Eq. (2.15), kcpemicar 1s the conventional rate constant with the unit of
mol/(m2 -'s), while p; and C,, have the unit of mol/m>, kEchemicas has the unit of
m4/(m01 - s). Note that Eqgs. (2.11) and (2.12) can be derived by substituting the
linear average velocity into Egs. (2.1) and (2.3) with consideration of a single-
chemical species.

For this single-chemical-species system, it is very difficult, even if not impos-
sible, to obtain a complete set of analytical solutions for the pore-fluid pressure,
chemical species concentration and porosity within the fluid-saturated porous
medium. However, in some special cases, it is possible to obtain analytical solutions
for some variables involved in this single-chemical-species system. The first special
case to be considered is a problem, in which a planar dissolution front propagates in
the full space. Since the chemical dissolution front is of a planar shape, the problem,
which is described by Eqgs. (2.11)-(2.13) degenerates into a one-dimensional
problem. For this particular case, analytical solutions can be obtained for both the
propagation speed of the dissolution front and the downstream pressure gradient of
the pore-fluid. The second special case to be considered is an asymptotic problem, in
which the solid molar density greatly exceeds the equilibrium concentration of the
chemical species, implying that the region of a considerable porosity change
propagates very slowly within the fluid-saturated porous medium. In this particular
case, it is possible to derive a complete set of analytical solutions for the pore-fluid
pressure, chemical species concentration and porosity within the fluid-saturated
porous medium. In addition, it is also possible to investigate the chemical dissolu-
tion-front instability in this particular case (Chadam et al. 1986; Zhao et al. 2008a).

2.1.2.1 The First Special Case

In this special case, the planar dissolution front is assumed to propagate in the
positive x direction, so that all quantities are independent of the transverse coor-
dinates y and z. For this reason, Eqgs. (2.11)—(2.13) can be rewritten as follows:

¢ o o]
2o o 210
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0 0 oC 9 A
a (¢C) - a ¢D(¢) a + Clﬁ((f)) a_i + pskEchemicalV_Z (d)f - ¢)(C - Ceq) = 0»
(2.17)
0 A
g + kEchemiculV*Z (¢f - ¢)(C - Ceq) =0. (218)

If the chemical species is initially in an equilibrium state and fresh pore-fluid is
injected at the location of x approaching negative infinity, then the boundary
conditions of this special problem are expressed as

op(x, 1)

lim C(x, 1) =0, lim ——==pj (upstream boundary), ~ (2.19)
X——00 X——00 X
9 t

lim C(x, 1) = Coq,  lim % =p,, (downstream boundary),  (2.20)

where p}x is the pore-fluid pressure gradient as x approaching negative infinity in
the upstream of the pore-fluid flow; pj, is the unknown pore-fluid pressure gradient
as x approaching positive infinity in the downstream of the pore-fluid flow. Since
p}x drives the pore-fluid flow continuously along the positive x direction, it has a
negative algebraic value (i.e. p}x <0) in this analysis.

The initial condition for this theoretical problem is: ¢(x, 0) = ¢, expect at the
negative infinity, where lim; ., ¢(x, 0) = ¢,. Note that ¢, is the initial porosity
of the porous medium.

If the propagation speed of the planar dissolution front is denoted by v, then it
is possible to transform a moving boundary problem of the dissolution front (in an
x — t coordinate system) into a steady-state boundary problem of the dissolution
front (in an & — ¢ coordinate system) using the following coordinate mapping:

& =X — Voont. (2.21)

It is necessary to relate partial derivatives with respect to ¢ and ¢ to those with
respect to x and ¢ (Turcotte and Schubert 1982).

d o\ oox [ d
Oy _(8) 3 _(d g 222
(ar) . (at)f %o (a:)x”f"’"’ % (222)

@) @)

where derivatives are taken with x or 7 held constant as appropriate.
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Since the transformed system in the £ — ¢ coordinate system is in a steady state,
the following equations can be derived from Egs. (2.22) and (2.23).

0 0
(&) X: —Vfront a_f ) (224)

(-3,

Substituting Eqgs. (2.24) and (2.25) into Egs. (2.16)—(2.18) yields the following
equations:

% {W(‘/’) %lg + Vfronl¢:| - 0, (226)

2 ac op -
o0+ v Lrvmic-p)] <0 )
Vfront% - kchemical?/_: (¢f - ¢)<C - Ceq) =0. (228>

Integrating Eqs. (2.26) and (2.27) from negative infinity to positive infinity and
using the boundary conditions [i.e. Egs. (2.19) and (2.20)] yields the following
equations:

Ceq‘ﬁ(‘bo)l’:)x + VironPo(Ceq — p5) + Vfront¢fps =0, (2.29)
W(%)Plox + Vfront¢0 - W(¢f)l?}x - Vfront¢f =0. (230)

Solving Egs. (2.29) and (2.30) simultaneously results in the following analyt-
ical solutions:

) _ 71//(¢0)p6xceq _ quCeq
Vront ¢0Ceq T (¢f — ¢0)Ps ¢0Ceq T (¢f — ¢>0)ps’ (2.31)
o V(@) PCeq + (P — ¢o)py] o (2.32)

Por = (00)[$0Coq + (B — o) (9 + Cog)) 2

where u, is the Darcy velocity in the far downstream of the flow as x approaches
positive infinity. Using Darcy’s law, ug, can be expressed as

- $oCeq + (d’f — o) ps »
o $oCeq + (r — bo)(ps + Ceq) w

(2.33)
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where uy, is the Darcy velocity in the far upstream of the flow as x approaches
negative infinity.

If the finite element method is used to solve this special problem, the accuracy
of the finite element simulation can be conveniently evaluated by comparing the
numerical solutions with the analytical ones for both the propagation speed of the
planar dissolution front (i.e. V) and the Darcy velocity in the far downstream of
the flow as x approaches positive infinity (i.e. ug,).

2.1.2.2 The Second Special Case (Base Solutions for a Stable State)

Since the solid molar density greatly exceeds the equilibrium concentration of the
chemical species, a small parameter, which is called the mineral dissolution ratio
(Zhao et al. 2010), can be defined as follows:

C
e=—2<1. (2.34)
Ps

To facilitate the theoretical analysis in the limit case of ¢ approaching zero, the
following dimensionless parameters and variables can be defined for a two-
dimensional problem.

=2 =2
r=2, y=2 (2.35)
_ C 2 T)
C: D = — = — .
Co? i=-2, (2.36)
t
T=—¢, (2.37)

where 7 is a slow dimensionless time to describe the slowness of the chemical
dissolution that takes place in the system. Other characteristic parameters used in
Eqgs. (2.35)—(2.37) can be expressed as follows:

Vp
SRS, 7R .
kEchemicalApCeq (’bf (¢f) ( )

b= ¢rD(¢r) u ‘lst(d’f)’ (239)

Yigy) Lx

() = 22O gy - VD)

4, D(d;) (2.40)
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Substituting Egs. (2.35)-(2.40) into Egs. (2.11)—(2.13) yields the following
dimensionless equations:

229 ()ve] =0, @.41)

a a * a RNE = ad)
P2 (90) V- D OVE+CY (O)VF - 2 —0,  (242)
g%ﬂ(pf—qa)(c— 1) =o. (2.43)

Similarly, the boundary conditions for this special case can be expressed in a
dimensionless form as follows:

op(x, )
X

lim C(x, ) =1, lim =Py, (downstream boundary), (2.44)

X—00 X—00
) 61_7()_6, T) _pl

X——00 X——00 X fx

lim C(x,7)=0, lim (upstream boundary). (2.45)
In this case, the initial condition for this theoretical problem is: ¢(x, 0) = ¢,
expect at the negative infinity, where limz_,_, ¢(%, 0) = oy

It is noted that the propagation front due to chemical dissolution divides the
problem domain into two regions, an upstream region and a downstream region,
relative to the propagation front. Across this propagation front, the porosity under-
goes a jump from its initial value into its final value. Thus, this dissolution-front
propagation problem can be considered as a Stefan moving boundary problem
(Chadam et al. 1986; Zhao et al. 2008a). In the limit case of ¢ approaching zero, the
corresponding governing equations for the dimensionless variables of the problem in
both the downstream region and the upstream region can be expressed below:

C=1, V*»=0, ¢=4¢, (inthe downstream region), (2.46)
V- (VC+CVp)=0, V*p=0, ¢=d¢; (in the upstream region). (2.47)

If the chemical dissolution front is denoted by S(x, ) = 0, then the dimen-
sionless pressure, chemical species concentration and mass fluxes of both the
chemical species and the pore-fluid should be continuous on S(X, 7) = 0. This
leads to the following interface conditions for this moving-front problem:

Jig €= Jim . Jimp=linp 248
_oC . _Y(¢o) . O
Sllr(r)l, a - V.frunt(¢f - ¢0)’ Sllr(r)l, & - l//(d)f) SILI(I)IJF 57 (249>
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where n = n/L*; n is the normal vector of the propagating planar chemical dis-
solution-front; vy, is the dimensionless propagation speed of the planar chemical
dissolution-front.

When the planar dissolution front is under stable conditions, the base solutions
for this special problem can be derived from Eqgs. (2.46) and (2.47) with the related
boundary and interface conditions [i.e. Egs. (2.44), (2.45), (2.48) and (2.49)]. The
resulting base solutions are expressed as follows:

C&) =1, p(&) =pyé+pc, ¢=d¢, (inthe downstream region), (2.50)
C(&) = exp(—ppé), p(&) =pRé+Dpc2, ¢ =, (in the upstream region),
(2.51)

where pc and pcy are two constants to be determined. For example, pc; can be
determined by setting dimensionless pressure p(&) to be a constant at a prescribed
location of the downstream region, while p¢» can be determined using the pressure
continuity condition at the interface between the upstream and downstream
regions. Other parameters are defined below:

_ (b)), ﬁ}x

¢=x— VrontT, ]_jé)x = mpfx’ Vfront = — m (252)

Therefore, if the finite element method is used to solve the second special
problem, the accuracy of the finite element simulation can be conveniently evaluated
by comparing the numerical solutions with a complete set of analytical solutions
including porosity, the location of the chemical dissolution front, the dimensionless
chemical-species concentration and the dimensionless pore-fluid pressure.

2.1.2.3 The Second Special Case (Perturbation Solutions
for an Unstable State)

When a reactive transport system represented by the above-mentioned second
special problem is stable, the planar dissolution front remains planar, even though
both small perturbations of the dissolution front and the feedback effect of
porosity/permeability change are simultaneously considered in the analysis.
However, when the reactive transport system is unstable, the planar dissolution
front can change from a planar shape into a complicated one. The instability of the
above-mentioned second special problem can be determined using a linear stability
analysis (Chadam et al. 1986, 1988; Ortoleva et al. 1987; Zhao et al. 2008a). The
main purpose of conducting such a linear stability analysis is to determine the
critical condition under which the chemical dissolution front of the reactive
transport system becomes unstable.
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If a small time-dependent perturbation is added to the planar dissolution front,
then the total solution of the system is equal to the summation of the base solution
and the perturbed solution of the system.

S(¢&, ¥, 1) = & — dexp(@t) cos(my), (2.53)
Prowat(&, Y, ) = p(&, 1) + 6 p(&) exp(@r) cos(my), (2.54)
Croat(€, 3, T) = C(&, T) + 6 C(&) exp(@r) cos(my), (2.55)

where @ is the dimensionless growth rate of the perturbation; m is the dimen-
sionless wavenumber of the perturbation; ¢ is the amplitude of the perturbation and
0 < 1 by the definition of a linear stability analysis.

Since S(¢, y, 1) is a function of coordinates S(&, y, 7) and y, the following
derivatives exist mathematically:

(2)-(3),

It is noted that the total solutions expressed in Egs. (2.54) and (2.55) must
satisfy the governing equations that are expressed in Eqgs. (2.46) and (2.47). With
consideration of Eq. (2.59), the first-order perturbation equations of this system
can be expressed as

X *p
C=0, 6; — m*p+m?*py, =0 (in the downstream region), (2.60)
*C _, oC s op

o2 TP m*C — m*ply exp(—pj&) — pj, exp(—pj<) =0

p+m"p;, =0 (in the upstream region). (2.61)
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2.1
The corresponding boundary conditions of the first-order perturbation problem
are:
N op
C(&) =0, lim (o) =0 (downstream boundary), (2.62)
E—o0 65
(2.63)

b
lim C(¢) =0, lim %—(5):0 (upstream boundary).
E——o0

{——0
Similarly, the interface conditions for this first-order perturbation problem can

be expressed as follows:
€=0, limp= Slg(r)gp, (2.64)
ac . Yldy) . 0P
— lim — = lim —. 2.65
=0l = b i =Yg s on 263)

Solving Eqs. (2.60) and (2.61) with the boundary and interface conditions [i.e
Egs. (2.62)—(2.65)] yields the following analytical results:

C=0, p(& p()x[ %exp(ﬂmé)} (in the downstream region)
(2.66)

"ﬁexpurn|—14»é1},

Cc(é) = —p;x{exp(—p}xé) I iﬁexp(of) 1 o
p(&) = }x{ + %expﬂmﬁ)] (in the upstream region) (2.67)
(2.68)

where
Y(do) _ k()

mZ
(7h)" +4 pf" (2.69)

g = )

Substituting Eq. (2.67) into Eq. (2.65) yields the following equation for the

dimensionless growth rate of the small perturbation

—Ph — {—p}x @) + A+ (1 /g)m|>. (2.70)

O = T Py =
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Equation (2.70) clearly indicates that the planar dissolution front of the reactive
transport system, which is described by the above-mentioned second special
problem, is stable to short wavelength (i.e. large dimensionless wavenumber 1)
perturbations but it is unstable to long wavelength (i.e. small dimensionless
wavenumber i) perturbations.

Letting w(m) =0 yields the following critical condition, under which the
reactive transport system can become unstable.

_ B-pU+p
critical 2(1 — ﬁ) ’

=/

Pp

(2.71)

where ﬁ}x is the critical value of the generalized dimensionless pressure
critical

gradient in the far upstream direction as x approaching negative infinity (Zhao

et al. 2008a). Since ﬁ}x

is usually of a negative value, the following critical
critical
Zhao number is defined to judge the instability of the reactive transport system:

I _B=p+p)
Zheriical = P writieal W (2.72)

Thus, the Zhao number of the reactive transport system can be defined as follows:

p}xL* _ (¢f )L*pfx Vilow
p* ¢f :uD d)f / ¢fD kEchemtcalAp Ceq

Zh:_p}x:_

where vg,,, is the Darcy velocity of the injected pore-fluid flow; ¢ is the porosity
when the dissolvable minerals are completely dissolved; D(¢;) is the molecular

diffusivity of the solute in the mineral completely-dissolved region; V, is the
average volume of soluble grains; A, is the averaged surface area of soluble grains;
C,q is the equilibrium concentration of the dissolvable mineral; kgchemicar 1s the
equivalent rate constant of the chemical reaction in the single chemical-species
dissolution system [as defined in Eq. (2.15)].

Using Egs. (2.72) and (2.73), a criterion can be established to judge the
instability of a chemical dissolution front associated with the particular chemical
system in this investigation. If Zh > Zh,,i;cq;, then the chemical dissolution front of
the reactive transport system becomes unstable, while if Zh <Zh,i;cq;, then the
chemical dissolution front of the reactive transport system is stable. The case of
Zh = Zhriricar TEPresents a situation where the chemical dissolution front of the
reactive transport system is neutrally unstable, implying that the introduced small
perturbation can be maintained but it does not grow in the corresponding reactive
transport system.

Clearly, Eq. (2.73) indicates that for the reactive chemical-species transport
considered in this investigation, the dissolution-enhanced permeability destabilizes
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the instability of the chemical dissolution front, while the dissolution-enhanced
diffusivity stabilizes the instability of the chemical dissolution front. If the shape
factor of soluble grains is represented by 0 =V, /A,,, then an increase in the shape
factor of soluble grains can destabilize the instability of the chemical dissolution
front, indicating that the instability likelihood of a porous medium comprised of
irregular grains, is higher than that of a porous medium comprised of regular
spherical grains. Similarly, an increase in either the equilibrium concentration of
the chemical species or the chemical reaction constant of the dissolution reaction
can cause the stabilization of the chemical dissolution front, for the reactive
chemical-species transport considered in this investigation.

To understand the physical meanings of each term in the Zhao number,
Eq. (2.73) can be rewritten in the following form:

Zh = FAdvectionFDiJj"fusionFChemicalFShapea (274)

where Fagveciion 18 @ term to represent the solute advection; Fpgision 1S a term to
represent the solute diffusion/dispersion; Fepemicar 1S @ term to represent the
chemical kinetics of the dissolution reaction; Fjqp. is a term to represent the shape
factor of the soluble mineral in the fluid-rock interaction system. These terms can
be expressed as follows:

Frdvection = Velow (275>
1
FDi[ﬁlsit)n =T (276)
\/ ¢rD(¢yr)

1

Fchemicat = |7~ 2.1
“ ! kchemical Ceq ( )
F = l 2.78
Shape — A . ( . )

P

Equations (2.74)—(2.78) clearly indicate that the Zhao number is a dimen-
sionless number that can be used to represent the geometrical, hydrodynamic,
thermodynamic and chemical kinetic characteristics of a fluid-rock system in a
comprehensive manner. This dimensionless number reveals the intimate interac-
tion between solute advection, solution diffusion/dispersion, chemical kinetics and
mineral geometry in a reactive transport system.
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2.2 Computational Theory for Simulating
the Morphological Evolution of a Chemical
Dissolution Front

Although analytical solutions can be obtained for the above-mentioned special
cases, it is very difficult, if not impossible, to predict analytically the complicated
morphological evolution process of a planar dissolution front in the case of the
chemical dissolution system becoming supercritical. As an alternative, numerical
methods are suitable to overcome this difficulty. Since numerical methods are
approximate solution methods, they must be validated before they are used to
solve any new type of scientific and engineering problem. For this reason, the main
purpose of this section is to propose a numerical procedure for simulating how a
planar dissolution front evolves into a complicated morphological front. To verify
the accuracy of the numerical solution, a benchmark problem is constructed from
the theoretical analysis in Sect. 2.1.2.2. As a result, the numerical solution
obtained from the benchmark problem can be compared with the corresponding
analytical solution. After the proposed numerical procedure is verified, it will be
used to simulate the complicated morphological evolution process of a planar
dissolution front in the case of the chemical dissolution system becoming
supercritical.

2.2.1 Formulation of the Segregated Algorithm
Jor Simulating the Evolution of Chemical
Dissolution Fronts

In this section, Egs. (2.41)—(2.43) are solved using the proposed numerical pro-
cedure, which is a combination of both the finite element method and the finite
difference method. The finite element method is used to discretize the geometrical
shape of the problem domain, while the finite difference method is used to dis-
cretize the dimensionless time. Since the system described by these equations is
highly nonlinear, the segregated algorithm, in which Eqs. (2.41)—(2.43) are solved
separately in a sequential manner, is used to derive the formulation of the proposed
numerical procedure.

For a given dimensionless time-step, © + Az, the porosity can be denoted by
Orine = G + Ad,p,, Where ¢, is the porosity at the previous time-step and
A, 4, is the porosity increment at the current time-step. Using the backward
difference scheme, Eq. (2.43) can be written as follows:

[i + (1 — C1+Ar) A¢T+Ar = (d)f - d)r)(] — C1+Ar), (279)



2.2 Computational Theory for Simulating the Morphological Evolution 31

where C. ; is the dimensionless concentration at the current time-step; At is the
dimensionless time increment at the current time-step.

Mathematically, there exist the following relationships in the finite difference
sense:

0 C A T+AT — A AT A e
€ (g’TC) . (¢T+ZTTC tAc) eCo pe d)A;A n 8¢T+Af(+f), (2.80)
0 A _
86_(‘?:6%: (1 _CT+AT)(¢f_¢T+Ar)7 (281)
V- [D*(¢)VC] = V - [D* (11 2.)VCorad, (2.82)

V- [CY(¢)Vp] = CV - [ (¢)Vp] + Vp - [V (¢)VC]
= Cr+Arv ' W*(ff’wm)vﬁwm] + VI_)T+AT : [w*(¢T+AT)VCT+AT]'
(2.83)

Substituting Egs. (2.80)—(2.83) into Eq. (2.42) yields the following finite dif-
ference equation:

I3 1 _

At ¢‘L’+A‘E + g (¢f - ¢1+Ar) Crine — V- [D*(¢1+A1)VCT+AT]

1 (2.84)
- VpT+AT : [lp*(qb‘H—AT)VCTJrAT] = é(pr-{—ArCT + E ((l’)f - ¢T+AI)'

Similarly, Eq. (2.41) can be rewritten in the following discretized form:

V- [W*((b)vp] =V [W*((errAr)vprJrAr] = (1 - Cr+Ar)(¢f - ¢7+Ar)' (285)

To derive the finite element equations of the problem, the corresponding finite
difference equations can be summarized as follows:

|:Ai‘[ + (l B CH_AT)] A¢T+AT = (d)f - ¢r)(1 - CT+AZ)7 (286)

€

1 _ _
|:E ¢I+A‘E + Z (¢f - ¢‘L’+A‘E):| CT+A‘C -V [ *(¢T+AT)VCT+AT] (287)

_ " - & — 1
- VpT+AT . [W (d)‘H»AI)VC‘hLAT] = A__Cd)IJrArCT + ; ((rbf - ¢1+Ar)7

VW (VP = V- [ (deiad) VPrrad = (1 = Copac) (dp — hriad)- (2.88)
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2.2.2 Derivation of the Finite Element Equations of the Problem

Although the finite element method has been broadly used for solving many different
types of scientific and engineering problems, the finite element equations related to
the chemical dissolution-front propagation problem need to be given blow.

To derive the finite element equations of the problem, three unknown variables
involved in the finite difference equations [i.e. Eqs. (2.86)—(2.88)] are defined as
follows:

Ul = A¢T+AT7 UZ = Cr+Au U3 :pr+Ar- (289)

By using these new definitions, Eqgs. (2.86)—(2.88) can be written in the fol-
lowing forms:

finlh = fer, (2.90)
fiUs =¥ (o) (Vs VU2) = V- [0 () VU] =feo, (291)
VI (s VU] = s, (2.92)
where
fir =fn(Csn) = =+ (1= Copa), (2.93)
for =fer (Cevnes §) = (8 = $)(1 = Corno), (2.94)
for = fr(ne) = v+ (b — ey (2.95)
for = fer i C) = 5o beonCot (b~ dn)s (296)
fos = fes(Dnner Cora) = (1= Coon) by — den). (297)

Based on the finite element method, the distribution of the above-mentioned
three unknown variables in a finite element can be described as follows:

Uy = [N[{A1}, (2.98)
U; = [N[{A:}", (2.99)
Us = [N[{A;3}°, (2.100)

where Uf, U5 and U3 are the distribution fields of the three unknown variables
within the finite element; {A;}°, {A;}° and {A;}° are the corresponding nodal
vectors of the element; [N] is the shape function matrix of the element.
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If the finite element under consideration has Q nodes, then the following
expressions exist for this element:

{A})'={Un Un ... Uio }, (2.101)

(A ={Un Un ... Uy}, (2.102)

{As})'={Us Un ... U}, (2.103)

[INl=[Ni N, ... Ngpl, (2.104)

where N; (i = 1, 2, ..., Q) is the shape function of node i; Uy;, Uy; and Us; (i = 1,

2, ..., Q) are the nodal values of the unknown variables for the finite element under
consideration.

Using the Galerkin weighted-residual method, Egs. (2.90)-(2.92) can be
rewritten, at the element level, as follows:

(//A[N]Tfm [N]dA) (A = //A[N]TfadA, (2.105)
(// 1" fua N dA){Az} - (/ U (Berad) IN (VDerac - V[N])dA){Aﬂf

~(J] w0 esavivDan ) ) = [ W
(2.106)

< // A[N]TV-(lﬁ*(d)rJrAr) [N }dA){Ag} = // 1" fesdA, (2.107)

where A is the area of the element.
Note that the following expressions exist mathematically:

( J V-0 sv H)dA>{Az}e: / INTD* (9 ar) V(NI {A2))dS

(// VNI (D" (e VIN) dA) (M),

(2.108)
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(J] 079 00 svivpan ) 2y = / N0 (6.,0) W(N{A} )

- ( / / AV[NJT : (w*(quATW[N])dA) (A5},
(2.109)

where S is the length of the element boundary.
Substituting Egs. (2.108) and (2.109) into Egs. (2.106) and (2.107) yields the
following expressions:

(] rrniian ) 1aay =[] 0o (Vs VD ) 5}
# (] T 0 era VINDAA ) (22
— || WFeada+ [ W7D (9. s VI8 (2.110)

S

(] 70" 0" Gca SIopan 125y
— —//A[N]chsdA +/[NW*(d)HAT)V([N]{Ag}“)ds.

N

(2.111)

Consideration of Egs. (2.105), (2.110) and (2.111) leads to the discretized
equations of the finite element as follows:

M (A} = {P1}, (2.112)
(M2]* = [H]* + [Ki]){ A2} = {P2}", (2.113)
(K] {As} = {P5}", (2.114)

where [M1], [My]°, [H]°, [Ki]° and [K;]® are the property matrices of the finite
element; {P;}°, {P,}° and {P3}* are the “load” vectors of the finite element.
These matrices and vectors can be expressed as follows:

2 //A[N]Tfm[N]dA, (2.115)

[M,)° = / / A[N]TfUZ[N]dA, (2.116)
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HE = [[ (G N (Ve VINDaa (2117)
K // VNI - (D* (¢, a0 VIN])dA, (2.118)
[Kzr://AV[N]T-(fUW[N])dA, (2.119)
{Pl}e=//A[N]ch1dA, (2.120)

(Po) = [ Wttt + [ INTD (6o VN8

s (2.121)

— [ W'feada+ [ 97D (6. ¥ Corne) s
S

(Pa) == [ Wi cada + [ 870 (B a0 DN} )

s (2.122)

[ a7 G Voreaoas,
N

where V(Cyya;) and V(pyia.)¢ are the dimensionless chemical-species concen-
tration-gradient and pore-fluid pressure-gradient at the boundary, S, of the finite
element.

Assembling the property matrices and vectors of all the elements in a system
yields the following discretized governing equations of the system:

M {A} = {P1}, (2.123)
(Ma] — [H] + [Ki]){A2} = {P2}, (2.124)
[K2{As} = {P3}, (2.125)

where [M], [M3], [M3], [H], [K1] and [K;] are the global property matrices of the
system; {P;}, {P>} and {P5} are the global “load” vectors of the system; {A;},
{A,} and {A3} are the corresponding global vectors of the system.

Clearly, Eqgs. (2.123), (2.124) and (2.125) can be solved separately and sequen-
tially for the porosity, dimensionless concentration and dimensionless pore-fluid
pressure at the current time-step. Note that when Eq. (2.123) is solved using the finite
element method, the dimensionless concentration at the current time-step is not
known. Similarly, when Eq. (2.124) is solved using the finite element method, the
dimensionless pore-fluid pressure at the current time-step remains unknown. This
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indicates that these three equations are fully coupled so that an iteration scheme
needs to be used to solve them sequentially. At the first iteration step, the dimen-
sionless concentration at the previous time-step is used as a reasonable guess of the
dimensionless concentration at the current time-step when Eq. (2.123) is solved for
the porosity. In a similar way, the dimensionless pore-fluid pressure at the previous
time-step is used as a reasonable guess for the current time-step when Eq. (2.124) is
solved for the dimensionless concentration. The resulting approximate porosity and
dimensionless concentration can be used when Eq. (2.125) is solved for the
dimensionless pore-fluid pressure. At the second iteration step, the same procedure as
used in the first iteration step is followed, so that the following convergence criterion
can be established after the second iteration step.

Ny N¢ N;

— k k—1 2 ~k Ak—1 2 —k —k—1 2 =

E = Max Z ( iT+AT T i;:+Ar) ’ Z (C[.r+Ar - Ci.r+Ar) ’ Z (Pi.r+Ar - pi.r+A1) <E,
i=1

i=1 i=1

(2.126)

where E and E are the maximum error at the k-th iteration step and the allowable
error limit; Ny, N¢ and N;; are the total numbers of the degrees-of-freedom for the
porosity, dimensionless concentration and dimensionless pore-fluid pressure
respectively; k is the index number at the current iteration step and k — 1 is the

index number at the previous iteration step; ¢f‘r Sy Ct. At

porosity, dimensionless concentration and dimensionless pore-fluid pressure of

node i at both the current time-step and the current iteration step; qﬁf;i Ar> Cl’.‘;l Ar

and ﬁfﬁ;l A are the porosity, dimensionless concentration and dimensionless pore-
fluid pressure of node i at the current time-step but at the previous iteration step. It
is noted that k >2 in Eq. (2.126).

The convergence criterion is checked after the second iteration step. If the con-
vergence criterion is not met, then the iteration is repeated at the current time-step.
Otherwise, the convergence solution is obtained at the current time-step and the
solution procedure goes to the next time-step until the final time-step is reached.

—k
and p; ., are the

2.3 Verification of the Proposed Numerical Algorithm
for Simulating the Evolution of Chemical Dissolution
Fronts

The main and ultimate purpose of a numerical simulation is to provide numerical
solutions for practical problems in a real world. These practical problems are
impossible and impractical to solve analytically. Since numerical methods are the
basic foundation of a numerical simulation, only an approximate solution can be
obtained from a computational model, which is the discretized description of a
continuum mathematical model. Due to inevitable round-off errors in computation
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Fig. 2.1 Geometry and boundary conditions of the chemical dissolution problem

and discretized errors in temporal and spatial variables, it is necessary to verify the
proposed numerical procedure so that meaningful numerical results can be obtained
from a discretized computational model. For this reason, a benchmark problem, for
which the analytical solutions are available, is considered in this subsection.
Figure 2.1 shows the geometry and boundary conditions of the coupled problem
between porosity, pore-fluid pressure and reactive chemical-species transport
within a fluid-saturated porous medium. For this benchmark problem, the
dimensionless-pressure gradient (i.e. f’;x = —1) is applied on the left boundary,
implying that there is a horizontal throughflow from the left to the right of the
computational model. In this case, the Zhao number of the reactive transport
system is unity. The dimensionless height and width of the computational model
are 5 and 10 respectively. Except for the left boundary, the initial porosity of the
porous medium is 0.1, while the initial dimensionless-concentration is one within
the computational domain. The final porosity after depletion of the soluble mineral
is 0.2. This final porosity is applied on the left boundary as a boundary condition of
the computational domain. The permeability of the porous medium is calculated
using the Carman-Kozeny formula, which has the power of 3 in the power law.
The diffusivity of chemical species is calculated using the power law, which has
the power of 2. Both the top and the bottom boundaries are assumed to be
impermeable for the pore-fluid and chemical species. The mineral dissolution ratio
of the chemical dissolution system is assumed to be 0.01, while the dimensionless
time-step length is set to be 0.005 in the computation. Since the computational
domain of the benchmark problem is of finite size, a time-dependent-dimension-
less-concentration boundary condition [i.e. C(t) = exp(ﬁ}xvfmmr)] needs to be
applied on the left boundary so that the numerical solutions can be compared with
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the analytical solutions derived in the previous section. Using the above-men-
tioned parameters, the critical Zhao number of the system is approximately equal
to 1.77. Since the Zhao number of the system is greater than its critical value, the



40 2 Fundamental Theory for Chemical Dissolution-Front Instability Problems

Fig. 2.4 Comparison of
numerical solutions with
analytical ones at different
time instants (dimensionless
pore-fluid pressure): the thick
line shows the numerical
results, while the thin line
shows the corresponding
analytical solutions
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coupled system considered in this subsection is sub-critical so that a planar dis-
solution front remains planar during its propagation within the system. The
dimensionless speed of the dissolution front propagation is equal to 10, which is
determined using Eq. (2.52). To simulate appropriately the propagation of the
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dissolution front, the whole computational domain is simulated by 19701 four-
node rectangular elements of 20,000 nodal points in total.

Figures 2.2, 2.3, and 2.4 show the comparison of numerical solutions with
analytical ones for the porosity, dimensionless concentration and dimensionless
pore-fluid pressure distributions within the computational domain at three different
time instants. In these figures, the thick line shows the numerical results, while the
thin line shows the corresponding analytical solutions, which can be determined
from Egs. (2.50) and (2.51) with the boundary condition of p(L,,t) = 100 at the
right boundary of the computational model. The resulting analytical solutions are
expressed as follows:

Cx1)=1, ¢Xx1)=0¢y (&> Vom1), (2.127)
p(x,7) = —po(Ly —X) + 100 (X > VyromT), (2.128)
C(x,7) = exp[—Pp(X — Vpon?)], (X, 7) = by (X <VfromT), (2.129)

P(E,7) = Pl (X = VromT) — P (L — VprowT) +100 (X <VfromT) . (2.130)

From these results, it can be observed that the numerical solutions agree very well
with the analytical solutions, indicating that the proposed numerical procedure is
capable of simulating the planar dissolution-front propagation within the fluid-
saturated porous medium. As expected, the porosity propagation front is the
sharpest one among the three propagation fronts, namely a porosity propagation
front, a dimensionless-concentration propagation front and a dimensionless-
pressure propagation front, in the computational model. Clearly, the dimension-
less-pressure propagation front has the widest bandwidth, implying that it is the
least sharp front in the computational model. Although there are some smoothing
effects on the numerically-simulated propagation fronts as a result of numerical
dispersion, the propagation speed of the numerically-simulated propagation front
is in good coincidence with that of the analytically-predicted propagation front.
For this benchmark problem, the overall accuracy of the numerical results is
indicated by the dimensionless pore-fluid pressure. The maximum relative error of
the numerically-simulated dimensionless pore-fluid pressure is 2.2, 4.6 and 5.8 %
for dimensionless times of 0.25, 0.625 and 0.8 respectively. If both a small mesh
size and a small time-step length are used, then the maximum relative error can be
further reduced in the numerical simulation. This quantitatively demonstrates that
the proposed numerical procedure can produce accurate numerical solutions for
the planar dissolution-front propagation problem within a fluid-saturated porous
medium.
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Fig. 2.5 Porosity distributions due to morphological evolution of the chemical dissolution front
in the fluid-saturated porous medium

2.4 An Application Example for Simulating
the Morphological Evolution of Chemical
Dissolution Fronts

In this section, the proposed numerical procedure is used to simulate the mor-
phological evolution of a chemical dissolution front in a supercritical system. For
this purpose, a dimensionless-pressure gradient (i.e. ﬁ}x = —10) is applied on the
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Fig. 2.6 Dimensionless concentration distributions due to morphological evolution of the
chemical dissolution front in the fluid-saturated porous medium

left boundary of the computational domain so that the dimensionless speed of the
dissolution front propagation is equal to 100. This means that the dissolution front
propagates much faster than it does within the system considered in the previous
section. Due to this change, the mineral dissolution ratio of the chemical disso-
lution system is assumed to be 0.001, while the dimensionless time-step length is
also assumed to be 0.001 in the computation. The Zhao number of the system is
increased to 10, which is greater than the critical Zhao number (i.e. approximately
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Fig. 2.7 Dimensionless pore-fluid pressure distributions due to morphological evolution of the
chemical dissolution front in the fluid-saturated porous medium

1.77) of the system. The values of other parameters are exactly the same as those
used in the previous section. Since the Zhao number of the system is smaller than
its critical value, the coupled system considered in this section is supercritical so
that a planar dissolution front evolves into a complicated morphology during its
propagation within the system. In order to simulate the instability of the chemical
dissolution front, a small perturbation of 1 % initial porosity is randomly added to
the initial porosity field in the computational domain.

Figure 2.5 shows the porosity distributions due to the morphological evolution
of the chemical dissolution front in the fluid-saturated porous medium, while
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Fig. 2.8 Streamline distributions due to morphological evolution of the chemical dissolution
front in the fluid-saturated porous medium
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Fig. 2.6 shows the dimensionless concentration distributions due to the morpho-
logical evolution of the chemical dissolution front within the computational
domain. It is observed that for the values of the dimensionless time greater than
0.03, the initial planar dissolution-front gradually changes into an irregular one.
With a further increase of the dimensionless time, the amplitude of the resulting
irregular dissolution-front increases significantly, indicating that the chemical
dissolution front is morphologically unstable during its propagation within the
computational model. Although both the porosity and the dimensionless concen-
tration have a similar propagation front, the distribution of their maximum values
along the dissolution front is clearly different. The peak value of the porosity is in
good correspondence with the trough value of the dimensionless concentration due
to the chemical dissolution in the system. This demonstrates that the proposed
numerical procedure is capable of simulating the morphological instability of the
chemical dissolution front in a fluid-saturated porous medium in the case of the
coupled system being supercritical.

It is interesting to investigate how the dimensionless pore-fluid pressure and
pore-fluid flow evolve with time during the propagation of the unstable dissolution
front in the computational model. Figure 2.7 shows the dimensionless pore-fluid
pressure distributions during the morphological evolution of the chemical disso-
Iution front. It is noted that although the dimensionless pore-fluid pressure is
continuous, there exists a clear transition for the dimensionless pressure-gradient
distribution in the computational model. This phenomenon can be clearly seen at
the late stages of the numerical simulation such as when the dimensionless time is
equal to 0.06 and 0.07. The fluid-flow pattern evolution during the propagation of
the unstable dissolution front is exhibited by the streamline evolution in the
computational model. Figure 2.8 shows the streamline distributions during the
morphological evolution of the chemical dissolution front within the coupled
system between porosity, pore-fluid pressure and reactive chemical-species
transport. Due to the growth of the amplitude of the irregular dissolution front,
pore-fluid flow focusing takes place in the peak range of the porosity, which can be
observed from the streamline density (in Fig. 2.8). It is noted that the width of the
flow focusing zone is closely associated with the peak and trough values of the
irregular dissolution front in the computational model. Since both the porosity
generation and the pore-fluid flow focusing play an important role in ore body
formation and mineralization, the proposed numerical procedure can provide a
useful tool for simulating the related physical and chemical processes associated
with the generation of giant ore deposits within the upper crust of the Earth.
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Chapter 3

Effects of Particle Reactive Surface Areas
on Chemical Dissolution-Front Instability
in Fluid-Saturated Porous Media

Particle shapes and arrangements within a porous medium can significantly affect
the porosity and permeability of the porous medium (Phillips 1991; Nield and
Bejan 1992; Zhao et al. 2008a). Since a change in porosity may cause a change in
both the permeability and the channel of pore-fluid flow, a change in particle
shapes can affect the pore-fluid flow within the porous medium. As a result,
different particle shapes may affect the chemical dissolution-front instability
within fluid-saturated porous media. It needs to be pointed out that for determining
both the porosity and permeability in a porous medium consisting of spherical
grains of equal size, the packing of grains (i.e. the orientation of an individual
grain) is not relevant. However, for determining both the porosity and permeability
in a porous medium consisting of cubic grains of equal size, the packing of grains
(i.e. the orientation of an individual grain) must be taken into account. This means
that it is the permeability that describes the shape, sorting and packing of grains, so
that a system consisting of equally-sized cubic grains and having a given porosity
may have a permeability that varies with the packing of the grains. Since the main
purpose of this chapter is to investigate how the reactive surface area of an
individual grain affects the chemical dissolution-front instability, the porosity,
rather than the permeability of the porous medium, can be directly used. Although
a considerable amount of research has been conducted on the instability of
chemical dissolution-front propagation within fluid-saturated porous media
(Chadam et al. 1986, 1988; Ortoleva et al. 1987; Chen and Liu 2002), very limited
work has been conducted to analytically investigate the effect of reactive surface
areas due to different particle shapes on the chemical dissolution front instability
within fluid-saturated porous media (Zhao et al. 2008a). Thus, the theoretical
investigation of the particle shape effect on the instability of chemical dissolution-
front propagation within fluid-saturated porous media becomes the main purpose
of this chapter.

From the chemical kinetics point of view, the chemical reaction rate of a
heterogeneous reaction is directly proportional to the surface area of a reactive
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particle (Steefel and Lasage 1990, 1994). Due to the complicated feature of par-
ticle shape and size distributions in a natural porous medium, it is very difficult, if
not impossible, to derive analytical solutions for directly investigating the effect of
particle shape on the chemical dissolution-front instability within a fluid-saturated
porous medium in nature. However, from the continuum mechanics point of view,
a natural porous medium can be represented using the volume average concept.
This means that if a representative elementary volume is appropriately chosen, it is
possible to use the volume-averaged quantities to investigate the macroscopic
behaviour of the natural porous medium (Bear 1972). Based on this understanding,
the effect of reactive surface areas associated with different particle shapes on the
chemical dissolution-front instability can be investigated theoretically through
considering two idealized porous media consisting of two different particle shapes,
namely spherical and cubic particle shapes. This makes it possible to analytically
derive the critical condition, which can be used to assess whether or not the
chemical dissolution front in a fully coupled system between porosity, pore-fluid
flow and reactive chemical-species transport problem becomes unstable. Through
examining the effect of reactive surface areas associated with different particle
shapes on the derived critical condition, the effect of particle shapes on the
chemical dissolution-front instability can be theoretically investigated.

In order to predict the complicated morphological evolution of a chemical
dissolution front in the case of the chemical dissolution system becoming super-
critical, a numerical procedure is used for solving this kind of problem. Since the
proposed numerical procedure belongs to the family of approximate solution
methods, it must be verified before it is used to solve any new type of scientific and
engineering problem. For this reason, the analytical solution for the propagation of
a planar chemical dissolution-front (Chadam et al. 1986; Zhao et al. 2008b) is used
to construct a benchmark problem, the geometry of which can be accurately
simulated using numerical methods such as the finite element method (Zie-
nkiewicz 1977; Lewis and Schrefler 1998) and the finite difference method. This
makes it possible to compare the numerical solution obtained from the benchmark
problem with the corresponding analytical solution so that the proposed numerical
procedure can be verified for simulating chemical dissolution-front propagation
problems in fluid-saturated porous media. After the proposed numerical procedure
is verified, it is used to simulate the morphological evolution of a chemical dis-
solution front in the case of the chemical dissolution system becoming super-
critical. Consequently, the effect of reactive surface areas associated with different
particle shapes on the morphological evolution of an unstable chemical dissolu-
tion-front can be investigated.
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3.1 Theoretical Analysis of the Effect of Particle Shapes
on Chemical Dissolution-Front Instability in Fluid-
Saturated Porous Media

If the volume-averaged quantities over a representative elementary volume are used
to describe the macroscopic behaviour of the natural porous medium (Bear 1972),
the effect of reactive surface areas associated with different particle shapes on the
chemical dissolution-front instability can be investigated analytically through
considering two idealized porous media consisting of two different particle shapes,
namely spherical and cubic particle shapes respectively. From the linear instability
theory, the chemical dissolution-front instability can be determined by the critical
condition, under which a fully coupled system between porosity, pore-fluid flow
and reactive chemical-species transport becomes unstable. Through examining the
effect of reactive surface areas associated with different particle shapes on the
critical condition, the effect of particle shapes on the chemical dissolution-front
instability can be investigated. Thus, the main purpose of this section is to derive
the above-mentioned critical condition in a purely analytical manner.

For a fluid-saturated porous medium, Darcy’s law can be used to describe pore-
fluid flow and the advection-dispersion equation can be used to describe mass
transport phenomena, respectively. It is assumed that the porosity change of the
porous medium is caused by the chemical dissolution of a soluble solid mineral
within the porous medium. Since both permeability and diffusivity are dependent
on porosity, the chemically-induced porosity change has a significant feedback
effect on the variation of permeability and diffusivity. If the pore-fluid is incom-
pressible, the governing equations of the coupled nonlinear problem between
porosity, pore-fluid flow and reactive single-chemical-species transport in the
fluid-saturated porous medium can be expressed as follows:

W VW)V =0, (3.1)

£6C) =V [BDIVC + CHWITH]+ a5y — $)(C ~ C) =0
(3.2)

& kst (8~ 9)(C = Cu) =0 33)

v =2, 34)

where p and C are the pore-fluid pressure and the concentration of the chemical
species; C,, is the equilibrium concentration of the chemical species; u is the
dynamic viscosity of the pore-fluid; ¢ is the porosity of the porous medium; ¢, is
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the final (i.e. maximum) porosity of the porous medium after the completion of
soluble mineral dissolution; D(¢) is the diffusivity of the chemical species; k(¢) is
the permeability of the porous medium. V), is the average volume of a soluble
grain; A,, is the averaged surface area of the soluble grain; kgcpemicar 1S the com-
prehensive rate constant of the chemical reaction (as defined in Eq. (2.15) previ-
ously); p, is the molar density (i.e. moles per volume) of the soluble grains.

If the volumetric fraction of insoluble grains is denoted by ¢;,.,1upes then the
final porosity of the porous medium can be denoted by ¢y = 1 — @ 501upie- In this
case, the average volume of a soluble grain can be expressed as follows:

v, =2 (3.5)

where D, is the density of the soluble grains, which is defined as the total number
of the soluble grains available for chemical reactions per unit medium volume.

For spherical grains (or equivalent spherical grains of equal size if their shapes
are not spheres of equal size), the following relationship exists.

_ 4 _
V, = 3R, (3.6)

where R is the radius of the representative grain. This radius can be considered as
the characteristic length of the representative grain in the considered chemical

system and expressed as
_ (¢, —
R=1/ M (3.7)
4nD,

In this case, the shape factor of the grains can be defined as follows:

Voo i — -
——p ==-R= f sphere f 3 8
A, 3 36nD 367r = Ooph

where oppere = +/1/(367) is the shape coefficient of the spherical grains.
Substituting Eq. (3.8) into Egs. (3.2) and (3.3) yields the following equations:

3

S

%(d’c) - v . [¢D(¢)vc + C‘//(¢)VP] + pskEchemical \/hDT (d)f ¢) (C Ceq) 0
sphere
(3.9)
/D 2
aa_¢ + kEchemlcaI ﬁ (¢f qs)j(c Ceq) 0. (310)

sphere
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Suppose the chemical species is initially in an equilibrium state within the
whole system and that the fresh pore-fluid is injected at the location of
x approaching negative infinity, the following boundary conditions of the problem
can be used in this theoretical investigation.

9 t
lim C(x, ) =0, lim P, 1) =P (upstream boundary), (3.11)
X——00 X——00 Ox
0 t
lim C(x, 1) = C,y, lim % =py, (downstream boundary),  (3.12)
xX—00 x—00 X

where p}x is the pore-fluid pressure gradient as x approaching negative infinity in
the upstream of the pore-fluid flow; py, is the unknown pore-fluid pressure gradient
as x approaching positive infinity in the downstream of the pore-fluid flow. Since
P_;x drives the pore-fluid flow continuously along the positive x direction, it has a
negative algebraic value (i.e. p]’cx <0) in this analysis.

The initial condition for this theoretical problem is: ¢(x, 0) = ¢, expect at the
negative infinity, where lim; ., ¢(x, 0) = ¢;. Note that ¢, is the initial porosity
of the porous medium.

In most geochemical systems consisting reactive rocks, the solid molar density
of a soluble mineral is usually much greater than the corresponding equilibrium
concentration of the soluble mineral. In such a case, a small parameter, which is
known as the mineral dissolution ratio (Zhao et al. 2010), can be defined below:

Cey

&= <<l. (3.13)

Ps

To analytically derive the critical condition, which can be used to examine
whether or not a chemical dissolution front in the coupled system between
porosity, pore-fluid flow and reactive chemical-species transport within the fluid-
saturated porous medium becomes unstable, the following dimensionless param-
eters and variables need to be defined for a two-dimensional problem.

C p t
p=— =— 3.14
L* Ceq7 b P’ ‘ t*g ( )

where 7 is a slow dimensionless time to describe the slowness of the chemical
dissolution that takes place in the system. Other characteristic parameters used in
Eq. (3.14) can be defined as follows:

* O(sphere * / « x d)fD(d)f)
a (kEchemicalCeq) v Dp7 b= ¢fD(¢f>t P lp((ﬁf) ’

G OD@) L w(g)
DW=y VO .

(3.15)
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If Egs. (3.14) and (3.15) are inserted into Egs. (3.1), (3.9) and (3.10), the fol-
lowing dimensionless equations can be obtained.

8% — V- [y (¢)Vp] =0, (3.16)
ngﬂﬁ—v-w%@VC+6w%@vm—%§zm (3.17)
8%+(¢f_¢)%(6_1)=0. (3.18)

Obviously, the dimensionless variables, such as the dimensionless pore-fluid
pressure and dimensionless chemical species concentration, need to be used to
describe the following boundary conditions for this dimensionless problem.

_ op(x
lim C(x, 7) =1, lim M =Py, (downstream boundary), (3.19)
X—00 X—00 X
opx, 1)

lim C(x,7) =0, lim

X——00 X¥——00 ox

=Pj  (upstream boundary). (3.20)

In this case, the initial condition for this problem is: ¢(x, 0) = ¢, expect at the
negative infinity, where limy_._ ¢ (¥, 0) = ¢;.

In the limit case of ¢ approaching zero, the corresponding governing equations
for the dimensionless variables of the problem in both the downstream region and
the upstream region can be derived from Egs. (3.16)—(3.18) and expressed as
follows (Chadam et al. 1986; Zhao et al. 2008b):

C=1, V’»=0, ¢=¢, (inthe downstream region), (3.21)
V- (VC+CVp)=0, Vp=0, ¢=d¢, (inthe upstream region). (3.22)

If the chemical dissolution front is denoted by S(x, t) = 0, then the dimen-
sionless pore-fluid pressure, dimensionless chemical species concentration and
mass fluxes of both the chemical species and the pore-fluid should be continuous
on S(x, t) = 0. With this factor taking into account, the following interface con-
ditions for this chemical dissolution-front propagation problem exist
mathematically.

JpC=mpe fpe= e 323
_oC . 0p_ Ylgg) . TP
SILI(I){ o Viront (@ — Po), Slg(f){ Foa v (d,) SIE(T)L A (3.24)
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where n = n/L*; n is the normal vector of the propagating planar chemical dis-
solution-front; vy, is the dimensionless propagation speed of the chemical dis-
solution front.

Equations (3.21)—(3.24) clearly indicate that in the limit case of ¢ approaching
zero, the dimensionless governing equations and the boundary conditions are
independent of the reactive surface area associated with the soluble grain shapes.
For this reason, the same procedure as used in the previous investigation (Chadam
et al. 1986; Zhao et al. 2008b) can be followed to derive the critical condition,
which is used to assess whether or not a chemical dissolution front in the coupled
system between porosity, pore-fluid flow and reactive chemical-species transport
becomes unstable. Following the same procedures as those in Chap. 2, the
resulting critical condition is given below:

B -p)(1+p)
2(1-p)

V(do) _ k(o)
Wdy)  kdy)”

where Zh.iicq; 18 the critical Zhao number of the chemical dissolution system. The
corresponding Zhao number of the chemical dissolution system in a fluid-saturated
porous medium consisting of spherical grains can be defined as follows:

p}xL* _ k(¢f)L*P;fx _ k(oy) Pfx Olsphere
P’ ¢f'uD(¢f) A /¢fD (l)f kEChemzcalCeq \/51:

Using Eqgs. (3.25) and (3.26), a theoretical criterion can be established to judge
the instability of a chemical dissolution front in the fluid-saturated porous medium
consisting of spherical grains.

It is noted that the critical Zhao number and the Zhao number of a chemical
dissolution system are two totally different concepts. The critical Zhao number of
a chemical dissolution system with the effect of porosity feedback represents the
critical condition, which can be used to judge whether or not the chemical dis-
solution front in the chemical dissolution system becomes unstable. In this regard,
the critical Zhao number of a chemical dissolution system represents the common
characteristic of a kind of chemical dissolution system. On the other hand, the
Zhao number of a chemical dissolution system represents the particular charac-
teristic of the individual chemical dissolution system, which is one particular case
of the above-mentioned kind of chemical dissolution system. As indicated by
Eq. (3.25), the critical Zhao number of a chemical dissolution system with the
effect of porosity feedback is independent of the soluble grain shapes. However,
Eq. (3.26) clearly indicated that the shape coefficient of soluble grains can affect
the Zhao number of the chemical dissolution system. As a result, an increase in the
shape coefficient of soluble grains can destabilize the instability of the chemical
dissolution front within the fluid-saturated porous medium.

If the soluble grains are of cubic shapes, then the characteristic length of the
representative grain in the chemical dissolution system can be expressed as follows:

thritical = B = (325)

Zh = —

(3.26)
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L= ,“/M. (3.27)
DP

In this case, the shape factor of the grains can be defined as

Vo1 o[- -
Yo _1p_ o\ =% = Yo (3.28)
A, 6 216D 21 D, ‘e

where depic = +/1/216 is the shape coefficient of cubic grains.

Following the same procedures as used to define the Zhao number of a chemical
dissolution system in the fluid-saturated porous medium consisting of spherical
grains, the corresponding Zhao number of a chemical dissolution system in the
fluid-saturated porous medium consisting of cubic grains can be defined as
follows:

Zh = —

p}xl‘* o k(d)f)L*p}x ¢f pfr \/ Ocubic (3 29)

P duD(dy) [6,D(¢,)

Since the shape coefficient of spherical grains is greater than that of cubic
grains, the chemical dissolution system in a fluid-saturated porous medium con-
sisting of spherical grains is more unstable than that consisting of cubic grains,
implying that the instability likelihood of a natural porous medium, which is
comprised of irregular grains, is smaller than that of an idealized porous medium,
which is comprised of regular spherical grains. The reason for this is due to the
physical fact that if reaction rates are fast enough (relative to flow rates), then the
Zhao number of the chemical dissolution system is small (relative to the corre-
sponding critical Zhao number), so that the chemical dissolution front in the
chemical dissolution system is stable. It is clearly demonstrated [from Egs. (3.26)
and (3.29)] that a chemical dissolution system containing grains with a larger
reactive surface area (i.e. a smaller shape coefficient), such as cubic grains over
spherical grains, is more reactive and has the tendency to produce a more stable
reaction front.

kE(hemlcaZCeq Dp

3.2 Numerical Modeling of the Chemical Dissolution-Front
Evolution Within Fluid-Saturated Porous Media
Consisting of Different Particle Shapes

Even though the effects of reactive surface areas associated with different particle
shapes on the critical condition, which can be used to assess chemical dissolution-
front instability in a chemical dissolution system, can be investigated analytically,
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it is necessary to computationally simulate how a chemical dissolution-front
evolves when the chemical dissolution system, which can be treated as a fully-
coupled system between porosity, pore-fluid flow and reactive chemical-species
transport, reaches a supercritical state. Therefore, the main purpose of this section
is to propose a numerical procedure for simulating chemical dissolution-front
evolution in a fluid-saturated porous medium, which is comprised of either
spherical grains or cubic grains, depending on the specific parameters used in the
related equations. To verify the accuracy of the numerical solution, a benchmark
problem is established on the basis of the previous theoretical analysis (Chadam
et al. 1986; Zhao et al. 2008b). This makes it possible to compare the numerical
solution obtained from the benchmark problem with the corresponding analytical
one. After the proposed numerical procedure is verified, it is used to simulate
chemical dissolution-front instability problems in fluid-saturated porous media, so
that the effects of reactive surface areas associated with different particle shapes on
the morphological evolution of an unstable chemical dissolution-front can be
investigated.

To obtain numerical solutions, Eqgs. (3.16)—(3.18) are solved using the proposed
numerical procedure, which is based on a combination of the finite element and
finite difference methods. The finite element method is used to discretize the
geometrical shape of the problem domain, while the finite difference method is
used to discretize the dimensionless time. Because of high nonlinearity of these
three equations, the segregated algorithm is used to solve them both separately and
iteratively in a sequential manner.

In terms of porosity, Eq. (3.18) is a nonlinear equation, which can be linearized
using the Taylor expansion as follows:

2 2
3 3

—Z(¢p— d) AP, (3.30)

W N

b — (& + AD)F = [(¢y — ¢) — AP) = (¢ — )

For a given dimensionless time-step, T + 47, the porosity at the current time-
step can be denoted by ¢, ., = ¢, + AP, A, Where ¢, is the porosity at the

previous time-step and A¢. ,, is the porosity increment at the current time-step.
Using the backward difference scheme, Eq. (3.18) can be written as follows:

(9 = 99 + 501 = Corn) [Adese = (9 = 9)(1 = Cond), (331)

W N

where C.,a; is the dimensionless chemical species concentration at the current
time-step; At is the dimensionless time increment at the current time-step.

In the finite difference sense, Eq. (3.17) can be mathematically expressed in the
following form:
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Similarly, Eq. (3.16) can be rewritten as follows:
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To avoid the nonlinear term of the porosity at the current time-step, the porosity
increment, instead of the porosity itself, is used for the finite difference discreti-
zation of the porosity evolution equation [i.e. Eq. (3.18)]. On the other hand, the
dimensionless chemical species concentration and dimensionless pore-fluid pres-
sure are used for the finite difference discretization of both the mass transport
equation [i.e. Eq. (3.17)] and the continuity equation [i.e. Eq. (3.16)]. This means
that a combination of the incremental variable method and the full variable method
is used, in this investigation, to solve the fully coupled problem between porosity,
pore-fluid flow and reactive chemical-species transport within the fluid-saturated
porous medium. Since the finite element method (Zienkiewicz 1977; Lewis and
Schrefler 1998) can be straightforwardly used to discretize Egs. (3.31)—(3.33) in
space, as demonstrated in Chap. 2, the details of the related finite element for-
mulation are not given here.

Using the proposed segregated scheme and finite element method, Eqs. (3.31)—
(3.33) are solved separately and sequentially for the porosity, dimensionless
chemical-species concentration and dimensionless pore-fluid pressure at the cur-
rent time-step. Note that when Eq. (3.31) is solved using the finite element
method, the dimensionless chemical-species concentration at the current time-step
is not known. Similarly, when Eq. (3.32) is solved using the finite element method,
the dimensionless pore-fluid pressure at the current time-step remains unknown.
This indicates that these three equations are fully coupled so that an iteration
scheme needs to be used to solve them sequentially. At the first iteration step, the
dimensionless chemical-species concentration at the previous time-step is used as
a reasonable guess for the dimensionless chemical-species concentration at the
current time-step when Eq. (3.31) is solved for the porosity. In the similar way, the
dimensionless pore-fluid pressure at the previous time-step is used as a reasonable
guess at the current time-step when Eq. (3.32) is solved for the dimensionless
chemical-species concentration. The resulting approximate porosity and dimen-
sionless chemical-species concentration can be used when Eq. (3.33) is solved for
the dimensionless pore-fluid pressure. At the second iteration step, the same
procedure as used in the first iteration step is followed, so that the following
convergence criterion can be established after the second iteration step.
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Fig. 3.1 Geometry and boundary conditions of the benchmark problem
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where E and E are the maximum error at the k-th iteration step and the allowable
error limit; Ng, N¢ and Nj are the total numbers of the degree-of-freedom for the
porosity, dimensionless chemical-species concentration and dimensionless pore-
fluid pressure respectively; k is the index number at the current iteration step and
k — 1 is the index number at the previous iteration step; ¢} .. Ck. 5 and pf_ x
are the porosity, dimensionless chemical-species concentration and dimensionless
pore-fluid pressure of node i at both the current time-step and the current iteration
step; qbf;l Ar> C’f“;l Ac and 1‘75;1 Ac are the porosity, dimensionless chemical-species
concentration and dimensionless pore-fluid pressure of node i at the current time-
step but at the previous iteration step. It is noted that £ > 2 in Eq. (3.34).

The convergence criterion is checked after the second iteration step. If the
convergence criterion is not met, then the iteration is repeated at the current time-
step. Otherwise, the convergent solution is obtained at the current time-step and
the solution procedure goes to the next time-step until the final time-step is
reached.

The proposed numerical procedure can be verified using a benchmark problem
consisting of spherical grains, for which the analytical solutions are available
(Chadam et al. 1986; Zhao et al. 2008b). Figure 3.1 shows the geometry and
boundary conditions of the benchmark problem, which represents a fully coupled
problem between porosity, pore-fluid flow and reactive chemical-species transport
within a fluid-saturated porous medium. For this benchmark problem, the
dimensionless pore-fluid pressure-gradient (i.e. ﬁ}x = —1) is applied on the left
boundary, implying that there is a horizontal throughflow from the left to the right
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of the computational model and that the Zhao number of the chemical dissolution
system under consideration is equal to unity. The dimensionless height and width
of the computational model are 5 and 10 respectively. Except for the left boundary,
the initial porosity of the porous medium is 0.1, while the initial dimensionless
chemical-species concentration is unity within the computational domain. The
final porosity after the depletion of the soluble mineral is 0.2. This final porosity is
applied on the left boundary as a boundary condition of the computational domain.
The permeability of the porous medium is calculated using the Carman-Kozeny
formula (Scheidegger 1974; Nield and Bejan 1992), which has the power of 3 in
the power law. The diffusivity of chemical species is calculated using the power
law, which has the power of 2. Both the top and the bottom boundaries are
assumed to be impermeable for the pore-fluid and chemical species. The mineral
dissolution ratio is assumed to be 0.01, while the dimensionless time-step length is
set to be 0.005 in the computation. Since the computational domain of the
benchmark problem is of finite size, a time-dependent boundary condition of the
dimensionless chemical-species concentration [i.e. C(1) = exp(ﬁ}xf{fmmr)] needs to

be applied on the left boundary so that the numerical solutions can be compared
with the analytical solutions (Chadam et al. 1986; Zhao et al. 2008b). Using the
above-mentioned parameters, the critical Zhao number of the chemical dissolution
system is equal to 1.77. Since the Zhao number of the chemical dissolution system
is smaller than the corresponding critical Zhao number, the coupled system under
consideration is in a subcritical state, so that a planar chemical dissolution-front
remains planar during its propagation within the chemical dissolution system. The
dimensionless speed of the chemical dissolution-front propagation is equal to 10.
To appropriately simulate the propagation of the chemical dissolution front, the
whole computational domain is simulated by 19,701 four-node rectangular ele-
ments of 20,000 nodal points in total.

Figures 3.2, 3.3 and 3.4 show the comparison of numerical solutions with
analytical ones for the porosity, dimensionless chemical-species concentration and
dimensionless pore-fluid pressure distributions within the computational domain at
three different time instants. In these figures, the left column shows the numerical
results, while the right column shows the corresponding analytical solutions. From
these results, it can be observed that the numerical solutions agree very well with
the analytical ones, indicating that the proposed numerical procedure is capable of
simulating the planar dissolution-front propagation within the fluid-saturated
porous medium. Although there are some smooth effects on the numerically-
simulated propagation fronts due to numerical dispersion, the propagation speed of
the numerically-simulated propagation front is in good coincidence with that of
analytically-predicted propagation front. For this benchmark problem, the overall
accuracy of the numerical results is indicated by the dimensionless pore-fluid
pressure. The maximum relative error of the numerically-simulated dimensionless
pore-fluid pressure is 2.2, 3.7 and 6.3 % for the dimensionless time being 0.25, 0.5
and 0.75 respectively. It should be pointed out that if necessary, this relative
error can be further reduced by: (1) using smaller elements and time-step length;
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Fig. 3.2 Comparison of numerical solutions with analytical ones at different time instants
(Porosity)

(2) using higher-order transport schemes such as the total variation diminishing
(TVD) schemes (Harten 1983; Sweby 1985); and (3) developing a stepwise ele-
ment to simulate the discontinuity of the chemical dissolution front. This quan-
titatively demonstrates that the proposed numerical procedure can produce
accurate numerical solutions for the planar dissolution-front propagation problem
within a fluid-saturated porous medium.
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Fig. 3.3 Comparison of numerical solutions with analytical ones at different time instants
(Dimensionless chemical-species concentration)

After the proposed numerical procedure is verified, it is used to simulate the
morphological evolution of a chemical dissolution front within a supercritical system
consisting of spherical grains, which has a dimensionless pore-fluid pressure-
gradient (i.e. [_J}X = —10) applied on the left boundary of the computational domain.
This means that the Zhao number of the chemical dissolution system under con-
sideration now is equal to 10, so that the chemical dissolution system is in a super-
critical state. In this case, the dimensionless speed of the chemical dissolution-front
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Fig. 3.4 Comparison of numerical solutions with analytical ones at different time instants
(Dimensionless pore-fluid pressure)

propagation is equal to 100. The mineral dissolution ratio is 0.001, while the
dimensionless time-step length is also 0.001 in the computation. The values of other
parameters are exactly the same as those used when the Zhao number of the chemical
dissolution system is equal to unity. In order to simulate the instability of the
chemical dissolution front, a small perturbation of 1 % initial porosity is randomly
added to the initial porosity field in the computational domain.

Figures 3.5 and 3.6 show the porosity and dimensionless chemical-species-
concentration distributions associated with the morphological evolution of the
chemical dissolution front in the fluid-saturated porous medium consisting of
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Fig. 3.5 Porosity distributions due to morphological evolution of the chemical dissolution front
in the fluid-saturated porous medium

spherical grains. It is observed that after the dimensionless time is greater than
0.02, the initially-planar dissolution front is gradually changed into an irregular
one. With the increase of the dimensionless time, the amplitude of the resulting
irregular dissolution front increases significantly. For example, the finger-like
dissolution front can be clearly formed after the dimensionless time is greater than
0.04. Although both the porosity and the dimensionless chemical-species con-
centration have the similar propagation front, the distribution of their maximum
values along the dissolution front is in a complementary manner. This can be
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Fig. 3.6 Dimensionless chemical-species concentration distributions due to morphological
evolution of the chemical dissolution front in the fluid-saturated porous medium

observed from the fact that the peak value of the porosity is in good correspon-
dence with the trough value of the dimensionless chemical-species concentration
due to the chemical dissolution reaction in the system. In this regard, it can be
concluded that the proposed numerical procedure is capable of simulating the
morphological evolution of the chemical dissolution front in a fluid-saturated
porous medium when the coupled system becomes supercritical.

Except for simulating the evolution patterns of both the porosity and the
dimensionless chemical-species concentration, the dimensionless pore-fluid-pressure
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Fig. 3.7 Dimensionless pore-fluid pressure distributions due to morphological evolution of the
chemical dissolution front in the fluid-saturated porous medium

and pore-fluid-flow evolution patterns during the propagation of the unstable
chemical dissolution-front can be also simulated in the computational model.
Figure 3.7 shows the dimensionless pore-fluid-pressure evolution pattern during the
propagation of the chemical dissolution front in the computational model consisting
of spherical grains. It is observed that even though the dimensionless pore-fluid
pressure is continuous, there exists a clear transition for the dimensionless pore-
fluid-pressure-gradient distribution in the computational model. The pore-fluid-flow
pattern evolution during the propagation of the unstable chemical dissolution-front
is displayed by the streamline evolution pattern in the computational model.
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Figure 3.8 shows the streamline evolution pattern during the propagation of the
unstable chemical dissolution-front within the fully coupled system between
porosity, pore-fluid flow and reactive chemical-species transport within the fluid-
saturated porous medium. With the amplitude increase of the irregular chemical
dissolution-front, the pore-fluid flow focusing takes place in the peak region of the
porosity, which can be clearly observed from the streamline density (in Fig. 3.8). It
is noted that the width of the flow focusing zone is closely associated with the peak
value zone of the porosity in the computational model. Because the porosity creation
and pore-fluid flow focusing play an important role in ore body formation and
mineralization, the proposed numerical procedure can provide a useful tool for
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simulating the related physical and chemical processes associated with the genera-
tion of giant ore deposits within the upper crust of the Earth.

The proposed numerical procedure can be also used to investigate how the
reactive surface areas associated with different particle shapes affect the morpho-
logical evolution of an unstable chemical dissolution-front within the fluid-satu-
rated porous medium. For this purpose, the spherical grains used in the above-
mentioned computational model are replaced by the cubic grains. If other param-
eters are equal for both the cases of spherical and cubic grains, the ratio of the
dimensionless pore-fluid pressure-gradient of a chemical dissolution system con-
sisting of spherical grains to that consisting of cubic grains can be determined by
considering Eqgs. (3.26) and (3.29) simultaneously. Since this ratio is approximately

equal to 1.114 (le (p}x)spherE/(ﬁ}x)cubic = \/ O(sphere/acubic = \/6 6/75 ~ 1114)’ the

dimensionless pore-fluid pressure-gradient of the chemical dissolution system
consisting of cubic grains needs to be equal to —8.98 (i.e. —10/1.114 = —8.98
approximately) in the current computational model, so that the numerical results
obtained from this computational model can be compared with the previous ones
obtained from the computational model consisting of spherical grains. This means
that in order to examine the effect of the reactive surface areas associated with
different particle shapes on the morphological evolution of an unstable chemical
dissolution-front within the fluid-saturated porous medium, the previously-applied
dimensionless pore-fluid pressure-gradient, which has a value of —10 in the case of
the chemical dissolution system consisting of spherical grains, needs to be replaced
by a new dimensionless pore-fluid pressure-gradient, which is equal to —8.98
approximately in the case of the chemical dissolution system consisting of cubic
grains, on the left boundary of the computational model.

Figure 3.9 shows the effects of grain shapes on the morphological evolution of
an unstable chemical dissolution-front, which is represented by the porosity dis-
tribution, within the fluid-saturated porous medium at three different time instants.
In this figure, the left column shows the numerical results obtained from the
computational model consisting of cubic grains, while the right column shows the
numerical results obtained from the computational model consisting of spherical
grains. It is noted that since the Zhao number of the chemical dissolution system
consisting of spherical grains is smaller than that consisting of cubic grains, the
chemical dissolution front in the case of the chemical dissolution system consisting
of spherical grains propagates faster than that in the case of the chemical disso-
lution system consisting of cubic grains. Because the Zhao numbers of two sys-
tems are different, the morphological evolution patterns of the chemical
dissolution front are clearly different within these two computational models,
indicating that the reactive surface area associated with different particle shapes
can have a significant influence on the morphological evolution of an unstable
chemical dissolution-front within the fluid-saturated porous medium.

In summary, the related theoretical and numerical results have demonstrated
that: (1) since the shape coefficient of spherical grains is greater than that of cubic
grains, the chemical dissolution system consisting of spherical grains is more
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Fig. 3.9 Effect of grain shapes on the morphological evolution of the chemical dissolution front
in the fluid-saturated porous medium

unstable than that consisting of cubic grains; (2) the instability likelihood of a
natural porous medium, which is comprised of irregular grains, is smaller than that
of an idealized porous medium, which is comprised of regular spherical grains;
(3) reactive surface areas associated with different particle shapes can have a
significant influence on the morphological evolution of an unstable chemical
dissolution-front within the fluid-saturated porous medium.
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Chapter 4

Effects of Mineral Dissolution Ratios

on Chemical Dissolution-Front Instability
in Fluid-Saturated Porous Media

Consideration of mineral dissolution due to chemical reactions plays an important
role in the computational simulation of reactive transport problems involving fluid-
saturated porous media (Steefel and Lasage 1990, 1994; Yeh and Tripathi 1991;
Raffensperger and Garven 1995; Schafer et al. 1998a, b; Xu et al. 1999; Ormond
and Ortoleva 2000; Alt-Epping and Smith 2001; Chen and Liu 2002; Zhao et al.
1998, 2001, 2003, 2005, 2006). Under certain circumstances, the resulting
chemical dissolution-front can become unstable during its propagation in the fluid-
saturated medium so that the pore-fluid flow is strongly enhanced in some regions
of the problem domain. This kind of chemical dissolution problem, known as the
chemical dissolution-front instability problem in the scientific term, was initially
studied in the later eighties of the last century (Chadam et al. 1986, 1988; Ortoleva
et al. 1987). Although some preliminary theoretical work was provided, the overall
progress on the theoretical respect of the chemical dissolution-front instability
problem has been limited for many years as a result of the complicated nature of
the problem itself. Generally, when a chemical dissolution-front instability prob-
lem in a fluid-saturated porous medium is considered, it is necessary to deal with a
fully coupled nonlinear problem between porosity evolution, pore-fluid flow, mass
transport and chemical reactions in the fluid-saturated porous medium. From the
mathematical point of view, it is necessary to solve a set of simultaneous nonlinear
partial differential equations so as to get a better theoretical understanding of the
chemical dissolution-front instability problem. This is the main reason why the
only limited progress has been achieved on the theoretical respect of this problem
until the recent years.

Under the stimulus of understanding the physical and chemical processes
associated with mineral enrichment phenomena within the upper crust of the Earth,
the chemical dissolution-front instability problem has received further attention
in the recent years. In particular, Zhao et al. have revisited the theoretical respect
of the problem (Zhao et al. 2008a, b) and systematically reported the current status
of the related theoretical work in this particular research field (Zhao et al. 2009).
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To assess whether or not a planar chemical dissolution-front is stable during its
propagation in the fluid-saturated porous medium, both the Zhao number and the
critical Zhao number concepts have been proposed. The Zhao number is a
dimensionless number, which can be used to represent the fundamental charac-
teristics including the solute diffusion/dispersion, solute advection, chemical
kinetics and mineral shapes of the system, while the critical Zhao number is used
to represent the critical condition, which can be used to examine whether or not a
planar chemical dissolution-front can become unstable during its propagation in
the fluid-saturated porous medium. Based on the Zhao number and critical Zhao
number, a theoretical criterion has been established. If the Zhao number of a
chemical dissolution system is smaller than the corresponding critical Zhao
number of the system, then the chemical dissolution front is stable during its
propagation in the fluid-saturated porous medium. If the Zhao number is equal to
the corresponding critical Zhao number, then the chemical dissolution front is
neutrally unstable, implying that any small perturbation to the chemical dissolution
front can be maintained without growing during its propagation. However, if the
Zhao number is greater than the corresponding critical Zhao number, then the
chemical dissolution front is unstable during its propagation. In this supercritical
case, a small perturbation can enable a planar chemical dissolution-front to evolve
into different morphologies.

Despite the above-mentioned progress on the theoretical respect of the chemical
dissolution-front instability problem, the critical conditions associated with
chemical dissolution-front instability problems are derived under the assumption
that the mineral dissolution ratio, which is defined as the ratio of the dissolved-
mineral equilibrium concentration (in the pore-fluid) to the molar concentration of
the dissolvable mineral in the solid matrix of the fluid-saturated porous medium, is
an infinitesimal quantity. If the mineral dissolution ratio is a finite number, then the
following two fundamental questions need to be answered: (1) how does this ratio
affect the propagation speed of a planar chemical dissolution-front in the fluid-
saturated porous medium? (2) how does this ratio affect the evolution pattern of the
planar chemical dissolution-front when the chemical dissolution system becomes
supercritical. The main purpose of this chapter is to answer them through both
theoretical analyses and computational simulations.

4.1 Theoretical Considerations of the Problem

For a fluid-saturated porous medium, Darcy’s law is often used to describe pore-
fluid flow, while Fick’s law and the related chemical reaction Kinetics (Steefel and
Lasaga 1994) are commonly used to describe reactive mass transport phenomena. If
the pore-fluid (i.e. water in this investigation) is incompressible and the dissolvable
mineral is comprised of spheres, the governing equations of the coupled nonlinear
problem between porosity evolution, pore-fluid flow and reactive dissolved-mineral
transport in the fluid-saturated porous medium can be expressed as follows:
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where p and C are the pore-fluid pressure and the concentration of the dissolved
mineral; C,, is the equilibrium concentration of the dissolved mineral; p is the
dynamic viscosity of the pore-fluid; ¢ is the porosity of the porous medium; ¢, is
the final (i.e. maximum) porosity of the porous medium after the completion of
dissolvable mineral dissolution; D(¢) is the general dispersion tensor of the dis-
solved mineral; k(¢) is the permeability of the porous medium; kgcpemicar 1S the
comprehensive rate constant of the chemical reaction (as defined in Eq. (2.15)
previously); p, is the molar density (i.e. moles per volume) of the dissolvable
grains; ogphere = v/ 1/(367) is the shape coefficient of the spherical grains; D, is
the density of the dissolvable grains, which is defined as the number of the dis-
solvable gains per unit medium volume.

For a two-dimensional reactive transport problem in a fluid-saturated porous
medium, the general form of the dispersion tensor (Scheidegger 1961; Bear 1972;
Holzbecher 1998) can be expressed as follows:

D() D(¢) + (OCTﬁA + (o — or) %) (o — or) ";;j‘"‘
(o, — or) 22 D(¢) + (“TﬁA + (oo — or) :—A)

(4.5)

where D(¢) is the diffusivity of the dissolved mineral; ¢ and oy, are the trans-
versal and longitudinal dispersivities of the dissolved mineral; i4 is the absolute
magnitude of the mean averaged linear velocity; u, and u, are the averaged linear
velocity of the pore-fluid in the x and y directions, respectively.

Based on Darcy’s law, the averaged linear velocity vector of the pore-fluid can
be expressed as follows:

- u i k()
Ulinear = { I/t; } = E = _vaa (46)
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where i is the Darcy velocity vector of the pore-fluid; u is the dynamic viscosity of
the pore-fluid; ¢ is the porosity of the porous medium; k(¢) is the permeability of
the porous medium.

As the dissolved-mineral diffusivity is usually considered as a function of
porosity in the chemical dissolution-front instability problems (Bear 1972;
Chadam et al. 1986), it can be expressed using the following equation:

D() = Dy (% <q< g) @7

where Dy is the chemical species diffusivity in pure water.
The permeability change caused by a change in porosity can be described by the
Carman-Kozeny law (Scheidegger 1974; Nield and Bejan 1992) as follows:

ko(1 — )¢’
k(d) = 08— Po) ¥
)= =gy

where ¢, and ko are the initial reference porosity and permeability of the porous
medium respectively.

If the dissolved mineral is initially in an equilibrium state within the whole
system and the fresh pore-fluid is injected at the location of x approaching negative
infinity in an infinite space, then the following boundary conditions can be used for
the chemical dissolution-front instability problem under the theoretical
consideration.

, (4.8)

)
lim C=0, Ilim 6_p =pj (upstream boundary), (4.9)
X——00 x——o00 0X ’
. . . Op o
lim C =C,, lim_—=p;, (downstream boundary), (4.10)

X—00 xX—0o0 OX

where p}x is the pore-fluid pressure gradient as x approaching negative infinity in
the upstream of the pore-fluid flow; pj, is the unknown pore-fluid pressure gradient
as x approaching positive infinity in the downstream of the pore-fluid flow. Since
p}x drives the pore-fluid flow continuously along the positive x direction, it has a
negative algebraic value (i.e. p}x <0) in this investigation.

The initial condition for this theoretical problem is: ¢(x, 0) = ¢, expect at the
negative infinity, where XEEHOC ¢(x, 0) = . Note that ¢, is the initial porosity of

the porous medium.

To get a theoretical understanding of how a planar chemical dissolution-front
propagates in the infinite space, Eqgs. (4.1)—(4.3) can be rewritten into the fol-
lowing one-dimensional form:
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Suppose the propagation speed of the planar chemical dissolution-front is
denoted by v, the moving boundary problem of the chemical dissolution front
(in the x—t coordinate system) can be transformed into a steady-state boundary-
value problem (in the & — ¢ coordinate system) using the following coordinate

mapping:
=X — Viout. (4.14)

The resulting mapped governing equations in the ¢ — ¢ coordinate system can
be expressed as follows:

d op
5[¢(¢>> 3 - (4.15)

¢
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o2 { [op0) + )| S5 + oo 2

+ Vot (C — p)qﬁ} 0, (4.16)

0 /D 2
ment aié - kEchemical Tp (¢f ¢)3(C Ceq) 0 (4 17)
sphere

Integrating Eqgs. (4.15) and (4.16) from negative infinity to positive infinity and
using the boundary conditions (i.e. Egs. (4.9) and (4.10)) yield the following
equations:

Ceqlp(qbo)p:;x + Vﬁ‘ont¢0(C6q —py) + Vfrontd)fpx =0, (4.18)
‘//(d’o)l’;x + Vfronz¢0 - ‘/j(d)f)p;/a - mem‘f?f =0. (4.19)

Solving Egs. (4.18) and (4.19) simultaneously results in the following analyt-
ical solutions.
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Since the mineral dissolution ratio is defined as the ratio of the dissolved-
mineral equilibrium concentration (in the pore-fluid) to the molar density of the
dissolvable mineral in the solid matrix of the fluid-saturated porous medium, it can
be mathematically expressed as follows:

o= Cea (4.22)
Ps

where C,, is the equilibrium concentration of the dissolved mineral (in the pore-
fluid); p, is the molar density (i.e. moles per volume) of the dissolvable mineral in
the solid matrix of the fluid-saturated porous medium.

Inserting Eq. (4.22) into Eqgs. (4.20) and (4.21) yields the following equations:

_l/J(¢f)pj/‘x _ Uy
b+ (¢r — do) /e b+ (¢ — do) /e’

P = () [d)o'? + (¢ — ¢0)] ) (4.24)

W (90)[Boe + (B — 9o) (1 4]

(4.23)

Vront =

where uy is the Darcy velocity in the far upstream of the pore-fluid flow as
x approaching negative infinity.

If ¢ is an infinitesimal quantity, then Eq. (4.23) can be approximately written as
follows:

~ _lp(¢f)p}x8
Vfront ~ ﬁbf — (,b() . (425)

It needs to be pointed out that Eq. (4.23) clearly states that the propagation
speed of the planar chemical dissolution-front is only dependent on the mineral
dissolution ratio (¢), initial porosity (¢), final porosity (¢,) and upstream Darcy
velocity (ug) of the chemical dissolution system, but independent of both the
diffusion and the dispersion mechanisms of the dissolved mineral in the chemical
dissolution system.
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4.2 Numerical Simulation of the Problem

Since the mineral dissolution ratio is usually a small quantity in most chemical
dissolution problems involving fluid-saturated porous media, it is desirable to
solve a chemical dissolution problem using dimensionless quantities (Chadam
et al. 1986; Zhao et al. 2008a, b), so that highly-accurate numerical results can be
obtained from the computational models. Toward this end, the following dimen-
sionless quantities are used in the rest of this investigation.

_ X — y pe C — )4 — vfrom
==, y==., C=—, p=+1, == 4.26
T T Cot T TN (426
_ or _ or t Ceq
ogL—E7 OCT:E’ th—*s, &= o <1, (4.27)

where 7 is a slow dimensionless time to describe the slowness of the chemical
dissolution that takes place in the chemical dissolution system. Other characteristic
parameters used in Egs. (4.26) and (4.27) can be expressed as follows:

x Olaphere % % s ¢jD(¢j) u = d)f (¢j)
te kEchemicalCeq \3/ Dp’ L= ¢fD(¢f)z = 'wb(qu) ’ Lx
vy _ PD(9) o W@ D¢y
P56 VY Ty T

(4.28)

By substituting Egs. (4.26)—(4.28) into Egs. (4.1)—(4.3), the following dimen-
sionless partial differential equations can be obtained.

i YE 1) =

s (g - pRC 1) =0, (429)
e ($C) ~ V- [D (D4 D ®)] - VC+ O (9)V5) 2 =0, (430)
ot dispersion 14 ot — Y .

o2V (VR =0, 31)

where I is a unit second-order tensor; Dy, .., (¢) is the dimensionless second-
order tensor due to pure dispersion. As the pore-fluid flow is dominant in the
x direction for the chemical dissolution problem under consideration, the dimen-
sionless second-order tensor due to pure dispersion can be expressed as follows:

x ay 0
Ddlsperston(¢) | (432)
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Using the above-defined dimensionless quantities, the boundary conditions for
the chemical dissolution problem can be rewritten in the dimensionless form:

_ op
lim C =1, lim a—lj = Pox (downstream boundary), (4.33)
X—00 X—o0 OX
o oy
lim C=0, lim = P (upstream boundary). (4.34)
X——00 x——00 OX .

Similarly, the initial condition for this problem is: ¢(X, 0) = ¢, expect at the
negative infinity, where lim ¢(x, 0) = ¢;.

Considering Eqs. (4.23), (4.26) and (4.28) yields the following expression for
the dimensionless propagation speed of the planar chemical dissolution-front in the
fluid-saturated porous medium.

Zh

T/front = ¢f8 T ((]’)f — ¢0), (435)

where Zh is the Zhao number of the chemical dissolution system and Zh = —ﬁ}x by

definition (Zhao et al. 2009).
If & approaches zero, Eq. (4.35) degenerates into the following form:

Zh
im Vo = ————F~ (4.36)
e—0 ~

(¢ — o)

It is worth pointing out that in this limit case, Eq. (4.36) is identical to that
derived in the previous investigations (Chadam et al. 1986, Zhao et al. 2008a, b).
By comparing Eqs. (4.35) with (4.36), it can be concluded that the consideration of
a non-zero mineral-dissolution ratio (¢) results in a smaller dimensionless propa-
gation speed of the planar chemical dissolution-front in the fluid-saturated porous
medium. To demonstrate this point, the theoretical curves of the dimensionless
propagation speed (i.e. Vo) Of the planar chemical dissolution-front versus the
mineral dissolution ratio (i.e. ¢) have been obtained for two different sets of initial
and final porosities in the fluid-saturated porous medium. Figure 4.1 shows the
effects of the mineral dissolution ratio on the dimensionless propagation speed of a
planar chemical dissolution-front in the fluid-saturated porous medium due to
different Zhao numbers of the chemical dissolution system. It is noted that for all
the Zhao numbers under consideration, an increase in the value of the mineral
dissolution ratio results in a remarkable decrease in the value of the dimensionless
propagation speed of the planar chemical dissolution-front in the fluid-saturated
porous medium. As expected, for both a given Zhao number and a given mineral
dissolution ratio, the value of the dimensionless propagation speed of the planar
chemical dissolution-front decreases with an increase in the final porosity of the
fluid-saturated porous medium. This theoretical understanding clearly reveals that
the mineral dissolution ratio plays an important role in determining the
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dimensionless propagation speed of the planar chemical dissolution-front in the
fluid-saturated porous medium.

Equations (4.29)—(4.31) can be solved using a combination of both the finite
element method and the finite difference method (Zhao et al. 2008a, b). By means
of this numerical procedure, the finite element method is used to discretize the
geometrical shape of the problem domain, while the finite difference method is
employed to discretize the dimensionless time. Since the system described by
these equations is highly nonlinear, the segregated algorithm, in which
Egs. (4.29)-(4.31) are solved separately in a sequential manner, is used to derive
the formulation of the proposed numerical procedure.
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For a given dimensionless time-step, © + Az, the porosity can be denoted by
Orine = b + Ad, p,, Where ¢, is the porosity at the previous time-step and
A, A is the porosity increment at the current time-step. Since Eq. (4.29) is a
nonlinear equation, it can be linearized using the Taylor expansion as follows:

wn\:

[fy — (6 + AB))'= [y — &) — Ad)'= (b — 0)' =5 (& — &) "A¢  (437)

SSII S

If the backward difference scheme is used, Eq. (4.29) can be written in the
following finite difference form.

b= 020 = ] A = (- 01~ Coom) (439

where C,,a; is the dimensionless concentration of the dissolved mineral at the
current time-step; At is the dimensionless time increment at the current time-step.

In the finite difference sense, Eq. (4.30) can be mathematically expressed as
follows:

e
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Similarly, Eq. (4.31) can be rewritten in the following discretized form:
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Using the segregated scheme and finite element method (Zhao et al. 2008a, b),
Egs. (4.38)-(4.40) are solved separately and sequentially for the porosity,
dimensionless concentration of the dissolved mineral and dimensionless pore-fluid
pressure at the current time-step.

4.3 Effects of Mineral Dissolution Ratios on the Evolution
Patterns of Chemical Dissolution Fronts During
Propagation in Fluid-Saturated Porous Media

Since the first fundamental question raised in the introduction has been theoretical
answered in Sect. 4.2, the focus of this section is on the numerical investigation of
how the mineral dissolution ratio affects the evolution patterns of a planar
chemical dissolution-front during its propagation in the fluid-saturated porous
medium. It is expected that the computational simulation results from this
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Fig. 4.2 Geometry and boundary conditions for the computational model

investigation can be used to answer the second fundamental question raised pre-
viously. For this purpose, the proposed numerical procedure, which is comprised
of a combination of the finite element and finite difference methods, is used to
simulate the morphological evolution of a planar chemical dissolution-front in the
fluid-saturated porous medium under the condition of supercritical Zhao numbers.
Since the proposed numerical procedure can only provide approximate solutions, it
is necessary to verify it through some benchmark problems, the analytical solu-
tions of which are ready for comparison with the computational simulation results
obtained from the proposed numerical procedure. After the proposed numerical
procedure is verified, it is used to simulate the morphological evolution process of
a planar chemical dissolution-front in the case of the chemical dissolution system
becoming supercritical.

Figure 4.2 shows the geometry and boundary conditions of the proposed
benchmark problem, for which analytical solutions have been derived in the pre-
vious publications (Zhao et al. 2008a, b). As indicated in this figure, the dimen-
sionless height and width of the computational model are 5 and 15 respectively.
Except for the left boundary, the initial porosity of the porous medium prior to
perturbation is 0.1, while the initial dimensionless concentration of the dissolved
mineral is unity within the computational domain. The final porosity with a value of
0.2 is applied to the left boundary of the computational domain. Since the analytical
solutions are only suitable for subcritical situations, the Zhao number of a value of
unity is used for the chemical dissolution system under consideration. This means
that a dimensionless pore-fluid pressure gradient (i.e. p}x = —1) is applied to the left
boundary, so that there is a horizontal throughflow from the left to the right of the
computational model. To compare the resulting computational simulation results
with the analytical solutions, a time-dependent-dimensionless-concentration
boundary condition (i.e. C(t) = exp(PpVont)) is applied to the left boundary of
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Fig. 4.3 The initial porosity distribution after the small perturbation in the fluid-saturated porous
medium

the computational model. Since the value of the dimensionless pore-fluid pressure
can be chosen arbitrarily for the benchmark problem (Zhao et al. 2008a), it is
assumed to be 100 (i.e. p(L,,t) = 100) at the right boundary of the computational
domain.

To consider whether or not a small perturbation affects the morphological
evolution of a planar chemical dissolution-front during its propagation in the fluid-
saturated porous medium, the initial porosity field is randomly perturbed by a small
amount of 1 % of the originally-input initial porosity (i.e. ¢, = 0.1) before running
the computational model. Figure 4.3 shows the porosity distribution after the small
perturbation in the computational model. This kind of porosity distribution is more
suitable for simulating the porous rock in nature. The permeability of the porous
medium is calculated using the Carman-Kozeny formula, which has the power of 3
in the power law, while the diffusivity of the solute is calculated using the power
law, which has the power of 2. The mineral dissolution ratio is assumed to be 0.01,
while the dimensionless time-step length is set to be 0.001 in the computation.
To consider the effect of dissolved-mineral dispersion, the dimensionless longi-
tudinal dispersivity is assumed to be 0.2, while the dimensionless transversal
dispersivity is assumed to be 0.02 in the computational model. Using the above
parameters, the critical Zhao number of the chemical dissolution system is
approximately equal to 2.001. Since the Zhao number of the system is smaller than
its critical value, the chemical dissolution system simulated here is in a subcritical
state. The theoretical value for the dimensionless propagation speed of the
chemical dissolution front is approximately equal to 10, which is determined from
Eq. (4.35). To appropriately simulate the propagation of the chemical dissolution
front, the whole computational domain is simulated by 29,601 four-node square
elements of 30,000 nodal points in total, resulting in a uniform mesh size of 5/99
for both Ax and Ay in the computational model.
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Figures 4.4 and 4.5 show the comparison of the computational simulation
results with analytical solutions for the porosity and dimensionless concentration
of the dissolved mineral in the computational domain at three different time
instants. In these figures, the thick lines are used to represent the computational
simulation results, while the thin lines are used to represent the analytical solu-
tions. Although the initial porosity field after a small perturbation (shown in
Fig. 4.3) is used as an initial porosity condition for the computational model, the
planar chemical dissolution-front remains planar throughout the whole computa-
tional simulation process as a result of the subcritical Zhao number of the chemical
dissolution system. Note that the computational simulation results for both the
porosity and the dimensionless concentration of the dissolved mineral agree very
well with the analytical solutions. This fact indicates that the proposed numerical
procedure is capable of simulating the planar dissolution-front propagation within
the fluid-saturated porous medium. Compared with the theoretical dimensionless
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propagation speed of the planar chemical dissolution-front in the case of the
mineral dissolution ratio approaching zero (i.e. ¢ — 0), the simulated dimen-
sionless propagation speed of the planar chemical dissolution-front in the case of
the mineral dissolution ratio having a finite value (i.e. ¢ = 0.01) is slightly slower
in the computational model, as expected from the previous theoretical analysis.
Since the analytical solutions are derived under the assumption that the mineral
dissolution ratio is an infinitesimal quantity, there is a discrepancy between the
computational model that is used to produce the computational simulation results
and the theoretical model that is used to derive the analytical solutions. Never-
theless, such a discrepancy has only a limited influence on the sharpness of the
chemical dissolution front when it is represented by the porosity. This influence
becomes negligible if the chemical dissolution front is represented by the
dimensionless concentration of the dissolved mineral in the computational model.
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To examine whether the proposed numerical procedure is suitable for simu-
lating the complicated morphological evolution process of a planar chemical
dissolution-front under supercritical Zhao number conditions, the Zhao number
used in the benchmark problem is increased to a value of 10, implying that the
dimensionless pore-fluid pressure gradient (i.e. ﬁ}x = —10), which is applied to the
left boundary of the computational domain, is changed from —1 into —10 in
the computational model. In this situation, the dimensionless propagation speed of
the corresponding planar chemical dissolution-front is approximately equal to 100.
This indicates that in the case of a chemical dissolution system with a supercritical
Zhao number, the chemical dissolution front propagates faster than it does in the
case of the system with a subcritical Zhao number. Due to the change in the Zhao
number that is used in the benchmark problem, the mineral dissolution ratio needs
to be changed from 0.01 into 0.005, while the dimensionless time-step length is
assumed to be 0.001 in the current computational model. Other parameters are of
exactly the same values as those used in the above benchmark problem. Since the
Zhao number of the chemical dissolution system is greater than its corresponding
critical value (i.e. Zh.sicr = 2.001 in this situation), the chemical dissolution
system under consideration is supercritical and therefore, a planar chemical dis-
solution-front can evolve into a complicated morphology during its propagation in
the computational model. The same initial porosity field after the small pertur-
bation as that used in the benchmark problem is employed as the initial porosity
condition for the computational model.

Figure 4.6 shows porosity distributions in the computational model as a result
of the morphological evolution of the chemical dissolution front in the fluid-
saturated porous medium, while Fig. 4.7 shows dimensionless concentration dis-
tributions within the computational domain. Since the small perturbation grows
with time for a supercritical system, the initial planar chemical dissolution-front is
gradually changed into an irregular one after the dimensionless time is greater than
0.07. With an increase in the dimensionless time, there is a significant increase in
the amplitude of the irregular chemical dissolution-front. This indicates that the
chemical dissolution front is morphologically unstable during its propagation
within the computational domain. Note that the chemical dissolution front repre-
sented by the dimensionless concentration of the dissolved mineral is more dif-
fusive than that represented by the porosity. Nevertheless, both the porosity and
the dimensionless concentration of the dissolved mineral have the similar propa-
gation front morphology, even though the location of the maximum value of the
porosity is clearly different from that of the dimensionless concentration along the
chemical dissolution front. The peak value of the porosity is in good correspon-
dence with the trough value of the dimensionless concentration. This demonstrates
that the proposed numerical procedure is also capable of simulating the morpho-
logical evolutions of chemical dissolution fronts in the supercritical chemical
dissolution systems.

At this stage, the proposed numerical procedure can be convincingly used to
investigate how the mineral dissolution ratio affects the morphological evolution
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Fig. 4.6 Porosity distributions due to the morphological evolution of the chemical dissolution
front in the computational model (¢ = 0.01)
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Fig. 4.7 Dimensionless concentration distributions due to the morphological evolution of the
chemical dissolution front in the computational model (¢ = 0.01)
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pattern of a planar chemical dissolution-front under supercritical Zhao number
conditions. For this purpose, four different mineral dissolution ratios, namely
£ =0.001, ¢=0.005, ¢ =0.01 and ¢ =0.02, are used in the corresponding
computational simulations, while other parameters are kept the same as those used
in the previous verification model with the Zhao number of 10. However, to keep
the ratio of the mineral dissolution ratio to the dimensionless time-step length
constant, four different dimensionless time-step lengths, namely A7 = 0.0002,
A7 =0.001, AT =0.002 and AT = 0.004, are used accordingly in the corre-
sponding computational models.

Figure 4.8 shows the effects of different mineral dissolution ratios on the initi-
ation locations of the unstable chemical dissolution-front in the computational
domain. In this figure, the chemical dissolution front is represented by the porosity,
while the unstable chemical dissolution-front is produced when the shape of the
original planar chemical dissolution-front is firstly changed into different shapes.
Since the unstable chemical dissolution-front does not appear in the whole com-
putational domain when the mineral dissolution ratio is equal to 0.02 (i.e. ¢ = 0.02),
the location of the planar chemical dissolution-front at the last simulation step is
shown in Fig. 4.8. Obviously, with an increase in the mineral dissolution ratio, the
chemical dissolution front becomes more diffusive in the computational domain.
Note that the initiation location of the unstable chemical dissolution-front is
remarkably different for the computational simulation results associated with dif-
ferent mineral-dissolution ratios, indicating that for the computational domain of
finite size, the appearance likelihood of the unstable chemical dissolution-front is
reduced with an increase in the mineral dissolution ratio of the chemical dissolution
system. In the terminology of chemical dissolution-front instability, for a compu-
tational domain of finite size, an increase in the mineral dissolution ratio stabilizes
the chemical dissolution-front instability within the computational domain. The
geological implication of this recognition is that for a given region within the
Earth’s crust, the flow channeling due to a chemical dissolution reaction may occur
when the mineral dissolution ratio of the chemical reaction system is small, but it
cannot take place when the mineral dissolution ratio of the chemical reaction
system is relatively large. This finding may provide some help for better under-
standing certain mineralization patterns within the upper crust of the Earth.

In summary, the related theoretical results reveal that the mineral dissolution
ratio plays an important role in controlling the propagation speed of a planar
chemical dissolution-front in the fluid-saturated porous medium. An increase in the
value of the mineral dissolution ratio can result in a remarkable decrease in the
value of the dimensionless propagation speed of a planar chemical dissolution-
front. On the other hand, the related computational simulation results demonstrate
that the mineral dissolution ratio has a considerable influence on the evolution
pattern of a planar chemical dissolution-front during its propagation in the fluid-
saturated porous medium. An increase in the mineral dissolution ratio can reduce
the likelihood for a planar chemical dissolution-front to evolve from the initial
planar shape into different morphologies within the fluid-saturated porous medium
of finite size.
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Fig. 4.8 Effects of mineral dissolution ratios on the initiation locations of unstable chemical
dissolution-fronts in the computational domain (Porosity)
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Chapter 5

Effects of Solute Dispersion

on Chemical Dissolution-Front Instability
in Fluid-Saturated Porous Media

The instability of a chemical dissolution front is an important scientific problem
associated with reactive transport processes in fluid-saturated porous media
(Chadam et al. 1986, 1988; Ortoleva et al. 1987; Imhoff and Miller 1996; Renard
et al. 1998; Imhoff et al. 2003; Chen and Liu 2002; Chen et al. 2009; Zhao et al.
2008a, b, 2010). This problem has a broad scientific and engineering background
in the fields of geoscience, mining engineering, petroleum engineering and geo-
enviromental engineering. Due to the dissolution of solid minerals, the medium
porosity needs to be considered as a major variable for the instability problem of a
chemical dissolution front. Since both permeability and solute diffusivity are
dependent on the porosity of a porous medium (Bear 1972; Chadam et al. 1986;
Nield and Bejan 1992), a chemical dissolution-front instability problem needs to
be treated as a fully coupled nonlinear problem between porosity evolution, pore-
fluid flow, mass transport and chemical reactions in the fluid-saturated porous
medium. Although considerable progress has been made in the study of reactive
transport problems (Steefel and Lasage 1990, 1994; Yeh and Tripathi 1991;
Raffensperger and Garven 1995; Ormond and Ortoleva 2000; Alt-Epping and
Smith 2001; Zhao et al. 1994, 1998, 2001, 2003, 2005, 2006), theoretical con-
sideration of the effects of solute dispersion on chemical dissolution-front insta-
bility is still limited.

To understand how solute dispersion affects the instability of a chemical dis-
solution front, it is important to establish a theoretical criterion that is closely
associated with the critical condition, which can be used to assess whether or not a
planar chemical dissolution-front becomes unstable in the nonlinear reactive
transport system. Toward this end, scientific principles are used for describing
porosity evolution, pore-fluid flow, mass transport and chemical reactions in fluid-
saturated porous media. Since analytical solutions can be used to investigate the
general behavior of the effects of solute dispersion on the instability of a chemical
dissolution front during its propagation in the fluid-saturated porous medium, they
may produce general conclusions for a broad range of chemical dissolution-front
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instability problems. On the contrary, since it is often impossible to use numerical
methods to investigate the effects of solute dispersion within the whole parameter
space, numerical solutions can only produce some kind of understanding for a
particular problem. Therefore, in order to draw general conclusions associated
with the effects of solute dispersion on chemical dissolution-front instability in a
fluid-saturated porous medium, analytical solutions, if available, are always
superior to numerical solutions. On the other hand, analytical solutions provide an
important and often unique benchmark solution for verifying numerical methods
and algorithms, which are often used to solve the problems of complicated
geometries. Since numerical methods are of approximate nature inherently, they
must be verified before they are used to solve any new type of scientific and
engineering problem. For this reason, it is necessary to derive analytical solutions
for the propagation of a planar chemical dissolution-front in a benchmark problem,
the geometry of which can be accurately simulated using numerical methods such
as the finite element method (Zienkiewicz 1977; Lewis and Schrefler 1998) and the
finite difference method (Zhao et al. 1994).

In terms of the theoretical analysis of chemical dissolution-front instability in
fluid-saturated porous media when the solute dispersion effect is neglected, a
realistic limit case, in which the mineral dissolution ratio approaches zero, is often
considered to derive analytical solutions (Chadam et al. 1986; Zhao et al. 2008a, b,
2010). In typical rocks, this ratio may be in a range from 1073 to 10~'° (Chadam
et al. 1986). The related previous theoretical results have demonstrated that: (1)
since fresh pore-fluid flow in the upstream direction of a chemical dissolution front
is the main driving force of the chemical dissolution system, the growth rate of the
perturbed chemical dissolution-front under supercritical states is strongly depen-
dent on the fresh pore-fluid flow that can be further represented by the pressure
gradient of the pore-fluid. (2) Although porosity has a step change at a chemical
dissolution front, both the pore-fluid pressure and the solute concentration vary
continuously at the chemical dissolution front. By following similar procedures to
those used by Chadam et al. (1986), Imhoff and Miller (1996) conducted a theo-
retical analysis for understanding the dissolution of the nonaqueous phase liquid
(NAPL) trapped at residual saturation within the pore space of a porous medium.
In their theoretical analysis, the porosity that is used as an independent variable by
Chadam et al. (1986) is replaced by the NAPL saturation, while the scalar of
diffusivity is replaced by the second-order dispersion tensor. However, their
analytical results derived in the limit case (Imhoff and Miller 1996) are ques-
tionable because they are independent of the main driving force of the chemical
dissolution system. Thus, it is necessary to rederive analytical solutions, in the
limit case of the mineral dissolution ratio approaching zero and when solute dis-
persion is considered as the second-order tensor, for the instability of chemical
dissolution fronts in fluid-saturated porous media.
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5.1 Mathematical Model for Chemical Dissolution-Front
Instability Problems in Fluid-Saturated Porous Media
Including Solute Dispersion Effects

The mathematical model of a chemical dissolution-front instability problem in a
fluid-saturated porous medium including solute dispersion effects can be estab-
lished by considering both the related chemical reaction kinetics and the mass
conservation of the pore-fluid and dissolved minerals (i.e. solutes hereafter) in the
fluid-saturated porous medium. For a fluid-saturated porous medium, Darcy’s law
is often used to describe pore-fluid flow, while Fick’s law and the related chemical
reaction kinetics (Steefel and Lasaga 1994) are commonly used to describe
reactive mass transport phenomena. If the pore-fluid (i.e. water in this investiga-
tion) and solid phase are incompressible, the governing equations of the coupled
nonlinear problem between porosity evolution, pore-fluid flow and reactive single-
solute transport in the fluid-saturated (rigid) porous medium including solute
dispersion effects can be expressed as follows:

WV W =0, (5.1)

%(d)c) — V- [¢D(¢) - VC + CY($)Vp]

_ (5.2)
+ pxkEchemical V_P (¢f - d))(c - Ce‘]) = 07
66_? + kEchemicalﬁ ((i)f - d))(c - Ceq) = 07 (53)
p
v =42, (54)

where p and C are the pore-fluid pressure and the concentration of the solute; Co,
is the equilibrium concentration of the solute; u is the dynamic viscosity of the
pore-fluid; ¢ is the porosity of the porous medium; ¢, is the final (i.e. maximum)
porosity of the porous medium after the completion of dissolvable mineral dis-
solution; D(¢) is the general dispersion tensor of the solute; k(¢) is the perme-
ability of the porous medium; V), is the average volume of the dissolvable grain; A,,
is the average surface area of the dissolvable grain; kgcpemicar 1 the comprehensive
rate constant of the chemical reaction (as defined in Eq. (2.15) previously); p, is
the molar density (i.e. moles per volume) of the dissolvable grains.

Note that since the solute equilibrium concentration of a dissolvable mineral is
much smaller than the molar density of the dissolvable mineral in a mineral
dissolution system, the mineral dissolution ratio, which is defined as the ratio of
the solute equilibrium concentration to the molar density of the dissolvable
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mineral (Zhao et al. 2010), may be in a range of 1073-107'° for typical rocks
(Chadam et al. 1986). This means that compared with the pore-fluid flow process,
the mineral dissolution is a much slower process so that the porosity variation term
due to the mineral dissolution can be several orders of magnitude smaller than the
pore-fluid velocity variation term in the mass conservation equation of the pore-
fluid. In such a case, the porosity variation term due to the mineral dissolution can
be neglected in the mass conservation equation of the pore-fluid (i.e. Eq. (5.1)).
However, since the mass variation term associated with the porosity change due to
the mineral dissolution may have the similar order of magnitude as other mass
transport terms in the mass conservation equation of a solute, it needs to be
considered in the mass conservation equation of the solute (i.e. Eq. (5.2)). This
recognition can be further confirmed later through deriving the dimensionless
governing equations of the mineral dissolution system.

As the general dispersion tensor is of the second-order for a two-dimensional
problem, it is usually defined by considering solute diffusion, longitudinal and
transversal dispersion in a fluid-saturated porous medium (Scheidegger 1961; Bear
1972; Holzbecher 1998).

D(9) = (D) = (D) + 27y + (- ™5). (55)
where D(¢) is the diffusivity of the solute; oy and oy are the transversal and
longitudinal dispersivities of the solute; 4 is the absolute magnitude of the mean
averaged linear velocity; u; is the averaged linear velocity of the pore-fluid in the x;
direction; and d;; (i = 1, 2 and j = 1, 2 for a two-dimensional problem) is the
Kronecker delta.

Based on Darcy’s law, the averaged linear velocity vector of the pore-fluid can
be expressed as follows:

TR U G ()
ulinear—{uz}—¢_ ¢,U vpa (56)

where i is the Darcy velocity vector of the pore-fluid; y is the dynamic viscosity of
the pore-fluid; ¢ is the porosity of the porous medium; and k(¢) is the perme-
ability of the porous medium.

If the porous medium is comprised of sphere particles, then the shape factor
which is defined as the ratio of the average volume to the average surface area (i.e.
\7,, /A,,) of the soluble grain can be expressed as (Zhao et al. 2008b):

2= (131 ) = e 22, 57

§D>I| <
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where ogpn.e = +/1/(367) is the shape coefficient of the spherical grains; D), is the
density of the soluble grains, which is defined as the number of the soluble gains
per unit medium volume.

Since the solute diffusivity is considered as a function of porosity in the
chemical dissolution-front instability problem, a common phenomenological
relation can be used for describing this function (Bear 1972; Chadam et al. 1986).

D¢ =g (3<a<3), 59)

where Dy is the chemical species diffusivity in pure water.

To consider the permeability change caused by a change in porosity, the Car-
man-Kozeny law can be used to express the relationship between permeability and
porosity (Scheidegger 1974; Nield and Bejan 1992) as follows:

k(1= 99’
$o(1 =)’
where ¢, and ko are the initial reference porosity and permeability of the porous

medium, respectively.
Substituting Eq. (5.7) into Eqgs. (5.2) and (5.3) yields the following equations:

k(¢) ; (5.9)

2 (6€) V- [4D(8) - VC + C(4)Vp
3 2 (5.10)
+ pskEchemicalﬂ (¢f - ¢)?(C - Ceq) =0,

sphere

% + kEchemicalﬂ (¢f - QS)%(C - Ce‘l) =0, (511)

sphere

To close the definition of the problem, boundary conditions need to be pro-
vided. If the solute is initially in an equilibrium state (i.e. at # = 0 and x # —o0)
within the whole system except for x approaching negative infinity and the fresh
pore-fluid (i.e. C = 0) is injected at the location of x approaching negative infinity,
the following boundary conditions can be used:

§
lim C=0, lim 2= P (upstream boundary), (5.12)
x——00 x——00 OX
. _ . Op o
lim C =C,y, lim 3 = Pox (downstream boundary), (5.13)
X—00 x—00 OX

where p}-x is the pore-fluid pressure gradient as x approaches negative infinity in the
upstream of the pore-fluid flow; pf,, is the unknown pore-fluid pressure gradient as
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x approaches positive infinity in the downstream of the pore-fluid flow. Since p}x
drives the pore-fluid flow continuously along the positive x direction, it has a
negative algebraic value (i.e. p}x <0) in this analysis.

The initial condition for this problem is: ¢(x, 0) = ¢, expect at the negative
infinity, where X‘El;noc $(x, 0) = ¢;. Note that ¢, is the initial porosity of the porous

medium.

5.2 Theoretical Consideration of the Effects of Solute
Dispersion on Chemical Dissolution-Front Instability
in Two-Dimensional Fluid-Saturated Porous Media

A typical theoretical problem involving the propagation of a planar chemical
dissolution-front in a full plane, which comprises a fluid-saturated homogeneous
porous medium, is considered in this theoretical investigation. For this problem,
the pore-fluid flow is only in the x direction when the planar chemical dissolution-
front is in a stable state, while it remains dominant in the x direction even when the
planar chemical dissolution-front is at the early stages of an unstable state. In the
former case, the pore-fluid velocity is exactly equal to zero in the y direction,
whereas in the latter case, the pore-fluid velocity in the y direction is relatively
small to that in the x direction so that it can be neglected, from the theoretical
analysis point of view.

5.2.1 Derivation of Dimensionless Governing Equations
Jor the Theoretical Problem

If the x and y directions are used to replace x; and x, symbolically, then the general
dispersion tensor expressed in Eq. (5.5) can be simplified for this theoretical
problem as follows:

D(¢) = D((b)l + Ddispersion(¢) = D(¢)I + |:OCL(|:)Mx| OCT(|)MX| :l 5 (514)

where I is a unit second-order tensor (i.e. a 2 by 2 unit matrix); u, is the averaged
linear velocity of the pore-fluid in the x direction; Ddispgrsio,,(<i>) is the second-order
tensor due to pure dispersion only.

Equation (5.14) clearly indicates that the main difference between this inves-
tigation and previous theoretical studies is that the second-order tensor due to pure
dispersion is considered here, but it was neglected in the previous theoretical
studies (Chadam et al. 1986; Zhao et al. 2008a, b).
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Considering Egs. (5.4), (5.6) and (5.14) simultaneously yields the following
expression:

weg o
Ddixpersion(¢) = 0 aT‘/(,p(qg) ’g_p . (515)

This enables Eq. (5.10) to be written in the following form:

%(m — V- {D[D(S)T + Daispersion ($)] - VC + CY() V)
s (5.16)
+ pskEchemical O(\/EP‘ (¢f - d))%(c - Ce‘]) =0.

sphere

To translate the dimensional governing equations of the problem (i.e.
Egs. (5.1), (5.11) and (5.16)) into dimensionless ones, the following dimensionless
quantities are used in the theoretical analysis:

- X _ Yy c C _ D
X == Y= = , P=—7,
L’ L* C *
“a P (5.17)
_ oL _ or t eq
o =—, Odr=—, T=—¢ &t=—<<I,
L* Lx r* P

where 7 is a slow dimensionless time to describe the slowness of the chemical
dissolution that takes place in the chemical dissolution system; ¢ is the mineral
dissolution ratio of the chemical dissolution system. Other characteristic param-
eters used in Eq. (5.17) can be expressed as follows:

* Lsphere x« % % d)fD(d)f)
"e kEchemicaICeqS/HP’ L= ¢fD(¢f)t P lp(d)f) ’

L D) W)
DO =306y VP =5y

Inserting Eqs. (5.17) and (5.18) into Egs. (5.1), (5.11) and (5.16) yields the
following dimensionless equations:
o9

sl =V [ (6)VF] =0, (5.19)

(5.18)

e ($C) = - [D (D4 Diypin(9)] - VC+ CU (9P} ~ 2 =0
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g%ﬂ@— $P(C—1)=0, (5.21)

where Dj,.0,(¢) is the dimensionless second-order tensor due to pure
dispersion.

— op
D5 () = | Y @ 0 ol |- (5.22)

ispersion 0 OCT‘V(¢) a%;‘

As discussed previously, Eq. (5.19) clearly demonstrates that the porosity
variation term due to the mineral dissolution is several orders of magnitude smaller
than the pore-fluid velocity variation term so that it can be neglected in the mass
conservation equation of the pore-fluid, while Eq. (5.20) indicates that the mass
variation term associated with the porosity change due to the mineral dissolution
may have the similar order of magnitude as other mass transport terms so that it
needs to be considered in the mass conservation equation of the solute.

Using the above dimensionless quantities (as defined in Egs. (5.17) and (5.18)),
the boundary conditions for this theoretical problem can be expressed in the
dimensionless form as follows:

o

lim C =1, lim a5 = Por (downstream boundary), (5.23)
X—00 x—o00 OX

oy
lim C=0, lim = Ph (upstream boundary). (5.24)
X——00 X——o00 0X s

Similarly, the initial condition for this problem is: ¢ (X, 0) = ¢, expect at the
negative infinity, where lim ¢(x, 0) = ¢;.

5.2.2 Derivation of Base Solutions for the Dimensionless
Governing Equations of the Theoretical Problem
in the Limit Case of the Mineral Dissolution Ratio
Approaching Zero

In the limit case of the mineral dissolution ratio (i.e. &) approaching zero,
Egs. (5.19-5.21) degenerate to the following governing equations for the mineral
dissolution system:

V- [y (¢)Vp] =0, (5.25)
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V[P O+ D) - VC+ CU (0P} - L =0, (526)

(6 — $P(C—1) =0. (5.27)

In this limit case, Eq. (5.25) clearly indicates that the mass conservation
equation of the pore-fluid is indeed independent of the porosity change due to the
mineral dissolution, but Eq. (5.26) demonstrates that the mass conservation
equation of the solute is dependent on the porosity change due to the mineral
dissolution. Because of this difference, the interface condition for the mass flux of
the pore-fluid is different from that for the mass flux of the solute at the chemical
dissolution front. To keep consistence with Eq. (5.25), the porosity change due to
the mineral dissolution should be neglected in the process of deriving the interface
condition for the mass flux of the pore-fluid. However, to keep consistence with
Eq. (5.26), the porosity change due to the mineral dissolution needs to be con-
sidered in the process of deriving the interface condition for the mass flux of the
solute.

Equation (5.27) requires that C = 1 in the undissolved region and ¢ = ¢ in the
completely-dissolved region of the dissolvable mineral. Thus a planar chemical
dissolution-front divides the problem domain into two regions, an upstream region
and a downstream region, relative to the propagation location of the planar
chemical dissolution-front. Across the planar chemical dissolution-front, the
porosity undergoes a step jump from its initial value to its final value because the
chemical reaction rate is considered to be finite in this investigation. As a result,
this planar chemical dissolution-front propagation problem can be considered as a
Stefan moving boundary problem (Chadam et al. 1986; Zhao et al. 2008a). In this
limit case, the corresponding dimensionless governing equations of the problem in
both the downstream region and the upstream region can be expressed as follows:

C=1, V*»=0, ¢=¢, (inthe downstream region), (5.28)
v-{[(n‘a—p‘n*. , >-vc]+cvla}=o Vp=0, ¢=4¢
o% dispersion ’ ’ f (5 29)
(in the upstream region),
where
., RE
Ddispersion - |: 0 “T:| . (530)

Because 0p/0x <0 for the theoretical problem considered here, we can sub-
stitute |0p/0x| = —0p/0x in Eq. (5.29) and obtain the following equation:
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P |5 o R _
v { [(1 + ‘ag‘ndi.ypersi(,n> : vc] + CVp} =0, VH=0, ¢=4¢

(in the upstream region),

(5.31)

Since the chemical reaction rate is finite, the solute concentration decreases
gradually from its equilibrium value at the step porosity front to zero at somewhere
in the upstream region. The physical implication for this is that even though the
dissolvable mineral is completely dissolved, it takes some time for the fresh pore-
fluid flow to dilute the solution in the upstream region. This is the reason why there
is not a step change in the solute concentration across the chemical dissolution
front. If the planar chemical dissolution-front is denoted by S(%, t) = 0, then the
dimensionless pressure, dimensionless solute concentration and the mass fluxes of
both the solute and the pore-fluid should be continuous on S(¥, t) = 0. This leads
to the following interface conditions for this planar chemical dissolution-front
propagation problem:

Shr(r]{ C= slg& C, Shr(r){p = Shr(r)l+ D, (5.32)
. _,0Cc . 0p_Yl¢o) . Op
— /. - = — = = -

slir(?—(l “uP) on Vront (87 = $0); Jm on - y(gy) sl—»n<1)1+ on (5:33)

where n = n/L*; n is the normal vector of the propagating planar chemical dis-
solution-front; V., is the dimensionless propagation speed of the planar chemical
dissolution-front.

The first expression in Eq. (5.33) describes the mass flux continuity (conser-
vation) of the solute arising from the propagating planar chemical dissolution-
front, while the second expression in Eq. (5.33) describes the pore-fluid flow
continuity as a result of the propagating planar chemical dissolution-front.
Although the second expression can be straightforwardly derived by considering
the Darcy velocity continuity of the pore-fluid, it may be helpful to explain how
the first expression in Eq. (5.33) is derived. For this purpose, the interface con-
dition due to the mass flux continuity of the solute is firstly derived in a dimen-
sional form below.

As shown in Fig. 5.1, a planar chemical dissolution-front is propagating from
position 1 at time #; to position 2 at time #,. The dimensional propagation speed of
the planar chemical dissolution-front is Vg,n,. On the left side of the planar
chemical dissolution-front (i.e. S — 07) at ¢, the mass flux of the solute can be
expressed as follows:

Fiepp = *Sli%{ [¢fD(¢f) -VC + C';D(qsf)vP]' (5.34)

Similarly, on the right side of the planar chemical dissolution-front (i.e.
S — 0") at r,, the mass flux of the solute can be expressed in the following form:
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Fig. 5.1 Derivation of the interface condition of a propagating planar chemical dissolution-front
in a fluid-saturated porous medium

Frignn = —511%1[(1)0])((1’0) -VC + Cy (o) Vp]. (5.35)

As mentioned previously, the contribution of the porosity change associated
with the chemical dissolution to the mass flux of the solute needs to be considered.
When the planar chemical dissolution-front propagates from position 1 to position
2, the net change in the mass flux of the solute due to the porosity change asso-
ciated with the chemical dissolution can be expressed as follows:

Fpet = Vfrom(d)f - ¢0)PS, (536)

where p, is the molar density (i.e. moles per volume) of the dissolvable grains.
From the mass conservation condition at the chemical dissolution front, the
following expression exists mathematically:

Fright - Fleft = Foer. (537)
Substituting Eqgs. (5.34)—(5.36) into Eq. (5.37) yields the following equation:

- SIL%L[%D(%) -V C + C(dy) Vp] + Sli%l, [¢fD(¢f) -VC + Cl//(¢f)vp]

= ment(‘f’f — o) ps-
(5.38)

As indicated by the second expression in Eq. (5.33), the following expression
also exists:

Jim [Cy(9)Vp] = lim [Cu(9y)Vp]. (5.39)

Since the solute concentration is constant in the downstream direction of the
chemical dissolution front, the concentration gradient of the solute at S — 0" is
identical to zero. As a result, Eq. (5.38) can be rewritten as follows:
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Slir(l)l* [d)fD(d)f) VC} = Vfronl((nZs 4)0) (540)

Clearly, Eq. (5.40) is the dimensional expression for the mass flux continuity
condition of the solute at the chemical dissolution interface between the dissolved
and undissolved regions in the fluid-saturated porous medium.

Considering the one-dimensional nature of the planar chemical dissolution-
front propagation under subcritical conditions, Eq. (5.40) can be further reduced to
the following form:

Sll}[(l)lﬁ quD(qu) aLlp((]ﬁf) aC vfront(¢f - ¢0)ps' (541)

Based on the dimensionless quantities defined in Egs. (5.17) and (5.18), the
dimensionless propagation speed of the planar chemical dissolution-front can be
express as follows:

v N eL*
Vom = 22yt = (5.42)

front r

If the related dimensionless quantities are substituted into Eq. (5.41), then we
can obtain the first expression in Eq. (5.33).

Now let us explain how the second expression in Eq. (5.33) is derived. Since
the contribution of the porosity change associated with the chemical dissolution to
the mass flux of the pore-fluid should be neglected during the porosity jump at the
interface (as demonstrated by Eq. (5.25)), there is not any pore-fluid production/
consumption during this jump. Thus the pore-fluid flow continuity condition
requires that the outflow flux of the pore-fluid on the right side of the interface (at
1) be equal to the inflow flux of the pore-fluid on the left side of the interface (at
t1). Although the averaged linear velocity is different at the left and right sides of
the interface, the Darcy velocity is exactly the same because it is equal to the
product of the averaged linear velocity and porosity. According to Darcy’s law, the
inflow flux of the pore-fluid on the left side of the interface (at #;) for the problem
of unit thickness in the direction particular to the xy plane (shown in Fig. 5.1) can
be expressed as follows:

. k(¢p)0p . k(s op . Y(dp* aP
Inflow = —Slirg[ _H aW = —Slir(r)L L EW = 7s1£(1)1— I on W,

(5.43)

where W is the width of the interface (as shown in Fig. 5.1).
Similarly, the outflow flux of the pore-fluid on the right side of the interface
(at 1) is:
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k@) k()P O ()" Op
Quiflow = = Jim, i =T uL* I wm" (5.44)

If the equality condition between the inflow and outflow fluxes of the pore-fluid
is considered, then the second expression in Eq. (5.33) can be obtained.

Both expressions in Eq. (5.33) were also derived independently for the chem-
ical dissolution-front propagation problem in a fluid-saturated porous medium by
using the method of matched asymptotic expansions in a purely mathematical
manner (Chadam et al. 1986). Nevertheless, Eq. (5.33) is only valid for the limit
case when the mineral dissolution ratio (i.e. €) approaches zero. For a general case
where the contribution of the porosity change associated with the chemical dis-
solution to the mass flux of the pore-fluid cannot be neglected during the porosity
jump in the interface, the second expression of Eq. (5.33) is invalid so that a new
expression needs to be derived, but this is beyond the scope of the theoretical
analysis carried out in this investigation.

When the planar chemical dissolution-front is in a stable state, base solutions for this
theoretical problem can be derived from Eqs. (5.28) to (5.31) with the related boundary
and interface conditions (i.e. Eqs. (5.23), (5.24), (5.32) and (5.33)) as follows:

C&) =1, p(&) =pyé+pci, ¢=¢y (inthe downstream region), (5.45)

C(&) =exp (—Lé:), (&) =Ppé+per, ¢ =dy (5.46)

[ —eup),

(in the upstream region),

where pc; and pcy are two constants to be determined. For example, p¢; can be
determined by setting the dimensionless pressure p(&) to be a constant at a pre-
scribed location of the downstream region, while p¢; can be determined using the
pressure continuity condition at the interface between the upstream and the
downstream regions. Other parameters are defined below (Zhao et al. 2008a, b):

E=X—TVpouT, Poy= %p}x- (5:47)

Considering Eqgs. (5.33) and (5.46) yields the following expression for the
dimensionless propagation speed of the planar chemical dissolution-front:
_ Ph
Vront = — ) .
Ty — o

(5.48)

Equation (5.48) clearly indicates that, compared with the previous studies
without including the solute dispersion effect (Zhao et al. 2008a, b), the consider-
ation of solution dispersion does not affect the dimensionless propagation speed of a
planar chemical dissolution-front for this theoretical problem.
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5.2.3 Derivation of the Critical Condition for Unstable
Chemical Dissolution-Fronts in Two-Dimensional
Fluid-Saturated Porous Media Including Solute
Dispersion Effects

To theoretically determine the critical condition under which a planar chemical
dissolution-front in the fluid-saturated porous medium can become unstable, a
small time-dependent perturbation is added on the planar chemical dissolution-
front. As a result, the total solutions of the system are equal to the sum of the base
and perturbed solutions as follows:

S(¢&, ¥, 1) = & — dexp(@t) cos(my), (5.49)
Piowa($; ¥, 7) = p(&; ©) + 0p(&) exp(T) cos(my), (5.50)
Cooat(&, 3, 7) = C(&, 7) + 0 C(&) exp(ar) cos(my), (5.51)

where @ is the dimensionless growth rate of the perturbation; m is the dimen-
sionless wavenumber of the perturbation; ¢ is the amplitude of the perturbation and
d< <1 by the definition of the conventional linear stability analysis.

Since S(&, y, 1) is a function of coordinates £ and y, the following derivatives
exist mathematically (Chadam et al. 1986; Zhao et al. 2008b):

0y dso [0 3\ aso (2 as[o 3
(&)&5(&>s <a_y> ayos <6_y> (aé) ()

(5.52)

<a_2> _ <a_2) <a_2) _oso (@)25_2”@ o’ (@_2
oc2) . \a&2)s \o?). 2o¢ \oy) o& 5oty 2/
(5.53)

Based on the fact that the total solutions (that are expressed in Eqs. (5.50) and
(5.51)) must satisfy the governing equations (that are expressed in Egs. (5.28) and
(5.31)), we can derive the first-order perturbation equations of the chemical dis-
solution system. As a result, the critical condition, which is used to examine
whether or not a planar chemical dissolution-front becomes unstable in the fluid-
saturated porous medium, can be determined mathematically. With consideration
of Eq. (5.53), the first-order perturbation equations of the chemical dissolution
system can be expressed as

>

2

¢

()]

C=0, —m*p +m*py, =0 (in the downstream region), (5.54)

[

(@)]
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1- %Py 1-— P, 1-— ochﬂ 65 1—ap P 1— wupy ) O
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(5.55)

Since the dispersion tensor is a function of perturbed dimensionless pore-fluid
pressure (i.e. p(&)), the first-order perturbation equations when solute dispersion is
considered as the second-order tensor are different from those when it is consid-
ered as the scalar of a constant (representing the solute diffusivity only) (Chadam
et al. 1986). Obviously, consideration of the dependence of the dispersion tensor
on the perturbed dimensionless pore-fluid pressure results in much complicated
perturbation equations, so that special mathematical treatments must be used to
derive the corresponding analytical solutions.

The corresponding boundary conditions for the first-order perturbation problem
are:

- op

C=0, lim P_o (downstream boundary), (5.56)
s op
lim C=0, lim % =0 (upstream boundary). (5.57)

Similarly, the interface conditions for this first-order perturbation problem can
be expressed as follows:

C=0, limp= lim p, (5.58)

. _,\OC Py p|
— / - - S | = —
5111(1)1[(1 aLpf‘) aﬁ+1—f2LI3}x6ﬁ O(¢r = bo),

b vy, b

—_— = l .

s20-0n () 50" on

(5.59)

Solving Egs. (5.54) and (5.55) with the boundary and interface conditions (i.e.
Egs. (5.56)—(5.59)) yields the following analytical solutions:

A 1—
C=0, p&)=py|l— T ﬁexp(ﬂﬁdf) (in the downstream region),

(5.60)
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p(&) =Pl {1 + exp(\ﬁ1|§)] (in the upstream region),

1+
(5.61)
where
~Ylgy)  k(ey)
=56~ *a,) (362
R A
) T om  Toap
a:\/(' ) = (5.63)

2

Inserting Eq. (5.61) into Eq. (5.59) yields the following equation for the
dimensionless growth rate of the small perturbation:

P (1+ B)p, A PR
(l+ﬂ)(¢f_¢0){l—OCLp;x+ (1+ﬂ)+<1_°‘LP}x L] |>(1 ﬁ)] }

B B e\ (-p)

(5.64)

w =

If o, = 0 and a7 = 0, Eq. (5.64) can degenerate to the previous form obtained
when the dispersion effect is neglected (Zhao et al. 2008a, b). Since p}x <0 when
the pore-fluid flow is along the positive x direction, it is useful to define that
Zh = —f)}x in the theoretical analysis.

Letting @ = 0 and |m| = 1 yields the following equation for the critical Zhao
number of the theoretical system.

{(1+ﬁ)+ <1—ocL)(l—ﬁ)]gl_(l+ﬁ>Zh”mml

1 + O‘Lthritical 1 + o‘LZ,/lcrilical

thri ic — — 1-
— |:<1 + ,7”(11 — OCL(I + OCLthritical)> J:l =0

1+ O‘Lthritical 1+ OCLthriz‘ical

(5.65)
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where

2 _
Zhritical + 4( 1 +‘1Tthri/ical) + Zherivical
1401 Zhcritical 140 Zheritical 1401, Zhcritical

2

o] = (566)
Physically, @ = 0 means that the dimensionless growth rate of the perturbation
is zero so that the perturbation does not grow in the system, while || = 1 means
that the dimensional wavelength (i.e. 1) of the perturbation has the same order of
magnitude as the intrinsic characteristic length (i.e. L* in Eq. (5.18)) of the
chemical dissolution system because |m| = 2nL*/A (Zhao et al. 2008a).
Since (1 + @1 Zheriricar) > 0, Eq. (5.65) can be rewritten into the following form:

{1+ B)(1 + 2z Zherisicar) + [1 — ar(1 + 02 Zherisicar)|(1 — B)}o1 — (1 + B)Zherisicar

thritical — -
1 St g (1 4 8 Zheri 1—p)=0. 67
(142 1+ i) ) (1~ ) = O (567)

For the case of a; = o7, Eq. (5.67) can be further simplified so that an explicit
theoretical formula for the critical Zhao number can be obtained. For this case,
Eq. (5.67) can be expressed as follows:

{1+ 0. Zheiticar) + [1 — (1 + 81 Zhcrisical) R} 01 — Zherisical

thritical _ — (5 : 68)
— (1 e ——— 1 th‘ri ica R=0.
( + 1+ &Lthmiml OCL( o ! 1)
where
1-p
=" 5.69
1+ (569)
Substituting Eq. (5.66) into Eq. (5.68) yields the following equation:
R 2
2R|1 — oz (1 % Z ritica 1 arR _—Zcriica
(2Rl =00 12 4 (14 30R) | P
—{(1 + @Zherisiear) + [1 = 31(1 + 8 Zherivicar) R} M2+4 —0
L& eritical L L& eritical 1 + &Lthritical — Y

(5.70)
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After some mathematical manipulations, Eq. (5.70) can be rewritten as follows:

R%%
(TZ;” +2%R — @R+ o R — LR — a@) v/
R 571
+ {m + R —30:.R+ 45(1%R — &I%Rz — Z&L] Zheritical ( )
+(2a,R—2R—1)=0.

Finally, the characteristic equation for the critical Zhao number in the case of
oy, = o is expressed as the following standard third-power equation:

AZhiritical + BZh?rit[cal + Cthritical +D= 07 (572)
where
A= —%R+2%R+ %R~ 4R — %, (5.73)
B =2%R — 40, R + 63 R — 20, R* + 5, R* — 303, (5.74)
C = —50,R + 63, R — o, R* — 30, + R* + R, (5.75)
D =23,R—2R— 1. (5.76)

It is obvious that if &, = 0, then two constants A and B are equal to zero, so that
Eq. (5.72) degenerates to the first-power equation with the following solution:

B-=pH1+p
2(1-p)

This solution is identical to the previous theoretical results when the solute
dispersion effect is neglected in the chemical dissolution system (Zhao et al.
2008a, b).

Based on the previous study, the dimensionless Zhao number is defined as
follows (Zhao et al. 2009):

thritical - . (5 77)

k ( (rbf )pjl‘x Olsphere
Uy / ¢fD(¢f) kEchemicalCeq \3/ Dp

If Zh <Zh sisicai, then the chemical dissolution system is subcritical, while if
Zh > Zhyisicar, then the chemical dissolution system is supercritical. When
Zh = Zh¢virical, the chemical dissolution system is in a critical state. By using this
criterion, the instability of chemical dissolution fronts in fluid-saturated porous
media can be assessed.

Zh = —

(5.78)
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5.2.4 Theoretical Understanding of the Effects of Solute
Dispersion on Chemical Dissolution-Front Instability
in Two-Dimensional Fluid-Saturated Porous Media

To theoretically understand how solution dispersion affects the chemical
dissolution-front instability in a fluid-saturated porous medium, the critical Zhao
numbers associated with different dimensionless solute-dispersion coefficients are
evaluated from the above characteristic equation (i.e. Eq. (5.67)). Figure 5.2
shows the distributions of the critical Zhao number due to different solute dis-
persion ratios. These results are obtained when ¢, = 0.1 and ¢, = 0.2. In this
figure, the solute dispersion ratio (as represented by &;/d;) is defined as the ratio
of the dimensionless longitudinal dispersivity (as represented by ;) to the
dimensionless transverse dispersivity (as represented by ar). It is obvious that with
an increase in the dimensionless longitudinal dispersivity, oy, the critical Zhao
number can increase significantly, especially for the smaller solute-dispersion
ratios such as &;/d; = 1 and 0, /8, = 2. For a given dimensionless longitudinal
dispersivity, the critical Zhao number also increases significantly with an increase
in the solute dispersion ratio, o /%;. This indicates that an increase in either the
longitudinal dispersivity or the dispersion ratio stabilizes the chemical dissolution
front so that it becomes more difficult for a planar chemical dissolution-front to
evolve into different morphologies.

The effect of the final porosity value on chemical dissolution-front instability
can be also investigated using the present theoretical results. For this purpose, the
solute dispersion ratio is set to be unity (i.e. &z /o, = 1). Consequently, Eq. (5.72)
can be used to calculate the corresponding critical Zhao numbers. Figure 5.3
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Fig. 5.3 Distributions of the 25.0
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shows the distributions of the critical Zhao numbers due to different final
porosities. To produce these results, the initial porosity is set to be 0.1 (i.e.
¢o = 0.1), while three different final porosities, namely ¢, = 0.15, 0.2 and 0.3, are
used in the corresponding calculations. Clearly, with an increase in the final
porosity value, the critical Zhao number decreases dramatically. This implies that
an increase in the final porosity value destabilizes the chemical dissolution front so
that it becomes easier for a planar chemical dissolution-front to evolve into dif-
ferent morphologies.

5.3 Application of the Present Theoretical Solutions

The ultimate goal of developing numerical methods is to solve complicated and
complex problems in nature. Due to the approximate nature of a numerical method,
it is desirable to validate it using existing data obtained from either field mea-
surements or laboratory experiments. However, since such data are usually lacking
or very limited for mineralization related instability problems (Chen et al. 2009), it
is common practice, as the first step, to verify a numerical method using analytical
solutions for benchmark problems. Since the main purpose of this investigation is to
deal with theoretical aspects of the effects of solute dispersion on chemical dis-
solution-front instability problems, generic models can be used to illustrate the
possible applications of the present theoretical solutions. Nevertheless, it is useful,
in the future, to conduct some field measurements and laboratory experiments for
the chemical dissolution-front instability problems in fluid-saturated porous rocks
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Fig. 5.4 Geometry and boundary conditions of the chemical dissolution problem in a fluid-
saturated porous medium

so that the present theoretical solutions can be used to assess chemical dissolution-
front instability in real geological and geochemical systems.

As the first step of application, the present theoretical solutions expressed by
Eqgs. (5.45) and (5.46) in the case of subcritical Zhao numbers are used as
benchmark solutions for verifying numerical methods that can be employed to
simulate the complicated morphological evolution process of a planar chemical
dissolution-front in the case of the chemical dissolution system becoming super-
critical. For this purpose, Egs. (5.19)—(5.21) are solved using a combination of the
finite element and finite difference methods. This means that the finite element
method is used to discretize the geometrical shape of the problem domain, while
the finite difference method is used to discretize the dimensionless time. Since the
governing equations of the problem (described by Eqgs. (5.19)—(5.21)) when solute
dispersion is considered as the second-order tensor are similar to those when the
solute dispersion effect is neglected, the numerical method and algorithm used in
the previous study (Zhao et al. 2008b) can be employed here to solve the current
problem with an appropriate modification to the solute dispersion term. The main
purpose of this section is to demonstrate how the present theoretical solutions with
consideration of solute dispersion effects can be used as benchmark solutions for
verifying the proposed numerical procedure which is a combination of the finite
element and finite difference methods (Zhao et al. 2008a). After the proposed
numerical procedure is verified, it is used to simulate the complicated morpho-
logical evolution process of a planar chemical dissolution-front in the case of the
chemical dissolution system becoming supercritical.

Figure 5.4 shows the geometry and boundary conditions of the proposed
benchmark problem, for which the dimensionless pore-fluid pressure gradient (i.e.
ﬁ;x = —1) is applied to the left boundary, implying that the corresponding Zhao
number of the system is equal to unity. As a result of applying this dimensionless
pore-fluid pressure gradient to the left boundary, there is a horizontal throughflow
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from the left to the right of the computational model. Since the computational
domain of the benchmark problem is of finite size, a time-dependent-dimension-

less-concentration boundary condition (i.e. C(t) = exp[(ﬁ}x\_{fmmr) / (1— &Lﬁ}x)])

needs to be applied to the left boundary, so that numerical solutions can be
compared with analytical solutions expressed by Eqgs. (5.45) and (5.46). The
dimensionless height and width of the computational model are 5 and 15,
respectively. Except for the left boundary, the initial porosity of the porous
medium is 0.1, while the initial dimensionless concentration is unity within the
computational domain. The final porosity with a value of 0.2 is applied to the left
boundary of the computational domain. As the value of the dimensionless pore-
fluid pressure can be chosen arbitrarily, it is assumed to be 100 (i.e.
p(Ly,7) = 100) at the right boundary of the computational domain. To consider
whether or not a small perturbation affects the morphology of a planar chemical
dissolution-front during its propagation in the fluid-saturated porous medium, the
initial porosity field is randomly perturbed by a small amount of 1 % of the
originally-input initial porosity (i.e. ¢, = 0.1) before running the computational
model. The permeability of the porous medium is calculated using the Carman-
Kozeny formula, which has the power of 3 in the power law. The diffusivity of the
solute is calculated using the power law, which has the power of 2. Both the top
and the bottom boundaries are assumed to be impermeable for the solute and pore-
fluid. The mineral dissolution ratio is assumed to be 0.001, while the dimen-
sionless time-step length is set to be 0.001 in the computation. For the purpose of
considering the effect of solute dispersion, the dimensionless longitudinal dis-
persivity is 0.2, while the dimensionless transversal dispersivity is 0.02 in the
computational model. Using the above parameters, the critical Zhao number of the
system is approximately equal to 1.68, as obtained previously in the theoretical
analysis. Since the Zhao number of the system is smaller than its critical value, the
chemical dissolution system considered here is in a subcritical state, implying that
a planar chemical dissolution-front remains planar during its propagation within
the chemical dissolution system. The theoretical value for the dimensionless
propagation speed of the chemical dissolution front is equal to 10, which is
determined using Eq. (5.48). To appropriately simulate the propagation of the
chemical dissolution front, the whole computational domain is simulated by 29601
four-node square elements of 30000 nodal points in total.

Figures 5.5 and 5.6 show the comparison of the numerical results with ana-
lytical solutions for the porosity and dimensionless concentration in the compu-
tational domain at three different time instants, namely t = 0.45, 0.75 and 10.5,
respectively. In these two figures, thick lines are used to represent the numerical
results, while thin lines are used to represent the analytical solutions. Although a
small perturbation is applied to the initial porosity field before running the com-
putational model, the planar chemical dissolution-front remains planar throughout
the whole numerical simulation process because the Zhao number of the chemical
dissolution system under consideration is subcritical. Obviously, the numerical
results for both the porosity and the dimensionless concentration agree well with
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the analytical solutions, especially at the early stages of the computational simu-
lation. This fact indicates that the proposed numerical procedure, which comprises
a combination of the finite element and finite difference methods, is capable of
simulating the planar dissolution-front propagation within the fluid-saturated
porous medium. Since a finite value for the mineral dissolution ratio is used in the
computational model, there is a discrepancy between the computational model
used to produce the numerical results and the theoretical model used to derive the
analytical solutions. As mentioned previously, the analytical solutions are derived
under the assumption that the mineral dissolution ratio is an infinitesimal quantity,
so that the chemical dissolution problem in the fluid-saturated porous medium can
be treated as a steady-state boundary value problem, from the mathematical point
of view. Due to this discrepancy, both the sharpness and the propagation speed of
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the chemical dissolution front obtained from the computational model differ
slightly from those obtained from the theoretical analysis. To reduce this dis-
crepancy, the value of the mineral dissolution ratio should be used as small as
possible in the computational model.

For the purpose of investigating how a planar chemical dissolution-front can
evolve into different morphologies when the chemical dissolution system becomes
supercritical, the proposed numerical procedure is used to simulate the morpho-
logical evolution of the planar chemical dissolution-front in the fluid-saturated
porous medium with a supercritical Zhao number. For this purpose, a dimen-
sionless pore-fluid pressure gradient (i.e. [)}x = —10), which corresponds to a Zhao
number of 10, is applied to the left boundary of the computational domain. In this
case, the dimensionless propagation speed of the corresponding planar chemical
dissolution-front is equal to 100, so that the chemical dissolution front propagates
faster than it does when the Zhao number is subcritical, just as what is considered
in the previous benchmark problem. Despite this change, the mineral dissolution
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Fig. 5.7 Porosity distributions due to the morphological evolution of the chemical dissolution
front in the fluid-saturated porous medium
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Fig. 5.8 Dimensionless concentration distributions due to the morphological evolution of the
chemical dissolution front in the fluid-saturated porous medium
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ratio remains 0.001, while the dimensionless time-step length is assumed to be
0.0002 in the computational model. The values of other parameters are exactly
the same as those used in the above benchmark problem. Since the Zhao number of
the chemical dissolution system is greater than its corresponding critical value (i.e.
Zheriricar = 1.68 for this application example), the chemical dissolution system
considered here is supercritical so that a planar chemical dissolution-front should
evolve into a complicated morphology during its propagation in the computational
model. The same small perturbation as used in the benchmark problem is applied
to the initial porosity field of the computational domain before running the cor-
responding computational model.

Figure 5.7 shows porosity distributions arising from the morphological evolution
of the chemical dissolution front in the fluid-saturated porous medium, while Fig. 5.8
shows dimensionless concentration distributions arising from the morphological
evolution of the chemical dissolution front within the computational domain. It is
noted that since the small perturbation grows with time for a supercritical system, the
initial planar chemical dissolution-front evolves gradually into an irregular one after
the dimensionless time is greater than 0.07. With the increase of the dimensionless
time, the amplitude of the resulting irregular chemical dissolution-front increases
significantly, indicating that the chemical dissolution front is morphologically
unstable during its propagation within the computational domain. Although both the
porosity and the dimensionless concentration have similar propagation front, the
distribution of their maximum values along the chemical dissolution front is dif-
ferent. The peak value of the porosity is in good correspondence with the trough value
of the dimensionless concentration as a result of the chemical dissolution of the
dissolvable mineral in the solid matrix of the porous medium.

In summary, the present theoretical results clearly demonstrated that: (1) the
propagation speed of a planar chemical dissolution-front in the case of considering
solute dispersion effects is exactly the same as that when solute dispersion effects
are neglected. This indicates that solute dispersion does not affect the propagation
speed of the planar chemical dissolution-front in a fluid-saturated porous medium.
(2) The consideration of solute dispersion can cause a significant increase in the
critical Zhao number, which is used to judge whether or not a planar chemical
dissolution-front may become unstable in the fluid-saturated porous medium. This
means that the consideration of solute dispersion can stabilize a planar chemical
dissolution-front because an increase in the critical Zhao number reduces the
likelihood of the planar chemical dissolution-front instability in a fluid-saturated
porous medium. (3) For both a given solute dispersion ratio and a given longi-
tudinal dispersivity, an increase in the final porosity value destabilizes the
chemical dissolution front so that it becomes easier for a planar chemical disso-
lution-front to evolve into different morphologies. In addition, the present results
can be used as benchmark solutions for verifying numerical methods employed to
simulate the detailed morphological evolution processes of chemical dissolution
fronts in two-dimensional fluid-saturated porous media.
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Chapter 6

Effects of Medium Permeability
Anisotropy on Chemical Dissolution-Front
Instability in Fluid-Saturated

Porous Media

In the previous studies, mathematical analyses were conducted to establish a theo-
retical criterion, which is used to judge whether or not a planar chemical dissolution-
front can become unstable during its propagation in the fluid-saturated porous
medium (Chadam et al. 1986, 1988; Zhao et al. 2008a, 2009). The established
theoretical criterion consists of a comparison between the Zhao number and the
critical Zhao number of the chemical dissolution system under consideration (Zhao
et al. 2008a, 2009). The Zhao number is a dimensionless number that can be used to
represent the three major controlling mechanisms, namely pore-fluid flow, mass
transport and chemical reactions, simultaneously taking place in a chemical disso-
lution system, while the critical Zhao number is a special value of the Zhao number,
at which the chemical dissolution system becomes neutrally unstable. Thus, if the
Zhao number is smaller than the corresponding critical Zhao number, then the
chemical dissolution system is in a stable state. If the Zhao number is greater than the
corresponding critical Zhao number, then the chemical dissolution system is in an
unstable state. Due to this key role played by the critical Zhao number, it is natural to
turn the study of different factors, including mineral dissolution ratios, solute (or
mechanical) dispersion, medium/pore-fluid compressibility and reactive surface
areas of particles, on the chemical dissolution-front instability into the study of these
factors on the critical Zhao number of the chemical dissolution system (Zhao et al.
2008b, 2010a, b, 2012a, b). Generally, if a particular factor can result in an increase
in the critical Zhao number of a chemical dissolution system, then this factor can
stabilize the chemical dissolution system so that it reduces the likelihood of the
chemical dissolution-front instability in the chemical dissolution system. On the
contrary, if a particular factor can result in a decrease in the critical Zhao number of a
chemical dissolution system, then this factor can destabilize the chemical dissolution
system so that it increases the likelihood of the chemical dissolution-front instability
in the chemical dissolution system.

Despite of the fact that mathematical analyses were conducted to investigate how
several factors, such as mineral dissolution ratios, solute (or mechanical) dispersion,
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medium/pore-fluid compressibility and reactive surface areas of particles, can affect
the instability of chemical dissolution fronts in fluid-saturated porous media, it is very
difficult, if not impossible, to mathematically describe the detailed morphological
evolution processes of chemical dissolution fronts in a supercritical chemical disso-
lution system, in which the Zhao number of the chemical dissolution system is greater
than the corresponding critical Zhao number. As a complementary way, computa-
tional simulation methods, such as a combination of the finite element method and
finite difference method (Zienkiewicz 1977; Lewis and Schrefler 1998; Zhao et al.
2004, 2009), are commonly used to simulate the detailed morphological evolution
processes of chemical dissolution fronts in the supercritical chemical dissolution
system (Ortoleva et al. 1987; Renard et al. 1998; Ormond and Ortoleva 2000; Chen
and Liu 2002, 2004; Chen et al. 2009; Zhao et al. 2008a, 2009). Although considerable
progress has been made in the study of chemical dissolution-front instability problems
(Chadam et al. 1986, 1988; Zhao et al. 2008a, 2009, 2010b, 2012a), theoretical
consideration of the effect of medium permeability anisotropy on the chemical dis-
solution-front instability is only available very recently (Zhao et al. 2013).

Medium permeability anisotropic phenomena may be encountered in some nat-
ural systems. For example, in sedimentary basins, the vertical permeability of the
porous rock can be smaller than the horizontal one as a result of gravity compaction
in the vertical direction. More importantly, from the theoretical point of view, a
multiply layered porous medium, in which each layer is viewed as an isotropic
material, can be approximately treated as an equivalent anisotropic porous medium.
With a horizontally layered porous medium taken as an example, the horizontal
permeability of the equivalent anisotropic porous medium can be determined by the
pore-fluid flow equity condition, which requires that the total pore-fluid flow of the
equivalent anisotropic porous medium in the horizontal direction be equal to the sum
of the horizontal pore-fluid flow in every layer of the layered porous medium (Freeze
and Cherry 1979). In an isothermal case, in which the dynamic viscosity of the pore-
fluid can be treated as a constant, the horizontal permeability of the equivalent
anisotropic porous medium can be evaluated using the following formula:

N
-~ kih;
kaequivulent = Z:I# P (6 1)

where k; and h; are the horizontal permeability and thickness of layer i; H is the
total thickness of the layered porous medium and N is the total number of layers in
the layered porous medium.

Similarly, the vertical permeability of the equivalent anisotropic porous med-
ium can be determined by considering the pore-fluid pressure difference equity
condition between the equivalent anisotropic porous medium and the layered
porous medium as follows:

=

(6.2)

kaequivalem =

N
Zi:l

kit
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This indicates that since the layered porous medium can be approximately
treated as an anisotropic porous medium, the study of the chemical dissolution-
front instability problem in an anisotropic porous medium is not only of theoretical
significance, but also of certain practical application backgrounds.

6.1 Mathematical Governing Equations
for Chemical Dissolution-Front Instability Problems
in Fluid-Saturated Porous Media Including Medium
Anisotropy Effects

From the previous studies (Chadam et al. 1986; Zhao et al. 2008a, 2009), a
chemical dissolution-front instability problem can be treated as a coupled non-
linear problem between porosity evolution, pore-fluid flow and reactive (single-
solute) transport in the fluid-saturated (rigid) porous medium. As a result, the
governing equations and related expressions for the chemical dissolution-front
instability problem in a two-dimensional fluid-saturated porous medium including
medium anisotropy effects can be expressed as follows:

W V- [w(9) V=0, (63)

2 (6C) V- [4D($) - VC+ CH() - V] + pksomeary (9 ~ D)(C — Cug) =0,
P

(6.4)
o A
=+ kEchemica =L - —Cy) =0, 6.5
6t+ Ech le(d)f $)(C — Ceq) (6.5)
ka(d)  kuy(d)
V(o) lk“fg@ k‘.,urb)‘| ) (6.6)
1 1

2 2
D(¢) + oLV torvy (OCL _ OCT) VxVy

D(¢) _ v24v2 Vaiaat: (67)

20002
(OCL _ “T) VaVy D((]’)) +OﬁLl),+91TVX 9
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where p and C are the pore-fluid pressure and the concentration of the solute (i.e.
the dissolvable mineral here); C,, is the equilibrium concentration of the solute
with units of moles per unit pore-fluid volume; u is the dynamic viscosity of the
pore-fluid; ¢ is the porosity of the porous medium; ¢, is the final (i.e. maximum)
porosity of the porous medium after the completion of dissolvable mineral dis-
solution; D(¢) is the general dispersion tensor of the solute (Scheidegger 1961;
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Bear 1972; Holzbecher 1998); o7 and oy are the transversal and longitudinal
dispersivities of the solute; D(¢) is the molecular diffusivity of the solute; k. (¢),
ke (@), ky(¢) and ky,(¢) are the components of the permeability tensor of the
porous medium; V, is the average volume of the dissolvable grain; A, is the
average surface area of the dissolvable grain; kgcpemicar 1S the comprehensive rate
constant of the chemical reaction (as defined in Eq. (2.15) previously); p, is the
molar density (i.e. moles per unit volume) of the dissolvable grains; v, and v, are
the averaged linear velocity components of the pore-fluid flow in the x and
y directions respectively.

Based on Darcy’s law, the averaged linear velocity vector of the pore-fluid can
be expressed as follows:

b d kX‘((d)) k/\}'(d)) a_p

77 I G B TI T] o (6.8)
linear vy ¢ ka(d)  kn(d) | 22 (0 :

ou ou Oy

where ;.. 1S the averaged linear velocity vector of the pore-fluid; i is the Darcy
velocity vector of the pore-fluid.

Note that the ratio of the average volume to the average surface area (i.e.
Vy /A,,) of the soluble grain can be used to represent the soluble grain shape, so that
it is called the shape factor of the soluble grain. If the porous medium is comprised

of sphere particles, then the corresponding shape factor of the soluble grain can be
expressed as (Zhao et al. 2008b):

5 <§/;§;> 3K¢3§;¢)“wh3/(¢ﬂi;¢)’ 69)

where oy, = y/1/(367) is the shape coefficient of the spherical grains; D, is the
density of the soluble grains, which is defined as the number of the soluble gains
per unit medium volume.

Since the solute diffusivity is considered as a function of porosity in the
chemical dissolution-front instability problem, a common phenomenological
relation can be used for describing this function (Chadam et al. 1986) as follows:.

pg) =Dt (3<a<3), (6.10)
where Dy is the chemical species diffusivity in pure water.

Although g = 0 is often used in many applications, without loss of generality,
we keep g as a parameter in the following theoretical analysis, so that more general
situations could be considered for the solute diffusivity in the fluid-saturated
porous medium.
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To consider the permeability change caused by a change in porosity, the Car-
man-Kozeny law can be used to express the relationship between permeability and
porosity (Scheidegger 1974; Nield and Bejan 1992) as follows:

kx_x _ xxO(l - ¢0) ,k ))0(1 - ¢0)2¢3 ’
=i T g er 6.11)
kxy _ x»O(l - (:250)2(7252 ;kyx yXO(l - 0)2¢3 ,
D ==y =m0y

where ¢, is the initial reference porosity of the porous medium; ko, k0, kyxo and
kyyo are the components of the corresponding initial permeability tensor of the
porous medium, respectively.

Substituting Eq. (6.9) into Eqgs. (6.4) and (6.5) yields the following equations:

3

D 2
%((bC) -V [¢D(¢) -VC+ C"’((b) : VP} + p.vkEchEInical\a{—j(¢f (ﬁ)?(c Ceq) =0,

sph

(6.12)

% + kEchemual Q/ITP (¢f qs)%(c Cefi) 0. (6 13)

ot Usph

To close the definition of the problem, boundary conditions need to be pro-
vided. If the solute is initially in an equilibrium state (i.e. at r = 0 and x # —o0)
within the whole system except for x approaching negative infinity and the fresh
pore-fluid (i.e. C = 0) is injected at the location of x approaching negative infinity,
the following boundary conditions can be obtained:

9 t
lim C(x,7)=0, lim Oplx, 1) _ Pj  (upstream boundary), (6.14)
X——00 X——00 a_x
op(x, t
lim C(x, t) = C,y, lim Cplx. 1) =p,, (downstream boundary),  (6.15)

X—00 X—00 a_x Ox

where p}x is the pore-fluid pressure gradient as x approaches negative infinity in the
upstream of the pore-fluid flow; py, is the unknown pore-fluid pressure gradient as
x approaches positive infinity in the downstream of the pore-fluid flow. Since p}x
drives the pore-fluid flow continuously along the positive x direction, it has a
negative algebraic value (i.e. p}-x <0) in this study. This means that for the sake of
facilitating the forthcoming mathematical deductions, we assume the porous
medium to be an infinite porous medium in the theoretical analysis.

The initial condition for this theoretical problem is: ¢(x, 0) = ¢, expect at the
negative infinity, where lim; . . ¢(x, 0) = ¢;. Note that ¢, is the initial porosity
of the porous medium.
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6.2 Theoretical Analyses of Medium Permeability
Anisotropy Effects

For a two-dimensional porous medium, the medium anisotropy can generally lead to
a second-order permeability tensor of non-zero off-diagonal components in an
arbitrary rectangular coordinate system. However, it has been demonstrated that
through using the appropriate rectangular coordinate system transformation, it is
possible to enable all the non-zero off-diagonal components of the second-order
permeability tensor to be zero, resulting in a diagonal second-order permeability
tensor. For this diagonal second-order permeability tensor, it has two principal
permeability directions that are parallel to a specific rectangular coordinate system.
This means that if the rectangular coordinate system is chosen in such a way that its
two coordinate axes (i.e. the x and y axes) are parallel to the two principal perme-
ability directions of a second-order permeability tensor, all the non-zero off-diagonal
components of the second-order permeability tensor can be equal to zero. For this
reason, Eq. (6.6) can be rewritten for an orthotropic porous medium as follows:

k() 0
V(o) = {‘hxo@&) lﬁyyo(d))} = [ " k_‘,“.(¢)‘|~ (6.16)

To facilitate the mathematical deductions and analyses, a typical theoretical
problem involving the propagation of a planar chemical dissolution-front in a full
plane, which comprises a fluid-saturated orthotropic and homogeneous porous
medium, is considered in this theoretical investigation. For this problem, the pore-
fluid flow is only in the x direction when the planar chemical dissolution-front is in
a stable state, while it remains dominant in the x direction even when the planar
chemical dissolution-front is at the early stages of an unstable state. In the former
case, the pore-fluid velocity is exactly equal to zero in the y direction, whereas in
the latter case, the pore-fluid velocity in the y direction is relatively small to that in
the x direction so that it can be neglected, from the theoretical analysis point of
view (Zhao et al. 2010b). Consequently, the second-order dispersion tensor for the
orthotropic porous medium can be expressed in the following form:

D(6) = DG+ Da (@)~ Do+ |7 0 [ ()

where I is a unit second-order tensor (i.e. a 2 by 2 unit matrix); v, is the averaged
linear velocity of the pore-fluid in the x direction; Dy, (¢) is the second-order
tensor due to pure dispersion only.

Note that physically, Egs. (6.16) and (6.17) can be used to represent the
behaviour of an orthotropic porous material, such as a layered porous medium. The
layered sedimentary rock (e.g. shale) is a typical example of the orthotropic porous
material.



6.2 Theoretical Analyses of Medium Permeability Anisotropy Effects 129

Considering Egs. (6.8) and (6.17) simultaneously yields the following
expression:

O‘kax<¢) }g_ﬁ O
Dyisper () = d’“o U kals) 2| (6.18)
o lox
6.2.1 Derivation of Dimensionless Governing Equations
Substituting Eq. (6.17) into Eq. (6.12) yields the following equation:
0
—(§C) = V - {B[D()T + Diter ()] - VC + CU(6) - Vp}
3 /Dp 2
+ pskEchemicalT (¢f - 4))3(6‘ - Ceq) =0. (619)

sph

To translate the dimensional governing equations of the problem (i.e. Egs. (6.3),
(6.13) and (6.19)) into dimensionless ones, the following dimensionless quantities
are used in the theoretical analysis:

. x __y - _C _p
- = =2 C= =L 6.20
X=10 Y= C.o P (6.20)
t C,
&L—%’ &T:ﬂ) T=—¢, &= q<<17 (621)
L* Lx t* Ps

where ¢ is the mineral dissolution ratio of the chemical dissolution system; 7 is a
dimensionless time that is defined to be directly proportional to the mineral dis-
solution ratio and therefore, is generally much less than one due to the relative
slowness of the chemical reaction. For example, in typical rocks, the mineral
dissolution ratio that is used to describe the relative slowness of the chemical
reaction may range from 1073 to 107! (Chadam et al. 1986). Other characteristic
parameters used in Egs. (6.20) and (6.21) can be expressed as follows:

Y AL S 4D
t 7kEchemiCalpCeq</D7p7 L' =/ ¢D(p)r, p* = bold)) (6.22)

w(9)
lpxx(¢f)

Inserting Eqgs. (6.20)—-(6.23) into Eqgs. (6.3), (6.13) and (6.19) yields the
following dimensionless equations:

ooy $D(9) ,

. (6.23)
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0¢

s =V W (#) - V5] =0, (6.24)
o . . = L A \_9¢
22 (9C) = V- { [D' ()1 + iy (#)] - VC+ CU'(9) - Vp | — 2" =0,
(6.25)
s% + (¢ — )I(C—1) =0, (6.26)

where Dy, . (¢) is the dimensionless second-order tensor due to pure dispersion;

V*(¢) is the dimensionless second-order tensor of the orthotropic porous medium.
They can be expressed as follows:

* _ aLl//ix(¢)|?—'; 0
Diisper (@) = [ N v (B[ J, (6.27)
kyx ()
* _ lpj;x((b) 0 ko (¢r) 0
Vi (¢) = |: 0 lpj}(¢):| = 0 ]fjj((g)f)) (6.28)

Using the above dimensionless quantities (as defined in Egs. (6.20) and (6.21)),
the boundary conditions for this theoretical problem can be expressed in the
following dimensionless form:

_ on(x
lim C(x,7) =1, lim P (g_’ ) =Py, (downstream boundary), (6.29)
X—00 X—00 X
Lz . opx, 1)
lim C(x,7)=0, lim =Py (upstream boundary). (6.30)
X——00 X——00 X

In this case, the initial condition for this theoretical problem is: ¢(x, 0) = ¢,
expect at the negative infinity, where lim; ... ¢(x, 0) = ¢;.

6.2.2 Derivation of Base Solutions for the Dimensionless
Governing Equations of the Theoretical Problem
Including the Consideration of Medium Orthotropic
Effects (in the Case of ¢ — 0)

In the limit case of the mineral dissolution ratio (i.e. &) approaching zero,
Egs. (6.24)—(6.26) degenerate to the following governing equations for the
chemical dissolution system:
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V- () - Vp] =0, (6.31)
V[P @Dl ()] V@) TP} - Lm0, (632)
(dy — @F(C—1) =0. (6.33)

From the mathematical point of view, Eq. (6.33) requires that C = 1 in the
undissolved region and ¢ = ¢, in the completely-dissolved region of the dis-
solvable mineral. This means that a planar chemical dissolution-front divides the
problem domain into two regions: an upstream region and a downstream region,
relative to the propagation location of the planar chemical dissolution-front.
Across the planar chemical dissolution-front, the porosity undergoes a step jump
from its initial value into its final value. As a result, the corresponding dimen-
sionless governing equations of the problem in both the downstream region and the
upstream region can be expressed as follows:

C=1, V-['(¢)-Vp|=0, ¢=¢, (inthedownstream region), (6.34)

op =% = =
\ {|:(17671;Ddisper) VC:| +C‘|’*(¢)vﬁ} :07 v[q’*(¢)vf)] :0’ (,b:¢f
(in the upstream region),

(6.35)

where

= % - oy, 0 % . 1 0 . 1 0
Ddi.yper - |:0 O(T:|7 \ll ((]5) - |:O )L:| - [0 Z;Ezii . (636)

It needs to be pointed out that since dp/0x<0 for the theoretical problem
considered in this study, the expression of |0p/0x| = —0p/0x is used to derive
Eq. (6.35). In addition, the expression of 4 = kyy(dg) /ku(dg) = kyy () /e ()
is used in the process of deriving Eq. (6.34).

If the planar chemical dissolution-front is denoted by S(x, t) = 0, then the
dimensionless pore-fluid pressure, dimensionless solute concentration and the
mass fluxes of both the solute and the pore-fluid should be continuous on
S(x,7) =0. This leads to the following interface conditions for this planar
chemical dissolution-front propagation problem (Chadam et al. 1986; Zhao et al.
2008a, 2009):

lim C = lim C, lim p= lim p 6.37
JpC=ipe Jpp=Jfpp (637
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. _ 66‘ = . aﬁ _ lpxx(qb()) . ap
S]il’(l;lﬁ(l - O(Lp_fx) E - Vfront((rbf - ¢O)7 Slilgﬁ - lpxx(d)f) SILI(I)IJr &a (638)

where 7 = n/L*; n is the normal vector of the propagating planar chemical dis-
solution-front; V., is the dimensionless propagation speed of the planar chemical
dissolution-front.

When the planar chemical dissolution-front is in a stable state, it remains planar
shape during propagation in the fluid-saturated porous medium, indicating that the
pore-fluid flow is independent of the y coordinate in the theoretical problem under
consideration (Zhao et al. 2008a, 2009). In this case, the corresponding base
solutions for this theoretical problem can be derived from Egs. (6.34) and (6.35)
with the related boundary and interface conditions (i.e. Egs. (6.29), (6.30), (6.37)
and (6.38)) as follows:

C&) =1, p&) =pyué+pci, ¢=¢, (inthe downstream region), (6.39)
C(¢) =ex —Lf p(&) =ppé+p ¢ = ¢r
= exp 1— &LI?/X y P —Pﬁ(C Pc2, — ¥y (640)

(in the upstream region),

where pc; and pc, are two constants to be determined. Other parameters are
defined below (Zhao et al. 2008a, b):

E=X— VjomT, Py = i"‘éiﬁp}x. (6.41)

Considering Egs. (6.38) and (6.40) yields the following expression for the
dimensionless propagation speed of the planar chemical dissolution-front:
_ Py
Vront = — .
Ty —

(6.42)

Equation (6.42) clearly indicates that, compared with the previous studies
without including the medium permeability anisotropy effect (Zhao et al. 2008a, b),
the consideration of medium permeability anisotropy does not affect the dimen-
sionless propagation speed of a planar chemical dissolution-front for this theo-
retical problem.
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6.2.3 Derivation of the Critical Condition for Unstable
Chemical Dissolution-Fronts in Two-Dimensional
Fluid-Saturated Porous Media Including Medium
Orthotropic Effects (in the Case of ¢ — 0)

In the limit case of the mineral dissolution ratio (i.e. &) approaching zero, the linear
stability analysis can be conducted to theoretically determine the critical condition,
which is used to judge whether a planar chemical dissolution-front in the fluid-
saturated porous medium can become unstable (Zhao et al. 2008a, 2009). Toward
this end, a small time-dependent perturbation is added on the planar chemical
dissolution-front, so that the total solutions of the system are equal to the sum of
the base and perturbed solutions as follows:

S(¢&, ¥, 1) = & — dexp(@t) cos(my), (6.43)
Dioat(&, ¥, T) = p(&, 1) + Ip(&) exp(@r) cos(my), (6.44)
Coa (&, 3, 1) = C(&, 1) + 3 C(&) exp(@r) cos(my), (6.45)

where @ is the dimensionless growth rate of the perturbation; m is the dimen-
sionless wavenumber of the perturbation; ¢ is the amplitude of the perturbation and
d< <1 by the definition of the conventional linear stability analysis.

Since S(&, y, 1) is a function of coordinates ¢ and y, the following derivatives
exist mathematically (Chadam et al. 1986; Zhao et al. 2008a, 2009):

)-S5 (), ()55 ()20
og). acas \eg)y o). mvas \o)y v \ag)y o)y

(6.46)
B @), @) S @555 @),
o). o)y \oy2). y2a¢ o " “oyocey T\

(6.47)

Based on the fact that the total solutions must satisfy the governing equations,
the first-order perturbation equations of the chemical dissolution system under
consideration can be derived and expressed as

*p
=0, e Jim’p + Jm*pj, = 0 (in the downstream region), (6.48)
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*p . .
o Jin*p + Jm*pl, = 0 (in the upstream region) (6.49)

In the process of deriving the first-order perturbation equation for the chemical
dissolution-front instability problem, the following expression has been considered:

OPiotal ~
V. |:<I - pé)—; lDdisper) : chﬂml:|

0 aP total 0 Ctoral 0 — aﬁ total 0 Ctotal
= — 1 — - — 1 — /e /=
6x[( L= ) o }—’—@y{( & ) oy

1 aptotal 62 Ctotal _ 62ptotal aCtoml
— oL > T UL -
ox 0x? oxz ox
— apmtal 62 Ctotal — 621_7mlal 6C‘total
1— - .
* K T 5% 5 T oxoy oy

(6.50)

From the first expression of Eq. (6.41), the following expression is used to
derive the first-order perturbation equations:

o 0

Substituting Egs. (6.44) and (6.45) into the first term on the right-hand side of
Eq. (6.50) and considering 0°p /(0x*) = 0 simultancously yield the following
equation:

<1 — a}hom/) 62 Ctoml — 62[77tm‘azl aCtotal
— oL — o

ox ox? ox2  Ox
op\ o°C op\ &*°C
= (1 - ocLa ) o2 + (1 — o L7as ) e o exp(@ 1) cos(7my) 652
opo*C op2C
— o= A dexp(a 1) cos(my) — oy == o2 [0 exp(@ 1) cos(my)]
L opac _ &pac
a o ox —= dexp(@w 1) cos(my) — 6 2 ox [0exp(@T) Cos(my)]

If the second-order terms due to the perturbation are neglected, then Eq. (6.52)
can be rewritten in the following form:
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(1 — aﬁarotal) 62 Ctulal — aZﬁtoml aCwlatazl
— oy

ox ® e o
op\ 0°C _ pw) 0°C
= <1 — ocLa ) o + (1 “h o 3w — oexp(@ ) cos(my) (6.53)
opo°C a”a*
- L@ el dexp(d ) cos(imy) — T — dexp(@® 1) cos(my).

Equation (6.53) clearly indicates that in the process of deriving the first-order
perturbation equation for the chemical dissolution-front instability problem when
dispersion is considered as the second-order tensor, the following three first-order
perturbation terms need to be considered:

22 Y
<1 —ar 6p> ce oexp(w 1) cos(my), —&La—pa—céexp(@ 1) cos(my),

%2 T 02
62 o Or & (6.54)
_ 6 poC
U A — dexp(@ 1) cos(my).

Similarly, if Eqgs. (6.44) and (6.45) are substituted into the second term on the
right-hand side of Eq. (6.50) with consideration of 3°p /(0xdy) =0 and
0C/dy = 0, then the following equation can be obtained when the second-order
terms are neglected:

1—a a[_)wtal azéwtal _ & azptotal antal
"oax ) o2 T oxdy oy

B _9p\ 0°C _0p 0* [C’ cos(m_y)] B
= (1 —ar 6)?) 5 + (1 - ocTa—)_C) <T é5exp(wr)

= <1 —ar 2—2) {m §5cos(my) exp(@ ) — Cin* cos(7my) exp(® r)]

(6.55)

In this situation, Eq. (6.47) is used to derive the right-hand side of Eq. (6.55).
The corresponding boundary conditions for the first-order perturbation problem
are:

- op
C=0, lim ) (downstream boundary), (6.56)

x—00 0

~ op
lim C=0, lim P_o (upstream boundary). (6.57)

X——0Q X—— ooaf
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Similarly, the interface conditions for this first-order perturbation problem can
be expressed as follows:

Cc=0, hrn p= 5111(1)1+p, (6.58)

, _,N\OC  apy p|

— /. _ )= - | = —

S [(1 ) an 1= ), on oldy = o).
i P _ V(b)) | P

50-0n Y (y) s—o0r dn

(6.59)

Solving Egs. (6.48) and (6.49) with the boundary and interface conditions
yields the following analytical solutions:

. 11—
C=0, p(&) =py [l 15 exp( \/_|m|f>} (in the downstream region),
(6.60)

1 —app, — %Py 1+p

Pk 1L e\ 1B AT (6.61)
e { (1 —a, aLm|ﬂ) 1 e [(Iml\f in}) % }7

(&) = Pk {1 + %exp(\/ﬂﬁz\é)} (in the upstream region),

. 5 5. 4B+ (=, —a|m[VZ) (1 - B)
Cc) = Ij"‘,, {exP<1 P i) ( ) eXP(Gé)}

where

\/( [3}) 24_477#(175{7[’)}() _ ﬁ/’*
1—ap), 1—a.p), 1—a.p,
A A A
o= ‘ ‘ . (6.63)

Inserting Eq. (6.61) into Eq. (6.59) yields the following equation for the
dimensionless growth rate of the small perturbation:
= 1+ =/
P (1 + P)pp N
¢o)

1 = = Y
T+ Ay =) | 1= “”‘”(W‘“L'""ﬂ)“‘ﬁ)}“}

ﬁfx — (1 - ﬁ)
= )K'm'fl— L*,j“”"’( “L”fx)>1_aLp;j'
(6.64)

o=
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If o, = 0 and a7 = 0, Eq. (6.64) can degenerate to the previous form obtained
when the medium permeability anisotropic effect is neglected (Zhao et al. 2008a,
2009). Since ﬁ}x <0 when the pore-fluid flow is along the positive x direction, it is

useful to define that Zh = —py, in the theoretical analysis, where Zh is known as

the Zhao number of the chemical dissolution system (Zhao et al. 2009, 2010a, b).

Letting @ = 0 and |m| = 1 yields the following equation for the critical Zhao
number (i.e. Zhcisicq;) Of the chemical dissolution system under the theoretical
consideration.

1 3 (1 + ﬁ)thrilical
|:( - ﬁ) M (1 + &Lthritical OCL\/_> ( ﬁ):| o 1 + aLthritical
thritical = 5 (1 _ ﬁ)
(V74 —Elertied 5 (1 + 5 Zheriiear) ) ———22 | — 0,
|:(\/— + 1 + &Lthritical o ( * o " al)) 1 + OCLthritical
(6.65)

where

2 _
Zheisical + A4(1+37Zheriticat) 4 —Zheisica
1401 Zheyisical 140 Zheriical 1+ap Zheriical

2

o) = (6.66)

Since (1 + a7 Zhcrisicar) > 0, Eq. (6.65) can be rewritten into the following form:

{(1 + ﬁ)(l + 5tLthritical) + |:1 - 5(L(l + &Lth'ritical)\/z} (1 - ﬁ)}al - (1 + ,B)thritical
thrirical — _
— (Vo el 5 21 + 8 Zheriear) | (1 — B) = 0.
(\/Z + 1 + &Lthritical o ( o h ! l))( ﬁ) 0
(6.67)

Although Eq. (6.67) can be solved using the conventional searching method, it
is desirable to explore its explicit solution for the critical Zhao number in some
special cases. For example, in the case of a; = oy, Eq. (6.67) can be further
simplified as follows:

{(1 + a(Lthritical) + 1 - 5(L(l + acLthritical)\/z]R}O-l - thritical
(6.68)

— (Va+ el 501 + 0 Zherisiear) )R = 0
( - 1 + acLthritical L ( * o i l) ’

where

=
I
—
I
=

(6.69)

+
=
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Substituting Eq. (6.66) into Eq. (6.68) yields the following equation:

R 2
ZR[ 7 — 2 A1+ 8 Zheririca } (] o XR) —————— | Zhevitica
{ \/' oL ( + oL t l) + |: + O(L\/v + 1 + % Zhevitical teat
2 thri ical ?
_ 1 + oy Zhrisica [1 = o (1 + 0 Zheririca /I}R} 7—t =0
{( + o n l) + aL( o ne 1)\/— 1 + 2. Zheritical -
(6.70)

After some mathematical manipulations, Eq. (6.70) can be rewritten as follows:
R\ 3
— T 2@ RV — R |ZH,,,
<1 + &Lthrilical + oy oy critical
+ (BRVA — BRI~ 3 + TR (.~ 1)2) 202

critical
RV,

— 4 RVA—aGR(A+2)+ 4% RV | Zheritica
1+&Lthritical+ \/_ e ( + )+ O(L \/_ teat (671)

+ [&%RZQ W — 25, + 28R () — m] Zheriseat
+ (2&LR\/T ~2R - 1) YR —1) — 28, R () — D)V

+ 2 R* (A —1)A=0.

Finally, the characteristic equation for the critical Zhao number in the case of
o, = oy and A =1 is expressed as the following standard third-power equation:

AZhgritical + Bthritical + Cthritical + D= 07 (672)
where
A= —%R+2%R+ %R 4R — 7, (6.73)
B =20,R — 43R + 6% R — 20, R* + & R* — 303, (6.74)
C = —50,R + 652R — % R* — 33, + R* + R, (6.75)

D=2%uR—2R—1. (6.76)
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It is obvious that if a; = a7 = 0, then Eq. (6.71) can be rewritten in the fol-
lowing form:

Rz\//TL + R\/I thritical - (ZR + 1) + Rz(i - 1) =0. (677)
Substitution of Eq. (6.69) into Eq. (6.77) yields the following expression:

T = R —RL_QG=POU+p (1=DA=p) (o

VJR(1 +R) 2(1 — P2 28V7

For an isotropic porous medium, A is equal to unity, so that Eq. (6.78)
degenerates to the following solution:

B-pH+p
2(1-$)

This solution is identical to the previous theoretical results when the medium
permeability anisotropic effect is neglected in the chemical dissolution system
(Zhao et al. 2008a, 2009), indicating that the above mathematical deduction is
correct.

Based on the previous study, the dimensionless Zhao number is defined as
follows (Zhao et al. 2009):

thritical == . (679)

kxx ((z)f )pj/‘x a‘vph
U /(t)fD(d)f) kEchemicalCeq \3/ Dp

Note that if Zh <Zhisicar, then the chemical dissolution system is subcritical,
while if Zh > Zh,,isica1, then the chemical dissolution system is supercritical. In the
case of Zh = Zh ,isicar, the chemical dissolution system is in a critical state. This
means that by using this criterion, the instability of chemical dissolution fronts in
fluid-saturated porous media can be assessed in a theoretical manner.

Although the theoretical analysis is conducted to derive the critical instability
criterion of planar chemical dissolution-fronts in a two-dimensional case, the same
procedure as used in this study can be employed to derive the critical instability
criterion of planar chemical dissolution-fronts in a three-dimensional situation, as
already demonstrated in the previous study (Zhao et al. 2008c). Nevertheless, in
the three-dimensional case, the related theoretical analysis and mathematical
deductions become much more lengthy and tedious.

Zh = —

(6.80)
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6.3 Application of the Present Theoretical Solutions

6.3.1 Theoretical Understanding of the Effects of Medium
Permeability Anisotropy on Chemical Dissolution-
Front Instability in Two-Dimensional Fluid-Saturated
Porous Media

The present theoretical solutions for the critical Zhao numbers can be used to
investigate the effects of medium permeability anisotropy on the chemical disso-
lution-front instability in two-dimensional fluid-saturated porous media. Generally,
the greater the critical Zhao number of a chemical dissolution system, the more
stable the chemical dissolution front in the chemical dissolution system. In the case
of |m| = 1, which means that the dimensional wavelength (i.e. A,qy.) Of the per-
turbation has the same order of magnitude as the intrinsic characteristic length (i.e.
L* in Eq. (6.22)) of the chemical dissolution system because |m| = 27L*/Ayave
(Zhao et al. 2008a, 2009), the characteristic equation of the critical Zhao number
(i.e. Eq. (6.65)) indicates that the critical Zhao number of the chemical dissolution
system is a function of f§ (representing the ratio of the initial principal permeability
to the finial principal permeability in the pore-fluid flow direction), / (representing
the ratio of the principal permeability in the transversal direction to that in the
longitudinal direction that is parallel to the pore-fluid inflow direction), o, (rep-
resenting the dimensionless longitudinal dispersivity of the solute) and ar (rep-
resenting the dimensionless transversal dispersivity of the solute). Since /3 is only
dependent on the initial and finial porosities (see Egs. (6.11) and (6.62)), it can be
directly replaced by both the initial porosity (i.e. ¢,) and the finial porosity (i.e.
¢y) of the chemical dissolution system in the following theoretical investigations.

Figure 6.1 shows the variations of the critical Zhao number with the medium
anisotropic permeability factor (represented by A), which is defined as the ratio of
the principal permeability in the transversal direction to that in the longitudinal
direction that is parallel to the pore-fluid inflow direction, due to three different
final porosities (represented by ¢;). These results are obtained when ¢, = 0.1 and
ap = ay = 0.2. It is observed that with an increase in the medium anisotropic
permeability factor (represented by 1), the critical Zhao number can decrease
significantly, especially when the medium anisotropic permeability factor is less
than unity. This indicates that if the principal permeability in the transversal
direction, which is perpendicular to the inflow direction, is smaller than that in the
longitudinal direction, which is parallel to the inflow direction, the growth of the
small perturbation is hindered in the transversal direction. As a result, the likeli-
hood of the chemical dissolution-front instability is significantly reduced. Gener-
ally, the smaller the medium anisotropic permeability factor, the greater the critical
Zhao number, implying that it becomes more difficult for the chemical dissolution-
front instability to take place in the chemical dissolution system. On the other
hand, for a given medium anisotropic permeability factor, the critical Zhao number
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Fig. 6.1 Distributions of the (a)
critical Zhao number due to 10.0
different final porosities
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also decreases with an increase in the final porosity (i.e. ¢;) of the chemical
dissolution system. For instance, in the case of the medium anisotropic perme-
ability factor being equal to 5.0, the corresponding critical Zhao number of the
chemical dissolution system is equal to 0.6697, 0.4485 and 0.4084 when the final
porosity (i.e. ¢;) of the chemical dissolution system is equal to 0.2, 0.3 and 0.4
respectively. It can be concluded that a decrease in the medium anisotropic per-
meability factor stabilizes the chemical dissolution front so that it becomes more
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difficult for a planar chemical dissolution-front to evolve into different morphol-
ogies in the chemical dissolution system.

The effect of the medium anisotropic dispersivity factor, which is represented by
the ratio of the dimensionless longitudinal dispersivity to the dimensionless trans-
versal dispersivity (i.e. o, /07), on the chemical dissolution instability can be also
investigated using the present theoretical results. Toward this end, the initial and final
porosities of the chemical dissolution system are assigned to be 0.1 and 0.2
respectively, while the dimensionless longitudinal dispersivity is assigned to be 0.2
(i.e. &y = 0.2) during the evaluation of the corresponding critical Zhao numbers
using Eq. (6.67), which is derived in the previous section. Figure 6.2 shows the
effects of the medium anisotropic dispersivity factor (represented by &, /dr) on the
distributions of the critical Zhao numbers due to four different medium anisotropic
dispersivity factor, namely & /ar = 1,2,5 and 10 respectively. Note that with an
increase in the value of the medium anisotropic dispersivity factor (represented by
oy, /ar), the value of the critical Zhao number decreases accordingly. For example, in
the case of the medium anisotropic permeability factor being equal to 0.5 (i.e.
A = 0.5), the corresponding critical Zhao number of the chemical dissolution system
is equal to 4.233, 3.077, 2.622 and 2.496 when the medium anisotropic dispersivity
factor (represented by & /ar) of the chemical dissolution system is equal to 1, 2, 5
and 10 respectively. This implies that an increase in the value of the medium
anisotropic dispersivity factor destabilizes the chemical dissolution-front so that it
becomes easier for a planar chemical dissolution-front to evolve into different
morphologies in the chemical dissolution system.

6.3.2 Effects of Medium Permeability Anisotropy
on the Morphological Evolution of the Chemical
Dissolution Front in Two-Dimensional
Fluid-Saturated Porous Media

To investigate how the medium permeability anisotropy can affect the morpho-
logical evolution of a planar chemical dissolution-front in a two-dimensional fluid-
saturated porous medium, the existing numerical methods that were used in the
previous studies (Zhao et al. 2008b, 2009) are modified to include the consider-
ation of the medium permeability anisotropy in the computational simulation, so
that Egs. (6.24)—(6.26) can be solved numerically (Zhao et al. 2013). Figure 6.3
shows the geometry and boundary conditions of the computational domain, for
which the dimensionless pore-pressure gradient (i.e. p}x = —10) is applied to the
left boundary, implying that the corresponding Zhao number of the system is equal
to 10. As a result, there is a horizontal throughflow from the left to the right of the
computational model. The dimensionless height and width of the computational
model are 5 and 15, respectively. Since the computational domain is of finite size,
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a time-dependent dimensionless-concentration boundary condition (i.e.
C(1) = exp [(p;x\’/ﬂomr) / (1- &Lp}x)}) is applied to the left boundary. Except for

the left boundary, the initial porosity of the porous medium is 0.1, while the initial
dimensionless concentration is unity within the computational domain. The final
porosity with a value of 0.2 is applied to the left boundary of the computational
domain. As the value of the dimensionless pore-fluid pressure can be chosen
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Fig. 6.3 Geometry and boundary conditions of the chemical dissolution problem in a fluid-
saturated porous medium including medium anisotropic effects

arbitrarily, it is assumed to be 100 (i.e. p(Ly, t) = 100) at the right boundary of the
computational domain. To consider whether or not a small perturbation affects the
morphological evolution of a planar chemical dissolution-front during its propa-
gation in the fluid-saturated porous medium, the initial porosity field is randomly
perturbed by a small amount of 1 % of the originally-input initial porosity (i.e.
¢y = 0.1) before running the computational model. The dimensionless perme-
ability tensor (involved in Egs. (6.24) and (6.25)) of the anisotropic porous
medium is calculated using the Carman-Kozeny formula, which has the power of
three in the power law. The diffusivity of the solute is calculated using the power
law, which has the power of two. Both the top and the bottom boundaries are
assumed to be impermeable for the solute and pore-fluid. The mineral dissolution
ratio (i.e. ¢) of the chemical dissolution system is assumed to be 0.001, while the
dimensionless time-step length is set to be 0.0002 in the computation. For the
purpose of considering the medium dispersivity anisotropic effect, the dimen-
sionless longitudinal dispersivity is 0.2, while the dimensionless transversal dis-
persivity is 0.02 in the computational model. To appropriately simulate the
propagation of the chemical dissolution-front, the whole computational domain is
simulated by 29,601 four-node square elements of 30,000 nodal points in total.
Figures 6.4 and 6.5 show the effects of the medium anisotropic permeability
ratios (i.e. ) on the morphological evolution of the chemical dissolution-front in
the fluid-saturated porous medium at two different dimensionless time instants,
namely t = 40 and 7 = 50, respectively. In these two figures, four different values
of the medium anisotropic permeability ratios, namely 4 = 0.2, 1.0, 5.0 and 10.0,
have been used to show how the medium anisotropic permeability ratio affects the
morphological evolution of the chemical dissolution-front in the fluid-saturated
porous medium. Note that on the basis of the above parameters, the critical Zhao
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Fig. 6.4 Effects of medium anisotropic permeability ratios on the morphological evolution of the
chemical dissolution front in the fluid-saturated porous medium (t = 40)
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Fig. 6.5 Effects of medium anisotropic permeability ratios on the morphological evolution of the
chemical dissolution front in the fluid-saturated porous medium (t = 50)
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number of the chemical dissolution system is approximately equal to 4.030, 1.679,
0.549 and 0.460 when the medium anisotropic permeability ratio (i.e. 4) is equal to
0.2, 1.0, 5.0 and 10.0 respectively. These critical Zhao number can be obtained
from the theoretical analysis conducted in the previous section of this study. Since
the Zhao number (i.e. Zh = 10) of the simulated chemical dissolution system is
greater than all the corresponding critical values, the chemical dissolution system
considered here is in a supercritical state, implying that a planar chemical disso-
lution-front can evolve into irregular morphologies during its propagation within
the chemical dissolution system. It is observed that the medium anisotropic per-
meability ratios (i.e. ) can have significant effects on the morphological evolution
of the chemical dissolution-front in the computational simulation models. Gen-
erally, when the Zhao number of the chemical dissolution system is greater than its
critical value, the greater the medium anisotropic permeability ratios (i.e. 1), the
faster the irregular chemical dissolution front grows. This indicates that since the
same small perturbation is applied to the computational models involving different
medium anisotropic permeability ratios, the dimensionless growth rate of the
applied small perturbation in the chemical dissolution system increases with the
increase of the medium anisotropic permeability ratio in the fluid-saturated porous
medium.

It is interesting to investigate the effects of the medium anisotropic permeability
ratios (i.e. 4) on the appearing time of the initial irregular chemical dissolution-
front in the fluid-saturated porous medium including the medium permeability
anisotropy. Figure 6.6 shows the related simulation results in this aspect. It is
noted that the appearing time of the initial irregular chemical dissolution-front is
0.146, 0.06, 0.04 and 0.034 when the medium anisotropic permeability ratio (i.e. 4)
is equal to 0.2, 1.0, 5.0 and 10.0 respectively. This means that with the increase of
the medium anisotropic permeability ratio, the appearing time of the initial
irregular chemical dissolution-front decreases accordingly. The reason for this
phenomenon is that as indicated by Eq. (6.43), the amplitude of an irregular
chemical dissolution-front is equal to the product of the applied small perturbation
(i.e. 0) and the value of the exponential function, exp(@t), where @ is the
dimensionless growth rate of the perturbation and 7 is the dimensionless time. For
the given values of both the applied small perturbation (i.e. ) and the amplitude of
an irregular chemical dissolution-front, an increase in the dimensionless growth
rate can result in a decrease in the appearing (dimensionless) time of the initial
irregular chemical dissolution-front. This further demonstrates that the present
theoretical results in this chapter can be used to theoretically understand the
morphological evolution of the chemical dissolution front in the fluid-saturated
porous medium including the medium permeability anisotropic effects.

It needs to be pointed out that since the main purpose of this chapter is to
mathematically derive the critical instability criterion of planar chemical disso-
lution-fronts in a fluid-saturated porous medium, many factors, such as the com-
plicated domain shape, medium heterogeneity, different boundary conditions,
corner effects of an irregular domain and so forth, are not considered in the
numerical simulation. These factors should be considered in the future research.
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Fig. 6.6 Effects of medium anisotropic permeability ratios on the appearing time of the initial
irregular chemical dissolution-front in the fluid-saturated porous medium
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In summary, the related theoretical and numerical results demonstrated that: (1)
a decrease in the medium anisotropic permeability factor (or ratio), which is
defined as the ratio of the principal permeability in the transversal direction to that
in the longitudinal direction parallel to the pore-fluid inflow direction, can stabilize
the chemical dissolution front so that it becomes more difficult for a planar
chemical dissolution-front to evolve into different morphologies in the chemical
dissolution system; (2) the medium anisotropic permeability ratio can have sig-
nificant effects on the morphological evolution of the chemical dissolution front.
When the Zhao number of the chemical dissolution system is greater than its
critical value, the greater the medium anisotropic permeability ratio, the faster the
irregular chemical dissolution-front grows.
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Chapter 7

Effects of Medium and Pore-Fluid
Compressibility on Chemical
Dissolution-Front Instability

in Fluid-Saturated Porous Media

Both medium and pore-fluid compressibility was neglected in the previous study
of the classical reactive infiltration instability problem within a fluid-saturated
porous medium (Chadam et al. 1986, 1988; Ortoleva et al. 1987). Due to this
simplification, the critical condition, which is used to assess whether or not the
fully-coupled nonlinear system between porosity, pore-fluid pressure and reactive
chemical-species transport within the fluid-saturated porous medium can become
unstable, was rigorously derived in a pure mathematical manner. Since a change in
the pore-fluid pressure of a porous medium causes a change in the effective stress,
which in turn leads to a change in the deformation of the porous medium, a
considerable change in the pore-fluid pressure can cause a considerable change in
the porosity of the porous medium. On the other hand, a pore-fluid pressure change
can also result in a variation of the pore-fluid volume so that it can cause a change
in the density of the pore-fluid. In the case of a small change in the porosity of a
porous medium, the simplification made in the previous study (Chadam et al.
1986, 1988; Ortoleva et al. 1987) may be reasonable for the porous medium
consisting of hard rocks (Steefel and Lasage 1990, 1994; Yeh and Tripathi 1991;
Raffensperger and Garven 1995; Ormond and Ortoleva 2000; Chen and Liu 2002;
Zhao et al. 1997, 1998, 2002, 2007). However, if the porosity change is remarkable
or if the porous medium is comprised of soft materials, the above-mentioned
simplification may be questionable, depending on how medium and pore-fluid
compressibility affects the chemical dissolution-front instability in the fluid-satu-
rated porous medium. For this reason, it is necessary to investigate the effect of
both medium and pore-fluid compressibility on the chemical dissolution-front
propagation within a deformable and fluid-saturated porous medium.

Pore-fluid compressibility is usually considered using the equation of state, in
which the density of pore-fluid is usually expressed as a function of the pore-fluid
pressure, while medium compressibility can be considered in the following two
different approaches. In the first approach, the deformation of a porous medium is
explicitly considered by the displacement variables (Turcotte and Schubert 1982;
Gow et al. 2002; Schaubs and Zhao 2002; Ord et al. 2002), so that the porosity
change caused by a pore-fluid pressure change can be considered by computing the
volumetric strain change in the porous medium (Zhao et al. 2000). On the contrary,
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in the second approach, the porosity change caused by a pore-fluid pressure change
is directly evaluated using the medium compressibility coefficient, which is equal
to the inverse of the bulk modulus of the porous medium, without considering the
medium displacements directly. The main advantage in using the first approach is
that the detailed deformation process including a stress-strain constitutive rela-
tionship in a porous medium can be considered in the analysis, while the main
disadvantage in using the first approach is that due to the use of displacement
variables, the total number of the governing equations of the problem increases
significantly so that it is very difficult to find analytical solutions for the problem.
Since the medium deformation is indirectly considered, the main advantage in
using the second approach is that the total number of the partial differential
equations of the problem can be reduced so that it is possible to derive analytical
solutions for the problem of a simple geometrical domain. Because the major focus
of the chemical dissolution-front instability problem is on the detailed process of
pore-fluid flow and chemical dissolution-front propagation within the fluid-
saturated porous medium, the second approach is more appropriate for conducting
the theoretical analysis of the problem.

7.1 Theoretical Considerations of the Chemical
Dissolution-Front Instability Problem in Deformable
Fluid-Saturated Porous Media

7.1.1 Dimensional and Dimensionless Governing Equations
of the Problem

If pore-fluid compressibility in a deformable and fluid-saturated porous medium is
considered, the governing equations of the coupled nonlinear problem between
porosity, pore-fluid density, pore-fluid flow and reactive multi-chemical-species
transport in the deformable and fluid-saturated porous medium can be expressed as
follows:

0
a (pfd)) +V- (pfd)ﬁlinear) = 0; (71)
i = ¢ﬁlinear = - %@vﬂ (72)

%((ﬁc,) +V. (¢Ciﬁlinear) =V- [¢Dt(¢))vcl] + Ri (l = 1, 2, .. .,N), (73)

1) op DR

520(5_ pip, (74>
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Opy
5 = p_fﬁv (7-5)

where Ujineq is the averaged linear velocity vector within the pore space of the
porous medium; i is the Darcy velocity vector within the porous medium; p and C;
are the pore-fluid pressure and the concentration (moles per pore-fluid volume) of
chemical species i; p is the dynamic viscosity of the pore-fluid; ¢ is the porosity of
the porous medium; D;(¢) is the diffusivity of chemical species i; p,is the density
of the pore-fluid; N is the total number of all the chemical species to be considered
in the system; R; is the source/sink term of chemical species i due to the disso-
lution/precipitation of solid minerals within the system; k(¢) is the permeability of
the porous medium; D, is the density of the soluble grains, which is defined as the
number of the soluble gains per unit medium volume; o is the compressibility
coefficient of the porous medium; £ is the compressibility coefficient of the pore-
fluid; R, is the rate of grain-volume change due to a chemical (precipitation)
reaction at the particle level (Zhao et al. 2008).

The first term at the right hand side of Eq. (7.4) represents the contribution of a
pore-fluid pressure change rate to the increase of the porosity change rate, while
the second term at the right hand side of Eq. (7.4) represents the contribution of a
chemical precipitation reaction to the increase of the porosity change rate. Since an
increase in pore-fluid pressure causes a decrease in the effective (compressive)
stress within the solid matrix of a porous medium, it can result in an increase in the
volumetric strain of the solid matrix, indicating an increase in the porosity change
rate. This is the reason why the first term at the right hand side of Eq. (7.4) has a
positive sign. On the other hand, the particle precipitation due to a chemical
precipitation reaction can fill the pore space of the porous medium, so that it
results in a decrease in the porosity change rate. This is the reason why the second
term at the right hand side of Eq. (7.4) has a negative sign.

To consider the variations of both the diffusivity of each chemical species and the
permeability of the porous medium with porosity, the following formulas are com-
monly used in the theoretical investigation of the chemical dissolution-front insta-
bility problem (Bear 1972; Scheidegger 1974; Chadam et al. 1986; Detournay and
Cheng 1993).

D) =Dut" (5 <a<3) (7:6)
_ k(1 - ¢o)* ¢’
(1 —9)’

where Dy, is the diffusivity of chemical species i in pure water; ¢ and k&, are the

initial reference porosity and permeability of the porous medium, respectively.
The source/sink term of chemical species i due to the dissolution/precipitation of

solid minerals within the system can be expressed as follows (Chadam et al. 1986):

k(¢) 7 (7.7)



154 7 Effects of Medium and Pore-Fluid Compressibility

A S
R; = —Xl-kghemical‘—/_p ((,bf - ¢) (H Cf’ — Keq) s (78)
r 1

i=

where y; is the stoichiometric coefficient of the ith chemical species; A, is the
averaged surface area of soluble grains; kcjemicar and K., are the rate constant and
equilibrium constant of the chemical reaction respectively; V, is the average
volume of each individual soluble grain.

If a single reactive chemical species is considered in the chemical system, then
the above-mentioned governing equations (i.e. Egs. (7.1)—(7.5)) can be simplified

as follows:

0
o) < lopievp) =0, 79)
= (9C) = V- [BD(B)VC + CUHD)T] + pksenica’y? (9~ $)(C — Ceg) =0,
p

(7.10)
% - “%]: + kEchemical?/_Z (d)f - d))(c - Ceq) = O’ (711)

0
ai;‘ — b, (7.12)
v =42, (1.13)

where C and C,, are the concentration and equilibrium concentration of the single
chemical species; kgcpemicar 18 the comprehensive rate constant of the chemical
reaction (as defined in Eq. (2.15) previously); ¢, is the final (i.e. maximum)
porosity of the porous medium after the completion of dissolvable mineral dis-
solution; p, is the molar density (i.e. moles per unit volume) of the dissolvable
grains. Other quantities in Eqs. (7.9)—(7.13) are of the same meanings as those
defined in Egs. (7.1)—(7.5) and (7.8).
Obviously, Eq. (7.12) has the following solution:

Pr = Prep €XP[B(P — Prer )], (7.14)

where p,.r is the reference density of the pore-fluid at the prescribed reference
pressure, py.

It is noted that Eq. (7.14) is suitable for a fully-compressible pore-fluid, the
volume of which approaches zero as the pressure approaches infinity so that the
corresponding density of the pore-fluid approaches infinity. However, for a par-
tially-compressible pore-fluid, there exists a critical compressible pressure, known
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as the up-limit compressible pressure, above which the compressibility of the pore-
fluid is negligible. If the ratio of the minimum limit density at the zero pressure
(i.e. p = 0) to the critical compressible density at the critical compressible pres-
suré (16 P = pcritical) is defined as 4 = pfminimum/pfcriticah then the critical com-
pressible pressure of the pore-fluid can be determined by replacing p,.r with pe,isicai
in Eq. (7.14).

In A
Peritical = — 7 . (7 15)

Thus, for a partially-compressible pore-fluid, Eq. (7.14) needs to be modified as
follows:

Pr = Peritical exp[B(p — Periticat)] (P < Periticat) (7.16)
Pr = Pferitical (P > periticat)- (7.17)

We consider a special case, in which the solid molar density greatly exceeds the
equilibrium concentration of the chemical species (Phillips 1991; Chadam et al.
1986; Zhao et al. 2008, 2010). For this special case, it is useful to define a small
parameter, known as the mineral dissolution ratio (Zhao et al. 2010), as follows:

C
e=—1<<l. (7.18)

Ps

To facilitate the theoretical analysis, the following dimensionless parameters
and variables are defined:

. x _ 'y _ z - C _ p
= = ==, C= , ==, 7.19
Y=o VEL IS co Py (7.19)
t _ p — * n *
T:_*Ea pf: fa a=aoap, ﬁ:ﬁpa (720)
t pref

where 7 is a slow dimensionless time to describe the slowness of the chemical
dissolution that takes place in the system. Other characteristic parameters used in
Egs. (7.19) and (7.20) can be expressed as follows:

e ()
t_kEchemimlApCeq’ L=y oD, p = V() (7.21)

¢D()

V() =5 (7.22)
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Using the related dimensionless quantities and variables, Eqs. (7.14) and (7.9)—
(7.11) can be rewritten in the following dimensionless form:

pr = exp[B(p — Pres)] (7.23)

292 (o (¢)97] =0, (7.24)

o2 (90) - V- D (@)VE+ (Ve - O o (725)
a@Jr(qﬁf—qﬁ)(C‘—l):O. (7.26)

Note that if p,,; = p*, then p,,s = 1 in Eq. (7.23). As a result, Eq. (7.23) can be
rewritten as

Py = exp [B(p —1)]. (7.27)

If the geometry of the problem domain is an infinite plane, then the boundary
conditions of this special problem can be expressed in the dimensionless form as
follows (Zhao et al. 2008):

_ op
lim C=1, lim a—lj =Py, (downstream boundary), (7.28)
X—00 x—00 OX
.
lim C=0, _lim 5 P (upstream boundary). (7.29)
X——00 X——o00 OX ’

where ﬁ}x is the dimensionless pore-fluid pressure gradient as x approaches neg-

ative infinity in the upstream of the pore-fluid flow; pf, is the unknown dimen-
sionless pore-fluid pressure gradient as x approaches positive infinity in the
downstream of the pore-fluid flow.

In this case, the initial condition for this theoretical problem is: ¢(x,0) = ¢,
expect at the negative infinity, where xEmoo $(x,0) = ¢;. Note that ¢y is the initial

porosity of the porous medium.

The propagating chemical dissolution-front divides the problem domain into
two regions, an upstream region and a downstream region. Across this propagating
chemical dissolution-front, the porosity undergoes a jump from its initial value
into its final value. This implies that the governing equations of the problem are
different for these two regions. Since there are two kinds of pore-fluid com-
pressibility models, namely a fully-compressible pore-fluid model and a partially-
compressible pore-fluid model, it is necessary to derive the analytical solutions
using these two kinds of pore-fluid compressibility models in this investigation.
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7.1.2 Analytical Solutions Derived from Using
a Fully-Compressible Pore-Fluid Model

When both pore-fluid and medium compressibilities are considered simultaneously,
it is very difficult, if not impossible, to derive analytical solutions for the problem.
However, if they are considered separately, it is possible to derive some analytical
solutions when pore-fluid compressibility is only considered. For this purpose, a limit
case, in which ¢ approaches zero, is taken into account. In this limit case, the cor-
responding governing equations for the dimensionless variables of the problem in
both the downstream region and the upstream region can be expressed below.

C=1, V*»+B(Vp-Vp)=0, ¢=¢, (inthedownstreamregion),
(7.30)

V-(VC+CVp)=0, V*p+B(Vp-Vp)=0, ¢=d

. . (7.31)
(in the upstream region),

If the chemical dissolution front is denoted by S(x,t) = 0, then the following
interface conditions exist for this propagating chemical dissolution-front problem.

JpC=mpe Jpe=Jfpp (732
_aC P W(dy) P
SIE(T}, i Viront (P — Po), Slg(l){ o () s11>0+ R (7.33)

where 7 = n/L*; n is the normal vector of the propagating chemical dissolution-
front.

When a planar dissolution front is under stable conditions, general solutions for
the fully-compressible pore-fluid model can be derived from Egs. (7.30) and (7.31)
with the related interface and boundary conditions. The resulting general solutions
are expressed as follows:

Z iy L W(dy) _ _
=1 pe=gm( i tt) e b=d
(in the downstream region),
€O =pat+h PO =ghpait ) ra 9=

(in the upstream region),

where pci and pep are two constants to be determined.
Due to the consideration of the fully-compressible pore-fluid, the corresponding
pore-fluid pressure gradient approaches zero, implying that the pore-fluid cannot
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be further injected on the upstream boundary where & approaches negative infinity.
This means that the upstream boundary condition in the case of ¢ approaching
negative infinity cannot be satisfied when the pore-fluid is considered to be fully
compressible. For this reason, it is desirable to examine the effect of the partially-
compressible pore-fluid model on the chemical dissolution-front propagation in a
fluid-saturated porous medium.

7.1.3 Analytical Solutions When the Pore-Fluid
in the Upstream Region Is Incompressible

Although the analytical solution derived from the fully-compressible pore-fluid
model cannot satisfy the upstream boundary condition in the case of £ approaching
negative infinity, it may provide some useful information about the pore-fluid
pressure variation within the vicinity region of the chemical dissolution front. For
example, the solution derived from the fully-compressible pore-fluid model indi-
cates that there is a dramatic drop in the pore-fluid pressure within the downstream
region. This dramatic drop can be located near the chemical dissolution front,
while the amount of this drop can approach negative infinity. Because of this
dramatic drop, it may be reasonable to assume that the real pore-fluid in the
upstream region has reached a relatively incompressible state and that the pore-
fluid pressure at the upstream—downstream interface is equal to the critical com-
pressible pressure. It is noted that when the pore-fluid becomes incompressible, the
density of the pore-fluid is kept as a constant in the analysis. As a result, the
corresponding governing equations for the dimensionless variables of the problem
in both the downstream region and the upstream region can be expressed below.
C=1, V*»+p(Vp-Vp)=0, ¢=¢, (inthedownstreamregion),
(7.36)

V- (VC+CVp)=0, Vp=0, ¢=¢, (intheupstreamregion). (7.37)

In this case, Eqgs. (7.16) and (7.17) can be rewritten in the dimensionless form
as follows:

/_)f = ,b_ﬁ-riziw] €Xp [B(ﬁ - ﬁcritical)} (f? < f’critical)a (738)
P = Pperitical (P > Periticat)- (7.39)
Similarly, for a planar chemical dissolution-front propagation in the fluid-sat-

urated porous medium under stable conditions, the base solutions for this problem
can be derived from Egs. (7.36) and (7.37) with the related boundary and interface
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conditions mentioned previously. The resulting base solutions are expressed as
follows:

C)=1, p= %ln(Elf +1)+Ey, ¢ =¢, (inthedownstream region),

(7.40)

C(&) = exp(—pp&),  P(&) = P& + Periricat;, & = ¢y (inthe upstream region),

(7.41)
where E| and E, are the following two constants:
E| = Mﬁﬁ}x, 2 = Peritical - (7.42)
Other parameters can be defined below (Zhao et al. 2008).
o - P
E=X — VhomT,  Vfromr = — Py - v (7.43)

Mathematically, the stability analysis of the base solutions for the problem can
be carried out using the linear stability theory (Nield and Bejan 1992), so that the
instability of the planar chemical dissolution-front can be investigated (Chadam
et al. 1986; Zhao et al. 2008). For this purpose, a small time-dependent pertur-
bation is added on the planar chemical dissolution-front. Consequently, the total
solution, which is equal to the sum of the base solution and the perturbed solution
of the system, can be expressed in a two-dimensional case as follows:

S(&,3,1) = & — & exp(ar) cos(my), (7.44)
Drotar(E,3,7) = p(&, 1) + 0p(&) exp(@1) cos(7y), (7.45)
Ciorat(&,9,7) = C(&,7) + 6C(&) exp(1) cos(7my), (7.46)

where @ is the dimensionless growth rate of the perturbation; /m is the dimen-
sionless wavenumber of the perturbation; J is the dimensionless amplitude of the
perturbation and 0 < 1 by the definition of a linear stability analysis.

Since S(&,9,7) is a function of coordinates & and y, the following derivatives
exist mathematically (Zhao et al. 2008).

9y @0 (@) (B _85a (B) _@s(ay (o) .
o¢ é_ ¢S \o¢ s oy é_ 0y oS ay s_ oy \o¢/) s \&y/ '
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0 0 o\ Sd as 262 as o 0*

=) = \z=] > = 2=az T St 20—t =) -

o). o)y \oy2). y2a¢ 0¢  0yocoy  \oy* /s
(7.48)

The total solutions expressed in Eqgs. (7.45) and (7.46) must satisfy the gov-
erning equations that are expressed in Eqgs. (7.36) and (7.37). With consideration
of Egs. (7.47) and (7.48), the first-order perturbation equations of this chemical
dissolution system can be expressed as

C =0,

o*p B - pop (7.49)
g —m’p +m? p +2p 61; 612 0 (inthe downstream region),
*’C  _, oC A o _ _ .\ Op
—2+pj/’x— C m } p( pj/’xi) _p]/‘x CXP(—p}xf)— = 07
o¢ o¢ o¢

s (7.50)
652 —m*p + mzp;x 0 (in the upstream region).

Note that in the process of deriving Eq. (7.49), the following mathematical
equality is used:

a0\’ [os/a) , 8]
Vv () 5 (m) 5
a0\’ [0\ [as\* jas/d\[d o\’
== — | = 2— — . 7.51
() (65) &) 5@ 6E)6) 720
Since 0p/0y = 0, only the first term on the right hand side of Eq. (7.51) has a
contribution to the first-order perturbation equation (i.e. Eq. (7.49)) of this system.

The corresponding boundary conditions of the first-order perturbation problem
are:

A op

C=0, lim é =0 (downstream boundary), (7.52)
. . 0p
lim € =0, lim = 0, (upstream boundary). (7.53)

Similarly, the interface conditions for this first-order perturbation problem can
be expressed as follows:

= lim p = lim p 54
€=0. Jfipp=Jpr 734
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. oC .
%12(1)5_60(@_(150)’ slg(r)lfﬁ_

V(90) i a—{’ (7.55)
W (py) s—0+ 0n

If the pore-fluid is incompressible (i.e. f = 0), Eq. (7.49) can be straightfor-
wardly degenerated into that derived in the previous study (Zhao et al. 2008), in
which the compressibility of the pore-fluid is neglected. Although the compress-
ibility of pore-fluid can affect the perturbation solution in the downstream region,
it does not affect the critical condition, under which the planar chemical disso-
lution-front becomes unstable. This can be demonstrated below.

Solving Eq. (7.50) with the corresponding boundary and interface conditions
yields the following analytical results:

2 1-

L

p(&) =Pl {1 + rﬁexpﬂm@] (in the upstream region),

(7.56)

where

_ U(¢o) _ k(o) _ \/W —ﬁ}x. (7.57)

= , o=
V(gy)  k(dy) 2

Substituting Eq. (7.56) into Eq. (7.55) yields the following equation for the
dimensionless growth rate of the small perturbation.

o(m) = % [—p}x — \/(ﬁ"fx)2 +4m? + (1 — X)Iml} . (7.58)

Equation (7.58) clearly indicates that the planar chemical dissolution-front
within the reactive transport system is stable to short wavelength (i.e. the large
dimensionless wavenumber /) perturbations but it is unstable to long wavelength
(i.e. the small dimensionless wavenumber 71) perturbations.

Letting @(m) = 0 and /m = 1 yields the following critical condition, which can
be used to examine whether or not the planar chemical dissolution-front within the
reactive transport system becomes unstable.

o _B=n0+y
Zhcritical = —Pp wriica W, (7.59)

where Zh,,ii.q 18 the critical Zhao number, which is equal to the negative value of
the dimensionless pore-fluid pressure gradient, f’}x , in the far upstream

critical
direction as x approaching negative infinity. Note that the Zhao number is a
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dimensionless number and has the same definition as that used in the previous
study (Zhao et al. 2009).

Zh=—pj =" Gk [, (7.60)
p U /(pr(¢f) EchemicalpLeq

where Zh is the Zhao number of the chemical dissolution system in a fluid-
saturated porous medium.

7.2 Effects of Pore-Fluid Compressibility on the Evolution
of a Chemical Dissolution Front in Subcritical
Chemical Dissolution Systems

Since the main difference between this study and the previous ones is to consider
pore-fluid compressibility, the numerical procedure proposed in the previous study
can be used to simulate the morphological evolution of a chemical dissolution
front after some appropriate modifications are made. However, it is still desirable
to investigate the effect of pore-fluid compressibility on the base solution (i.e.
trivial solution) of a chemical dissolution system. Note that the base solution is the
only solution for a subcritical chemical-dissolution system, while it is a solution
before the chemical dissolution front becomes unstable for either a critical or a
supercritical chemical-dissolution system. For this purpose, a conceptual model
(shown in Fig. 7.1) is constructed to derive the analytical solution. Because the
geometry of this conceptual model can be exactly simulated using the conven-
tional numerical methods such as the finite element and finite difference methods
(Zienkiewicz 1977; Zhao et al. 1994; Lewis and Schrefler 1998), the analytical
solution derived for this conceptual model can be also used to serve as a bench-
mark solution for verifying numerical methods. In this regard, the conceptual
model under consideration can be viewed as a benchmark problem.

7.2.1 Derivation of Analytical Solutions for the Benchmark
Problem in the Subcritical Chemical Dissolution
System of a Finite Domain

Although the general analytical solution derived from the fully-compressible pore-
fluid model cannot satisfy the boundary condition at the (negative) infinity of an
unbounded domain, it can satisfy the boundary condition at the upstream boundary
of a finite domain. This means that the analytical solution for the conceptual model
(shown in Fig. 7.1) can be derived from the related analytical solution that is
derived from the fully-compressible pore-fluid model as follows:



7.2 Effects of Pore-Fluid Compressibility 163

T _y W _,
dy dy
7k_
9=9
C=C() Inflow
w_ g% P=p| |L =5
87( pﬁ A
y
0 f: _‘L
ic_ym_,
dy dy
!: L =10 |

Fig. 7.1 Conceptual model of the chemical dissolution problem in a fluid-saturated porous
medium

O(x, 1) = ¢y (in the downstream region),

% — Vo T)Ect + 1) + Eca,
( ot T)Eci ) 2 (7.61)

_ _1 1
C(x, 1) = (X — VpomT)Ec1 +1) 7, p(x,7) = Eln((fc — VpomT)Ec1 + 1) + Eca,

P(x,7) = ¢f (in the upstream region),
(7.62)

where Ec; and Ec need to be determined using the related boundary conditions
below.

Using the upstream boundary condition, namely Op/0x = ﬁ}x at x =0, the
following equation can be obtained:

_ Ecy
/
P == (7.63)
F ﬁ(l - VfontTECl)
Similarly, using the downstream boundary condition (i.e. p = po at X = L)
yields the following equation:

Do = %ln (iéiﬁ; (Ly = VppomT)Ect + 1) + Eca. (7.64)

Solving Egs. (7.63) and (7.64) yields the solutions for Ec; and Ec».
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R/
Eci = L (7.65)
1+ ﬁpfxvfmnzr

1 lp ( d)f)Bp)/‘x (Zx - menﬂ-)

Ecy =—=In — +1 + Do, (766)
l//((rbO) (1 + ﬂﬁ}x‘_}fmnﬂ>

where py is the prescribed pressure at the right boundary of the finite domain.

It is interesting to examine the behaviour of the solutions expressed by
Eqs. (7.61) and (7.62) in a limit case when /5 approaches zero, namely when the
pore-fluid becomes incompressible. Toward this end, the following mathematical
equities need to be derived.

(7.67)

1 1. BoRé+ 1+ BphVomt
limrln(EC]é—l—l)zlimrlnﬁpfé — _ﬁpf Jront
p—0 B—0f 1+ [)’pfxvfmmr

(1 n Bp}xvfmmr) [(p_}xé n ﬁ_;xvfmmr) (1 n Bp;xvfmmﬂ

= lim - - . >
p—0 (1 + B + ﬁp}xvﬁ.o,,,r) (1 + ﬁp}xvfm,,,r)
pjl‘x‘_}f"()m T (1 + Bﬁ}xé + Bﬁ}xvfmm‘c)
— lim
p—0

_ _ _ 2
(1 + Bﬁ}xé + ﬁpj/fxvfmmf> (1 + ﬁpj/fxvfmmf)
= ﬁj/fxé + ﬁ}x‘_)frantf - i’}x\_jfmnt‘f = p}xf,
(7.68)

1 + RBI_’;% (fo - ‘_)frontr) + Bﬁ_;‘x‘_}fmntr
1+ ﬁﬁ}x‘_’fmnt‘r

1
lim(po — Ec2) = lim—In
B—0 B—0 3

)

(1 Bt { [ R (B = 9pm) + o] (1 + Bfoms) }

= 1um

f=o (1 + RB?};Y (Lx = VpromiT) + Bﬁ}x\?fmmT) <1 + Bﬁ]/‘xvfmnﬂ> ’
(U B0t (Bl 1+ BB (L = W) + Bifom] }

— 11

p—0 (1 + RBp) (L = Vromt) + Bﬁ}xvﬁwr) (l + Bp}kvfmmr)z

= Rﬁ}x (ZX - 17from“:) + i)}:yvﬁ‘ﬂllir - ﬁ}xvfmnﬂ = Rﬁ}x (I:x - T}ﬁ‘antr)

(7.69)

Substituting Egs. (7.68) and (7.69) into Eq. (7.61) yields the following
equation:
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13()?7 T) = %ln (Zgi(f)i (X - ?frontT)ECI + 1) + ECZ
@), W)
- lﬂ((]ﬁo)pf’((x Vfron'T) lﬂ((ﬁo)pfx(Lx Vfronlf) +Po (7.70)
- :ZEZZ’; ;p}x(Lx — %) + Do

= —pjy(Le — %) + P,

where [7}0 is the dimensionless pressure gradient of the pore-fluid in the down-

stream region of the chemical dissolution system.
Similarly, substituting Egs. (7.68) and (7.69) into Eq. (7.62) yields the fol-
lowing equations:

1
[_7(3_C, T) = Eln((x - ‘_}fr(mtT)ECI + 1) + EC2

e Vi) o7 _ 7.71
= P}x(x - mem‘f) - mp}x (Lx - mem‘f) + po ( )
= p}x(x - vfrontf) - ﬁ}o (le - menzf) + Po,

— 1
In C(Xv T) == Eln((x - Vfront‘[)ECl + 1) = _p}x(x - vfrontf)- (772)

Equation (7.72) can be straightforwardly rewritten into the following form:

C(x,7) = exp [—ﬁ}x()? - vfm,r)} . (7.73)

Thus, when f approaches zero, Eqgs. (7.61) and (7.62) can degenerate to the
following equations:

C()_Cv T) =1, [_7(9_6’ T) = _[_)E)x(z‘x _)_C) =+ Po, d)()_ca T) = ¢0 ()_C > ‘_/’fmmf),
(7.74)

C()_C’ T) = exp[—ﬁ}x()_c - ‘_)fr()ntT)L ﬁ()_c7 T) = [_)}X()_C - 1_}f"(ml‘l’-) _1_7{);( (I:x - ‘_}fmm‘[) +1307
¢()_Cv T) = ()bf (-’_C < ‘_)fromf)-
(7.75)

The solutions expressed in Eqs. (7.74) and (7.75) are exactly the same as the
previous solutions derived for incompressible pore-fluids (Zhao et al. 2008). This
proves that the present solutions for compressible pore-fluids are correctly derived,
so that they can be used to investigate the effect of pore-fluid compressibility on
the base solution (i.e. trivial solution) for the fully-coupled nonlinear problem
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between porosity, pore-fluid pressure, pore-fluid density and reactive chemical-
species transport within a fluid-saturated porous medium.

7.2.2 Evaluation of the Dimensionless Propagating Speed
of the Chemical Dissolution Front Associated
with the Derived Analytical Solutions
Jor the Benchmark Problem

When the pore-fluid is compressible, the dimensionless propagating speed of the
chemical dissolution front (i.e. Vs,,) is unknown. To overcome this difficulty, it is
necessary to divide the total period of the dimensionless time under consideration
into many small time intervals. At each small dimensionless time interval, it is
assumed that the pore-fluid density can be considered to be constant, so that the
dimensionless propagating speed of the chemical dissolution front (i.e. Vs,/) in the
case of the pore-fluid being compressible can be determined on the basis of the
analytical solution derived in the previous study (Zhao et al. 2008) or in
Sect. 7.1.2. This is the reason why analytical solutions are derived for a special
case where the pore-fluid density in the upstream region is considered to be
constant. To determine the total traveling distance of a chemical dissolution front
for a given dimensionless time, T = 14, the following expressions are defined:

k
w=>» At (k=1,2,3,..,N), (7.76)
i=1
_ Pi(ti-1)
Vfrant(rkfl) = _h (k: 172737~--7N)a (777)
f 0

where Tzfmm(rk,l) is the dimensionless propagating speed of the chemical disso-
lution front at the beginning of the kth time interval (i.e. A1), which is equal to the
corresponding value at the end of the (k—1)th time interval (i.e. Ati_;).

For a given dimensionless time interval, At;, the corresponding increase in the
traveling distance of the chemical dissolution front can be expressed as follows:

AEi = Vﬁ'z}nt(ri—l)ATi (l = k)7 (k = 17 27 37 - 7N) (778)
The total traveling distance of the chemical dissolution front at a given

dimensionless time, T = 14, can be calculated using the following equation:

k

k k
1
Sk = E Asi = E Veront(Tiz1) AT = — ——— g P (Ti1)AT;
¢ pr ron(i-1) br — P04 Pymi1) (7.79)

i=1
(k=1,2,3,...,N),
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where ﬁ}x(ri,l) is the dimensionless pore-fluid pressure gradient at the beginning
of the kth time interval (i.e. Aty), which is equal to the corresponding value at the
end of the (k—1)th time interval (i.e. Ati_;).

To determine the term, [)}x(‘ck,l), it is necessary to consider a vertical cross-
section in Fig. 7.1. From the mass conservation point of view, the mass flux of
pore-fluid should be identical at any vertical cross-sections in the conceptual
model (Fig. 7.1). This means that the product of the Darcy velocity and pore-fluid
density is equal to the same constant at any vertical cross-sections in the upstream
direction of this model. Since the Darcy velocity is directly proportional to the
pore-fluid pressure gradient, the product of the pore-fluid pressure gradient and
pore-fluid density should be equal to the same constant at any vertical cross-
sections of the same porosity. For this reason, the following equation holds.

p}x(fkfl)pf(fkfl) = (ﬁ}x)referem‘e(pf)rqférence7 (780)

where p;(tx_1) is the dimensionless density of the pore-fluid at the beginning of
the kth time interval (i.e. A1), which is equal to the corresponding value at the end
of the (k-1)th time interval (i.e. Ati_1); (ﬁ’fx)refmnce is the reference dimensionless
pressure gradient of the pore-fluid; (pf)refmnce is the reference dimensionless
density of the pore-fluid. Both (P},),erence a0 (D7) oference €an be determined using
the previous analytical results when the pore-fluid density is considered to be
constant (Zhao et al. 2008). Since (p;) is a constant, (Pf),rence Should be
equal to another constant in the upstream direction of the conceptual model, as
discussed in Sect. 7.1.2 as well as in the previous study (Zhao et al. 2008). As
shown in Eq. (7.23), p; = 1 if the pore-fluid density is considered to be constant.
This leads to the following equation:

reference

(7;/‘) ferenc
—/ X/ reference
D (th—1) =————— (k=1,2,3,..,N). 7.81
f( k 1) pf(kal) ( ) ( )

Substituting Eq. (7.81) into Eq. (7.79) yields the following equation for eval-
uating the total travel distance of the chemical dissolution front at the given time,
namely 7 = 7.

>~

_ _ (ﬁ ;5( ) reference k ATi 2 :
Sk =V T )Tk = — — E
k fmnt( k) k d)f — 4)0 < pf(fk—l) front reference 4 Tk 1

. (7.82)

where (Viont) oerence 18 the reference dimensionless propagating speed of the
chemical dissolution front in the fluid-saturated porous medium, which has the
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pore-fluid of a constant density and the same porosity as that when the pore-fluid is
considered to be compressible.

Note that p,(t—1) can be actually evaluated at the location of the chemical
dissolution front (i.e. X — 5;_1) at the end of the (k—1)th time interval (i.e. Ati_;).
As a result, the term (i.e. VfonT) in Egs. (7.61) and (7.62) can be replaced by the
following expression:

>~

VprontT = Vgront () Tk = (Vpront) fz T (k=1,2,3,...,N). (7.83)
:1 k— ]

Equation (7.83) clearly indicates that the dimensionless propagating speed of
the chemical dissolution front (i.e. Vfon) in the case of the pore-fluid being
compressible is dependent on the dimensionless density of the pore-fluid. Since the
pore-fluid density is a different constant for a different time interval, the overall
effect of the pore-fluid compressibility on the dimensionless propagating speed of
the chemical dissolution front is considered in the theoretical analysis. In fact,
when the time interval approaches zero, the dimensionless propagating speed of
the chemical dissolution front (i.e. Vj,,) in the case of the pore-fluid being
compressible can approach the exact solution. This means that Eq. (7.83) can be
used to compute the analytical solutions for all the compressible pore-fluids in
subcritical chemical dissolution systems. Nevertheless, Eq. (7.83) is not applicable
to critical and supercritical chemical systems, for which analytical solutions are
not available, so that computational methods need to be used for producing
numerical solutions, as discussed later.

Since ﬁf(v:k, 1) is a function of the dimensionless pressure of the pore-fluid, it
can be evaluated using Eq. (7.23) as follows:

Pr(tie1) = exp{Blp(tic1) — Preyl}  (k=1,2,3,..,N), (7.84)

where p(t4_1) is the dimensionless pressure of the pore-fluid at the location of the
chemical dissolution front (i.e. X — 5;_1) at the end of the (k-1)th time interval (i.e.
Ati_y).

7.2.3 Effects of Pore-Fluid Compressibility on the Evolution
of a Chemical Dissolution Front in Subcritical
Chemical Dissolution Systems

The present analytical solutions can be used to investigate the effect of pore-fluid
compressibility on the evolutions of chemical dissolution fronts in subcritical sys-
tems. Towards this goal, the following parameters are used in the corresponding
computations. The dimensionless pore-fluid pressure gradient (i.e. ﬁ;x =—1) is
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applied on the left boundary of the conceptual model, so that there is a horizontal
throughflow from the left to the right of the conceptual model. The initial porosity of
the porous medium is 0.1 (i.e. ¢, = 0.1), while the initial dimensionless chemical-
species concentration is one within the computational domain that is defined as the
space occupied by the conceptual model. The final porosity after the depletion of the
soluble mineral is 0.2 (i.e. ¢, = 0.2). The reference dimensionless density of the
pore-fluid is unity, and the dimensionless pore-fluid pressure is equal to 100 (i.e.
po = 100) at the right boundary of the model. To evaluate the value of the ratio,
¥ (dr)/W(dy), the permeability of the porous medium is calculated using the Car-
man-Kozeny formula, which has the power of 3 in the power law. The dimensionless
time-step length (i.e. the dimensionless time-interval) is set to be a constant of 0.005
in the computation. Note that when pore-fluid is compressible, no criterion is
available for assessing the instability of a chemical dissolution front in the fluid-
saturated porous medium. In this case, the criterion that is derived when pore-fluid is
incompressible can be used, as an approximation, to judge the instability of a
chemical dissolution front in the fluid-saturated porous medium where pore-fluid is
compressible. The critical Zhao number of the chemical dissolution system is equal
to 1.77 when the pore-fluid is incompressible. Since the Zhao number of the system is
equal to unity (i.e. Zh = fﬁ}x = 1), which is smaller than its corresponding critical

value, the chemical dissolution system under consideration is subcritical so that a
planar dissolution front remains planar during its propagation within the model.
When the pore-fluid is incompressible, the dimensionless propagating speed of the
chemical dissolution front (i.€. (Vfront) sference) 1S €qual to 10, which can be used in
Eq. (7.83).

Figure 7.2 shows the effects of pore-fluid compressibility on the evolution of
the chemical dissolution front in the subcritical system at two dimensionless time
instants, namely t = 0.04 and t = 0.08 respectively. To produce the analytical
results shown in this figure, four different values of the dimensionless pore-fluid
compressibility coefficient, namely B =0, 0.0001, 0.0005 and 0.001, have been
used in the corresponding computations. In the case of =0, the pore-fluid
becomes incompressible, so that Eqgs. (7.74) and (7.75) are used, instead of
Egs. (7.61) and (7.62), which are used for the other three values of the dimen-
sionless pore-fluid compressibility coefficient. Since the mineral dissolution ratio
is equal to zero (i.e. ¢ = 0), sharp chemical dissolution fronts have been obtained
for all the four values of the dimensionless pore-fluid compressibility coefficient. It
is noted that when the value of the dimensionless pore-fluid compressibility
coefficient becomes smaller and smaller, the chemical dissolution front propagates
slower and slower. This indicates that with an increase in pore-fluid compress-
ibility, there is a decrease in the dimensionless propagating speed of the chemical
dissolution front in a subcritical system.

Figure 7.3 shows the effect of pore-fluid compressibility on the distribution of
the dimensionless pore-fluid pressure, while Fig. 7.4 shows the effect of pore-fluid
compressibility on the distribution of the dimensionless pore-fluid density in the
chemical dissolution system. In these two figures, the equal-value lines of either
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Fig. 7.2 Effects of pore-fluid compressibility on the evolution of the chemical dissolution front
in a subcritical system (Porosity)

the dimensionless pore-fluid pressure or the dimensionless pore-fluid density have
been displayed. It is observed that the space between two equal-value lines of the
dimensionless pore-fluid pressure in the upstream direction of the chemical dis-
solution front is smaller than that in the downstream direction of the chemical
dissolution front. This is because that the porosity of the porous medium in the
upstream direction of the chemical dissolution front is greater than that in the
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Fig. 7.3 Effects of pore-fluid compressibility on the distribution of the dimensionless pore-fluid
pressure in a subcritical system

downstream direction of the chemical dissolution front. As a result, the absolute
value of the dimensionless pressure gradient of the pore-fluid in the upstream
direction of the chemical dissolution front is smaller than that in the downstream
direction of the chemical dissolution front. Due to the strong dependence of the
dimensionless pore-fluid pressure, the distribution pattern of the dimensionless
pore-fluid density is exactly the same as that of the dimensionless pore-fluid
pressure for all the four values of the dimensionless pore-fluid compressibility
coefficients under consideration.
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Fig. 7.4 Effects of pore-fluid compressibility on the distribution of the dimensionless pore-fluid
density in a subcritical system

7.3 Computational Theory for Simulating
the Morphological Evolution of a Chemical Dissolution
Front with the Consideration of Pore-Fluid
and Medium Compressibility

Although analytical solutions have been derived for subcritical chemical disso-
Iution systems under some special circumstances, it is very difficult, if not
impossible, to derived any analytical solutions for the morphological evolutions of
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chemical dissolution fronts in supercritical chemical dissolution systems. As a
result, numerical solutions are alternatively produced in this situation. Since this
study is an extension of the previous work where the pore-fluid is considered to be
incompressible (Zhao et al. 2008), the previously-developed numerical methods
need to be modified to include the consideration of pore-fluid and medium com-
pressibility, so that they can be used to simulate morphological evolution of a
chemical dissolution front in a supercritical chemical dissolution system where
both pore-fluid and medium are compressible. For this purpose, the dimensionless
governing equations of the problem to be solved, which have been derived in
Sect. 7.1, can be summarized as follows:

2P G Gy 995 =0 (7.85)

e (90) ~ VD (BVC+ Oy (3)vpl - L0 o (750
SWH@W)(@ 1) =0, (7.87)

pr = exp[B(p — Prer)]- (7.88)

Since the pore-fluid density is only dependent on the pore-fluid pressure,
Eq. (7.88) can be directly computed once the pore-fluid pressure is obtained from
solving Egs. (7.85)—(7.87). The procedure is comprised of two main methods,
namely the finite difference method (Zhao et al. 1994) and finite element method
(Zienkiewicz 1977). By using the finite difference method, Eqgs. (7.85)—(7.87) are
firstly turned into finite difference equations for a given time-step in the time
domain. Then, by using the finite element method, the corresponding finite dif-
ference equations are further transformed into finite element equations in the
spatial domain. If the pore-fluid is incompressible, the resulting finite element
equations can be solved using the conventional numerical algorithms (Chadam
et al. 1986; Chen and Liu 2002; Zhao et al. 2008). However, if the pore-fluid is
compressible, as considered in this investigation, the porosity gradient is involved
in the solution process. For the chemical dissolution-front propagation problem
under consideration, the porosity can have a jump at the location of the chemical
dissolution front, from the theoretical point of view. This means that the porosity
gradient is very large or even infinite in the case of the mineral dissolution ratio (&)
approaching zero. Consequently, the conventional numerical algorithms diverge
when they are directly used to solve the resulting finite element equations of a
chemical dissolution problem. To improve the solution convergence, a porosity-
gradient replacement approach, in which the porosity gradient is replaced by the
dimensionless pore-fluid pressure-gradient and dimensionless pore-fluid density-
gradient in a strictly mathematical manner, is proposed (Zhao et al. 2012).
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7.3.1 Derivation of the Finite Difference Equations
of the Problem

For a given dimensionless time-step, T + At, the unknown porosity can be denoted
by ¢ iac = ¢, + A, ., where ¢, is the known porosity at the previous time-step
and A¢, . is the unknown porosity increment at the current time-step. Once
A¢_, A, is found, the unknown porosity (i.e. ¢, ».) at the current time-step can be
straightforwardly obtained. By using the backward difference scheme, Eq. (7.87)
can be written as follows:

[Ai‘f + (1 — C‘L’+AT>:| A¢I+Ar = (d)f - ¢r)(1 - CTJFAT) + Z_i (‘BTJFAT _i)‘[)’ (789)

where C, . is the dimensionless chemical-species concentration at the current
time-step; p.+a. and p, are the dimensionless pore-fluid pressures at the current
and previous time-steps, respectively; At is the dimensionless time increment at
the current time-step.

Mathematically, there exist the following relationships in the finite difference
sense.

0 C A TC‘T T _ A At A i Ar
€ (gsrc) — ((bT-‘rZT +ac) = 6Cryiac ‘ISA;A i 8¢T+AT%, (7.90)
a —op A T+AtT T 71— T 1 _
(¢GT ) _ A(Peia - Beine) _ ~(1=Cora) (= b (791)
v [D*(d))VC] =V [D*(¢T+A‘L’)VCT+AT]7 (792)

V- [CY(¢)Vp] = CV - [y (¢) VD] + Vi - " (¢)VC]
= _f+ATV . [l//*(ff)ﬁ_m)vﬁﬁm] + VﬁHAf : [lﬂ*((]ﬁHM)VCHAT]-
(7.93)

Substituting Egs. (7.90)—(7.93) into Eq. (7.86) yields the following finite dif-
ference equation:

{é (2¢1+Ar - d)r) + % (¢f - ¢1+Ar) -V [W*(¢T+AT)VPT+AT]}CT+AT
-V [D*(¢T+AT)VCT+AT] - VﬁHA‘E : [w*(¢r+Af)VCT+AT] (794)

€ _ 1
= E ¢’L’+A‘L’CT + E (d)f - ¢I+Ar)'

Equation (7.91) can be rewritten in the following discretized form:
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A(rb‘r At - = AI_’T+A‘E
SA—‘JL_F = (1 - Cr+Ar)(¢f - ¢T+Ar) + SCXT. (795)

Therefore, the following equation exists mathematically:

a(d)ﬁf) A[¢T+A‘L’(pf)‘[+A‘E] — A¢z A A[(ﬁf)ﬁtAr]
& ot =& At = S(pf)_EJrAl_ A:j_ i + 8¢T+AT T . (796)
Substituting Eq. (7.95) into Eq. (7.96) yields the following equation:
o(dpy) ~
ETf = (pf)r+Ar(1 - CrJrAr)(d)f - ¢1+Ar)
(7.97)

— Apr At A(/_) ) At
+ ga(pf)‘hLA‘c A: + E¢T+A‘L’ 27:— :

Consequently, Eq. (7.85) can be rewritten in the following discretized form:

V- ['Bflp*((rb)vi)] =V [(I)f)’[‘FATl//*(¢I+Af)vﬁT+AT}

_ - — = Ai‘[ T A p T T
= (pf)H—Ar(] - CT+A1‘)(¢f - ¢‘E+A‘[) + Sa(pf)r+Ar pAJ,;A + 8¢1+AI%T+A'
(7.98)
Equation (7.98) can be straightforwardly expressed as follows:
e _ _ * —
E (pf)r+Arp‘r+A‘c - V : [(pf)H-Arlp (¢T+A’L’)VPT+AT]
el e A(ﬁf)rJrAr

= E (pf)ﬁ-ArﬁT - (pf)H-Ar(] - C1+Ar)(¢)f - ¢‘L’+A‘E) - 8¢1+AT AT
(7.99)

To update the density of the pore-fluid, Eq. (7.88) can be also expressed in the
following form:

('Z)f)rJrAf = exXp [B(ﬁrJrAr - ﬁref)] . (7 100)

7.3.2 Derivation of the Proposed Porosity-Gradient Replacement
Approach

If the segregated scheme is used, the governing equations of the chemical disso-
lution problem can be solved one by one in a sequential manner. This can avoid to
forming the global matrices of the system so that it can generally cause a sig-
nificant reduction in the requirement for computer memory. To derive the pro-
posed porosity-gradient replacement approach, the corresponding finite difference
equations of the problem can be summarized as follows:
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[Ai + (1 - C1+Ar)] A¢1+Ar = ((»bf - ¢r)(1 - CrJrAr) + Z_i(ﬁrJrAr _1_71)7 (7'101)

{i (2¢1+Ar - d)r) + % (¢f - ¢I+Ar) -V [w*(¢r+Ar)Vpr+Ar}}C‘c+Ar
-V [D*(¢T+A‘E)VCT+AT] - W*(¢T+AT)(VﬁT+AT : verJrAr) (7102)

€ _ 1
= E%Mfcr + " (br — Princ)s

el B B . i
E (pf)r+ArpT+Ar -V [(pf)rJﬁArlp (¢T+AT)VPI+AT]
o p p C A(p ')1: T
= o Pr)esadbe = (Pp)esacl = Corn) (9 = drpnd) = heoge — 0
(7.103)
(pf)T+AT = exp [B(ﬁerAr - ﬁref)]. (7104)

Note that since Egs. (7.101)—(7.104) are a set of fully coupled nonlinear
equations, they need to be solved sequentially and iteratively when the segregated
scheme is used.

From Sect. 7.1, ¥*(¢) and D*(¢) can be expressed follows:

w2 (3 5

D(¢>)—¢7+, <2<q<2>, (7.105)
vy - (L= )0 7 106
VO = g (7.106)

When the finite element method is used to directly solve the difference equa-
tions (i.e. Egs. (7.101)—(7.103)) of the problem, the porosity gradient must be
involved, as can be demonstrated below.

Mathematically, a variable coefficient term, V - [/ (¢, a.) VPr1ac], on the left
hand side of Eq. (7.102) can be written in the following form:

' [w*(¢r+Ar)vﬁT+Af] = ¢*(¢r+m)(v ! VprJrAr) + Vlﬂ*(fﬁwm) : VﬁrJrA‘b

(7.107)
From Eq. (7.106), V" (¢, s.) can be obtained as follows:
* 2(1 B 4) )2(¢r 1)2
Vy (¢1+Ar) = ! = 3 V¢T+A‘E‘ (7108)

(¢f)3(1 - ¢1+Ar)
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Equation (7.108) clearly demonstrates that in order to compute V" (¢, 4,), it
is necessary to evaluate the porosity gradient, V¢, .. Although a different
porosity-permeability relationship can be used to replace the current porosity-
permeability model, the sharp porosity gradient cannot be avoided unless the
permeability of the porous medium is independent of the porosity. In the case of
dealing with the mineral dissolution problem in an ore forming system, the mineral
dissolution ratio (¢) is usually a very small number (Chadam et al. 1986; Zhao
et al. 2008, 2010). This will result in a very sharp chemical dissolution front, so
that the porosity gradient at the location of the chemical dissolution front can be
very large. The previous theoretical study has demonstrated that when the mineral
dissolution ratio (&) approaches zero in a chemical dissolution system of incom-
pressible pore-fluid, there is a porosity discontinuity just at the location of the
chemical dissolution front. This means that the porosity gradient can be very large
at the location of the chemical dissolution front, even when the pore-fluid is
compressible. For this reason, the conventional numerical algorithms may be hard
to converge if they are directly used to solve the resulting finite element equations
derived just from the corresponding finite difference equations (i.e. Eqs. (7.101)—
(7.103)) of a chemical dissolution problem. To improve the convergence speed of
solution, the left hand side of Eq. (7.107) is rewritten in the following form:

1 _ X _
o A7 Bacd (B0 Vpeend] 10

- ‘/j*((bf+Ar)[Vl_}T+Af : V(ﬁf)ﬁLAr]}'

% [lp*(¢r+Ar)vﬁT+AT] =

Substituting Eq. (7.98) into Eq. (7.109) yields the following equation:

_ Apriac
V- [lp*(({br-kAr)vﬁrJrAr] = (1 - Cr+A‘c)(¢f - ¢T+AT) + e pAJ‘;A

8¢1+Ar A(Z)f)rJrA‘r o lﬁ*((bTJrAr) Vh V(5
At (’z).f)T+AT (pf)rJrAr [ Prtie (pf)r+Ar]~

(7.110)

Equation (7.110) clearly demonstrates that if the term of its right hand side is
used to replace that of its left hand side, then the porosity gradient computation can
be avoided in the finite difference equations of the chemical dissolution problem
involving compressible pore-fluid. This is the reason why the proposed numerical
treatment is called the porosity gradient replacement approach.

To facilitate the forthcoming derivation of the finite element equations of the
chemical dissolution problem, Eq. (7.110) can be rewritten in the following form:

V- W*(@Mr)vﬁwm] :f[¢r+Am CT+A‘E7 (pf)erAﬂﬁH-Ar; (f_)f)rvﬁr]a (7111)

where
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f :f[¢t+Ar7 CT+AT7 (pf)erAwI_)H-Aja (ﬁf)‘[?l_)'[]
= (1 - CT+A1)(¢f - ¢T+AT) + Z_‘: (ﬁl’“rAT _i"c)
8¢1+Ar (1 _ (pf)r ) _ lp*(¢'{+AT)
(

At pf)H—Ar (pf)r+Ar

(7.112)

+ [Vﬁwm ' v(pf)T+AT]'

7.3.3 Derivation of the Finite Element Equations of the Problem

Although the finite element method has been broadly used for solving many
different types of scientific and engineering problems, the finite element equations
related to the chemical dissolution-front propagation problem with compressible
pore-fluid have not been available so far, owing to the high nonlinearity of the
problem. The chemical dissolution-front propagation plays the following two
critical roles: (1) changing flow channels through porosity creation and (2) gen-
erating mass source through chemical dissolution. Even though the finite element
method itself is well known, the finite element equations of the chemical disso-
lution-front propagation problem with compressible pore-fluid are briefly derived
below.

To derive the finite element equations of the problem, three unknown variables
involved in the finite difference equations (i.e. Egs. (7.101)—(7.103)) are defined as
follows:

Ul = A¢T+Am U2 - CT+A‘E7 U3 = I_7T+Ar- (7113)

By using these new definitions, Eqgs. (7.101)—(7.103) can be written in the
following forms:

JurUy = fer, (7.114)
Ju2Uz — lp*(¢r+Ar)(vﬁr+Ar : VU2) -V [D*(¢T+AT>VU2] = fea, (7.115)
fu3aUs =V - [fu3VU3] = fes, (7.116)

where
fur = fu1(Crinc) = Ker (1 — Crine)s (7.117)

_ _ &, _
fer = fer(Coyan, Prsan, Pr) = (9 — ¢o)(1 — Criar) +A_T(pr+Ar —Dp), (7.118)

fv2 = fvalbriacs Corans (Pr) ey acs Prracs (Pp)s Pe
&

1 (7.119)
Atz (2¢1+Ar - d)‘c) + E(d)f - ¢1+A‘c) _f]a
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fCZ :fCZ (¢T+A‘C7 C) = AiT¢T+AzCT + % (¢j - ¢T+AT)7 (7120)
Juza = fus[(Pp)rind = Z—i (Pr) et (7.121)
fU3b :fU3b[¢‘r+A‘m (lbf)r+Ar] = (pf)r+Arlp*(¢r+Af)a (7122)

fC3 :fC3 [¢1+Am C‘C+A‘L’7 (,Bf)prm» (pf)mpr]
eol _

= E (pf)'H-Arp‘C - (pf)'H—Ar(l - CT+AT)<¢f - ¢T+A‘L’) (7123)

S () e (B))

Based on the finite element method, the distribution of the above-mentioned
three unknown variables in a finite element can be described as follows:

Uy = [IN{A1}, (7.124)
U; = [N[{A2}°, (7.125)
Us = [N{As}°, (7.126)

where Uf, U5 and Uj are the distribution fields of the three unknown variables
within the finite element; {A;}°, {A;}° and {A;}° are the corresponding nodal
vectors of the element; [N] is the shape function matrix of the element.

If the finite element under consideration has O nodes, then the following
expressions exist for this element:

{AY)'={Un Un ... Uy}, (7.127)

(A} ={Uy Un ... Uy}, (7.128)

{A})'={Us Un ... U}, (7.129)

[Nl=[Ni N ... Ngl, (7.130)

where N; (i = 1, 2, ..., Q) is the shape function of node i; Uy;, U,; and Us; (i = 1,

2, ..., Q) are the nodal values of the unknown variables for the finite element under
consideration.

Using the Galerkin weighted-residual method, Egs. (7.114)—(7.116) can be
rewritten, at the element level, as follows:
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(//A[N]Tfm V] dA){Al}f = //A[N]ch1 da, (7.131)

(Jf rseian) g = (f] @ 00T (9 WD) (823
(// 179 - (D (.. ) VIN] dA>{A2} ://AN fodA

<// M08 ) 1851 = (] N9 G Vi) 04 ) 51

A[ 1 fc3 daA, (7.133)

(7.132)

where A is the area of the element.
Note that the following expressions exist mathematically:

(] 790" @ua VN ) 001 = [ 7D a W J ) 05

_ <//AV[N}T . (D*((/)H»AT)V[N])dA) (A},

(7.134)
<// IV (o VIN) ){A3}6= / N fus V(N {As}) d

(s )i

(7.135)

where S is the length of the element boundary.
Substituting Eqgs. (7.134) and (7.135) into Eqgs. (7.132) and (7.133) yields the
following expressions:

(//A[N]Tfuz[N] dA) {Ax} — (// V(b on) IV (Ve ne V[N])dA> (A}
(] T 0 s VI 04 0]
N //A e d +S/ D*(¢eiac) V(IN{A2}) dS

(7.136)
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(I riusisian g+  ff 9007 - st aa )

// fCBdA—i_/ N fu3V([NJ{A3}°) dS. (7.137)

Consideration of Egs. (7.131), (7.136) and (7.137) leads to the discretized
equations of the single finite element as follows:

M {A} = {P1}, (7.138)
(M) — [H] + [K1]){ A2} = {P2}", (7.139)
(IM5]° + [K2]){As}* = {P5}, (7.140)

where [M,]°, [M>)°, [M5]°, [H]°, [Ki]° and [K;]* are the property matrices of the
single finite element; {P;}*, {P,}° and {P;}° are the “load” vectors of the single
finite element. These matrices and vectors can be expressed as follows:

s =[] pn i) 0, (7.141)

o = [ W fealw)aa, (7.142)

[Ms] = // A[N]Tfma[N] dA, (7.143)

HI = [[ W (@esd N (Ve TN (7.144)
xr = Jf Avw (D" ($o ) VIV A4, (7.145)
K] // VN - (fu3 V[N]) dA (7.146)
{Pl}e://A[N]TfadA, (7.147)

{Pr}* = //A[N]chsz +/[N]TD*(¢‘:+A-[)V([N]{A2}€)dS
- // N fe2dA+ / INI"D* (¢, a0) V(Crsac) dS, (7.148)
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{P3}e://A[N]ch3dA+/[N]Tfusbv([N]{Aﬁe)dS

N

_ // Vet + / N fuss ¥ (Bes ac)°dS,

N

(7.149)

where V(Cyrya;)¢ and V(pria;)¢ are the dimensionless chemical-species concen-
tration-gradient and pore-fluid pressure-gradient at the boundary, S, of the finite
element.

Assembling the property matrices and vectors of all the elements in a system
yields the following discretized governing equations of the system:

Mi]{A1} = {P1}, (7.150)
([M2] — [H] + [Ki]){A2} = {P2}, (7.151)
([Ms] + [K2]){As} = {P5}, (7.152)

where [M], [M>], [M3],[H], [K1] and [K>] are the global property matrices of the
system; {P1},{P,} and {P3;} are the global “load” vectors of the system;
{A1},{A;} and {A3} are the corresponding global vectors of the system.

As mentioned previously, Egs. (7.127)—(7.129) are a set of fully coupled
nonlinear equations, so that they need to be solved, both sequentially and itera-
tively, for the porosity, dimensionless chemical-species concentration and
dimensionless pore-fluid pressure at the current time-step. Once the dimensionless
pore-fluid pressure is obtained, Eq. (7.104) can be used to compute the dimen-
sionless pore-fluid density at the current time-step. However, when Eq. (7.127) is
solved for the porosity increment (i.e. Ag, ) at the current time-step, both the
dimensionless chemical-species concentration and the dimensionless pore-fluid
pressure at the current time-step are not known. Similarly, when Eq. (7.128) is
solved for the chemical-species concentration at the current time-step, both the
dimensionless pore-fluid pressure and the dimensionless pore-fluid density at the
current time-step remain unknown. Even when Eq. (7.129) is solved for the
dimensionless pore-fluid pressure at the current time-step, the dimensionless pore-
fluid density at the current time-step is still not known. This indicates that
Egs. (7.127)—(7.129) are fully coupled, so that an iteration scheme needs to be
used to solve them sequentially and iteratively. At the first iteration step, both the
dimensionless chemical-species concentration and the dimensionless pore-fluid
pressure at the previous time-step are used as a reasonable guess for them at the
current time-step when Eq. (7.127) is solved for the porosity increment (i.e.
A¢. ., a;). When A¢_ 5, is found, the porosity (i.e. ¢, ,.) at the current time-step
can be straightforwardly obtained. In the similar way, both the dimensionless pore-
fluid pressure and the dimensionless pore-fluid density at the previous time-step
are used as a reasonable guess at the current time-step when Eq. (7.128) is solved
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for the dimensionless chemical-species concentration. Except for the dimension-
less pore-fluid density at the previous time-step being used as a reasonable guess at
the current time-step, the resulting approximate porosity and dimensionless
chemical-species concentration can be used when Eq. (7.129) is solved for the
dimensionless pore-fluid pressure at the current time-step. When the dimensionless
pore-fluid pressure is obtained, Eq. (7.104) can be used to compute the dimen-
sionless pore-fluid density at the current time-step. At the second iteration step, the
same procedure as used in the first iteration step is followed, so that the following
convergence criterion can be established after the second iteration step.

Ny Nz
k4 2 C 2
M k k—1 ~ Ak—
E = Max (J § (¢’i,r+Ar - ¢i,r+A1) ) \j § : (Cll'c.tJrAr - CII'(.IJ:Ar) ’ J

=

1 i=1 1

i

(p’r’ — pk-l )2> <E
iT+AT i,T+AT ’
(7.153)

where E and E are the maximum error at the kth iteration step and the allowable
error limit; Ny, N¢ and N, are the total numbers of the degree-of-freedom for the
porosity, dimensionless chemical-species concentration and dimensionless pore-

fluid pressure respectively; k is the index number at the current iteration step and

k—1 is the index number at the previous iteration step; d)fff AT Ck. +A; and pfﬁr e

are the porosity, dimensionless chemical-species concentration and dimensionless

pore-fluid pressure of node i at both the current time-step and the current iteration

k
i,T+AT

concentration and dimensionless pore-fluid pressure of node i at the current time-
step but at the previous iteration step. It is noted that k >2 in Eq. (7.153).

The convergence criterion is checked after the second iteration step. If the
convergence criterion is not met, then the iteration is repeated at the current time-
step. Otherwise, the convergent solution is obtained at the current time-step and
the solution procedure goes to the next time-step until the final time-step is
reached.

. Fk—1 —k—1 : : : : ;
step; Citta. and p; 4, are the porosity, dimensionless chemical-species

7.3.4 Verification of the Proposed Numerical Procedure

For the purpose of verifying the proposed porosity-gradient replacement approach
and the related numerical procedure, it is necessary to produce the corresponding
numerical solutions. Towards this goal, the following parameters are used in the
related computations. The dimensionless pore-fluid pressure-gradient applied on
the left boundary is equal to —1 (i.e. pf’x = —1), implying a horizontal throughflow
from the left to the right of the problem domain. The initial porosity of the porous
medium is 0.1 (i.e. ¢y = 0.1), while the initial dimensionless chemical-species
concentration is unity within the problem domain. To reflect the appropriate
boundary condition in the benchmark problem, a time-dependent boundary
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condition of the dimensionless chemical-species concentration (i.e.

C(t) = ((—VpomT)Ect + 1)_%), which can be determined using the analytical
solution expressed in Eq. (7.62), is applied on the left boundary of the problem
domain. The final porosity after the depletion of the soluble mineral is 0.2 (i.e.
¢y =0.2). The dimensionless reference pore-fluid density is unity, and the
dimensionless pore-fluid pressure is equal to 100 (i.e. py = 100) at the right
boundary of the problem domain. The dimensionless compressibility coefficient of
the porous medium is zero (i.e. & = 0). To evaluate the ratio, Y (¢;)/V/(¢y), the
permeability of the porous medium is calculated using the Carman-Kozeny for-
mula, which has the power of 3 in the power law. The mineral dissolution ratio is
assumed to be 0.001. The dimensionless time-step length is set to be a constant of
0.005 in the computation. If the pore-fluid is incompressible, the critical Zhao
number of the chemical dissolution system is equal to 1.77 (Zhao et al. 2008).
Since the Zhao number of the system is equal to unity (i.e. Zh = —ﬁ}x = 1), which
is smaller than its corresponding critical value, the chemical dissolution system
under consideration is subcritical when the compressibility of the pore-fluid is
neglected. To evaluate the dimensionless propagating speed of the chemical dis-
solution front (i.e. Vo), the reference dimensionless propagating speed is
assumed to be 10 in the computation. Note that this reference dimensionless
propagating speed is determined theoretically when the pore-fluid is assumed to be
incompressible (Zhao et al. 2008, 2009). The problem domain is first simulated
using 19,701 four-node square elements of 20,000 nodal points in total. This
generates a fine mesh that is called the basic mesh in this investigation, unless it is
otherwise clearly stated.

Figures 7.5, 7.6 and 7.7 shows the comparison of the numerical results and
analytical solutions for the porosity, dimensionless chemical-species concentration
and dimensionless pore-fluid pressure evolution of the benchmark problem in the
case of § = 0.0001 respectively. In these three figures, four dimensionless time
instants, namely 1 =0.2,71=0.4,7 = 0.6 and 7 = 0.8, are used to display the
numerical results (that are represented by thick lines) and the corresponding
analytical solutions (that are represented by thin lines). It is observed that the
numerical results agree well with the corresponding analytical solutions, especially
for the dimensionless chemical-species concentration and dimensionless pore-fluid
pressure (see Figs. 7.6 and 7.7). In the case of obtaining the analytical solutions,
the mineral dissolution ratio is equal to zero (i.e. ¢ = 0), so that the porosity
gradient at the chemical dissolution front approaches infinity. However, in the case
of obtaining the numerical results, the mineral dissolution ratio is equal to 0.001
(i.e. ¢ = 0.001), so that the porosity gradients at the chemical dissolution fronts
can reach very large values for the chemical dissolution-front propagation problem
under consideration. This is the reason why there is a small difference between the
theoretically-predicted chemical dissolution front (represented by porosity) and the
numerically-simulated one. Nevertheless, compared with the related analytical
solutions, the maximum relative error of the numerical results for both the
dimensionless chemical-species concentration and the dimensionless pore-fluid
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Fig. 7.5 Comparisons of numerical and analytical solutions for porosity evolution in the
benchmark problem (f = 0.0001)
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Fig. 7.6 Comparisons of numerical and analytical solutions for dimensionless chemical-species
concentration evolution in the benchmark problem (f = 0.0001)
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Fig. 7.7 Comparisons of numerical and analytical solutions for dimensionless pore-fluid
pressure evolution in the benchmark problem (ff = 0.0001)

pressure is smaller than 3 %. This indicates that even though the porosity gradient
at the chemical dissolution front is very large, the proposed porosity-gradient
replacement approach and the related numerical procedure can be used to produce
both correct and accurate numerical results for solving the coupled nonlinear
problem between porosity, pore-fluid density, pore-fluid flow and reactive chem-
ical-species transport in the fluid-saturated porous medium with the consideration
of pore-fluid compressibility.

Figures 7.8 and 7.9 shows the comparison of the numerical results and ana-
lytical solutions for the porosity and dimensionless chemical-species evolution of
the benchmark problem when the dimensionless pore-fluid compressibility coef-
ficient (i.e. f) is increased from 0.0001 to 0.0005. In these two figures, thick lines
are used to represent numerical simulation results, while thin lines are used to
represent the corresponding analytical solutions at four different time instants.
Again, the numerical results agree well with the corresponding analytical solu-
tions. This further indicates that both correct and accurate numerical results can be
obtained from using the proposed porosity-gradient replacement approach and the
related numerical procedure to simulate chemical dissolution-front propagation
problems in fluid-saturated porous media including pore-fluid compressibility.

To investigate the solution convergence with mesh sizes, other three meshes of
80000, 5000 and 1250 nodes have been respectively used to simulate the bench-
mark problem. This means that four different meshes are used in this investigation.
If mesh 1, 2, 3 and 4 is used to represent the mesh of 1250, 5000, 20000 and 80000
nodes respectively, then one element of mesh 1 is divided into four smaller
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benchmark problem (ff = 0.0005)

elements to form mesh 2. The same division rule has been applied not only
between meshes 2 and 3 but between meshes 3 and 4 as well. This means that from
mesh 1 to mesh 4, the mesh becomes finer and finer so that the element sizes
become smaller and smaller. Figure 7.10 shows the effect of mesh sizes on the
solution convergence for the porosity evolution in the benchmark problem due to
two different values of the dimensionless pore-fluid compressibility, namely =
0.0001 and 8 = 0.001. In this figure, the blue thin line represents the analytical
solution, while the black, red, green and blue thick lines represent the numerical
solutions obtained from mesh 4, 3, 2 and 1 respectively. It is observed that with the
decrease of the mesh size, the numerical solution gradually converge to the ana-
lytical solution. Since the black thick line is almost overlapped with the red thick
line, it is indicated that the mesh of 20,000 nodes (i.e. the basic mesh) is fine
enough if the proposed porosity-gradient replacement approach is used to simulate
the benchmark problem. For the purpose of comparing the solution convergence of
the proposed porosity-gradient replacement approach with that of the previous
method, the conventional finite element method (Zhao et al. 2008) and mesh 2 are
used to simulate the same benchmark problem in the case of f = 0.001. The
yellow thick line (in Fig. 7.10) shows the related numerical results obtained from
the conventional finite element method. Since the green thick line is considerably
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Fig. 7.9 Comparisons of numerical and analytical solutions for dimensionless chemical-species
concentration evolution in the benchmark problem (f = 0.0005)

close to the analytical solution than the yellow thick line, it is indicated that the
solution convergence of the proposed porosity-gradient replacement approach is
faster than that of the conventional finite element method if the same mesh is used.

7.4 Effect of Pore-Fluid Compressibility
on the Morphological Evolution of a Chemical
Dissolution Front in the Supercritical Chemical
Dissolution System

To investigate the effect of pore-fluid compressibility on the evolution of chemical
dissolution fronts in a supercritical system, the conceptual model (shown in
Fig. 7.1) without considering medium compressibility is simulated using 19,701
four-node rectangular elements of 20,000 nodal points in total. The following
parameters are used in the resulting computational model. The dimensionless pore-
fluid pressure gradient (i.e. ﬁ}x = —10) is applied at the left boundary, implying
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Fig. 7.10 Effect of mesh sizes on the solution convergence for porosity evolution in the
benchmark problem: a f = 0.0001; b = 0.001

that the Zhao number of the chemical dissolution system is equal to 10. The
reference dimensionless density of the pore-fluid is unity, and the dimensionless
pore-fluid pressure is equal to 100 (i.e. pp = 100) at the right boundary of the
model. Both the top and the bottom boundaries are assumed to be impermeable for
the pore-fluid and chemical species. The mineral dissolution ratio is assumed to be
0.001, while the dimensionless time-step length is set to be 0.001 in the compu-
tation. In addition, the dimensionless medium compressibility coefficient is
assumed to be zero. Other parameters are exactly the same as those used in the
verification example of the subcritical Zhao number. Since no criterion is available
for assessing the instability of a chemical dissolution front in the fluid-saturated
porous medium with a compressible pore-fluid, the existing criterion that is
derived when pore-fluid is incompressible can be approximately used to judge the
instability of a chemical dissolution front in the fluid-saturated porous medium
where the pore-fluid is compressible. Using the above-mentioned parameters, the
critical Zhao number of the chemical dissolution system is approximately equal to
1.77 when the pore-fluid is incompressible. Since the dimensionless Zhao number
of the system is greater than its critical value, the chemical dissolution system
under consideration is supercritical so that a planar dissolution front can evolve
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into different morphologies during its propagation within the system. In order to
simulate the instability of the chemical dissolution front, a small perturbation of
1 % initial porosity is randomly added to the initial porosity field in the compu-
tational domain.

Figures 7.11 and 7.12 shows the effect of pore-fluid compressibility on the
evolution of the chemical dissolution front in the supercritical system. To examine
the effect of pore-fluid compressibility on the response of the chemical dissolution
system, four values of the pore-fluid compressibility coefficient, namely f = 0,
0.0001, 0.0005 and 0.0009, have been used in the corresponding computations.
From these simulation results, it is observed that with a gradual increase in the
value of the pore-fluid compressibility coefficient, the propagating speed of the
chemical dissolution front decreases accordingly. The same phenomenon has been
also observed from the theoretical solutions for a subcritical chemical dissolution
system, which is represented in the previous part of this section. It can be con-
cluded that the propagating speed of a chemical dissolution front in a fluid-satu-
rated porous medium with compressible pore-fluid is smaller than that with
incompressible pore-fluid.

The value of the pore-fluid compressibility coefficient can have a significant
effect on both the occurring time and the amplitude of the unstable irregular
chemical dissolution-front. For instance, the first occurring time of the unstable
irregular chemical dissolution-front is about 0.035, 0.035, 0.06 and 0.08 for B =0,
0.0001, 0.0005 and 0.0009 respectively. Note that both the occurring time and the
amplitude of the unstable irregular chemical dissolution-front when S =0 is
almost identical to those when f# = 0.0001. This indicates that it is only necessary
to consider the compressibility of pore-fluid when it has a dimensionless com-
pressibility coefficient that is greater than 0.0001. Generally, the smaller the pore-
fluid compressibility, the faster the unstable irregular chemical dissolution-front
grows. This means that the consideration of pore-fluid compressibility stabilizes
the growth of an unstable irregular chemical dissolution-front. In other words, the
consideration of pore-fluid compressibility makes it difficult for an unstable
irregular chemical dissolution-front to grow in a fluid-saturated porous medium.

7.5 Effect of Medium Compressibility
on the Morphological Evolution of a Chemical
Dissolution Front in the Supercritical Chemical
Dissolution System

The same numerical algorithms and procedures as those employed in the previous
section can be used to investigate the effect of medium compressibility on the
morphological evolution of a chemical dissolution front in the fluid-saturated
porous medium of supercritical Zhao numbers. To enable the investigation to be
focused on the effect of medium compressibility, the pore-fluid is considered to be
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Fig. 7.11 Effects of pore-fluid compressibility on the evolution of the chemical dissolution front
in a supercritical system (Porosity)




192 7 Effects of Medium and Pore-Fluid Compressibility

(B=0,7=0.06) (B=0,7=0.08)

(B =0.0001,7=0.06) (B =0.0001,7=0.08)

(8 =0.0005,7=0.06) (B =0.0005,7=0.08)

(B =0.0009,7=0.06) (B =0.0009,7=0.08)

0.100 0.120 0.140 0.160 0.180 0.200

Fig. 7.12 Effects of pore-fluid compressibility on the evolution of the chemical dissolution front
in a supercritical system (Porosity)
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incompressible in this section. Except for the following changes, the same
parameters as those employed in the previous section have been used here. The
dimensionless pore-fluid pressure is zero at the right boundary of the computa-
tional model, while the dimensionless chemical-species concentration is zero at the
left boundary of the computational model. Four values of the dimensionless
medium compressibility coefficient, namely & =0,1 x 1073,5x 10> and
1 x 107*, have been used in the corresponding computational models.

Figures 7.13 and 7.14 shows the effect of medium compressibility on the
evolution of the chemical dissolution front, which is represented by the porosity of
the porous medium, in the supercritical system. From these simulation results, it is
observed that medium compressibility has a little influence on the dimensionless
propagating speed of the chemical dissolution front, although it may remarkably
affect the amplitude of the unstable irregular chemical dissolution-front in the
supercritical chemical dissolution system. With the increase of the dimensionless
time, the amplitude of the resulting irregular chemical dissolution-front increases
significantly, especially for the cases where the medium compressibility coefficient
has smaller values. This demonstrates that the chemical dissolution front is mor-
phologically unstable during its propagation within the computational model.
Generally, the amplitude of the unstable irregular chemical dissolution-front
gradually increases with a gradual decrease in the value of the medium com-
pressible coefficient, indicating that the consideration of medium compressibility
stabilizes the growth of an unstable irregular chemical dissolution-front in a
supercritical chemical dissolution system. In other words, the consideration of
medium compressibility enables an unstable irregular chemical dissolution-front to
grow difficultly in the fluid-saturated porous medium of a supercritical Zhao
number. Since both the occurring time and the amplitude of the unstable irregular
chemical dissolution-front when o =0 is almost identical to those when
@ =1 x 1073, it has been recognized that it is only necessary to consider medium
compressibility for soft materials, rather than for hard rocks, because the latter
may have the dimensionless medium compressibility coefficients that are usually
smaller than the value of 1 x 10~3. However, when soft materials are considered,
the first approach (as mentioned in the beginning of this chapter), in which the
detailed deformation process including a stress-strain constitutive relationship in a
porous medium can be considered, may be more appropriate for simulating the
deformation of the porous medium associated with the computational simulation
of chemical dissolution-front instability problems. This issue needs to be further
investigated in a future study.

In summary, the related theoretical and numerical results have demonstrated
that: (1) not only can pore-fluid compressibility affect the propagating speeds of
chemical dissolution fronts in both subcritical and supercritical chemical disso-
Iution systems, but also it can affect the growth and amplitudes of irregular
chemical dissolution-fronts in supercritical chemical dissolution systems; (2)
medium compressibility may have a little influence on the propagating speeds of
chemical dissolution fronts, but it can have significant effects on the growth and
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Fig. 7.13 Effects of medium compressibility on the evolution of the chemical dissolution front
in a supercritical system (Porosity)

amplitudes of irregular chemical dissolution fronts in supercritical chemical dis-
solution systems; and (3) both medium and pore-fluid compressibility may sta-
bilize irregular chemical dissolution-fronts in supercritical chemical dissolution
systems.
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Chapter 8

Computational Simulation

of Three-Dimensional Behaviour

of Chemical Dissolution-Front Instability
in Fluid-Saturated Porous Media

Numerical simulation of chemical dissolution-front instability in fluid-saturated
porous media is an important topic in the field of computational geosciences, which
is a beautiful marriage between the contemporary computational mechanics and
traditional geosciences. If fresh water is injected into a fluid-saturated porous
medium with the solute (i.e. chemical-species) being in an equilibrium state, it can
break the equilibrium state of the solute so that the whole system becomes chem-
ically far from equilibrium. To drive the system towards a new chemical equilibrium
state, the solid part of the solute is dissolved within the porous medium. This process
causes an increase in the porosity of the porous medium. The resulting porosity
increase can cause a corresponding increase in the permeability of the medium so
that the pore-fluid flow can be enhanced within the porous medium. This means that
both permeability and diffusivity are dependent on the porosity of a porous medium
(Bear 1972). When the injected fresh water flow is relatively weak, the chemical
dissolution front is stable so that a planar chemical dissolution-front remains the
planar shape during its propagation within the porous medium. However, when the
injected fresh water flow is strong enough, the chemical dissolution front becomes
unstable. In this case, a planar chemical dissolution-front can be changed into a
complicated and complex morphology during its propagation within the porous
medium. This is the scientific problem, known as the chemical dissolution-front
instability problem in the fluid-saturated porous medium, to be considered in this
investigation. It is noted that there is another mechanism that can also cause pore-
fluid channeling instability due to the rheological asymmetry associated with
compaction and decompaction in ductile rocks (Connolly and Podladchikov 2007).
This instability is closely associated with porosity waves and can be referred to as
the mechanical instability. Owing to a significant mechanism difference between a
chemical dissolution instability problem and a mechanical instability one, this
chapter focuses on the consideration of chemical dissolution instability problems.
However, a possible interaction between these two different mechanisms may need
to be considered in a future investigation.
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In essence, a chemical dissolution-front instability problem in the fluid-satu-
rated porous medium can be considered as a complex-system science problem
because it has the following two fundamental characteristics: an emergence and an
attractor. The emergence describes the sudden change in the behaviour of the
system and can be called the singularity of the system, from the mathematical
point of view. The attractor describes the corresponding new pattern when the
system reaches or passes the emergent point. From the thermodynamics point of
view, an attractor is often called the dissipative structure of the system. There are
many complex-system science problems in nature. For example, convective
instability of pore-fluid flow within the crust of the Earth is a typical problem in
the field of complex system science. For this particular problem, the emergent
point of a system is expressed by the critical Rayleigh number, which is a
dimensionless number to represent both the geometry and the thermodynamic
characteristics of the system, while the attractor of the system is expressed by the
convective flow pattern, which is a direct consequence when the system becomes
critical or supercritical (Phillips 1991; Nield and Bejan 1992; Zhao et al. 1997,
1998, 1999, 2000). A common characteristic of this kind of complex-system
science problem is that although the emergent point of the system may be found
analytically, the attractor of the system needs to be determined using the numerical
method (Zhao et al. 1997, 1998, 1999; Simms and Garven 2004; Yang et al. 2004).
From the complex-system science point of view, the emergent point of a chemical
dissolution-front instability problem in fluid-saturated porous media can be
expressed by the critical value of a dimensionless number. This dimensionless
number, known as the Zhao number, should be capable of representing the geo-
metrical, hydrodynamic, thermodynamic and chemical kinetic characteristics of
the system in a comprehensive manner (Zhao et al. 2009). If the value of the Zhao
number of a reactive transport system with the effect of positive porosity feedback
is less than its corresponding critical value, then the shape of a planar chemical
dissolution-front remains unchanged during the propagation of the chemical dis-
solution-front. However, if the Zhao number of a reactive transport system is
greater than its corresponding critical value, then the shape of a planar chemical
dissolution-front can be changed into a complicated morphology during its
propagation in the reactive transport system, where the effect of positive porosity
feedback plays an important role in the system.

Since the chemical dissolution-front instability problem in fluid-saturated
porous media belongs to a coupled nonlinear problem with some kind of singu-
larity, the solution of the problem losses its uniqueness at the corresponding sin-
gularity point. This poses a challenging issue when a conventional numerical
method is used to solve a chemical dissolution-front instability problem in fluid-
saturated porous media. The reason for this is that when the conventional
numerical method is used to solve the chemical dissolution-front instability
problem of a homogenous domain, the resulting numerical solution cannot switch
automatically from a trivial solution state (e.g. a planar chemical dissolution-front)
into a nontrivial solution state (e.g. a complicated morphological chemical dis-
solution-front). This challenging issue was discussed in detail for the finite element
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simulation of convective instability problems within fluid-saturated porous media
(Zhao et al. 1997). For the numerical simulation of the chemical dissolution-front
instability problem of a homogenous domain, it is common practice to use a planar
chemical dissolution-front with some kind of small perturbation for generating a
chemical dissolution front of complicated morphological shape during the prop-
agation of the perturbed chemical dissolution-front (Chadam et al. 1986, 1988;
Ortoleva et al. 1987; Chen and Liu 2002). In this case, the resulting chemical
dissolution-front may be strongly dependent on the perturbed chemical dissolu-
tion-front. To remove this dependency, an alternative procedure, in which a small
randomly-generated perturbation of porosity is added into the initial porosity of the
whole homogenous domain, is proposed (Zhao et al. 2008a). The maximum value
of the perturbed porosity is assumed to be equal to 1 % the initial porosity of the
whole homogenous domain. In the proposed alternative procedure, no perturbation
is applied to the initial planar chemical dissolution-front, so that the initial
chemical dissolution-front can freely evolve into a chemical dissolution front of
complicated morphological shape during its propagation within the system.

Because the coupling effect of pore-fluid flow and chemical reactions plays an
important role in the process of ore body formation and mineralization (Steefel
and Lasage 1990, 1994; Phillips 1991; Yeh and Tripathi 1991; Raffensperger and
Garven 1995; Xu et al. 1999, 2004; Ormond and Ortoleva 2000; Chen and Liu
2002; Gow et al. 2002; Ord et al. 2002; Schaubs and Zhao 2002; Zhao et al. 1997,
2001), the chemical dissolution-front instability in fluid-saturated porous media
can become one of the potential mechanisms to control ore body formation and
mineralization within the upper crust of the Earth. For example, in some geo-
logical situations associated with decarbonation fronts in contact aureoles
(Heinrich et al. 1995; Ferry 1996), BIF-hosted iron ores (Morris 1980; Klein and
Beukes 1992), roll-front uranium (Wilde and Wall 1987), Irish-style and/or MVT
base metal scenarios (Hitzman 1995; Everett et al. 1999; Garven et al. 1999;
Appold and Garven 2000), permeability-enhancement along dissolution fronts,
potentially with finger-like behaviour, is likely to be important for understanding
the related ore forming mechanisms. Although a considerable amount of research
has been conducted on the instability of chemical dissolution-front propagation
within two-dimensional pore-fluid saturated porous media (Chadam et al. 1986,
1988; Ortoleva et al. 1987; Chen and Liu 2002), limited work has been conducted
to simulate the three-dimensional morphological evolution of a chemical disso-
Iution front during its propagation within three-dimensional fluid-saturated
porous media (Zhao et al. 2008b). Since most problems in the real world are three-
dimensional in geometry, understanding of the behaviour of a problem in three-
dimensional cases can usually produce superior insight over two-dimensional
models. Thus, the development of a numerical method for simulating the three-
dimensional morphological evolution of a chemical dissolution front during its
propagation within three-dimensional fluid-saturated porous media becomes one
of the main purposes of this chapter.
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8.1 Governing Equations of the Problem and the Proposed
Numerical Procedure

8.1.1 Governing Equations of the Problem

For a fluid-saturated porous medium, Darcy’s law is often used to describe pore-
fluid flow, while Fick’s law and the related chemical kinetics (Steefel and Lasaga
1994) are commonly used to describe reactive mass transport phenomena. If the
pore-fluid (i.e. water in this investigation) is incompressible, the governing
equations of the coupled nonlinear problem between porosity, pore-fluid flow and
reactive single-chemical-species transport in the fluid-saturated porous medium
can be expressed as follows.

WY W@ =0 (8.1)

§<¢C> — V- [¢D($)VC + Cy($)Vp] + pskmem,-m/é—z (& = ¢)(C = Cog) =0,
(8.2)

S ke (b~ 8)(C =€) =0, (83)

v =12, (8.4

where p and C are the pore-fluid pressure and the concentration of the chemical
species; C,, is the equilibrium concentration of the chemical species; u is the
dynamic viscosity of the pore-fluid; ¢ is the porosity of the porous medium; ¢, is
the final (i.e. maximum) porosity of the porous medium after the completion of
soluble mineral dissolution; D(¢) is the diffusivity of chemical species; k(¢) is the
permeability of the porous medium. V,, is the average volume of a soluble grain;
A,, is the average surface area of the soluble grain; kgcpemica 18 the comprehensive
rate constant of the chemical reaction (as defined in Eq. (2.15) previously); p, is
the molar density (i.e. moles per volume) of the soluble grains.

The physical meanings of Eqgs. (8.1)—(8.3) are as follows: Eq. (8.1) expresses
the mass conservation of the pore-fluid in the system, while Eq. (8.2) expresses the
reactive transport of a chemical species within the system. Equation (8.3) is used
to express the porosity evolution within the system. For the coupled nonlinear
system described by Egs. (8.1)—(8.3), the chemical species concentration, pore-
fluid pressure and porosity are three basic independent variables to be solved.
Since three independent variables are used to describe three independent equa-
tions, the problem related to this system is well posed so that it can be solved either
analytically or numerically, from the mathematical point of view.
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It is noted that dimensionless variables and governing equations are always
preferred in the study of the problem involved in multiple scales and multiple
processes. The main advantages in using dimensionless variables and governing
equations are as follows: (1) Solutions for dimensionless variables describe the
behaviour of a family of problem rather than that of a particular problem. This
makes the solutions of more general meanings. (2) Dimensionless variables can be
used to measure the relative importance of various terms in governing equations,
so that the dominant physical phenomenon can be identified for the problem. This
provides a clear focus for the effective and efficient modelling of the problem. (3)
Dimensionless equations can result in a significant reduction in the large differ-
ences between orders of magnitude for some terms in the corresponding dimen-
sional equations, just like the partial differential equations that are used to describe
the three-dimensional chemical dissolution-front instability problem in this study.
This generally makes the numerical solution more accurate and stable. For these
reasons, dimensionless variables and governing equations are used in the following
theoretical and numerical analysis.

In the case of the density of a soluble mineral greatly exceeding the equilibrium
concentration of the soluble mineral, a small parameter, known as the mineral
dissolution ratio (Zhao et al. 2008¢), can be defined as follows:

C.
£ = p—q < 1. (8.5)

In this particular situation, Eqgs. (8.1)—(8.3) can be rewritten into the following
dimensionless equations.

e v [p(e)vp] =0, (86)
¢ (4C) ~ V- [D()VC + CH($)VF] ~ o2 =0, (5.7)
E%M(pf—q&)(é—l):o. (8.8)

Note that in the process of deriving the above three dimensionless equations,
the following dimensionless parameters and variables have been used.
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where 7 is a slow dimensionless time to describe the slowness of the chemical
dissolution that takes place in the system. Other characteristic parameters used in
Eq. (8.9) can be expressed as follows:

— . 4D
tim’ L' =\/&D(¢)r, p fW (8.10)

where ¢* is the characteristic time of the system; L* is the characteristic length of
the system; p* is the characteristic pore-fluid pressure of the system. These
characteristic parameters are used to scale the dimensional partial differential
equations (i.e. Egs. (8.1)—(8.3)) into the corresponding dimensionless ones
(i.e. Egs. (8.6)—(8.8)). For this reason, these characteristic parameters are the key
to translate the dimensionless results obtained from using Eqgs. (8.6)—(8.8) into the
dimensional results suitable for dealing with the real problem described by
Eqgs. (8.1)—(8.3).

8.1.2 The Proposed Numerical Procedure

Generally, there are two kinds of solution methodologies that are commonly used
to solve a set of coupled nonlinear equations, such as those described by
Egs. (8.6)—(8.8). One is called the fully coupled solver, while another is called the
segregated solver. Since the fully coupled algorithm solves the whole set of
coupled nonlinear equations in a simultaneous manner, it requires the formation of
the global system matrix that includes all the unknown degrees of freedom asso-
ciated with the discretized problem of the system. A large amount of numerical
experience has demonstrated that the fully coupled solver is cost-effective for most
two-dimensional problems. However, for extremely large two-dimensional and
most three-dimensional problems in the real world, the peripheral storage required
for the global matrix of the whole system may exceed the available computer
resources, namely the combination of CPU time and peripheral disk storage. On
the contrary, since the segregated algorithm solves each of the coupled nonlinear
equations of the system separately in a sequential manner, it avoids the direct
formation of the global system matrix that includes all the unknown degrees of
freedom associated with the discretized problem of the system. In the segregated
algorithm, the global system matrix is decomposed into smaller sub-matrices, each
of which is related to the nodal unknowns associated with only one governing
equation of the system. These smaller sub-matrices are then solved in a sequential
manner using either the direct Gaussian elimination scheme or other conjugate
type schemes. Because the storage requirement for the individual sub-matrices is
significantly less than that needed to store the global matrix of the whole system,
the segregated algorithm requires much less computer storage than the fully
coupled algorithm. In particular, the savings in computer storage becomes much
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more significant as the size of the system and the number of the coupled nonlinear
equations involved in the system increases. The previous numerical simulations
have demonstrated that for the reactive transport system of a single chemical-
species, both the fully coupled solver and the segregated solver can produce the
numerical results of the similar accuracy (Fluid Dynamics International 1997).
For the above-mentioned reasons, the segregated algorithm is used to solve the
coupled nonlinear problem between porosity, pore-fluid flow and reactive single-
chemical-species transport in the three-dimensional fluid-saturated porous medium
in this chapter.

To ensure the accuracy of the numerical solution, Egs. (8.6)—(8.8) need to be
solved in an iterative manner unless a much smaller dimensionless time-step
length is used in the computation. For a given dimensionless time-step, t + Az, the
porosity at the current time-step can be denoted by ¢, o, = ¢, + A, A,, Where
¢, is the porosity at the previous time-step and A¢__ », is the porosity increment at
the current time-step. Using the backward difference scheme, Eq. (8.8) can be
written as follows:

e _

Xer (1- Cer)} Apeine = (b — ) (1 = Coyad), (8.11)

where C.;a; is the dimensionless chemical-species concentration at the current
time-step; At is the dimensionless time increment at the current time-step.

Mathematically, Eq. (8.7) can be expressed, in the finite difference sense, as
follows (Zhao et al. 2008a):

1 _ _ _ _ _
iqsprAr + E (d)f - ¢1+Ar) C‘H—A‘r -V [D((br«#Ar)vC'H-AT} - vﬁr-#Ar . [l//(qsprAr)VCH—Ar}

3 _ 1
= i(bﬂrArCf + ; ((bf - ¢I+Ar)‘
(8.12)

Similarly, Eq. (8.6) can be rewritten in the following discretized form:

V- [l}((b)vp] =V- [l/_/(d)rJrAr)Vi)TJrAf] = (1 - CT+AT)(¢f - ¢T+AT)' (813>

In order to avoid the nonlinear term of the porosity at the current time-step, the
porosity increment, instead of the porosity itself, is used for the finite difference
discretization of the porosity evolution equation, namely Eq. (8.11). On the other
hand, the dimensionless chemical-species concentration and pore-fluid pressure
are used for the finite difference discretization of both the mass transport equation
and the continuity equation, namely Eqgs. (8.12) and (8.13). This means that a
combination of the incremental variable method and the full variable method is
used, in this chapter, to solve the fully coupled nonlinear problem between
porosity, pore-fluid flow and reactive chemical-species transport within fluid-
saturated porous media. After the above-mentioned approximation is used,
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Egs. (8.11)—(8.13) can be viewed as linear partial differential equations, so that the
finite element method (Zienkiewicz 1977) can be straightforwardly used to
discretize Eqgs. (8.11)—(8.13) in space (Zhao et al. 2012).

8.2 Verification of the Proposed Numerical Procedure

Since the proposed numerical procedure in the previous section belongs to a kind
of approximate solution method, its correctness and accuracy need to be assessed
before it can be used to simulate chemical dissolution-front instability problems in
three-dimensional fluid-saturated porous media. For this purpose, a three-dimen-
sional benchmark problem, whose governing equations are exactly the same as
those expressed in Egs. (8.6)—(8.8), is established on the basis of the rigorous
analytical solution, in which the problem domain is geometrically infinite. To
ensure comparability between a numerical solution and the corresponding ana-
lytical solution, the three-dimensional benchmark problem of a finite computa-
tional domain should be constructed in such a way that the geometry and boundary
conditions of the three-dimensional benchmark problem can be equivalently
considered in both the theoretical analysis, which results in a rigorous analytical
solution, and the numerical simulation, which produces the approximate numerical
solution. For this reason, appropriate boundary conditions have to be applied on
the boundaries of the three-dimensional benchmark problem of a finite computa-
tional domain.

Figure 8.1 shows the geometry of the three-dimensional benchmark problem,
namely a fully coupled nonlinear problem between porosity, pore-fluid flow and
reactive chemical-species transport within a three-dimensional fluid-saturated
porous medium. For this three-dimensional benchmark problem, the dimensionless
pore-fluid pressure-gradient of a negative unit value (i.e. ﬁ)’cx = —1) is applied on
the left surface boundary, implying that there is an injected horizontal flow from
the left surface to the right surface of the three-dimensional computational model.
In this case, the Zhao number of the chemical dissolution system is unity. All other
four surface boundaries, namely the front, the back, the top and the bottom surface
boundaries, are assumed to be impermeable for the pore-fluid and chemical spe-
cies, implying that there is no escape of both the pore-fluid and the chemical-
species on these four surface boundaries. Since the final porosity (i.e. ¢) after the
depletion of the soluble mineral is assumed to be 0.2, it can be applied on the left
surface boundary as a boundary condition of the three-dimensional computational
domain. In addition, the dimensionless chemical-species concentration is assumed
to be zero on the left surface boundary, to reflect the depletion of the soluble
mineral on this boundary.

To get the distribution of the dimensionless pore-fluid pressure determined in
the computational model, the dimensionless pore-fluid pressure is assumed to be a
constant of zero on the right surface boundary of the computational model. It must
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Fig. 8.1 Geometry of the three-dimensional chemical dissolution-front instability problem

be pointed out that since the governing equation for the dimensionless pore-fluid
pressure is a second-order equation (Zhao et al. 2008b), any constant value of the
dimensionless pore-fluid pressure can be prescribed on the right surface boundary.
From the mathematical point of view, the total value of the dimensionless pore-
fluid pressure within the computational model is equal to this constant plus the
computed value of the dimensionless pore-fluid pressure obtained from applying
zero pore-fluid pressure on the right surface boundary of the computational model.
This indicates that the computed dimensionless pore-fluid pressure obtained in this
investigation plus any constant remains the solution for the dimensionless pore-
fluid pressure of the considered problem. Although the prescribed value of the
dimensionless pore-fluid pressure on the right surface boundary affects the com-
puted value of the dimensionless pore-fluid pressure, it dose not affect the values
of the dimensionless pore-fluid pressure-gradient, the porosity and the dimen-
sionless chemical-species concentration within the computational model.

The dimensionless height and width of the three-dimensional computational
model are assumed to be 5, while the dimensionless length of the three-dimen-
sional computational model is assumed to be 10. Except for the left surface
boundary, the initial porosity (i.e. ¢,) of the porous medium is 0.1, while the initial
dimensionless chemical-species concentration is unity within the three-dimen-
sional computational domain. In order to test the robustness of the proposed
numerical procedure, a small perturbation of 1 % the initial porosity is randomly
added to the initial porosity field in the three-dimensional computational domain,
resulting in a new initial porosity field prior to running the computational model.
This means that the new initial porosity field of the computational model becomes
three-dimensional at the beginning of the numerical simulation. From the geo-
metrical shape and material distribution points of view, the benchmark problem
considered here is three-dimensional, rather than one-dimensional, even though
the input planar chemical dissolution-front remains its planar shape in the case of



208 8 Computational Simulation of Three-Dimensional Behaviour

the system being subcritical. The mineral dissolution ratio is assumed to be 0.01,
while the dimensionless time-step length is set to be 0.005 in the computation.

The permeability of the porous medium is calculated using the Carman—Kozeny
formula (Scheidegger 1974; Nield and Bejan 1992), which has the power of 3 in
the power law. The diffusivity of chemical species is calculated using the power
law (Bear 1972), which has the power of 2.

ko(1 — ¢0)2¢3
k =
) $o(1—9)°

where ¢, and ko are the initial reference porosity and permeability of the porous
medium respectively; Dy is the diffusivity of the chemical species in pure water.

Both the dimensional permeability and the dimensional diffusivity are further
translated, in the numerical analysis, into the following dimensionless quantities
using the related expressions in Eq. (8.9).

. D(¢) =Do¢’, (8.14)

) ke (1=¢) _  gp¢) (¢
T R T R TR R R P R R U B

Because the computational domain of the three-dimensional benchmark prob-
lem is of finite size, the following time-dependent boundary condition of the
dimensionless chemical-species concentration needs to be applied on the left
surface boundary.

C(1) = exp (ﬁ}ﬁfmmr), (8.16)

where 7 is the dimensionless time; [7;-)( is the dimensionless pore-fluid pressure-

gradient that is applied on the left surface boundary; Vs = _ﬁ}x / ((j)f - gbo) is

the dimensionless speed of the chemical dissolution-front propagation within the
computational domain of the three-dimensional benchmark problem.

If the dimensionless pore-fluid pressure is prescribed as zero at the right
boundary surface of the three-dimensional benchmark problem, then the analytical
solutions for this benchmark problem can be derived and expressed as follows
(Zhao et al. 2008b):

C(X7 T) = 17 ﬁ(xv T) = - ];Ezj;; p}x(l_‘x - )77)7 d)(xv T) = ¢07 (X > l7fr{mt"~')7

(8.17)
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_ P o o o k(o) , -
C(x,7) = exp {‘P}X(x - mem‘f)} , px,1) = P]/cx (x - mem‘f) - %p}x (Lx — vfmmr),

(ﬁ(fc, T) = d)f# (X S vﬁ'ont'[)a

(8.18)

where ¢, and cﬁf are the initial and final porosity of the three-dimensional
benchmark problem; k(¢,) and k(d)_f) are the corresponding initial and final
permeability of the three-dimensional computational domain respectively; L, is the
dimensionless length of the three-dimensional benchmark problem; Other quan-
tities are of the same meaning as mentioned previously.

For this three-dimensional benchmark problem, it turns out that the critical
Zhao number of the chemical dissolution system can be expressed as follows
(Zhao et al. 2008b):

V203 - B)(1 + B)

Zheritical = _1—7} = ) ﬁ =

% critical 2(1 - p) V(o) _ k(o) (8.19)

U(dr)  k(dy)

where Zh.,iiicar 18 the critical Zhao number of the three-dimensional benchmark
problem; s and k have the same meanings as those defined in Eq. (8.4).

Using the dimensionless quantities defined in Egs. (8.9) and (8.10), the Zhao
number of this three-dimensional benchmark problem can be defined as follows:

Zhe g — Pl K@ILP k)i V

e P B d)f.uD(qbf) L/ d)fD(d)f) kEchemicalAp Ceq

= FaavectiveF Diffusive ' Chemicall Shape

(8.20)
where
k A
Fadvection = — m (representing the solute advection), (8.21)
1
Fpifjusion = ——=—===(representing the solute diffusion/dispersion), (8.22)
¢rD(¢r)
1 . . . . .
Fchemical = | |———— (representing the chemical dissolution kinetics),
kEchemicaZ Ceq
(8.23)
‘7‘1) . . .
Fhape = il (representing the shape factor of the dissolvable mineral). (8.24)
p
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When the characteristic quantities (i.e. t*, L* and p* in Eq. (8.10)) are used, the
dimensional governing equations (i.e. Eqgs. (8.1)—~(8.3)) in the real time-space
coordinate system have been translated into the dimensionless ones (i.e.
Egs. (8.6)—(8.8)) in a generalized time-space coordinate system. Since the
generalized time—space coordinate system is an abstract time—space coordinate
system, the physical meaning of the pore-fluid pressure-gradient in the real time—
space coordinate system is totally different from that of the (generalized) dimen-
sionless pore-fluid pressure-gradient in the generalized time—space coordinate
system. As indicated in Eq. (8.20), the (generalized) dimensionless pore-fluid
pressure-gradient is equal to the negative value of the Zhao number, which a
comprehensive dimensionless number to represent the interaction between the
solute advection (represented by the term, Fagecrion), the solute diffusion (repre-
sented by the term, Fpgison), the chemical dissolution kinetics (represented by
the term, Fcpemicar) and the shape factor of the soluble mineral (represented by the
term, Fspqpe) in the reactive transport system.

Using the concept of the Zhao number, a criterion can be established to judge
the instability likelihood of a chemical dissolution front associated with this three-
dimensional benchmark problem. If the Zhao number of a chemical dissolution
system is greater than its corresponding critical value, then the chemical disso-
lution front of the reactive transport system becomes unstable, while if the Zhao
number of a chemical dissolution system is smaller than its corresponding critical
value, then the chemical dissolution front of the reactive transport system is stable.
The case of Zh = Zh,,isicq; Tepresents a situation where the chemical dissolution
front of the reactive transport system is neutrally unstable, implying that the
applied small perturbation can be maintained but it does not grow in the corre-
sponding reactive transport system.

It is noted from Eq. (8.20) that for the reactive transport system considered,
an increase in permeability causes an increase in the Zhao number, implying that
the dissolution-enhanced permeability can destabilize the instability of the
chemical dissolution front. On the contrary, an increase in diffusivity causes a
decrease in the Zhao number, implying that the dissolution-enhanced diffusivity
can stabilize the instability of the chemical dissolution front. Similarly, an
increase in either the equilibrium concentration of the chemical species or the
chemical reaction constant of the dissolution reaction can cause the stabilization
of the chemical dissolution front, for the reactive transport system considered in
this chapter.

The use of Eq. (8.16) as a boundary condition on the left surface boundary of
the three-dimensional benchmark problem ensures that the obtained numerical
solutions can be compared with the analytical solutions expressed in Eqs. (8.17)
and (8.18). According to the above-mentioned parameters, the theoretical value of
the critical Zhao number of the three-dimensional system is equal to 2.501, while
the theoretical value of the corresponding dimensionless speed of the chemical
dissolution-front propagation is equal to 10. Since the Zhao number of the three-
dimensional system is less than its corresponding critical value, the coupled
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nonlinear system considered in this investigation is subcritical so that a planar
chemical dissolution-front remains the planar shape during its propagation within
the three-dimensional system, even though a small perturbation of porosity is
added into the whole computational domain of the coupled nonlinear system.
To appropriately simulate the propagation of the chemical dissolution front, the
whole three-dimensional computational domain is simulated by 57,600 eight-node
brick elements of 63,125 nodal points in total.

Figures 8.2, 8.3 and 8.4 show the comparison of numerical solutions with
analytical ones for the porosity, dimensionless chemical-species concentration
and dimensionless pore-fluid pressure distributions within the three-dimensional
computational domain at three different time instants. In these figures, the left
column shows the numerical results obtained from using the proposed numerical
procedure, while the right column shows the corresponding analytical solutions
obtained from using Eqs. (8.17) and (8.18). It is noted that although a small
perturbation of 1 % the initial porosity is randomly added to the initial porosity
field in the case of the coupled nonlinear system being subcritical, it does not
affect the initial planar shape of the chemical dissolution front during its
propagation within the computational domain of the three-dimensional bench-
mark problem, indicating that the proposed numerical procedure is numerically
stable and robust. Because the numerical solutions agree very well with the
analytical ones, it is demonstrated that the proposed numerical procedure is
capable of simulating the planar chemical dissolution-front propagation within
the three-dimensional fluid-saturated porous medium. Although there are some
smooth effects on the numerically-simulated propagation fronts due to numerical
dispersion, the propagation speed of the numerically-simulated propagation front
is in good coincidence with that of analytically-predicted propagation front. For
this three-dimensional benchmark problem, the overall accuracy of the numer-
ical results is indicated by the dimensionless pore-fluid pressure. The maximum
relative error of the numerically-simulated dimensionless pore-fluid pressure is
3.8, 54 and 8.1 % in the case of the dimensionless time being 0.25, 0.5 and
0.75 respectively. It is worth noting that if necessary, this relative error can be
further reduced by taking one of the following measures: (1) using smaller
elements and time-step length; (2) using upwind scheme to reduce the numerical
diffusion near the chemical dissolution front; and (3) developing a stepwise
element to simulate the discontinuity of the chemical dissolution front. Because
the maximum relative error of the numerical solution can be controlled within a
reasonable range, it has quantitatively demonstrated that the proposed numerical
procedure can produce accurate numerical solutions for the planar dissolution-
front propagation problem within a three-dimensional fluid-saturated porous
medium.
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Fig. 8.2 Comparison of numerical solutions with analytical ones at different time instants
(porosity)
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Fig. 8.3 Comparison of numerical solutions with analytical ones at different time instants
(dimensionless chemical-species concentration)
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Fig. 8.4 Comparison of numerical solutions with analytical ones at different time instants
(dimensionless pore-fluid pressure)
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8.3 Morphological Evolution of Three-Dimensional
Chemical-Dissolution Fronts in Fluid-Saturated
Porous Media

After the proposed numerical procedure is verified using the three-dimensional
benchmark problem, it is applied to simulate the morphological evolution of a
three-dimensional chemical dissolution front within a supercritical system, which
has a (generalized) dimensionless pore-fluid pressure-gradient (i.e. ﬁ)’cx = —10) on

the left boundary of the three-dimensional computational domain, implying that
the Zhao number of the chemical dissolution system under consideration is equal
to 10. In this case, the dimensionless speed of the chemical dissolution-front
propagation is equal to 100. The mineral dissolution ratio is 0.001, while the
dimensionless time-step length is 0.001 in the computation. The values of other
parameters are exactly the same as those used in the verification example of the
previous section. Since the Zhao number of the chemical dissolution system under
consideration is greater than its corresponding critical value, the initial planar
chemical dissolution-front can evolve into a complicated morphology during
its propagation within the three-dimensional computational domain. In order to
simulate the instability of the chemical dissolution front, a small perturbation of
1 % the initial porosity is randomly added to the initial porosity field in the whole
three-dimensional computational domain.

Figures 8.5 and 8.6 show the porosity and dimensionless chemical-species
concentration distributions associated with the evolution of the chemical disso-
lution front in the three-dimensional fluid-saturated porous medium. It needs to be
pointed out that in order to display the porosity propagation front clearly, both the
constant porosity of 0.2 on the left-hand side of the three-dimensional chemical
dissolution front and the constant porosity of 0.1 on the right-hand side of the
three-dimensional chemical dissolution front are not shown in Fig. 8.5. Similarly,
in order to display the dimensionless chemical-species-concentration propagation
front clearly, both the constant dimensionless chemical-species concentration of
zero on the left-hand side of the three-dimensional chemical dissolution front and
the constant dimensionless chemical-species concentration of 1.0 on the right-hand
side of the three-dimensional chemical dissolution front are not shown in Fig. 8.6.
It is observed that after the dimensionless time is greater than 0.02, the planar
chemical dissolution-front is gradually changed into an irregular three-dimensional
one. With the increase of the dimensionless time, the irregularity of the resulting
three-dimensional chemical dissolution front grows significantly. For example, the
finger-like chemical dissolution front can be clearly generated after the dimen-
sionless time is greater than 0.06. Although both the porosity and the dimen-
sionless chemical-species concentration have the similar three-dimensional
propagation front, the distribution of their maximum values along the chemical
dissolution front is in a complementary manner. This can be observed from the fact
that the peak value of the porosity is in good correspondence with the trough value
of the dimensionless chemical-species concentration in the three-dimensional
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Fig. 8.5 Porosity distributions due to morphological evolution of the three-dimensional
chemical dissolution front in the fluid-saturated porous medium
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Fig. 8.6 Dimensionless concentration distributions due to morphological evolution of the three-
dimensional chemical dissolution front in the fluid-saturated porous medium
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Fig. 8.7 Dimensionless pore-fluid pressure distributions due to morphological evolution of the
three-dimensional chemical dissolution front in the fluid-saturated porous medium

computational domain. In this regard, it can be concluded that the proposed
numerical procedure is capable of simulating the evolution of the three-dimen-
sional chemical dissolution front in a fluid-saturated porous medium in the case of
the coupled nonlinear system becoming supercritical.
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Except for simulating the evolution patterns of both the porosity and the
dimensionless chemical-species concentration, the dimensionless pore-fluid-
pressure evolution pattern during the propagation of the unstable chemical dis-
solution-front can be also simulated in the three-dimensional computational
model. Figure 8.7 shows the dimensionless pore-fluid-pressure evolution pattern
during the propagation of the chemical dissolution front in the three-dimensional
computational model. It is observed that even though the dimensionless pore-fluid
pressure is continuous, there exists a clear transition for the (generalized)
dimensionless pore-fluid pressure-gradient distribution in the three-dimensional
computational model. This transition takes place just on the three-dimensional
chemical dissolution front (i.e. the three-dimensional porosity propagation front)
in a fluid-saturated porous medium. Because the porosity creation and pore-fluid
flow focusing play an important role in ore body formation and mineralization, the
proposed numerical procedure can be used for simulating the potential physical
and chemical processes, which are closely associated with the generation of giant
ore deposits within the upper crust of the Earth.
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Chapter 9

Fundamental Theory for Nonaqueous-
Phase-Liquid Dissolution-Front Instability
Problems in Fluid-Saturated Porous
Media

The transport of nonaqueous phase liquids (NAPLs) in contaminated subsurface is
an important problem in geoenvironmental engineering (Miller et al. 1990, 1998;
Geller and Hunt 1993; Powers et al. 1994; Imhoff et al. 1994, 1996, 2002; Soerens
et al. 1998; Willson et al. 1999; Seyedabbasi et al. 2008). The nonaqueous phase
liquid that is usually trapped at residual saturation in the pore space of a fluid-
saturated porous medium can become long-term sources of groundwater con-
tamination as a result of its low solubility. Compared with the density of a NAPL
such as trichloroethylene, the equilibrium concentration of the NAPL in the
aqueous phase fluid is much smaller. For instance, the ratio of the equilibrium
concentration to the density of the NAPL can be as small as 8.7 x 10~* (Imhoff
and Miller 1996). This means that it may take a long period of time to dissolve a
NAPL in the aqueous phase fluid, even if the dissolution rate of the NAPL is high.
One of the common techniques used to remove the trapped NAPL from con-
taminated soils is to flush the contaminated soils by fresh water flow.

Iffresh water passes through a fluid-saturated porous medium that is contaminated
by a NAPL, it dilutes the equilibrium concentration of the NAPL so that the solution
of the NAPL is changed from an equilibrium state into a nonequilibrium state. To
maintain the equilibrium state of the solution, the trapped NAPL within the pore
space of the fluid-saturated porous medium is dissolved into the aqueous phase fluid
(i.e. water in this chapter). This indicates that as the first role played in a NAPL
dissolution system, fresh water flow is the trigger to break the initial equilibrium state
of the NAPL dissolution system. Since water flow can transport the dissolved NAPL
from one place to another, the second role of fresh water flow is to maintain solute
advection within the NAPL dissolution system. Thus, solute advection is the first
important mechanism involved in a NAPL dissolution system. Another important
mechanism involved in a NAPL dissolution system is the dissolution reaction of the
NAPL, which can also play two roles in the NAPL dissolution system. Firstly, the
dissolution reaction can cause a reduction in the trapped NAPL so that the NAPL can
be removed from the contaminated porous medium by solute advection. Secondly,
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the dissolution reaction can cause an increase in fluid flow pathways so that the
permeability of the porous medium can be increased as a result of the NAPL dis-
solution. In addition, solute can be transported from a high concentration region to a
low concentration one through solute diffusion/dispersion, which is the third
important mechanism involved in a NAPL dissolution system. Due to the involve-
ment of the above-mentioned mechanisms, a NAPL dissolution problem can be
attributed to a typical reactive mass transport problem with a permeability
enhancement effect. Although considerable progress has been made in the study of
reactive mass transport problems (Steefel and Lasage 1990, 1994; Yeh and Tripathi
1991; Raffensperger and Garven 1995; Schafer et al. 1998a, b; Xu et al. 1999;
Ormond and Ortoleva 2000; Alt-Epping and Smith 2001; Zhao et al. 1998, 2003,
2005, 2006), the theoretical consideration of NAPL dissolution-front instability is
still limited (Zhao et al. 2010b).

For the theoretical analysis of instability problems, it is desirable to establish a
criterion that can be used to assess whether or not the considered system is stable.
Toward this end, a comprehensive dimensionless number is derived to represent the
driving mechanisms and controlling characteristics of a nonlinear dynamic system.
For example, in the case of convective flow instability problems (Nield and Bejan
1992; Zhao et al. 2008a), the Rayleigh number is used to represent the buoyancy that
is the driving force and other controlling characteristics of the system. In the case of
mineral dissolution-front instability problems (Chadam et al. 1986, 1988; Ortoleva
et al. 1987; Imhoff and Miller 1996; Renard et al. 1998; Imhoff et al. 2003; Chen and
Liu 2002; Chen et al. 2009; Zhao et al. 2008b, c, 2009), the Zhao number is used to
represent the pore-fluid flow that is the driving force, and other controlling charac-
teristics such as solute diffusion/dispersion, chemical kinetics and particle shapes of
minerals within the mineral dissolution system. Although Imhoff and Miller (1996)
conducted some theoretical analyses for NAPL-dissolution instability problems, as
indicated by Eqgs. (9.32)—(9.34) in their paper (Imhoff and Miller 1996), their ana-
lytical results derived in a limit case as the ratio of the equilibrium concentration to
the density of the NAPL approaches zero are questionable because they are inde-
pendent of the main driving force of the NAPL dissolution system. Thus, it is nec-
essary to redo theoretical analysis, in the limit case and when solute dispersion is
considered as the second-order tensor, for the instability of NAPL dissolution fronts
in fluid-saturated porous media.

9.1 Mathematical Modeling of NAPL Dissolution Problems
in Two-Dimensional Fluid-Saturated Porous Media

To describe NAPL dissolution problems in a two-dimensional fluid-saturated
porous medium, Imhoff and Miller (1996) made the following assumptions: (1)
although NAPLs are mixtures of several species, only a single-species NAPL is
considered; (2) water is negligible in the NAPL; (3) the NAPL is at residual
saturation, existing as discrete ganglia or blobs trapped by capillary forces within
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the porous medium; (4) in the absence of the NAPL, the porous medium is
homogeneous and isotropic; (5) the NAPL is immobile and incompressible; (6)
water is incompressible and the solid matrix of the porous medium is rigid; (7)
two-dimensional flow is in a horizontal plane so that gravity is neglected; and (8)
the aqueous phase moves through the region of the residual NAPL and slowly
dissolves NAPL ganglia. Under these assumptions, considering the mass conser-
vation of the aqueous phase, nonaqueous phase and NAPL species, respectively,
yields the following governing equations:

B0 =800 + V- [9(1 ~ S)p%] = R 0.1

0
a(¢snpn) = —R, (92)

180 = S0, + V- [9(1 — S)purval = V- [9(1 ~ S,)p,Du - V) + R
9.3)

where ¢ is the porosity; S, is the NAPL saturation (i.e. the fraction of the void
space occupied by the NAPL); p, and p,, are the aqueous phase and nonaqueous
phase densities; R is the mass exchange of the NAPL species from the nonaqueous
phase to the aqueous phase; y is the mass fraction of the NAPL species in the
aqueous phase; Dy, is the general dispersion tensor; and v, is the averaged linear
(i.e. interstitial) velocity vector of the aqueous phase.

Based on Darcy’s law, the averaged linear velocity vector of the aqueous phase
can be expressed as follows (Bear 1972):

—k(Sn)

Va=———<5— VD 9.4
qs(l_Sn):ua b ( )

where k(S,) is the saturation-dependent permeability of the porous medium to
aqueous phase flow; p, is the dynamic viscosity of the aqueous phase; p, is the
aqueous phase pressure.

Imhoff and Miller (1996) proposed to use the following expressions for the
saturation-dependent permeability, the dispersion tensor and the mass exchange of
the NAPL species from the nonaqueous phase to the aqueous phase, respectively:

1= 8, = Sa\’
k(Sn) = kf( 1_5. ) , (9.5)
| D+ orva 0
Dy = [ 0 Dy, + arv, ]’ (96)

R=K(Cy—C), (9.7)
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where k; is the intrinsic permeability of the porous medium after the NAPL is
completely dissolved; S,; is the irreducible saturation of the aqueous phase; 7 is the
tortuosity of the porous medium; D,, is the molecular diffusivity of the NAPL
species in the aqueous phase; a7 and oy are the transversal and longitudinal dis-
persivities of the NAPL species in the aqueous phase; v, is the amplitude of the
averaged linear velocity vector of the aqueous phase; C is the concentration of the
NAPL species in the bulk aqueous phase (C = p,y); C,, is the equilibrium con-
centration of the NAPL species in the aqueous phase; and K is the mass transfer
rate coefficient as follows:

K = BoSlh, (9.8)
where f, is a function of the porous medium, the NAPL, and the velocity, viscosity
and density of the aqueous phase fluid; f3, is a constant (Imhoff and Miller 1996).

Substituting Egs. (9.4)—(9.7) into (9.1)—(9.3) yields the following governing
equations for the NAPL dissolution system:

¢>aai” =_-V. (Li”)vpa> — 5 (Ceq — ©), (9.9)
os, K
¢, =—p—n(Ceq—C), (9.10)
¢% [(1=8,)C] =V -[p(1 —S,)Dy-VC]+ V- (@ CVpa) +K(C,y — C).

(9.11)

Note that S,, C and p, are three independent variables in these three equations
so that the NAPL dissolution problem is well posed mathematically.

As the boundary conditions expressed in the work of Imhoff and Miller (1996)
are incorrect for the NAPL dissolution problem of an infinite domain, they need to
be corrected as follows:

0
lim C=0, lim 2¢= Pay  (upstream boundary), (9.12)
X——00 X——00 a_x
. _ . apu o
lim C = C,q, lim =plo (downstream boundary), (9.13)
xX—00 x—o00 OX

where piuf is the pressure gradient of the aqueous phase as x approaches negative
infinity in the upstream of the aqueous phase fluid flow; p/ , is the unknown
pressure gradient of the aqueous phase fluid as x approaches positive infinity in the
downstream of the aqueous phase fluid flow. Since p;rf drives the aqueous phase
fluid flow continuously along the positive x direction, it has a negative algebraic
value (i.e. pﬁw- <0) for the problem under consideration.
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The initial condition for this problem is: S,(x, 0) = S, expect at the negative
infinity, where liljl S, (x, 0) = 0. Note that S, is the initial saturation of the NAPL.

9.2 Theoretical Analysis of NAPL Dissolution Induced
Instability Problems in Two-Dimensional
Fluid-Saturated Porous Media

9.2.1 Previous Approach

In the previous approach, Imhoff and Miller (1996) considered a typical theoretical
problem involving the propagation of a planar NAPL dissolution-front in a full
plane (i.e. an infinite domain), which is comprised of a fluid-saturated homoge-
neous porous medium. For this problem, the aqueous phase fluid flow is only in the
x direction when the planar NAPL dissolution-front is in a stable state, while it
remains dominant in the x direction even when the planar NAPL dissolution-front
is at the early stages of an unstable state. In the former case, the aqueous phase
fluid velocity is exactly equal to zero in the y direction, whereas in the latter case,
the aqueous phase fluid velocity in the y direction is relatively small to that in the
x direction so that it can be neglected, from the theoretical analysis point of view.

In the work presented by Imhoff and Miller (1996), the following dimensionless
quantities are used:

X _ Yy -t e _ Da
= — = = I =— C = o= —, 914
X 1*7 y l*v l‘*7 Ceq, p pz ( )
_ D, kS, - K p
Dp=—-" K(S,) = , K=—, p,="a 9.15
V= Hs) = o nmt o)

where X and y are the dimensionless coordinates; 7 is the dimensionless time; Cis
the dimensionless concentration of the NAPL species in the aqueous phase; p, is
the dimensionless aqueous phase pressure; Dy is the dimensionless (general)
dispersion tensor; k(S,) is the dimensionless saturation-dependent permeability of
the porous medium to aqueous phase flow; Kj is the value of K at S, = S,0; K is
the dimensionless mass transfer rate coefficient of the NAPL species from the
nonaqueous phase to the aqueous phase; p, is the dimensionless aqueous phase
density; Dyy, I*, t* and p); are defined as follows:

DLf =1D,, + AL Vaf, (916)

D
== (9.17)
Vaf
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DyS,
=0 (9.18)
svaf
D
pr = 2Dt he, (9.19)
f

where ¢ = C, / P Var 1s the final value for the amplitude of the linear averaged
velocity vector of the aqueous phase after the NAPL is completely dissolved from
the porous medium; and other quantities have the same meanings as defined
previously.

Based on Egs. (9.14), (9.17) and (9.19), the dimensionless pressure gradient of
the aqueous phase in the x direction can be expressed as follows:

OPa "\ 0pa 1 Opq
(BN _ 1 2
ox (PZ) Ox Py Ox (9:20)

where p;xf is the pressure gradient of the aqueous phase after the NAPL is com-

pletely dissolved from the porous medium.
Considering Eq. (9.20) and Darcy’s law yields the following equation:

Vg _ 1 Op,
_a _ — I - Sn — .
g Vaf (S) 1-S, Ox

(9.21)

Substituting above dimensionless quantities into Egs. (9.9)—(9.11) yields the
following dimensionless equations:

¢ 0S, - - eK _
O (S, Ve — T2 (1-0), 22
S o0 V- k(S,) VP ¢pa( C) (9.22)
1 oS, K _
———=-T—(1- 2
=T (1-0), 9.23)
e 0 _ _ _ __
Sia_f[(l —S)Cl=V-[(1=8,)Dy-VC]+V-[(1=S5,)Ck(S,)Vpa
n0
1 0S8,
_S_n()ﬁ7 (9.24)
where
KoD
r=—2% (9.25)
Vor

The boundary conditions associated with the above dimensionless quantities
can be expressed as follows:
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lim C=0, lim i 'y = —1  (upstream boundary), (9.26)
X——00 x——00 0X
m C—1, lim2e_p ! (downstream boundary).  (9.27)
im C = im = =—= ownstream boundary). .
X—00 ’ ioo0 OX Pao k(Sn() Y

The use of the above dimensionless quantities implies that in the previous
approach (Imhoff and Miller 1996), the dimensionless pressure gradients of the
aqueous phase are equal to two fixed constants as X — —oo and X — +oc0o. This
may be the first weakness of the previous approach since the main driving force,
namely the dimensionless pressure gradient of the aqueous phase, was not used as
an independent variable in the corresponding theoretical analysis.

Similarly, the corresponding initial condition is: S,(x, 0) = S, expect at the
negative infinity, where XlimaO S, (%, 0) = 0. Note that S, is the initial saturation of

the NAPL.

In the limit case as ¢ approaches zero, a planar NAPL dissolution-front divides
the problem domain into two regions, an upstream region and a downstream
region, relative to the propagation location of the planar NAPL dissolution-front.
Across the planar NAPL dissolution-front, the NAPL saturation undergoes a step
jump from its initial value into its final value. As a result, the planar NAPL
dissolution-front propagation problem can be treated as a Stefan moving boundary
problem (Chadam et al. 1986; Imhoff and Miller 1996). In this limit case, the
corresponding dimensionless governing equations of the NAPL dissolution prob-
lem in both the downstream region and the upstream region can be expressed as
follows:

C=1, V*p,=0, S,=S, (inthedownstream region), (9.28)

Pa - . .
v { |:(DL;‘ I- Ox anpervmn) ] + CVpa} = O’ \V4 Da = O, Sn -0

(in the upstream region), (9.29)

where

., RE
Dd[spersion - |: 0 OCT:| ) (930)

where I is a unit second-order tensor (i.e. a 2 by 2 unit matrix); &, = o, /I* and
o = or / I

If the planar NAPL dissolution-front is denoted by S(x, 7) =0, then the
dimensionless pressure, dimensionless NAPL concentration and the mass fluxes of
both the NAPL and the aqueous phase fluid should be continuous on S(x, 7) = 0.
This leads to the following interface conditions for the planar NAPL dissolution-
front propagation problem:
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Sli%l* €= _S‘ILI(I)‘{r C7 SEI(I)‘{pa - Sll,lg)lera’ (931)

im (P _ 5 1€ . Pa ¢ __op
1 —m - p. =V ont- n! ] i = n ] a_ . 2
Jim (G~ HPuy) g = Vom0, lim = K(S,0) lim 25, (9:32)

where n=n/l*; n is the normal vector of the propagating planar NAPL
dissolution-front; and Vg, is the dimensionless propagation speed of the planar
NAPL dissolution-front.

When the planar NAPL dissolution-front is in a stable state, base solutions for
this theoretical problem can be expressed as follows:

Co(&) =1, paw(&) =Pploé +Pacts Sw = Swo (in the downstream region),
(9.33)

ch<é>=exp<—%p“f,i> = exp(&), Pab(E) =Pl +Puca, Suip=0

Dy AL axf

(inthe upstreamregion), (9.34)

where C, pay and S, are the base solutions for the dimensionless concentration of
the NAPL species in the aqueous phase, the dimensionless aqueous phase pressure
and the saturation of the NAPL, respectively; p,c1 and p,c» are two constants to be
determined.

]—7/
- - — axj
5 =X = Vrontl,  Vfront = — ! =

1
Sno Sn() . (935>
To determine the critical condition under which a planar NAPL dissolution-front
in the fluid-saturated porous medium can become unstable, a small dimensionless
time-dependent perturbation is added to the planar NAPL dissolution-front. As a
result, the total solutions of the NAPL dissolution system are equal to the sum of the
base and perturbed solutions as follows:

S(¢, y,1) =& — dexp(wi) cos(my), (9.36)
Patoat (&, 3, 1) = Pan(&, ) + 6pa(&) exp(@ 1) cos(my), (9.37)
Clotal(éa Y, f) = Ch(ia i) + 56(5) exp((bf) COS(ﬁly), (938)

where @ is the dimensionless growth rate of the perturbation; m is the dimen-
sionless wavenumber of the perturbation; C and p, are the perturbed solutions for
the dimensionless concentration of the NAPL species in the aqueous phase and the
dimensionless aqueous phase pressure, respectively; J is the amplitude of the
perturbation and é < 1 by the definition of the linear stability analysis.



9.2 Theoretical Analysis of NAPL Dissolution Induced Instability Problems 231

Since S(¢&, ¥, 1) is a function of coordinates ¢ and y, the following derivatives
exist mathematically:

-5 @ 658 ()-5@6)

o). 0cas ¢/ dy/: 0yoS )y oy\o¢), \oy/¢
(9.39)

o’ &’ O\ _so  (as\*@&* oS & o’

) = \==] > 2= Tamaet |\ A —2+2—_—_+ 2= | -

o) \oet)s \oy*/). y*0¢ \dy/ o¢ oy ocoy  \0y*/
(9.40)

Substituting the total solutions into the governing equations (i.e. Egs. (9.28) and

(9.29)) yields the first-order perturbation equations for the NAPL dissolution
system as follows:

- azﬁa

C=0, 02 m*py +m’pl, =0 (in the downstream region), (9.41)
@—@—Arﬁé—f—Aﬁzzex (&) + (1 —og)ex (f)%—& ex (5)62}, =0
662 aé p S L p aé L 1UNS 662 )

o°p
aé; — P, + mzﬁ’ﬂf =0 (in the upstream region),
(9.42)
where
% +oar D), + orvyr
A= = (9.43)

Dy | 5 :
DL + oy D+ oy

It needs to be pointed out that in the process of deriving the first-order per-
turbation equation for solute transport in the NAPL dissolution system, the fol-
lowing expression has been considered:

TDm apamtal n ~
V- —I - D ispersion | * VCO a
KDLf ox o

_ g TDm _ aﬁatoml aCtotal + E % _ aﬁalotal aCmtal
ax [\Dy " & Ox oy [\Dy T ox oy
|:<TDm a apatotal> aZCmm[ — azﬁamta/ aCt‘otal:|

Dy tTax ) ae  Taw ox

TDm — apatotul 62 (_:total — 62]77at0tal aCtotal
+ — — or — > or — — .
Dyy ox oy oxdy Oy

(9.44)
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For the sake of convenience, the following expression is used to derive the first-
order perturbation equations:

0
— = 9.45
: (9.45)
Substituting Egs. (9.37) and (9.38) into the first term on the right-hand side of

Eq. (9.44) and considering 0°p / (0x?) = 0 simultaneously yield the following
equation:

<TDm = apuwtal) azélotal — azﬁutoml aéwtal

Dy T ox w T ox
(G- n ) S (T ) Goomoncotm
—a aga aa C;b dexp(@1) cos(my) — o, @apa 22 > [dexp(@7) cos(my)]”
o aaz;“ a? d exp(@ 1) cos(my) — aaz;” a; [0 exp(@7) cos(imy)]*.

If the second-order terms due to the perturbation are neglected, then Eq. (9.46)
can be rewritten in the following form:

(fD & aputotal) azéwtal — azﬁatoml aélatal

Dy ©ox ) a2 "t oae ox
_ (tDw  _ Opa 0’Cy D, _ Opw) *C 0.47
N (D_Lf_“L 6x> a2 T\Dy e ) g dop@n) cos(my) (9.47)
_ 0p,0°Cy a 50 0C,
AT dexp(@1) cos(imy) — L2 o ——dexp(@7) cos(my).

Compared with the previous case when dispersion is considered as the scalar of
a constant (Chadam et al. 1986; Zhao et al. 2008b, c), two new terms, namely

apa ’Cy
Lox o

6 Pa0C)

L2 — 5 exp(@7) cos(my),

LS exp(wf) cos(my) and —
are added in the process of deriving the first-order perturbation equation for solute
(i.e. NAPL) transport when dispersion is considered as the second-order tensor.

Similarly, if Egs. (9.37) and (9.38) are substituted into the second term on the
right-hand side of Eq. (9.44) with the consideration of 0°pg / (0x0y) =0 and
0Cy, /0y = 0, then the following equation can be obtained when the second-order
terms are neglected:
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(ﬂ — 6palotal> 62 szal o azﬁatowl aat()ml

Dy ox 0y2 0xdy 0y

_ <% 5 apa;,> °C,, (rDm s apah> 02 [C’ cos(ﬁzj))]
Dy | x ) oy Dy & 2

oexp(wi).
(9.48)

In this situation, compared with the previous case when dispersion is considered
as the scalar of a constant, no extra term is contributed to the first-order pertur-
bation equation for solute (i.e. NAPL) transport when dispersion is considered as
the second-order tensor.

Since the dispersion tensor is a function of perturbed dimensionless pressure
(i.e. the term related to 0p,(&)exp(@7)cos(imy)), the first-order perturbation
equations when solute dispersion is considered as the second-order tensor are
different from those when it is considered as the scalar of a constant (Chadam et al.
1986). Obviously, consideration of the dependence of the dispersion tensor on the
perturbed dimensionless pressure results in much more complicated perturbation
equations with two additional terms, so that special mathematical treatments
should be used to derive the corresponding analytical solutions. Due to the neglect
of this fact, the analytical solutions derived by Imhoff and Miller (1996) are
conceptually questionable.

The boundary conditions for the first-order perturbation problem are:

. 0p,

lim C =0, lim Pa_ (downstream boundary), (9.49)
. 0Py

lim €=0, lim E =0 (upstream boundary). (9.50)

Similarly, the interface conditions for this first-order perturbation problem can
be expressed as follows:

Slg(g{ C= slir(r)1+ C, Slim Da = hm pa, (9.51)
. |oC _ opa| B - Pa
Sli%l* [aﬁ— o, | = @S0, Shr(I)l*aT k( ,,0) 1 5 (9.52)

Solving Egs. (9.41) and (9.42) with the boundary and interface conditions (i.e.
Egs. (9.49)—(9.52)) yields the following analytical solutions:

C=0, p.(&)=P [1 - rﬁexp(—mé) (in the downstream region),
(9.53)
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€(@) = exp(e) - HPELEBIU= P expogy + (11— sm) {Lexplim+ 1l
Pa(&) = |1+ I ;gexp(mé) (in the upstream region),
(9.54)
where
/ =)
p=k(Sw), o= %AH. (9.55)

Inserting Egs. (9.54) into (9.52) yields the following equation for the dimen-
sionless growth rate of the small perturbation:

mZ
w:m{Z— 2—am( - p) AL gm0 —ﬁ)}-

(9.56)

Equation (9.56) indicates that the dimensionless growth rate of the NAPL
dissolution system is not only dependent on the ratio of transverse dispersion to
longitudinal dispersion (i.e. A), but also dependent on the dimensionless longi-
tudinal dispersivity itself (i.e. &;). This demonstrates that Eq. (9.56) is conceptu-
ally different from the dimensionless growth rate derived by Imhoff and Miller
(1996). Due to this conceptual difference, their model predictions are questionable
so that the critical condition under which a planar NAPL dissolution-front
becomes unstable cannot be appropriately derived. This is another weakness of the
previous approach used by Imhoff and Miller (1996).

9.2.2 Current Approach

To overcome the weaknesses associated with the previous approach, the following
dimensionless quantities are used to derive the dimensionless governing equations
of the NAPL dissolution system:

_ X _ y —= C — Pa
= — = — C: = — .57
I=r0 V=10 Cor? Pa =t (9.57)
_ o _ o _t C
=rn =g I=e e=—t<l (9-58)
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where
N (959)
= Dy — o W (Sa) _k(Sn)
Du= s WS = yigy WS =" (960)

where /(S,) is the value of Y/(S,) at S, = S,; and S,y = 0 is the saturation of the
NAPL after it is completely dissolved in the NAPL dissolution system.

Inserting Eqgs. (9.57)-(9.60) into (9.9)—(9.11) yields the following dimension-
less governing equations for the NAPL dissolution system:

a n -~
5 +8h(1-C)=0, (9.61)
or
) _ _ - _ oS,
o5 [(1=8,)C] =V -{[(1 = S,)Dp] - VC + CY(S,)VPa} + T (9.62)
os,, - _
eo H Y WS)VPd 2 Sh (1= ) =0, (9.63)
where
_ (11— e 0
Dy, = . R T (9.64)

1-S, ox

The boundary conditions in this case can be expressed in the dimensionless
form as follows:

_ OPu
lim C=1, lim % =po (downstream boundary), (9.65)

0Ppa

X——00 x——00 OX

=Pl (upstream boundary). (9.66)

In the limit case of ¢ approaching zero, the dimensionless governing equations
of the NAPL dissolution problem in both the downstream region and the upstream
region can be expressed as follows:

C=1, V*,=0, S,=S, (inthe downstream region), (9.67)

Ma e 1
v-{KI—LDd. . )-vc}jucv,—ya}:o, V2, =0, S,=0
ax spersion

(in the upstream region), (9.68)
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where

X &L 0

Ddispemion - |: 0 OCT:| . (969)

If the planar NAPL dissolution-front is denoted by S(x,7) =0, then the

dimensionless aqueous phase fluid pressure, dimensionless NAPL concentration

and the mass fluxes of both the NAPL and the aqueous phase fluid should be

continuous on S(X, 7) = 0. This leads to the following interface conditions for the
planar NAPL dissolution-front propagation problem:

1. —~ — 1. = 1. — — 1. — .7

fp C=fip €& fippe=figpe 70
. _ aC _ . aﬁa '«p(SnO) . ai)a

lim (1 — 2P, ) == = VrontSn 1 = \ 1

SLI(I)I*( WP ) a0 £Sn0, S0 o ¥ (Sw) s-0 O &0

where 7 =n/L*; n is the normal vector of the propagating planar NAPL
dissolution-front; and Vj,,, is the dimensionless propagation speed of the planar
NAPL dissolution-front.

Base solutions for this theoretical problem can be expressed as follows:

Co(&) =1, pw(&) =p &+ Pact, Sw =Sw (in the downstream region),

(9.72)
=/
(&) =exp — L9 &) | Bup(€) = Pl + Pucs,  Swp =
1 - OCLpaxf ) (973)
(in the upstream region),
where p,c1 and p,c> are two constants.
== 7 o= _ lp(Snf) —/ - _ p;xf
f =X — Vfrontta paxO - I,D(Sn())pwg” Vfront = — Sm) . (974)

By following the same procedures as those used in the above linear stability
analysis, the first-order perturbation equations of the NAPL dissolution system can
be expressed as

. *h,
Cc=0 2 m?py + m*pl o =0 (in the downstream region), (9.75)
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(1 ochaxf> 2252 + Do 2? (1 - &Tp;xf> m2C

(1 = o1ty )Pl ( P )

1 - &Lﬁiuf - &Lﬁ;xf

Paof WPy Pt OPa
-1 ;f,, 1+ = ,wi exp _l_fi’“/:’é ; (9.76)
LP axf LD gxf XLP oxf 4

a =/ =/ 62/\
+L“ff,e>§p - pf“f_, ¢ pza=0,
1- O‘Lpaxf 1 - O(Lpaxf aé

*p
&2

— impa + mzﬁ;xf =0 (in the upstream region),

Since the dispersion tensor is a function of perturbed dimensionless pressure
(i.e. the term related to 0p,(&)exp(@7)cos(my)), the first-order perturbation
equations derived here are different from those derived by Imhoff and Miller
(1996) previously.

Although the corresponding boundary conditions are the same as those
expressed by Egs. (9.49) and (9.50), the interface conditions for this first-order
perturbation problem can be expressed as follows:

Slgglﬁ C= Slir(r)1+ C, Slim Da = hm pa, (9.77)

oC Py Opa Pa WS, Pa

50~ on 1 —oap,, on §—0- 0n  Y(Sy)Ss—0- On
(9.78)

Solving Egs. (9.75) and (9.76) with the corresponding boundary and interface
conditions yields the following analytical solutions:

. 1 —
=0, p.(&)=p [1 1 ﬁexp( mi)] (in the downstream region),

4
(9.79)
: 7, 7 (14 B) + (st — o) (1= )
PN pmf puxf 1=a.p .
C) = _% {CXP <_ 1= &Lﬁile é) 1+5 CXP(O—C)}

- Py ! — ogim 1= ﬁexp m— 7[)24 14
L—oupl | \1 = 0Pl 1+p L—oupl, ) ||’
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Pa(&) = Py [l + Tﬁexp(mf)] (in the upstream region), (9.80)

where

_ lp(Sn()) _ k(Sn())
P = )~ ) 9.81)

_ 2 _ _ _
Payy + 4 (1-1p,,,) __Puy
1—&Lp;v. 1—&LﬁL’,Xf l—a@;v

2

g =

(9.82)

Inserting Egs. (9.80) into (9.78) yields the following equation for the dimen-
sionless growth rate of the perturbed NAPL dissolution-front:

(1+p)+ (ﬁ—%@(l —ﬁ)]a}

ﬁ;xf _ p;xf _ _2( _ (1 _ ﬂ)
_ T _ Yaf | — ) -p |
(1 + ﬁ)sn() [(m 1-— &Lﬁ;xf aLm OCLpa}cf 1_ &Lﬁivff

(9.83)

(Z):

Paxyf (1+ B)poy n
1-— ach;xf

(1 + ﬂ)Sno

Equation (9.83) indicates that the dimensionless growth rate is not only
dependent on the dimensionless wavenumber of the perturbation, but also depen-
dent on the dimensionless pressure gradient of the aqueous phase fluid in the
upstream direction of the NAPL dissolution system. This means that in order to
determine the value of @, either the dimensionless pressure gradient of the aqueous
phase fluid applied to the upstream of the NAPL dissolution system ([_J;xf) or the
dimensionless wavenumber of the perturbation (71) may be kept constant. In
the former case, the value of the dimensionless growth rate is positive when the
dimensionless wavenumber of the perturbation is very small. This indicates that if
the dimensionless wavelength of the perturbation is infinite, then the NAPL dis-
solution front is unstable, even if the absolute value of the dimensionless pressure
gradient of the aqueous phase fluid in the upstream direction of the NAPL disso-
lution system is very small. However, to allow a perturbation of infinite dimen-
sionless wavelength to take place, the dimensionless geometrical characteristic
length of a NAPL dissolution system, which is defined as the dimensionless geo-
metrical length of the NAPL dissolution system in the direction perpendicular to the
aqueous phase liquid flow (i.e. L, = L, / L"), should be equal to infinity. Therefore,
for the NAPL dissolution system of an infinite domain, the stability of a NAPL
dissolution front can be independent of the value of the dimensionless pressure
gradient of the aqueous phase fluid applied to the upstream of the NAPL dissolution
system (i.e. ﬁiuqf)' This is the situation that was considered by Chadam et al. (1986).
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The dynamics of a NAPL dissolution system in this particular case can be
shown in Fig. 9.1, where Zh = —ﬁ;hf and Zh is called the Zhao number (Zhao et al.
2009). To obtain the numerical results in this figure, the following parameters are
used: the initial saturation (S,,9) of the NAPL is 0.2; the irreducible saturation (S,;)
of the aqueous phase fluid is 0.15; the dimensionless longitudinal dispersivity (o)
is 0.2; and the dimensionless transverse dispersivity (a7) is 0.02. Since p;xf<0
when the aqueous phase fluid flow is along the positive x direction, the values of
Zh are positive in the theoretical analysis. It is noted that for a given Zhao number
(i.e. Zh), there is a cutoff dimensionless wavenumber corresponding to the
dimensionless growth rate of zero. This indicates that if the dimensionless
wavenumber of a perturbation in the NAPL dissolution system is greater than this



240 9 Fundamental Theory for Nonaqueous-Phase-Liquid Dissolution-Front

cutoff value, then the dimensionless growth rate of the perturbation is less than
zero so that the NAPL dissolution system is in a stable state. Since the value of the
dimensionless growth rate is positive when the dimensionless wavenumber of the
perturbation approaches zero, the NAPL dissolution system is unstable as the
wavelength of the perturbation approaches infinity. As the Zhao number increases,
both the cutoff dimensionless wavenumber and the dimensionless growth rate
within the range of positive values increase significantly. This demonstrates that an
increase in (the magnitude of) the upstream aqueous phase fluid flow can
remarkably destabilize the NAPL dissolution system so that a planar dissolution
front can easily evolve into complicated morphologies.

Since most NAPL dissolution systems in the real world are of finite domains, it
is desirable to investigate the instability of NAPL dissolution fronts in aqueous
phase fluid-saturated porous media of finite domains. If a NAPL dissolution system
has a finite domain, then the dimensionless critical characteristic length (i.e.
Leviicar) of the NAPL dissolution system can be represented by half the dimen-
sionless wavelength associated with the given dimensionless wavenumber (i11) of a
perturbation. This is the second case that is considered in this chapter. In this
situation, the dimensionless geometrical characteristic length of a NAPL disso-
lution system is equal to the dimensionless critical characteristic length (i.e.
Z,y = Leyirica) Of the NAPL dissolution system, so that half the dimensionless
wavelength of the perturbation can be accommodated within the NAPL dissolution
system of a finite domain. This means that when the dimensionless geometrical
characteristic length (i.e. L) of a NAPL dissolution system is given, the minimum
value for the dimensionless wavenumber (/1) of the perturbation can be determined
from the dimensionless critical characteristic length of the NAPL dissolution
system. Note that this minimum value for the dimensionless wavenumber of the
perturbation corresponds to the maximum value of the dimensionless wavelength
of the perturbation. To enables such a perturbation to grow, there is a requirement
for the injected aqueous phase fluid flow in the upstream direction of the NAPL
dissolution system. In other words, the injected aqueous phase fluid flow must be
strong enough to allow the NAPL dissolution front to become unstable. As a result,
the corresponding minimum absolute value of the dimensionless pressure gradient
of the aqueous phase fluid in the upstream direction of a NAPL dissolution system
can be defined as the critical Zhao number of the NAPL dissolution system having
a finite domain (Zhao et al. 2009).

Figure 9.2 shows the dynamics of a NAPL dissolution system in this particular
situation. To obtain the numerical solutions in this figure, the same basic param-
eters as those used to obtain the numerical results in Fig. 9.1 are employed here for
the initial saturation (S,o) of the NAPL, the irreducible saturation (S,) of the
aqueous phase fluid, the dimensionless longitudinal dispersivity (&), and the
dimensionless transverse dispersivity (o7) in the NAPL dissolution system. For a
given dimensionless wavenumber (i.e. /), there is a critical Zhao number that
corresponds to a change in the sign of the dimensionless growth rate from negative
to positive. Thus, if the Zhao number of a NAPL dissolution system is greater than
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this critical value, then the dimensionless growth rate of the perturbation is
positive so that the NAPL dissolution system is in an unstable state. Since the
value of the dimensionless growth rate is negative when the Zhao number of a
NAPL dissolution system is less than the critical Zhao number, the NAPL dis-
solution system is stable for the given dimensionless wavenumber (i.e. ). As the
dimensionless wavenumber increases, both the critical Zhao number and the
dimensionless growth rate within the range of positive values increase dramati-
cally. This indicates that for the NAPL dissolution system of a finite domain, the
dimensionless growth rate associated with a higher Zhao number can be greater
than that associated with the critical Zhao number of the NAPL dissolution system.
As a result, fingering morphologies may become the dominant patterns of NAPL
dissolution fronts in NAPL dissolution systems involving finite domains.
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Since it is the dimensionless pressure gradient (i.e. p;xf) of the aqueous phase
fluid (applied to the upstream of the NAPL dissolution system) that forms the
driving force for the NAPL dissolution system of a finite domain, it is reasonable
to take /m as a constant so that the critical condition under which the NAPL
dissolution system becomes unstable can be derived. In the work of Imhoff and
Miller (1996), they set p,, =1 in the process of deriving the critical dimen-
sionless wavenumber of the perturbation, implying that the dimensional pressure
gradient (p;xf) of the aqueous phase fluid applied to the upstream of the NAPL
dissolution system was treated as a constant, rather than as an independent variable
for the NAPL dissolution system. Thus the Darcy velocity that is equal to the
product of (—kf / u,) and pfmf was equivalently treated as a constant, rather than an
independent variable.

Letting @ = 0 yields the following characteristic equation for the critical Zhao
number (i.e. Zh,i;cqr) of the NAPL dissolution system having a finite domain.

1

(1 + B)thrin’cal .
1+ &Lthrirical

1 + 01 Zhrisicar

e+ ( ~n ) (1= )]y

(9.84)
_ thrizical — — (1 B ﬁ)
+ m+-————oym(l + o Zheisical) | ——————| =0,
|:< 1 + “Lthritical ( critiea ) 1 + o(Lthritical
where
2 _ _
Zheritica 4m(14+0, Zheritica Zheriica
\/(1+“ZZhL»zilriz-z:1) + m1+&féh(-miml : + 1+5€Lth~i’rimz

o = (9.85)

2

With m = 1 taken as an example, Eq. (9.84) can be expressed as follows:

(1 + B)thritical 1 _
i |00 ()00

_ thritical — — (1 - ﬁ) :l
+ im~+ ————————— (1 + 0z Zherisica — | =0,
|:< (1 + OCL)thritical L( L ! 1)> (1 + O(L)thritical

(9.86)

where

2 _
Zherirical + (1487 Zherirical) + Zheritical
1401 Zheisical 1401 Zheisicar 1401 Zheisical

2

0) = (987)

Physically, m = 1 means that the dimensional wavelength (i.e. 4) of the per-
turbation has the same order of magnitude as the intrinsic characteristic length (L*)
of a NAPL dissolution system because m = 2nL* /1.
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Since (1 + @1 Zheyiticar) > 0, Eq. (9.86) can be rewritten into the following form:

(1 + ﬁ)thritical - {(1 + ,8)(1 + aCLthritical) + [1 - a‘L(l + &Lthritical)](l - B)}GZ

thritical — —
1+—F— 1 Zheritica 1—-p)=0. 9.88
+ ( + 1 + a1 Zherivicar {1+ ! [)> ( 2 ( )

If &y = oy = 0, then Eq. (9.88) has the following solution:

G-p+p)

thriica =
(1 p)

(9.89)

This solution is identical to the previous theoretical results when the solute
dispersion effect is neglected in the mineral dissolution system (Zhao et al. 2008b, c).

Based on the characteristic quantities expressed in Eq. (9.59) for the NAPL
dissolution system, the dimensionless Zhao number is defined as follows (Zhao
et al. 2009):

. P, ,a)gf L o Vaxf 1

Zh = _i’;xf = p:; - \/m ﬂ_() = FadvectionFdispersioanissolution7 (990)

where

Fagvection = Vayy  (representing the aqueous phase fluid advection), (9.91)

Faispersion = W (representing the NAPL solute diffusion/dispersion),
(9.92)
1
Fiissolution = ﬁ— (representing the kinetics of the NAPL dissolution), (9.93)
0

where V,,s is the Darcy velocity of the aqueous phase fluid after the NAPL is
completely dissolved in the NAPL dissolution system.

Equation (9.90) indicates that the Zhao number is a comprehensive dimen-
sionless number to represent the three major controlling mechanisms simulta-
neously taking place in the NAPL dissolution system. By means of both the Zhao
number and the critical Zhao number, the instability of NAPL dissolution fronts in
fluid-saturated porous media of finite domains can be assessed. If Zh <Zh.,iicai,
then the NAPL dissolution system is subcritical, while if Zh > Zh,,i;icq1, then the
NAPL dissolution system is supercritical. When Zh = Zh,,isica1, the NAPL disso-
lution system is in a critical state.
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9.2.3 Theoretical Understanding of the Effects of Solute
Dispersion on NAPL Dissolution-Front Instability
in Two-Dimensional Fluid-Saturated Porous Media

The present theoretical solution can be used to investigate theoretically the effect
of solute dispersion on NAPL dissolution-front instability in a fluid-saturated
porous medium. For this purpose, the critical Zhao numbers associated with dif-
ferent dimensionless solute-dispersion coefficients in the case of |m| =1 are
evaluated from the characteristic equation (i.e. Eq. (9.88)). As indicated by

Egs. (9.5) and (9.81), f= (1 =S4 — Sw)’ / (1 —S,)°, implying that f is a

function of both the initial saturation (§,) of the NAPL and the irreducible sat-
uration (S,;) of the aqueous phase fluid so that the critical Zhao number is a
function of a;, oy, Sy and S,;. Therefore, for a given set of S, and S,;, the critical
Zhao number is only dependent on &; and ay. In the case of S, =0.2 and
S. = 0.15, the distributions of the critical Zhao number due to different solute
dispersion ratios are shown in Fig. 9.3, where the solute dispersion ratio (as rep-
resented by oy /ar) is defined as the ratio of the dimensionless longitudinal dis-
persivity (o) to the dimensionless transverse dispersivity (ar). It is obvious that
with an increase in the dimensionless longitudinal dispersivity, the critical Zhao
number can increase significantly, especially for the smaller solute-dispersion
ratios such as &, /&y = 1 and o, /ar = 2. For a given dimensionless longitudinal
dispersivity, the critical Zhao number also increases significantly with an increase
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in the solute dispersion ratio, o /ar. This indicates that an increase in either the
longitudinal dispersivity or the dispersion ratio stabilizes the NAPL dissolution
front so that it becomes more difficult for a planar NAPL dissolution-front to
evolve into different morphologies.

9.3 Computational Simulation of NAPL Dissolution-Front
Instability Problems in Two-Dimensional
Fluid-Saturated Porous Media

Although the present theoretical results can be used to assess whether or not a
NAPL dissolution system involving a finite domain is supercritical, it is very
difficult, if not impossible, to simulate the morphological evolution of a NAPL
dissolution front using theoretical methods. For this reason, numerical methods are
often used as a complementary way to simulate the morphological evolutions of
NAPL dissolution fronts in supercritical NAPL dissolution systems involving
finite domains. Since numerical methods are approximate solution methods, they
should be verified using some benchmark problems, the analytical solutions for
which are available for comparison. To verify the accuracy of the computational
simulation, a benchmark problem is constructed from the theoretical analysis
derived under subcritical Zhao numbers in the previous study (Zhao et al. 2009).
As a result, the numerical solution obtained from the benchmark problem can be
compared with the corresponding analytical solution. To further verify whether or
not the proposed numerical procedure can be used to simulate the morphological
evolution of NAPL dissolution fronts in fluid-saturated porous media of super-
critical Zhao numbers, a computational model that was presented by Imhoff et al.
(2002) on the basis of their previous laboratory experiments (Imhoff et al. 1996) is
used in this investigation. Since computational simulation results for the compli-
cated morphological evolution patterns of NAPL dissolution fronts compared well
with those observed from the corresponding laboratory experiments (Imhoff et al.
1996; Miller et al. 1998), this computational model can be used as a typical
representative of the related laboratory experiments. On the other hand, because
both the detailed input parameters and output results of this computational model
are openly available (Imhoff et al. 2002), it can be served as a useful benchmark
problem for verifying numerical procedures that are used to simulate the mor-
phological evolution of NAPL dissolution fronts in fluid-saturated porous media of
supercritical Zhao numbers. For this reason, the proposed numerical procedure
will be verified by comparing the current results with those previously obtained
from the same laboratory experiment-based computational model (Imhoff et al.
2002).
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9.3.1 Formulation of the Proposed Numerical Procedure
Jor Simulating the Evolution of NAPL Dissolution
Fronts

The dimensionless governing equations (i.e. Egs. (9.61)—(9.63)) of a NAPL dis-
solution problem in a two-dimensional fluid-saturated porous medium can be
solved using a combination of the finite element and finite difference methods
(Zhao et al. 2011). Toward this end, the finite element method is used to discretize
the geometrical shape of the problem domain, while the finite difference method is
used to discretize the dimensionless time. Since the dimensionless governing
equations of a NAPL dissolution system are highly nonlinear, the segregated
algorithm, in which Egs. (9.61)—(9.63) are solved separately in a sequential
manner, is used to derive the formulation of the proposed numerical procedure.

For a given dimensionless time-step, 7 + Af, the saturation of the NAPL can be
denoted by (S,);;a; = (Su); + (ASn);, a7» Where (S,,); is the saturation of the NAPL
at the previous time-step and (AS,,);, 4; is the saturation increment of the NAPL at
the current time-step. Since Eq. (9.61) is a nonlinear equation, it can be linearized
using the following Taylor expansion:

1
()7t =[S+ A8y, )" = S + BSOS, )y (9099)
Using the backward difference scheme, Eq. (9.61) can be written as follows:

1 1 _ _
S0 Bl = Coow) | (ASu)y g = —(S)i(1 = Croms). (995)
where Cr, a7 is the dimensionless concentration of the NAPL at the current time-
step; Af is the dimensionless time increment at the current time-step.

In the finite difference sense, the following relationships exist:

_ A[(1 = (S)); 0 ) Criar
e [(1-8,)0) = (1= (o)) Crvas]
o A(SA § AC (5-96)
_ N e
= —eCisa— e[l = (S — 3
S, A(Sn)ps _ ;
a Afbrm =—(1- Cf+A?)(Sn)£+A?’ (9:97)
V- [(1=8,)Dy] - VC =V - [(1 = (Si)rsar) Pn)rsaz] - VCriar, (9.98)

V- [C(S0)VPal = CV - [(82)VPa] + VPa - [(S1)VC]
:C?JrAfv [ ( H»At) (pa)?+A?]+ ( )f+At N/(( )r+A?)VC7+A?]'
(9.99)
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Considering Eqgs. (9.96) and (9.97) simultaneously yields the following
equation:

d __ 0S8, _ A(Sn)isni
e [(1=8)C + 5 = (1 - scm)w+ e[l = (Su)zyad)

ACsas
At '

At
(9.100)

Since ¢ is much smaller than one, Eq. (9.100) can be approximately expressed
as follows:

d 05, ASia AC:ini
el =S)Cl+ 5 =—)=" + e[l = (Su)rear) A7
] | ACrx
= —(1 = Coom) (Su)} s+ &[0 = (Su)i ) %
(9.101)

Substituting Egs. (9.98), (9.99) and (9.101) into (9.62) yields the following
finite difference equation:

{Aif [1 - (Sn)?+A?} + (Sn)iﬁJrA?}CHA? -V [(1 - (Sn)?+A?) (Dh)ﬂ-ﬂ] ’ V(_:”M
—V(Pa)irar - W ((S)iyar) VCirai] = CooarV - [ ((Sn)isar) V(Pa)sai)
= A% (1= (S)rar) G + (Sn)ﬁAr
(9.102)

Similarly, Eq. (9.63) can be rewritten in the following discretized form:

V- [IZ(S,,)VZ)“] =V W((Sn)HAi)V@a)HA?] = 8<1 - pi> (S”)QA?(I - CHM)-

' (9.103)

Substituting Eqs. (9.103) into (9.102) yields the following equation:

{Aif [1 - (Sn)f+Az] + (Sn)?lAf}CHA? -V [(1 - (Sn)HA?) (Dh)?+A?} - VCiiar

= VPa)isnr - [0 ((Sn)ryar) VCisni] — 6Cz+m{ (1 - p%) (Su)21 (1 — Cr+Az)}

= E (1= (Sn)isar) Gi + (Sn)?-;—Ai'
(9.104)
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Since ¢ < 1, Eq. (9.104) can be approximately expressed in the following form:

{ Aif (1= (Su)rent] + (S")QA?}CHM =V [(1 = (Su)rear) D) a] - VCivar
- V(ﬁa)HA? : W((Sn)HAE)VCHA?] = Ai; [1 - (SH)HA?] Cf + (Sn)iﬁiA?'
(9.105)

In brief, the dimensionless governing equations (i.e. Eqs. (9.61)—(9.63)) of a
NAPL dissolution system under the condition of ¢ < 1 can be expressed in the
finite difference form as follows:

5+ A1 = o) 88 = ~(5(1 = G, (9:106)

{A% [1 = (Sudrest] + (S”)?ﬁJ]rA?}CHM =V [(1 = (Su)rsar) Py a7] - VCriar

= VBaliia [W((S1)ra0) VEiar] = 5 [1 = (S)iyar] G+ (S
(9.107)

V. W(Sn)vﬁa] =V [‘Z((Sn)HA?)v(ﬁa)ﬂAi] = 8(1 - p]> (Sn)ngA?(l - Cf+A7)~

a

(9.108)

Note that Egs. (9.61)—(9.63) are valid for any values of ¢, so that if ¢ is close to
unity, they should be used to obtain numerical solutions instead of Egs. (9.106)—
(9.108). However, the direct use of Egs. (9.61)—(9.63) may result in more com-
puter efforts, compared with the use of Egs. (9.106)—(9.108). Since most NAPL
dissolution problems may fall in the range of ¢ < 1 and analytical solutions are
only available in this range, Egs. (9.106)—(9.108) are used to obtain numerical
solutions in this chapter.

Using both the proposed segregated scheme and the finite element method
(Zienkiewicz 1977; Zhao et al. 2009), Egs. (9.106)—(9.108) are solved separately
and sequentially for the saturation of the NAPL, the dimensionless concentration
of the NAPL and the dimensionless pressure of the aqueous phase fluid at the
current time-step. To consider the coupling effect between these three equations,
an iteration scheme is also used in the process of finding the numerical solution.
The following convergence criterion needs to be satisfied so that a convergent
solution can be obtained.

Ns, ) | e s | Mo )
k k-1 ~ k= ~ Nk = k-1 P
E = Max (\j E [(Sn>i.7+A7 - (Sn)i.?+A?] ) J E (CfHAi - Cﬁn‘m) ) J E [(P:;)gnm - (pa)i,?JrA?} <E,

i=1 i=1 i=1

(9.109)
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where E and E are the maximum error at the k-th iteration step and the allowable
error limit; Ng,, Ne and Np, are the total numbers of the degree-of-freedom for the
saturation of the NAPL, the dimensionless concentration of the NAPL in the
aqueous phase fluid and the dimensionless pressure of the aqueous phase fluid,
respectively; k is the index number at the current iteration step and k - 1 is the

index number at the previous iteration step; (S,);;.a;» C5 a7 and (Ba)tsa; are
the saturation of the NAPL, the dimensionless concentration of the NAPL and
the dimensionless pressure of the aqueous phase fluid for node i at both the current

time-step and the current iteration step; (S,)iria; Ciilar and (Pa)i7, s are the
saturation of the NAPL, the dimensionless concentration of the NAPL and the
dimensionless pressure of the aqueous phase fluid for node i at the current time-

step but at the previous iteration step.

9.3.2 Verification of the Proposed Numerical Procedure
Jor Simulating the Evolution of NAPL Dissolution
Fronts

Due to inevitable round-off errors in computation and discretization errors in
temporal and spatial variables, it is necessary to verify the proposed numerical
procedure so that meaningful numerical results can be obtained from a discretized
computational model. For this reason two benchmark problems, for which either
the analytical results or previous solutions are available, are considered in this
subsection.

Figure 9.4 shows the geometry and boundary conditions of the first benchmark
problem, in which the dimensionless pressure gradient of the aqueous phase fluid
(i.e. f);xf = —0.02) is applied to the left boundary. This means that there is a

horizontal throughflow from the left to the right of the computational model. The
dimensionless height and width of the computational model are 200 and 400
respectively. Except for the left boundary, the initial residual saturation of the
NAPL is 0.2, while the initial dimensionless concentration of the NAPL in the
aqueous phase fluid is unity within the computational domain. The final residual
saturation of a value of zero is applied to the left boundary as a boundary condition
of the computational domain. Both the top and the bottom boundaries are assumed
to be impermeable for the NAPL and aqueous phase fluid.

The following parameters are used in the corresponding computations: the
initial saturation (S,o) of the NAPL is 0.2; the irreducible saturation (S,;) of the
aqueous phase fluid is 0.15; the dimensionless longitudinal dispersivity (o) is 0.2;
the dimensionless transverse dispersivity (a7) is 0.02; the ratio (¢) of the equi-
librium concentration of the NAPL species in the aqueous phase fluid to the
density of the NAPL itself is 0.001; the density ratio (p,) of the aqueous phase
fluid to the NAPL is 1.0/1.46; the value of f5; is 0.87; and the Zhao number



250 9 Fundamental Theory for Nonaqueous-Phase-Liquid Dissolution-Front

&LZO"? =0
dy dy
A
S =0 Inflow
l — _ SnZSn(J
C=Ch—> co1 L
(E I Y- A
a 4 y
ax L
X
4 A 4
0 v —
é)—C=O,ypa=0
dy dy
L

I >

Fig. 9.4 Geometry and boundary conditions for the first benchmark problem

(i.e. —ﬁ;xf = 0.02) applied to the left boundary of the NAPL dissolution system is
0.02. Since the critical Zhao number of the system is approximately equal to 0.052,
the NAPL dissolution system considered here is in a subcritical state. In this
case, the corresponding dimensionless propagation speed of the planar NAPL
dissolution-front is 0.1. To appropriately simulate the propagation of the NAPL
dissolution front, the whole computational domain is simulated by 19,701 four-
node square elements of 20,000 nodal points in total. The initial residual saturation
field of the NAPL is randomly perturbed by a small amount of 1 % of the origi-
nally-input saturation of the NAPL (i.e. S,o = 0.2) before running the computa-
tional model. This means that the resulting initial residual saturation is of a random
distribution, which has a mean value of the homogeneous residual saturation (i.e.
Sn0 = 0.2) and a variation of 0.002 (i.e. 1 % of S, = 0.2) in the whole compu-
tational domain. The dimensionless time-step length is 20.

Since the computational domain of the benchmark problem is of finite size,
a time-dependent-dimensionless-concentration boundary condition (i.e. C(f) =
exp(ﬁ@xf\?fmmi)) needs to be applied to the left boundary so that the numerical
solutions can be compared with the analytical solutions. From the previous study
(Zhao et al. 2009), the analytical solutions for this benchmark problem can be
expressed as follows:

C()_Ca E) =1, l_)u()_ca E) = _ﬁ:zxo(ix - )_C) + 100, Sn<)_cvi) = S0 (J_C > ‘_{front?)v
(9.110)
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C(J_C ,f) =exp [_ﬁiz)gf (X —Vroml)], Pa(X,T) = 1_7:1)90 (X —Vfromt) — 1_7:1);0 (l—‘x —Vfromt) + 100,
Su(x,1)=0 (% < Vpromt)- (9.111)

Note that the dimensionless pressure (p,o) of the aqueous phase fluid on the
downstream boundary is assumed to be 100 in the benchmark problem.

Figure 9.5 shows the comparison of numerical solutions with analytical ones
for the residual saturation of the NAPL and the dimensionless concentration of the
NAPL in the aqueous phase fluid at two different time instants. In this figure, thick
lines show the numerical results, while thin lines show the corresponding ana-
Iytical solutions. It can be observed that the overall numerical solutions agree well
with the analytical solutions, except for a smooth effect on the numerically-sim-
ulated propagation front of the NAPL saturation. This fact demonstrates that the
proposed numerical procedure is capable of simulating the planar dissolution-front
propagation within the fluid-saturated porous medium of a finite domain under
subcritical Zhao number conditions. Since a finite value for the ratio (¢) of the
equilibrium concentration of the NAPL species in the aqueous phase fluid to the
density of the NAPL itself is used in the computational model, there is a dis-
crepancy between the computational model used to produce the numerical results
and the theoretical model used to derive the analytical solutions. Because of this
discrepancy, both the sharpness and the dimensionless propagation speed of the
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NAPL dissolution front obtained from the computational model differ slightly
from those obtained from the theoretical analysis. To reduce this discrepancy, the
value for the ratio (&) of the equilibrium concentration of the NAPL species in the
aqueous phase fluid to the density of the NAPL itself should be used as small as
possible in the computational model.

As mentioned previously, the second benchmark problem under consideration
is a computational model (as shown in Fig. 9.6) that is based on the laboratory
experiments conducted by Imhoff et al. (1996). Miller et al. (1998) have suc-
cessfully used this computational model to reproduce the same fingering phe-
nomena as those observed in the corresponding laboratory experiments. The two
primary purposes of considering this benchmark problem are: (1) to verify the
proposed numerical procedure when it is used to simulate the morphological
evolution of NAPL dissolution fronts in supercritical systems; and (2) to dem-
onstrate how to use the Zhao number and the critical Zhao number to assess the
instability likelihood of a NAPL dissolution system. In order to establish this
computational model, the data associated with Experiment 13 in the experimental
work of Imhoff et al. (1996) was used so that this computational model has a solid
foundation of experiment results. The NAPL considered in the experiment is
trichloroethylene (i.e. TCE). For the purpose of reproducing this experiment
numerically, Imhoff et al. (2002) used the following parameters in their numerical
experiments: the aqueous solubility (C.,) of the NAPL is 1.27 kg/mS; the irre-
ducible saturation (S,;) of the aqueous phase (i.e. water) is 0.104; the molecular
diffusion coefficient (D,,) of the NAPL is 8.4 x 109 m? /s; the porosity (¢) of the
porous medium is 0.355; the permeability (k;) of the porous medium in the iso-
tropic case is 1.0 x 107'2m?; the initial residual saturation (S,o) of the NAPL
is 0.14; the dynamic viscosity (u,) of the aqueous phase (i.e. water) is
1.0 x 1073(N-s/m?); the density (p,) of the aqueous phase (i.e. water) is
1,000kg/m’; the density (p,) of the NAPL is 1,460kg/m’; the ratio (¢) of
the aqueous solubility (C,,) to the density (p,) of the NAPL is 0.87 x 1073,
the Darcy velocity (V) of the injected aqueous phase fluid (i.e. water) is
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1.0/86400m/s = 1.16 x 107> m/s; the tortuosity (1) of the porous medium is
0.66; the longitudinal and transverse dispersivities (¢ and or) of the porous
medium are 7.2 x 10~*m and 1.44 x 10~* m, respectively; the geometrical mean
particle diameter (dso) is 3.6 x 10~*m; the length of the model in the injected flow
direction is 0.30 m; and the length in the direction perpendicular to the injected
flow is 1.0 m.

Using the above parameters, the Reynolds number of the NAPL dissolution
system is as follows:

ko 500 Vay 3.6 107* x 1000 x 116 x 10~
o _

— - =1.368 x 1072
b, (1 — Suo) 0355 x 1073 x (1 — 0.14) 8

(9.112)

When the correlation of Imhoff et al. (1994) is used, both 5, and f3; involved in
the mass transfer rate coefficient (K) can be evaluated using the following
equations:

B, =0.87, (9.113)

- 186¢0'87R60'71Dm B 186 x 0.3550.87 X 001368071 x 8.4 x 10710
s, (3.6 x 10-4)? (9.114)
=2.325 x 107%(1/s).

Bo

Thus the intrinsic characteristic time, length and aqueous pressure of the NAPL
dissolution system can be determined as follows:

¢ 0.355

L* = \/tDyt* = V0.66 x 84 x 1010 x 1527 =920 x 10°m,  (9.116)

. ¢tDn  PtDup, 0.355 x 0.66 x 8.4 x 10710 x 103 )
PTVE Tk 10-12 /)

(9.117)

As stated in a previous publication (Zhao et al. 2010a), both the Zhao number
and its critical value (i.e. the critical Zhao number) of a NAPL dissolution system
are needed to assess the dissolution front instability of the NAPL dissolution
system. If the Zhao number of a NAPL dissolution system is greater than the
corresponding critical Zhao number of the NAPL dissolution system, then
the NAPL dissolution front is unstable in the NAPL dissolution system. From the
previous studies (Zhao et al. 2010a), the Zhao number of the NAPL dissolution
system under consideration is:
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p;fo* o Vaxf 1
pZ \% quDm ﬁ() (9 118)
116 x 1073 '

/0355 x 0.66 x 8.4 x 1010 x 2.352 x 102

Zh = _ﬁ;xf =

=5.392.

To establish a computational model for the NAPL dissolution system under
consideration, other dimensionless quantities can be evaluated as follows:

L 0.3 L 1.0

Li="= 2 32609, Li=2=—" _—10869.6, (9.119

YL 92x10°° 7L 92 %107 ! )
7.2 % 10~ 1.44 % 10~*

g = P 9806, ap= L= Y 15652, (9.120)

L 92x10- TLF 92x10°

The critical Zhao number (i.e. Zh.isicai) Of the NAPL dissolution system can be
determined from the following characteristic equation:

1

(1 + ﬁ)thritical -
I+ &Lthritical

I+ acLthritical

aep( “am) (1=

_ thrit[cul _ _2 — (1 - ﬁ)
PR ————— 1 ZNrisica T = - | = 07
+ |:(m + 1 + 0ty Zheriical am ( + Ul l) 1+ 01 Zhcritical
(9.121)
where
2 _ _
Zheritica 4 (148 Zheritica Zheyitica
\/(1+1Lthriiical) + 1(+&LaZThcmiml : + 1+5<Lthriiim1
o = , (9.122)
2
Sy k(S,

g ) _ KSw) (9.123)

w(Sn_ ) k(Snf)

Since m, oy and oy are dependent on L*, it is necessary to establish a rela-
tionship between L* and Zh,i.r below. Based on the dimensionless quantities
expressed in Egs. (9.59) and (9.60), the dimensionless Zhao number is defined as
follows:

Pl Vg [T (9.124)
p:; B V ¢TDm :80’ '

Zh:_p;xf:

where V,,r is the Darcy velocity of the aqueous phase fluid after the NAPL is
completely dissolved in the NAPL dissolution system.
Equation (9.124) can be straightforwardly rewritten in the following form:
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Vasg = Zh/ D Py (9.125)

Using this Equation, the Reynolds number of the NAPL dissolution system can

be expressed as
dsop,Zh D,
Re = —0Pa Dby (9.126)
t(1=S80) \ ¢

This leads to the following equation:

186¢*%'D,, [ dsop,Zh  |<D o
ﬁ _ m 50P4 ‘C_m 0.355. (9 127)
0 dgo Ha(l = Sno) ¢ 0

Note that in the critical state, Zh = Zh,yisicas, SO that f, can be expressed as

follows:
186¢°%"D,, ( dsop,Zherisi AN i
ﬁ() _ . m 50pa critical T_m
ds, ta(1 = Sno) ¢ (9.128)

~ 3301¢0.798T0.55Di1 ( pathritical )Ll
d_%() Ma(l - Sﬂo)

Finally, L* is expressed as a function of f3.

L=, /‘p;D'". (9.129)
0

Consideration of Egs. (9.128) and (9.129) yields the following equation:

1
in)

Zheisical = pa(1 — Syo) (dgodbo'zozro‘“) '. (9.130)
critica paDm(L*)l.8l8 3301

For the NAPL dissolution system of a finite domain, the critical geometrical
characteristic length (L) of the system should be equal to half the longest
wavelength () of the perturbation that can grow in the system, so that the fol-
lowing condition exists:

)
Z=L, (9.131)
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Since m =2n/l=m / Ly, where m is the wavenumber of the perturbation, the
dimensionless wavenumber of the perturbation can be expressed as follows:

m=ml =L = (9.132)
L, L;
Consideration of Egs. (9.130) and (9.132) simultaneously yields the following
equation:

L
W]

thritical =

| — §,0)ml 818 /g2 p0202,045
e () 0.133)

paDm(mLy)l.Sls 3301

Equation (9.133) indicates that for the NAPL dissolution system of a finite
domain, the critical Zhao number of the system is inversely proportional to the
critical geometrical characteristic length (L,) of the system. Thus, with an increase
in the critical geometrical characteristic length (L,) of the system, there is a
decrease in the critical Zhao number of the system. This implies that for the
perturbation of a given wavelength, the NAPL dissolution system becomes more
unstable with the increase of the critical geometrical characteristic length (L,) of
the system.

Substituting Eq. (9.128) into Eq. (9.124) yields the Zhao number of a NAPL
dissolution system when the correlation of Imhoff et al. (1994) can be used for
describing the mass transfer rate coefficient of the NAPL dissolution system.

1
— dSOVa)gf :ua(l _ Sll()) 0.55) 155
" {57-45¢°‘899r°~7750}n~55 Py : (9.134)

Again, Eq. (9.134) indicates that the Zhao number of a NAPL dissolution
system is directly proportional to the injected Darcy velocity of the aqueous phase
fluid in the NAPL dissolution system. As a result, with an increase in the injected
Darcy velocity of the aqueous phase fluid in a NAPL dissolution system, there is
an increase in the Zhao number of the NAPL dissolution system. This means that
the NAPL dissolution system becomes more unstable with an increase in the
injected Darcy velocity of the aqueous phase fluid within the NAPL dissolution
system. On the other hand, for a given Zhao number, the injected Darcy velocity of
the aqueous phase fluid within the NAPL dissolution system can be straightfor-
wardly determined from either Eqs. (9.124) or (9.134). Thus, the Zhao number of a
NAPL dissolution system, rather than the injected Darcy velocity of the aqueous
phase fluid within the NAPL dissolution system, is used to investigate three kinds
of potential fingering modes in the next section later.

If Eq. (9.128) is substituted into Eq. (9.129), then L* is expressed as a function
of Zh¢isicar SO that the critical Zhao number of the NAPL dissolution system can be
determined by solving the corresponding characteristic equation (i.e. Eq. (9.121))
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of the system. As a result, the solution for the critical Zhao number of the NAPL
dissolution system is equal to 0.011 approximately. Since the Zhao number of the
NAPL dissolution system is about 5.4 (see Eq. (9.118)), which is much greater
than the critical Zhao number, the system under consideration is in an unstable
state.

Note that although both the NAPL morphological profile evolution and the
NAPL morphological interface roughness evolution can be used to compare the
current simulation results with the previous ones (Imhoff et al. 2002), the former is
adopted in this investigation because it is the NAPL morphological profile evo-
lution that can be used to show the three different kinds of fingering modes, as
demonstrated later in Sect. 9.4. However, for the simulation of NAPL dissolution-
front instability in heterogeneous porous media, the latter may be the best way to
represent the simulation results, since the finger locations are not necessarily in the
same locations for the random heterogeneous porous medium.

Figure 9.7 shows the comparison of the current simulation results with the
previous solutions that can be viewed as a representative of the related laboratory
experimental observations (Imhoff et al. 2002). Note that in this figure, the pre-
vious solutions are presented in a black-white form, so that the color code is only
applicable to the current simulation results. Two cases are considered for com-
parison. In the first case, the longitudinal and transverse dispersivities are 7.2 X
10~*m and 1.44 x 10~*m, while in the second case, both of them are equal to
7.2 x 107*m. To examine the possible effect of the Darcy velocity on the fin-
gering patterns of the NAPL dissolution front, two different Darcy velocities,
namely 1.16 x 107> m/s (equivalent to 1 m/day) and 2.52 x 107> m/s (equivalent
to 2.18 m/day), are used to produce the related simulation results. Since the current
simulation results compare well with the previous solutions, it demonstrates that
the proposed numerical procedure is suitable and useful for simulating the mor-
phological evolution of NAPL dissolution fronts in supercritical systems.

9.4 Three Different Kinds of Modes Associated
with Morphological Evolution of NAPL
Dissolution Fronts in Supercritical Systems

After the proposed numerical procedure is verified through two benchmark
problems, it is used to investigate three potential modes of NAPL dissolution
fronts in the supercritical systems of finite domains. Compared with previous
publications (Miller et al. 1998; Zhao et al. 2010b), this is the major contribution
of this chapter. The geometrical and boundary conditions of the computational
model are the same as those used in the first benchmark problem (see Fig. 9.4). To
examine three different modes of the NAPL dissolution fronts in supercritical
systems, three cases with two different dimensionless wavenumbers, namely 0.005
and 0.001, are considered in the corresponding computations. In the first two cases,
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Fig. 9.7 Comparison of current results with the previous ones due to different longitudinal and
transversal dispersivities

the dimensionless wavenumber is 0.005, while in the third case, the dimensionless
wavenumber is 0.001. Common parameters used in three cases are as follows: the
initial saturation (S,o) of the NAPL is 0.2; the irreducible saturation (S,;) of the
aqueous phase fluid is 0.15; the dimensionless longitudinal and transverse dis-
persivities (o7 and ar) are 0.2 and 0.02, respectively; the ratio (¢) of the equilib-
rium concentration of the NAPL species in the aqueous phase fluid to the density
of the NAPL itself is 0.001; the density ratio (p,) of the aqueous phase fluid to the
NAPL is 1.0/1.46; the value of f3; is 0.87. To simulate the propagation of NAPL
dissolution fronts appropriately, the whole computational domain is simulated by
99,301 four-node square elements of 100,000 nodal points in total. The initial
residual saturation field of the NAPL is randomly perturbed by a small amount of
1 % of the originally-input saturation of the NAPL (i.e. S,0 = 0.2) before running
the computational model. This means that the resulting initial residual saturation is
of a random distribution, which has a mean value of the homogeneous residual
saturation (i.e. S,0 = 0.2) and a variation of 0.002 (i.e. 1 % of S, = 0.2) in the
whole computational domain. Due to the consideration of three different ratios of
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the Zhao number to the critical Zhao number, three different kinds of modes,
namely the fundamental mode, the fingering mode and the fractal mode, have been
obtained from the corresponding computational models.

9.4.1 The Fundamental Mode

The fundamental mode is obtained in the first case. The characteristic of this case
is that the Zhao number of the NAPL dissolution system is in the lower range of
the supercritical Zhao numbers so that the Zhao number and its critical value have
the same order of magnitude. The Zhao number used in this case is 0.06, while the
critical Zhao number is 0.017. This means that the ratio of the Zhao number to its
critical value is equal to 3.53. The dimensionless lengths of the computational
domain are 628 and 1,570 in the X and y directions, respectively. In this case, the
dimensionless time step length is 11.0 in the computational simulation.

Figure 9.8 shows the evolution process of the fundamental mode associated
with the NAPL dissolution front in a lower supercritical Zhao number system. This
mode is characterized by half the longest wavelength of the perturbation that the
computational model can accommodate in the y direction. Note that the funda-
mental mode of the NAPL dissolution front is similar to that of temperature in a
convective instability system within the crust of the Earth (Nield and Bejan 1992;
Zhao et al. 2008a). Since the Zhao number of the NAPL dissolution system is in
the lower range of supercritical Zhao numbers, the amplitude of the fundamental
mode grows very slowly so that it takes a considerable time for the mode to be
viewed with naked eyes. For example, this mode can be clearly identified after the
dimensionless time is equal to 3850. With an increase in the dimensionless time,
the amplitude of the fundamental mode grows accordingly.

9.4.2 The Fingering Mode

The (normal) fingering mode is obtained in the second case. The characteristic of
this case is that the Zhao number of the NAPL dissolution system is in the middle
range of the supercritical Zhao numbers so that the Zhao number is one order of
magnitude higher than its critical value. The Zhao number used in this case is 0.5,
while the critical Zhao number remains 0.017 because the same dimensionless
wavenumber is used for both the first and the second cases. In this situation, the ratio
of the Zhao number to its critical value is equal to 29.4. The dimensionless lengths of
the computational domain are the same as those used in the first case. In this
situation, the dimensionless time step length is 1.3 in the computational simulation.

Figure 9.9 shows the evolution process of the fingering mode for the NAPL
dissolution front in a moderate supercritical Zhao number system. This kind of
mode is characterized by the pattern of a few fingers in the NAPL dissolution
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Fig. 9.8 The evolution processes of the fundamental mode (the first kind of mode) for a NAPL
dissolution front in the supercritical system

system. Since the Zhao number of the NAPL dissolution system is in the middle
range of supercritical Zhao numbers, the length of the fingers (i.e. the amplitude of
the fingering mode) grows relatively faster, compared with that of the fundamental
mode. However, the width of the finger still grows very slowly. This kind of mode
can be clearly observed after the dimensionless time is equal to 260 in Fig. 9.9.
Similarly, with an increase in the dimensionless time, the length of the finger
grows gradually.
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Fig. 9.9 The evolution processes of the fingering mode (the second kind of mode) for a NAPL
dissolution front in the supercritical system

9.4.3 The Fractal Mode

The fractal mode is obtained in the third case. The characteristic of this case is that
the Zhao number of the NAPL dissolution system is in the higher range of the
supercritical Zhao numbers of the system so that the ratio of the Zhao number to its
critical value is at least one order of magnitude higher than that associated with the
second case (i.e. the normal fingering mode case). The Zhao number used in this
case is 1.0, while the critical Zhao number is 3.34 x 1073. This implies that the
ratio of the Zhao number to its critical value is equal to 283.3. The dimensionless



262 9 Fundamental Theory for Nonaqueous-Phase-Liquid Dissolution-Front

(t=95) (f =190)

(t =475)

(r =760) (r =950)

o.000 0.020C0 C.0400 C.0800 0.0800 0100 o120 (-8 - o.180 o.180 o.200

Fig. 9.10 The evolution processes of the fractal mode (the third kind of mode) for a NAPL
dissolution front in the supercritical system

lengths of the computational domain are 3142 and 4713 in the X and y directions,
respectively. In this case, the dimensionless time step length is 1.9 in the com-
putational simulation.
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Figure 9.10 shows the evolution process of the fractal mode associated with the
NAPL dissolution front in a higher supercritical Zhao number system. This kind of
mode has been commonly observed in the previous laboratory experiments and
numerical simulations (Imhoff et al. 1996; Miller et al. 1998). It is characterized by
the fractal pattern consisting of several irregular fingers. As the Zhao number of
the NAPL dissolution system is in the higher range of supercritical Zhao numbers,
the amplitude of the fractal mode grows very fast, compared with that of the
normal fingering mode that is comprised of a few smooth fingers. At the early
stage of the simulation, many small fingers of shorter wavelengths are generated in
the computational model (see 7 = 95). As time goes on, these small fingers grow in
length and width, sometimes merging to form longer and wider fingers of irregular
fractal shapes. As shown in Fig. 9.10, this kind of mode can be observed after the
dimensionless time is equal to 190 in the computational simulation.

In summary, a theoretical criterion that can be used to assess the instability of
planar NAPL dissolution-fronts in two-dimensional fluid-saturated porous media
of finite domains has been established. Not only can the present theoretical results
be used for theoretical understanding of the effect of solute dispersion on the
instability of a NAPL dissolution-front in the fluid-saturated porous medium of
either a finite domain or an infinite domain, but also they can be used as bench-
mark solutions for verifying numerical methods employed to simulate detailed
morphological evolution processes of NAPL dissolution fronts in two-dimensional
fluid-saturated porous media. The related simulation results have demonstrated
that: (1) the proposed numerical procedure is useful and applicable for simulating
the morphological evolution of NAPL dissolution fronts in two-dimensional fluid-
saturated porous media of finite domains; (2) if the Zhao number of a NAPL
dissolution system is in the lower range of the supercritical Zhao numbers, the
fundamental mode is predominant; (3) if the Zhao number is in the middle range of
the supercritical Zhao numbers, the (normal) fingering mode is the predominant
pattern of the NAPL dissolution front; and (4) if the Zhao number is in the higher
range of the supercritical Zhao numbers, the fractal mode is predominant for the
NAPL dissolution front.
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Chapter 10

Effects of Domain Shapes and Mesh
Discretization Error on the Morphological
Evolution of Nonaqueous-Phase-Liquid
Dissolution Fronts in Fluid-Saturated
Porous Media

In the field of contaminant hydrology, both land contamination and land reme-
diation problems are often encountered. Land contamination is known as the
distribution of chemical and pollutants on land sites, while land remediation is
known as the cleanup of chemical and pollutants on land sites that causes health
concerns to the humans and the environment. When nonaqueous phase liquids
(NAPLs), such as trichloroethylene, ethylene dibromide, benzene, toluene and so
forth (Miller et al. 1990), are released to groundwater, they can reside in the form
of disconnected ganglia or blobs as residual saturations within the pores of porous
media. This process belongs to the land contamination problem. Some NAPLs
(e.g. trichloroethylene and ethylene dibromide) are heavier than water, but others
(e.g. benzene and toluene) are lighter than water. Although their solubilities in
groundwater are very low, the effect of such NAPLs on the quality of groundwater
resources is severe because of their relatively high toxicity. Thus, it is necessary to
remove such NAPLs from the contaminated land site. This process belongs to the
land remediation problem, which is the main focus of this chapter.

To develop effective and efficient methods for removing the residual NAPLs
from contaminated land sites, the detailed transport mechanism of NAPLs in fluid-
saturated porous media has been studied, both experimentally and analytically,
during the past two decades (Miller et al. 1990, 1998; Geller and Hunt 1993;
Powers et al. 1994; Imhoff et al. 1994, 1996, 2002, 2003a; Soerens et al. 1998;
Willson et al. 1999; Seyedabbasi et al. 2008). Notable achievements from existing
laboratory experiments are as follows: (1) mass transfer rates between a NAPL and
an aqueous phase liquid can be determined in a quantitative manner; (2) the
fingering phenomena of NAPL dissolution fronts have been observed at the lab-
oratory (i.e. centimeter) scale; and (3) the linear stability theory has been
employed to derive the critical condition that can be used to assess the instability
of NAPL dissolution fronts in fluid-saturated porous media. For example, the Zhao
number (Zhao et al. 2010c), which is a comprehensive dimensionless number, was
proposed to represent the three major controlling mechanisms simultaneously
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taking place in a NAPL dissolution system. Based on the linear stability theory, a
NAPL dissolution system may physically have three different kinds of states
(Imhoff and Miller 1996; Zhao et al. 2008c, 2010b). In the supercritical state
NAPL dissolution fingering occurs, but it does not occur in the subcritical state.
The neutral condition (or state) is just the interface between the two. Corre-
spondingly, three kinds of the Zhao numbers, namely the subcritical Zhao number,
the critical Zhao number and the supercritical Zhao number, can be used to rep-
resent these three different kinds of states in the NAPL dissolution system. As a
direct result of these achievements, both mathematical and computational models
(Imhoff and Miller 1996; Miller et al. 1998; Zhao et al. 2010b) were developed to
simulate the morphological evolution of NAPL dissolution fronts in fluid-saturated
porous media. Nevertheless, the existing computational models are mainly limited
to either a square domain or a rectangular domain, so that it is necessary to
investigate the effects of different domain shapes on the morphological evolution
of NAPL dissolution fronts in fluid-saturated porous media.

It needs to be pointed out that NAPL dissolution fingering requires regions of
continuous NAPL saturation distribution (in the form of disconnected ganglia or
blobs as residual within the pores of the porous medium) and has been observed in
experiments with length scales of 7 cm and larger in the mean flow direction
(Imhoff et al. 2003b). This requirement is unlikely to be satisfied for most two-
dimensional experimental systems considered in the laboratory where a small
amount of NAPL is spilled (Chen and Jawitz 2008; DiFilippo et al. 2010).
However, as demonstrated previously (Parker and Park 2004; Christ et al. 2006,
2009; Gerhard et al. 2007), for large NAPL spill sites, continuous regions of
residual NAPL occurred so that the above-mentioned requirement can be met. For
example, in the work of Parker and Park (2004) a NAPL spillage event resulted in
vertical fingers that on average were 30 cm in diameter. These fingers primarily
contained residual NAPL. On the other hand, since most grid blocks used in
current field-scale simulations were on the order of 30-50 cm (in the x and
y dimensions), by necessity NAPL-contaminated grid blocks only represent con-
tinuous regions of NAPL (often residual) that exceed the 7 cm scale. As a result,
these simulations might ignore NAPL dissolution fingering. It is a sub grid-block
process that is not accounted for. The local (grid-block scale) rate of NAPL
dissolution may not be important for many field problems, since the bypassing of
water around NAPL-contaminated zones (Parker and Park 2004) is the slowest
process limiting NAPL dissolution into surrounding groundwater. However, recent
simulations indicate that for some systems local NAPL dissolution rates are
important in heterogeneous media (Maji and Sudicky 2008). For such systems,
NAPL dissolution fingering may be important. Thus, an understanding of NAPL
dissolution fingering may be important for developing innovative remediation
strategies and technologies to some NAPL contaminated groundwater systems.

In addition to NAPL dissolution fingering, preferential flow within NAPL
contaminated zones can be also caused by either medium heterogeneity (Maji and
Sudicky 2008) or variations in NAPL saturation, which in nature are not uniform
in space (Grant and Gerhard 2007; Zhang et al. 2007). Medium heterogeneity
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within NAPL-contaminated zones will result in a variation in aqueous-phase
permeability. Some of this variation is associated with the variation in intrinsic
permeability caused by the medium heterogeneity alone, while some is associated
with the variation in NAPL saturation, which alters the relative permeability.
Nevertheless, the mechanism of the preferential flow caused by NAPL dissolution
fingering is different from that caused by medium heterogeneity. From the physical
point of view, the former is considered as an emerging phenomenon due to the
instability of a nonlinear system (Chadam et al. 1986, 1988; Ortoleva et al. 1987;
Renard et al. 1998; Chen and Liu 2002, 2004; Chen et al. 2009; Zhao et al. 2008a,
b, c, 2009, 2010a), while the latter is considered as the conventional phenomenon
of a nonlinear system (Steefel and Lasaga 1990, 1994; Yeh and Tripathi 1991;
Raffensperger and Garven 1995; Ormond and Ortoleva 2000; Alt-Epping and
Smith 2001; Maji and Sudicky 2008).

Since the domain of a NAPL dissolution system in the real world may have
many different shapes, it is difficult, if not impossible, to use a typical domain
shape to represent all computational domains of NAPL dissolution systems
encountered in the real world. However, for the purpose of investigating the effect
of a domain shape on the interesting features associated with NAPL dissolution
fingering, it is feasible to use a generic model of a specific shape (that is, to some
extent, an artificial system) in the computational simulation, as long as some
fundamental flow characteristics associated with irregular domains can be rea-
sonably reflected in the generic model. On the other hand, due to the versatility and
robustness of computational methods, any complicated domain shapes can be
realistically simulated if their details can be precisely given. Compared with
rectangular and square domains that are widely used in the previous studies
(Imhoff and Miller 1996; Miller et al. 1998; Zhao et al. 2010b), some important
flow characteristics associated with irregular domains are as follows (Zhang et al.
2007; Maji and Sudicky 2008). First, the pore-fluid flow in an irregular domain of
a subcritical Zhao number is multi-directional (i.e. two-dimensional for a two-
dimensional problem domain and three-dimensional for a three-dimensional
problem domain) rather than unidirectional, just as what was observed in a rect-
angular or square domain of a subcritical Zhao. Second, the Darcy velocities of
pore-fluid flow in an irregular domain of a subcritical Zhao number are not con-
stant, but they are constant in a rectangular or square domain of a subcritical Zhao
number. To select the domain shape of a generic model, a trapezoidal domain may
be the reasonable choice from the following three points of view: (1) the above-
mentioned flow characteristics such as the multi-directional flow and non-constant
Darcy velocities can be simulated in a trapezoidal domain of a subcritical Zhao
number; (2) due to the relatively simple shape, it is convenient to carry out a
parameter study and theoretical estimation of mesh discretization error in the
generic model of a trapezoidal domain; (3) the simulations are intended to
investigate NAPL dissolution fingering in hypothetical systems to better under-
stand the fingering process with converging and diverging flow. If complicated
systems are used to represent the real world more realistically, there would be
competing processes (e.g., NAPL dissolution fingering and flow bypass) that



270 10 Effects of Domain Shapes and Mesh Discretization Error

would make it more difficult to understand NAPL dissolution fingering, which is
the focus of this work. For these reasons, different trapezoidal computational
domains are considered, in this chapter, to investigate the effects of domain shapes
on the morphological evolution of NAPL dissolution fronts in two-dimensional
fluid-saturated porous media.

To facilitate mathematical treatments in the process of deriving analytical
solutions, it is commonly assumed that the pore-fluid flow within a two-dimen-
sional fluid-saturated porous medium, which may be considered as an approximate
representation of a horizontal cross-section (plane) in an aquifer, is parallel to the
inflow at the entrance of the analytical domain, so that the second-order dispersion
tensor can be considered as a function of the averaged linear velocity component in
the inflow direction. This assumption may be valid for either a square domain or a
rectangular domain where the inflow is parallel to two lateral boundaries of the
domain. However, when the computational domain of a NAPL dissolution problem
has a complicated shape, the pore-fluid flow in the computational domain is no
longer parallel to the inflow, so that two components of the averaged linear velocity
need to be considered in the second-order dispersion tensor. By using the general
second-order dispersion tensor of two velocity components, it is also possible to
validate the assumption that was used to derive analytical solutions for the NAPL
dissolution problem in the fluid-saturated porous medium of a rectangular domain.

10.1 Governing Equations of NAPL Dissolution Problems
in Two-Dimensional Fluid-Saturated Porous Media

From the previous studies (Imhoff and Miller 1996; Zhao et al. 2010c), a NAPL
dissolution problem can be treated as a mass transport problem. As a result, the
governing equations of the NAPL dissolution problem in a two-dimensional fluid-
saturated porous medium can be expressed as follows:

oS, K
¢ ot :_p_n(ceq_c)a (10.1)
(]5%— [(1-58,)Cl=V"[¢p(1—S,)Dy-VC]+V- [@CVW] + K(Cey — C),
(10.2)

where ¢ is the porosity; S, is the NAPL saturation (i.e. the fraction of the void
space occupied by the NAPL); p, and p,, are the aqueous phase and nonaqueous
phase densities; K is the mass transfer rate coefficient to express the exchange of
the NAPL species from the nonaqueous phase to the aqueous phase; C is the solute
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concentration of the NAPL species in the bulk aqueous phase and is equal to the
ratio of the NAPL mass in the solution to the unit volume of the solution; C,, is
the equilibrium concentration of the NAPL species in the aqueous phase; Dy, is the
general dispersion tensor; k(S,) is the saturation-dependent permeability of the
porous medium to aqueous phase flow; u, is the dynamic viscosity of the aqueous
phase; and p,, is the aqueous phase pressure.

Note that although many NAPLs at contaminated sites are mixtures of com-
pounds, only a single-species NAPL is considered in this chapter. This means that
the equations used here describe a special class of NAPL spills. As a result, S,
C and p, are three independent variables in these three equations. As demonstrated
previously (Imhoff and Miller 1996; Zhao et al. 2010c), Eq. (10.1) represents the
mass conservation of the nonaqueous phase, while Eq. (10.3) represents the mass
conservation of the aqueous phase. Since the nonaqueous phase is assumed to be
immobile, an advective term does not appear in Eq. (10.1). However, since the
aqueous phase is assumed to be mobile, an advective term must appear in
Eq. (10.3). In addition, Eq. (10.2) represents the mass conservation of the NAPL
species in the fluid-saturated porous medium.

Based on Darcy’s law, the averaged linear velocity vector of the aqueous phase
can be expressed as follows (Bear 1972):

S Vax | _ _k(Sn)
=i} = s o4

where v, is the averaged linear velocity vector of the aqueous phase; v,, and v,
are the averaged linear velocity components in the x and y directions, respectively;
other quantities have the same meanings as defined previously.

The following expressions are used for the saturation-dependent permeability
(Imhoff and Miller 1996; Zhao et al. 2010c) and the dispersion tensor (Scheidegger
1961; Holzbecher 1998), respectively:

1= 8, — S\’
k(S,) = k| ——") 10.5
50 =t (525 (105)
D v2 v ( )v v,
Dy + o3+ o - o, — or) =
Dy = T T (10.6)
(o —o) == Dy + o+ o

where k¢ is the intrinsic permeability of the porous medium after the NAPL is
completely dissolved; S,; is the irreducible saturation of the aqueous phase; 7 is the
tortuosity of the porous medium; D,, is the molecular diffusivity of the NAPL
species in the aqueous phase; o and oy are the transversal and longitudinal dis-
persivities of the NAPL species in the aqueous phase; and v, is the amplitude of
the averaged linear velocity vector (v,) of the aqueous phase as follows:
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Vg = \[Va, + V3, (10.7)

Note that the motivation of choosing a general form of the second-order dis-
persion tensor (expressed in Eq. (10.6)) is to consider the effect of two-dimen-
sional pore-fluid flow on the dispersion in a trapezoidal domain.

The previous experimental results (Imhoff and Miller 1996) indicate that the
mass transfer rate coefficient (K) can be expressed in the following form:

K = Sk, (10.8)

where f is a function of the porous medium, the NAPL, and the velocity, vis-
cosity and density of the aqueous phase fluid; f3; is a constant.

If the computational domain of a NAPL dissolution system has a trapezoidal
shape (as shown in Fig. 10.1), which may be considered either as the experimental
specimen used in a laboratory experiment or as the approximate representation of a
pie slice in a horizontal cross-section (plane) for radial flow in an aquifer, then the
boundary conditions of the problem can be expressed as follows:

c=0, S,=0, = Pugo  (x=0), (10.9)
Pa=pa (x=Ly), (10.10)

oc Opa _ ,
P 0, on 0 (attwo lateral boundaries), (10.11)

where S, is the initial saturation of the NAPL; p;)gfo is the pressure gradient of the
aqueous phase on the upstream boundary; p,q is the pressure of the aqueous phase
on the downstream boundary; L, is the length of the problem domain in the
x direction; and 7 is the normal vector of the lateral boundary. Since py,, drives the
aqueous phase fluid flow continuously along the positive x direction, it has a
negative algebraic value (i.e. p;)(f <0) for the problem under consideration.

Except for the upstream boundary, the initial conditions of the problem for the
rest of the computational domain are as follows:

C=0Cop Si=350 (0<x<L,). (10.12)

Since the use of dimensionless governing equations has some advantages in
dealing with problems of multi-scales and multi-processes (Zhao et al. 2009), it is
useful to transform the above-mentioned governing equations of the problem into
the following dimensionless form:
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Fig. 10.1 Geometry and boundary conditions for the NAPL dissolution problem on the basis of
dimensional quantities
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Note that the following dimensionless quantities are used for deriving the above
dimensionless governing equations of the problem:
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x:%, y:%, ixz% iﬂ:LL{}? iyzzLLv‘j C:C%, (10.17)

“:%’ &L:%’;, aT—%, ﬁ:%, f:tt*e, s:Ciq<<1, (10.18)
where
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where /(S,s) is the value of (S,) at S,, = 0. Physically, the dimensionless time
(i.e. 1) represents some scaling between the real time and intrinsic time (i.e. ) of
the NAPL dissolution system (Zhao et al. 2010c).

It needs to be pointed out that a small dimensionless quantity (i.e. ¢) is defined
in Eq. (10.18), for representing the dissolution ratio of the NAPL equilibrium
concentration to the mass density of the NAPL. Since this small dimensionless
quantity, known as the NAPL dissolution ratio, can be used not only to mathe-
matically determine the instability conditions of NAPL dissolution fronts in
supercritical dissolution systems, but also to computationally simplify the
numerical algorithm in the related computational simulation (Zhao et al. 2010a), it
is kept as a parameter for the normalization of time.

Although the NAPL dissolution ratio (i.e. ¢) is equal to C./p, and p, is a
constant, it is the NAPL dissolution ratio (i.e. &), rather than the equilibrium
concentration (i.e. C,) alone, that can have a significant effect on both the prop-
agation velocity and the morphological shape of a NAPL dissolution front. To
explain this point, it is necessary to briefly review the propagation mechanism of a
NAPL dissolution front in the fluid-saturated porous medium as follows. In a
NAPL dissolution system, the residual NAPL is resided in the form of discon-
nected ganglia or blobs within the pores of the porous medium. The amount of the
residual NAPL per unit pore volume of the porous medium is equal to the product
of the residual saturation (i.e. S,,) and the density of the residual NAPL. To remove
the residual NAPL from the porous medium, the fluid (e.g. water) is injected, with
a given velocity, into the region where the residual NAPL resides. Since the
equilibrium concentration (i.e. C,) represents the maximum limit that the residual
NAPL can be dissolved in the fluid, the residual NAPL amount carried by the
flowing fluid when it passes the NAPL dissolution front is therefore limited. After
the previous flowing fluid passes the NAPL dissolution front, the fresh flowing
fluid reaches the NAPL dissolution front so that some of the undissolved residual
NAPL at the NAPL dissolution front can be dissolved into the fresh flowing fluid
and carried away from the NAPL dissolution front by the fresh flowing fluid. Such
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processes continue until all the residual NAPL at the NAPL dissolution front is
completely dissolved and carried away by the flowing fluid. At this stage, the
NAPL dissolution front will propagate forwards. This means that in a NAPL
dissolution system, there are two velocities (or speeds): one is the flowing fluid
velocity, another is the propagation velocity of the NAPL dissolution front.
Generally, the propagation velocity of a NAPL dissolution front is slower than that
of the flowing fluid. According to the above analysis, it is recognized that the
propagation velocity of a NAPL dissolution front depends directly on the NAPL
dissolution ratio (i.e. €), which can be used to determine how much flowing fluid
should pass the NAPL dissolution front to enable it to propagate, rather than the
equilibrium concentration (i.e. C,) alone.

The boundary conditions can be also expressed in the following dimensionless
form:

= Pa .
c=0, S,=0, & Do (X =0), (10.21)
Pa=Pa (¥ =Ly), (10.22)
oC P .
i 0, o = 0 (at two lateral boundaries), (10.23)

where ﬁ;xfO is the dimensionless pressure gradient of the aqueous phase on the
upstream boundary; p,o is the dimensionless pressure of the aqueous phase on the
downstream boundary.

Similarly, the initial conditions of the problem can be rewritten in a dimen-
sionless form as follows:

C=1, S,=50 (0<x<L,). (10.24)

Note that Eq. (10.24) assumes a uniform distribution field of residual NAPL
saturation, which may be achieved either in the experimental specimen (of trap-
ezoidal shape) on the laboratory scale or in large NAPL spill sites where the
migration of the spilled NAPL has ceased in the system (Imhoff et al. 2003b;
Gerhard et al. 2007).

To solve the dimensionless governing equations of a NAPL dissolution problem
in a two-dimensional fluid-saturated porous medium, a numerical procedure
consisting of a combination of the finite difference and finite element methods
(Zienkiewicz 1977; Zhao et al. 2009) has been proposed in a previous study (Zhao
et al. 2010a). In the proposed numerical procedure, the finite difference method is
used to discretize time, while the finite element method is used to discretize space.
To ensure the correctness and accuracy of the resulting numerical simulations, the
proposed numerical procedure has been verified by some benchmark problems for
which analytical solutions are available for comparison. Since the dimensionless
governing equations of a NAPL dissolution system are highly nonlinear, the
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segregated algorithm, in which Egs. (10.13)—(10.15) are solved separately and
iteratively in a sequential manner, was used to derive the formulation of the pro-
posed numerical procedure (Zhao et al. 2011). For the sake of completeness of this
chapter, only the final discretized equations of the NAPL dissolution system are
given below. If readers are interested in the detailed derivation processes of these
equations, please refer to Chap. 9 or a previous publication (Zhao et al. 2011).
By following the numerical procedure used in Chap. 9 or a previous study (Zhao
et al. 2011), the dimensionless governing equations (i.e. Egs. (10.13)—(10.15)) of a
NAPL dissolution system under the condition of ¢ < 1 can be expressed as follows:

B = G| (8S,)yy = <61 = Cun). (1025)

{Ai;[l — (Swiail + (Sn)ﬁAf}CHA? =V [(1 = (Sn)ipar) D)z ai) - VCiint
— V(Pa)iyar- [IZ((S")HAZ)VCHA?] = A% (1= (Sn)iadl i + (Sn)f-:—A?’
(10.26)
V- US)a) ¥ Pa] = o1 1) S = Gl (102)
n)itAi) ¥V \Pa)itAr P, n )T+ A7 1+At) :

where (S,); and (S,);, A7
current time-steps; (AS;,)

are the saturations of the NAPL at the previous and
7+A7 18 the saturation increment of the NAPL at the current
time-step; C; and Cyp; are the dimensionless concentrations of the NAPL at the
previous and current time-steps respectively; (P, );, ; is the dimensionless pressure
of the aqueous phase at the current time-step; A7 is the dimensionless time
increment at the current time-step.

It should be pointed out that the main advantages in using dimensionless
variables and governing equations are as follows (Zhao et al. 2008c): (1) solutions
for dimensionless variables describe the behaviour of a family of problems rather
than that of a particular problem. This makes the solutions more generally
applicable. (2) Dimensionless variables can be used to measure the relative
importance of various terms in governing equations, so that the dominant physical
phenomenon can be identified for the problem. This provides a clear focus for the
effective and efficient modelling of the problem. (3) Dimensionless equations can
result in a significant reduction in the large differences between orders of mag-
nitude for some terms in the corresponding dimensional equations, just like the
partial differential equations that are used to describe the NAPL dissolution
instability problem in this chapter. This generally makes the numerical solution
more accurate and stable. For these reasons, dimensionless variables and gov-
erning equations are used in the following computational simulations. Neverthe-
less, the obtained dimensionless solutions can be easily transferred, if necessary,
into dimensional solutions, as demonstrated in a previous study (Zhao et al.
2008c). As a result, the parametric study of a NAPL dissolution system can be
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directly carried out through the related dimensionless solutions. For instance, from
the Zhao number (Zhao et al. 2010c), we can immediately know that an increase in
the Darcy velocity of the dissolved region (i.e. V.. will cause an increase in the
Zhao number of the NAPL dissolution system, so that the NAPL dissolution
system becomes more unstable. On the other hand, an increase in the NAPL
dissolution rate (i.e. §y) will cause a decrease in the Zhao number of the NAPL
dissolution system, so that the NAPL dissolution system becomes more stable.

10.2 Effects of Domain Shapes on the Morphological
Evolution of NAPL Dissolution Fronts
in Supercritical Systems

As mentioned previously, trapezoidal domains can be used to appropriately rep-
resent some fundamental flow characteristics that occur in irregular domains. For
this reason, different trapezoidal computational domains are considered to inves-
tigate the effects of domain shapes on the morphological evolution of NAPL
dissolution fronts in two-dimensional fluid-saturated porous media of supercritical
Zhao numbers (Zhao et al. 2010c). Figure 10.1 shows the geometrical and
boundary conditions for the NAPL dissolution problem of a typical trapezoidal
domain, which is geometrically symmetrical to the x axis. Since the geometrical
shape of such a trapezoidal computational domain can be represented by the
divergent angle (i.e. 0) between a horizontal line and a lateral boundary, this angle
is defined as a geometrical parameter in the corresponding computations. Note that
if 6 is equal to zero, then the trapezoidal shape degenerates to a rectangular one.

Based on the previous experimental measurement results that were calibrated
by several laboratory tests (Imhoff and Miller 1996; Imhoff et al. 1996; Miller
et al. 1998), the following parameters are selectively used in the corresponding
computational models: the initial saturation (S,,y) of the NAPL (i.e. trichloroeth-
ylene (TCE)) is 0.2; the irreducible saturation (S,;) of the aqueous phase fluid is
0.15; the dimensionless longitudinal and transverse dispersivities (&, and o) are
0.2 and 0.02, respectively; the ratio (¢) of the equilibrium concentration of the
NAPL species in the aqueous phase fluid to the density of the NAPL itself is 0.001;
the density ratio (p,) of the aqueous phase fluid to the NAPL is 1.0/1.46; the value
of f; is 0.87. Since the dimensionless governing equations (i.e. Egs. (10.13)-
(10.15)) are used in the numerical simulation, we do not need to use specific values
of the quantities such as f§, medium porosity and tortuosity, molecular diffusivity
of the NAPL and the Darcy flux at the inlet in this investigation. These quantities
are represented by a comprehensive dimensionless number, known as the Zhao
number (Zhao et al. 2012), in the corresponding numerical simulation.

To simulate the propagation of NAPL dissolution fronts appropriately, the finite
element size has been varied to ensure that the numerical dispersion does not affect
the numerical simulation results in a rectangular domain, for which analytical
solutions are available for comparison with the numerical solution. Through the
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mesh size sensitivity analysis, it is confirmed that as long as the finite element size
satisfies the mesh Peclet criterion (Daus et al. 1985), the numerical dispersion can
be minimized in the computational simulation. As a result, the whole computa-
tional domain is simulated by 120,000 four-node quadrilateral elements of 120,701
nodal points in total. For the purpose of investigating the instability of a NAPL
dissolution system, it is common practice to perturb the homogeneous distribution
field of the initial NAPL saturation (S,q) with a small amount (Zhao et al. 2010c).
If the NAPL dissolution system is in a stable state, then such a small perturbation
does not affect the propagation behaviour of the NAPL dissolution front in the
homogeneous distribution field of the initial NAPL saturation (S,), so that an
initial planar NAPL dissolution-front remains the planar shape. However, If the
NAPL dissolution system is in an unstable state, then such a small perturbation can
significantly affect the propagation behaviour of the NAPL dissolution front in the
homogeneous distribution field of the initial NAPL saturation (S,), so that an
initial planar NAPL dissolution-front can evolve into different irregular shapes.
For this reason, the initial residual saturation field of the NAPL is randomly
perturbed by a small amount of 1 % of the originally-input saturation of the NAPL
(i.e. S,0 = 0.2) before running the computational model. This means that the
resulting initial residual saturation is of a random distribution, which has a mean
value of the homogeneous residual saturation (i.e. S, = 0.2) and a variation of
0.002 (i.e. 1 % of S,,o = 0.2) in the whole computational domain. Thus, the initial
homogeneous distribution field of the NAPL saturation (S,) is replaced and
reassigned by a slightly perturbed non-homogeneous distribution field of the
NAPL saturation before running the computational model. Using the characteristic
length (i.e. L") as the length scaling factor, the dimensionless length (i.e.
L, = L,/L*) of the computational domain is 6284 in the x direction, while the
dimensionless length (i.e. I:yl = Lyl/L*) of the left boundary is fixed to 3142,
2734, 2329 and 2046 in the y direction, respectively, when four different com-
putational domains, namely 6 = 0°, 4°,11° and 20°, are used to investigate the
effects of domain shapes on the morphological evolution of NAPL dissolution
fronts in supercritical systems. The Zhao number used for all the four computa-
tional models (at the entrance of the flow) is 1.0, while the dimensionless time-step
length is 3.2. From the previous theoretical study (Zhao et al. 2010c), the critical
Zhao number is 3.34 x 107 in the case of § = 0°. As the Zhao number is much
greater than its critical value, it is expected that the NAPL dissolution system
under consideration is in a supercritical state. Although different values of the
Zhao number can have significant effects on the morphological evolution of NAPL
dissolution fronts, this issue is not considered here because it has been addressed in
a rectangular domain (Zhao et al. 2011) and the main focus of this chapter is to
investigate the effect of domain shapes on the morphological evolution of NAPL
dissolution fronts in the fluid-saturated porous medium.

Figures 10.2, 10.3, 10.4 and 10.5 show the effects of domain shapes on the
morphological evolution of NAPL dissolution fronts in the fluid-saturated porous
medium at four different time instants, namely 7= 160, 640, 1120 and 1600,
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Fig. 10.2 Effects of domain shapes on the evolution of NAPL dissolution fronts represented by
residual saturation in the fluid-saturated porous medium (7 = 160):a 0 =0; b 0 =4°;¢ 0 = 11°;
d g =20°

respectively. In these figures, the residual saturation of a NAPL is used to represent
the NAPL dissolution front. It is observed that domain shapes can significantly
affect not only the propagating speed of a NAPL dissolution front, but the mor-
phological evolution pattern of the NAPL dissolution front as well. At the early
stage of the computational simulation, the NAPL dissolution front evolves from
the injected planar shape at the left boundary of the computational model into an
irregular shape. For a planar NAPL dissolution-front propagating in an infinite
domain, the previous theoretical analysis demonstrated that the propagating speed
of the planar NAPL dissolution-front is directly proportional to the Darcy velocity
of the aqueous phase fluid within the fluid-saturated porous medium. In the case of
a trapezoidal domain, an increase in the divergent angle (i.e. 0) of the trapezoidal
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Fig. 10.3 Effects of domain shapes on the evolution of NAPL dissolution fronts represented by
residual saturation in the fluid-saturated porous medium (7 = 640):a 0 =0; b 0 =4°;¢ 0 = 11°;
d 0=20°

domain can lead to an increase in the area (or the length in the two-dimensional
case) of a vertical cross-section that is perpendicular to the inflow direction of the
aqueous phase fluid within the trapezoidal domain. From the mass conservation
point of view, such an increase in the divergent angle of the trapezoidal domain
can cause a decrease in the Darcy velocity of the aqueous phase fluid on the area of
the vertical cross-section within the trapezoidal domain. Thus, with an increase in
the divergent angle of a trapezoidal domain, the propagating speed of a planar
NAPL dissolution-front decreases accordingly within the fluid-saturated porous
medium. Since this theoretical prediction has good agreement with the numerical
results (as shown in Fig. 10.2) at the early stage of the computational simulation, it
has demonstrated that the computational model used in this investigation can
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Fig. 10.4 Effects of domain shapes on the evolution of NAPL dissolution fronts represented by

residual saturation in the fluid-saturated porous medium (f=1120): a 0 =0; b 0 =4
cO=11°d6=20°

produce reliable numerical results for simulating the evolution of a planar NAPL
dissolution-front in the fluid-saturated porous medium of a trapezoidal shape.

However, it is very difficult, if not impossible, to predict theoretically the
propagating speed of an irregular NAPL dissolution-front within the fluid-satu-
rated porous medium of supercritical Zhao numbers. In this situation, the average
Darcy velocity on the area of a vertical cross-section can be used to investigate the
effect of domain shapes on the average propagating speed of the irregular NAPL
dissolution-front. Since the aqueous phase fluid should be conservative on a ver-
tical cross-section perpendicular to the inflow direction of the aqueous phase fluid
within the trapezoidal domain, the average Darcy velocity on this vertical cross-
section can be expressed in the weighted form as follows:
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Fig. 10.5 Effects of domain shapes on the evolution of NAPL dissolution fronts represented by
residual saturation in the fluid-saturated porous medium (7= 1600): a 0 =0; b 0 =4°;
cO=11°d60=20°

Ly
f:rL_}T VDarcydy

2 Ly ,
where L, is the length of the vertical cross-section; vpg,.y is the Darcy velocity at a
point of the vertical cross-section; Vpgry is the average Darcy velocity on the
vertical cross-section.

Based on the average Darcy velocity concept, it is possible to examine how the

domain shape of a computational model affects the average propagating speed of
an irregular NAPL dissolution-front within the fluid-saturated porous medium. For

(10.28)

\_)Darcy =
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the given location of a vertical cross-section in a trapezoidal domain, an increase
in the divergent angle of the trapezoidal domain leads to an increase in the length
of the vertical cross-section parallel to the y direction, so that there is a decrease in
the average Darcy velocity on this vertical cross-section in the trapezoidal domain.
Generally, the average propagating speed of an irregular NAPL dissolution-front
decreases gradually as a result of an increase in the divergent angle of the trap-
ezoidal domain. This phenomenon can be observed from the numerical simulation
results shown in Figs. 10.3, 10.4 and 10.5. However, in the case of 0 = 4°, the
strong mergence of several irregular fingering fronts takes place within the com-
putational domain. Due to this mergence, the fluid flow in the merged fingers of
wider flow channels becomes much stronger than that in the unmerged small
fingers, so that the tip of the dissolution front represented by the strongly merged
finger in the case of 6 = 4° has propagated faster than that represented by the
weakly merged finger in the rectangular case.

In terms of the morphological evolution pattern of an irregular NAPL dissolution-
front, the domain shape of a computational model can affect the total numbers of
irregular fingers in the fluid-saturated porous medium of supercritical Zhao
numbers. For a given position at the x axis, the trapezoidal domain of a large
divergent angle (i.e. 0) can provide more space in the vertical direction, compared
with the trapezoidal domain of a small divergent angle. As a result, the total
number of irregular fingers obtained from the trapezoidal domain of a large
divergent angle is usually greater than that obtained from the trapezoidal domain
of a small divergent angle. For example, in the case of 7 = 1600, the total number
of irregular fingers in the rectangular domain is equal to 8, while it is equal to 14 in
the trapezoidal domain with a divergent angle of 20°. Nevertheless, as shown in
Figs. 10.3, 10.4 and 10.5, the irregular fingers in the trapezoidal domain of a small
divergent angle can grow much wider than those in the trapezoidal domain of a
large divergent angle.

Figure 10.6 shows the effects of domain shapes on the distributions of the
NAPL dimensionless concentration in the fluid-saturated porous medium at
t = 1600. Since the small perturbation grows with time for a supercritical NAPL
dissolution system, the initial planar front of the NAPL dimensionless concen-
tration evolves gradually into an irregular fingering one. With an increase in the
dimensionless time, the amplitude of the irregular fingering NAPL concentration
front increases significantly, indicating that the NAPL concentration front is
morphologically unstable during its propagation within the computational domain.
Compared with the computational simulation results shown in Fig. 10.5, both the
NAPL residual saturation and the NAPL dimensionless concentration have similar
propagation fronts because the dimensionless concentration of the NAPL
approaches zero when the NAPL is completely dissolved in the upstream direction
of the NAPL dissolution front. Once the NAPL is completely dissolved, the NAPL
residual saturation also becomes zero in the upstream direction of the NAPL
dissolution front.

It is interesting to examine NAPL dissolution fingering in a convergent trape-
zoidal domain where the divergent angle (as defined in Fig. 10.1) has a negative
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Fig. 10.6 Effects of domain shapes on the distributions of the NAPL dimensionless concen-
tration in the fluid-saturated porous medium (7 = 1600): a6 = 0; b0 =4°,¢c 0 =11°;d 6 = 20°

value for 0. Since convergent trapezoidal domains can result in Darcy velocities
increasing with an increase in the distance from the entrance of the injected flow,
they may produce some interesting effects on NAPL dissolution fingering. For this
purpose, a negative value of 6 (i.e. 6 = —20°) is used to run the corresponding
computational simulation of NAPL dissolution fingering in a convergent trape-
zoidal domain. Figure 10.7 shows the effects of the convergent domain shape (in
the case of = —20°) on the evolution of NAPL dissolution fronts (represented by
residual saturation) in the fluid-saturated porous medium at four different time
instants, namely 7 = 160, 640, 1120 and 1440, respectively. Compared with the
computational simulation results in the divergent trapezoidal domain of 6 = 20°
(see Figs. 10.2, 10.3, 10.4 and 10.5), NAPL fingers grow much faster in the
convergent trapezoidal domain of § = —20°. For example, in the case of 7 = 1440,
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Fig. 10.7 Effects of convergent domain shape on the evolution of NAPL dissolution fronts
represented by residual saturation in the fluid-saturated porous medium (0 = —20°): a 7 = 160;
b7 =0640; c 7= 1120; d 7 = 1440

one major finger has penetrated through the whole domain in the horizontal
direction of the convergent trapezoidal domain in the case of § = —20°, while it
only propagates about one third of the whole domain in the horizontal direction of
the divergent trapezoidal domain in the case of 6 = 20°. This further demonstrates
that domain shapes can have significant effects on the formation of NAPL
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dissolution fingering in the fluid-saturated porous medium. The implication of this
recognition is that in terms of land remediation, the divergent flow might be more
efficient than the convergent flow because faster finger growth will lead to earlier
breakthrough of clean water, which then will extend the remediation process for
some period. This indicates that from the residual NAPL removal point of view,
flow injection through an injection well might be more efficient than flow pumping
through a pumping well.

Next, the computational model of a rectangular shape (0 = 0°) is used to test
the assumption that the second-order dispersion tensor can be treated as a function
of the averaged linear velocity component in the inflow direction because it has
been widely used in the previous theoretical analyses (Chadam et al. 1986; Imhoff
and Miller 1996; Zhao et al. 2008a, b, c). For this purpose, two cases are con-
sidered in the corresponding computations. In the first case (known as the current
dispersion model here), both the horizontal and vertical components of the aver-
aged linear velocity vector are considered in the evaluation of the second-order
dispersion tensor, while in the second case (known as the previous dispersion
model in this investigation), only the horizontal component of the averaged linear
velocity vector is considered in the evaluation of the second-order dispersion
tensor. In this situation, the dimensionless lengths (i.e. L, and Zyl) of the com-
putational domain are 4,713 and 3,142 in the X and y directions, while the whole
computational domain is simulated by 99,301 four-node square elements of
100,000 nodal points in total. To eliminate any errors caused by finite element
meshes, the finite element mesh with the same initially-perturbed residual satu-
ration field is used for both the current and previous dispersion models. The
dimensionless time-step length is 1.9 in the computational simulation. Other
parameters used here is exactly the same as those used in the previous computa-
tional models of trapezoidal shapes.

Figure 10.8 shows the comparison of the simulation results for the NAPL residual
saturation from the current dispersion model with those from the previous dispersion
model at four different time instants, namely = 190, 380, 570 and 950, respectively.
In this figure, the simulation results shown in the left column are obtained from using
the current dispersion model, while the simulation results shown in the right column
are obtained from using the previous dispersion model. Even though the fluid flow is,
strictly speaking, no longer one-dimensional at the NAPL dissolution front (see
Fig. 10.9), it can be clearly observed (from Fig. 10.8) that the morphological evo-
lution patterns of a NAPL dissolution front predicted from the current dispersion
model is almost the same as those predicted from the previous dispersion model. This
demonstrates that for the NAPL dissolution-front instability problem of a rectan-
gular domain, the previous dispersion model can produce accurate theoretical and
numerical solutions for the prediction of morphological evolution patterns of NAPL
dissolution fronts in fluid-saturated porous media of supercritical Zhao numbers.
Except for remarkable savings in computational efforts, the major benefit of using
the previous dispersion model is that it enables the theoretical analysis of this kind of
instability problems to become possible (Zhao et al. 2010a).
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(Current dispersion model, t= 190) (Previous dispersion model, t= 190)
(Current dispersion model, r= 380) (Previous dispersion model, t= 380)
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Fig. 10.8 Comparison of the simulation results from the current dispersion model with those
from the previous dispersion model (NAPL residual saturation)
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Fig. 10.9 Streamline (a)
distributions in the
rectangular domain at two
time instants: a f = 570;
b 7 =950
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It is noted that on the basis of the numerical results shown in Figs. 10.2, 10.3,
10.4 and 10.5, it clearly indicates that the saturation of the NAPL is 0 and 0.2
behind and in front of the NAPL dissolution interface, respectively. This means
that 0S,/0¢ should be equal to zero, leading to either S, = 0 (behind the NAPL
dissolution interface) or C = C,, (in front of the NAPL dissolution interface) from
Egs. (10.1) and (10.3). As a result, the pressure gradient of the aqueous phase fluid
can be equal to a nonzero constant in Eq. (10.3), from the mathematical point of
view. This inference is certainly in good coincidence to the boundary condition,
which states that there exists a pressure gradient of the aqueous phase fluid in the
computational domain between x = 0 and x = L,.

In summary, the related numerical simulation results have demonstrated that:
(1) domain shapes have a significant effect on both the propagating speed and the
morphological evolution pattern of a NAPL dissolution-front in the fluid-saturated
porous medium; (2) an increase in the divergent angle of a trapezoidal domain can
lead to a decrease in the propagating speed of the NAPL dissolution front; (3) the
morphological evolution pattern of the NAPL dissolution-front in a rectangular
domain is remarkably different from that in a trapezoidal domain of a large
divergent angle; (4) for a rectangular domain, the simplified dispersion model,
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which is commonly used in the theoretical analysis and numerical simulation, is
valid for solving NAPL dissolution-front instability problems in fluid-saturated
porous media; and (5) compared with diverging flow (when the trapezoidal domain
is inclined outward), converging flow (when the trapezoidal domain is inclined
inward) can enhance the growth of NAPL fingers, indicating that pump-and-treat
systems by extracting contaminated groundwater might enhance NAPL dissolution
fingering and lead to less uniform dissolution fronts.

10.3 Effects of Mesh Discretization Error
on the Morphological Evolution of NAPL Dissolution
Fronts in Supercritical Systems

Compared with the simulation of a rectangular domain, the simulation of a trap-
ezoidal domain may involve the following two effects: (1) since the two neighbour
boundaries are not perpendicular each other, the inflow perpendicular to the
entrance (i.e. one side of the trapezoidal domain) may change the flow direction
just when it passes the entrance of the domain. This phenomenon can be called the
entrance corner effect (or just the corner effect for short). (2) Since irregular
quadrilateral elements, in which two neighbour sides are not perpendicular each
other, must be used to simulate the trapezoidal domain, mesh discretization
including mesh inclination (i.e. grid orientation) is inevitable in the computational
model. This phenomenon can be called the mesh discretization effect. The main
purpose of this section is to investigate both the corner effect and mesh discreti-
zation effect on the morphological evolution of NAPL dissolution fronts in trap-
ezoidal domains consisting of fluid-saturated porous media through conducting
detailed theoretical analysis and running several computational models.

For a rectangular domain, the dimensionless pressure gradient, ;;’wgf, of the
aqueous phase liquid on a vertical cross-section is constant in the NAPL com-
pletely dissolved region, while for a trapezoidal domain shown in Fig. 10.10, itis a
function of the location of the vertical cross-section in the NAPL completely
dissolved region. From the mass conservation of the aqueous phase liquid, this
function can be determined and expressed in the following form:

_ Ly _
pizxf = L —I—yZJ_Cl‘g()p;xfO’ (10.29)

where ];/axfo is the dimensionless pressure gradient of the aqueous phase on the
upstream boundary; x is the location of the vertical cross-section in the NAPL
completely dissolved region within the trapezoidal domain.
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Fig. 10.10 Geometry and boundary conditions for the NAPL dissolution problem on the basis of
dimensionless quantities

10.3.1 The Theoretical Basis of Mesh Discretization Error
Estimation for NAPL Dissolution Problems

10.3.1.1 The Dynamic Behaviour of a NAPL Dissolution System

To facilitate the discussion of the mesh discretization error associated with the
computational simulation results in the forthcoming subsections, it is necessary to
briefly describe the dynamic behaviour of a NAPL dissolution system in a rect-
angular domain. Since the governing equations of a NAPL dissolution problem in
a rectangular domain is exactly the same as those of a NAPL dissolution problem
in a trapezoidal domain, the dynamic behaviour for both the rectangular domain
and the trapezoidal domain should be similar so that the previous theoretical
results from a rectangular domain may have some reference values when the mesh
discretization error associated with the computational simulation results from a
trapezoidal domain are discussed.

For the purpose of describing the dynamic behaviour of a NAPL dissolution
system, the dimensionless Zhao number is defined as follows (Zhao et al. 2010c):

=1
Zh = — = 1\l = FadvectionFdispersionFdissolutiona (1030)

where V,,, is the Darcy velocity of the aqueous phase fluid after the NAPL is
completely dissolved in the NAPL dissolution system; ¢ and 7 are the porosity and
tortuosity of the porous medium, respectively; D,, is the molecular diffusivity of the
NAPL species in the aqueous phase; fi is the dissolution rate of the NAPL. It needs
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to be pointed out that in Eq. (10.30), Faavecrion = Vaxp representing the aqueous
phase fluid advection in the NAPL dissolution system; Fgispersion = 1 / V¢$tDy,
representing the NAPL solute diffusion/dispersion in the NAPL dissolution system;

and Fgissomrion = \/ 1/ P> representing the kinetics of the NAPL dissolution. Thus
the Zhao number is a comprehensive dimensionless number to represent the three
major controlling mechanisms (i.e. advection, dispersion and NAPL dissolution)
simultaneously taking place in the NAPL dissolution system.

When the domain of a NAPL dissolution system is rectangular, then the critical
Zhao number of the system has been mathematically derived in a previous study
(Zhao et al. 2010c) as follows:

n0 1_|_ rz())
thritical = ( k(sﬂf)) E o) KOy ’ (1031)
2(1-45)

where Zh,,isicq; 1S the critical Zhao number of the NAPL dissolution system of a
rectangular shape; k(S,0) is the saturation-dependent permeability of the porous
medium to aqueous phase flow at S, = S,0; k(S,¢) is the saturation-dependent
permeability of the porous medium to aqueous phase flow at S, = S,z S,, = 0 is
the saturation of the NAPL after it is completely dissolved in the NAPL dissolution
system.

By means of both the Zhao number and the critical Zhao number, the instability
of NAPL dissolution fronts in fluid-saturated porous media of rectangular domains
can be assessed. Note that if the domain of a NAPL dissolution system is of a
rectangular shape, then the Darcy velocity of the aqueous phase fluid after the
NAPL is completely dissolved (i.e. V) is constant, while if the domain of an
NAPL dissolution system is of a trapezoidal shape, then the Darcy velocity of the
aqueous phase fluid after the NAPL is completely dissolved (i.e. V¢ is no longer
constant. In the latter case, the instability criterion derived from the rectangular
shape can be applicable, provided that an appropriate Darcy velocity of the
aqueous phase fluid is selected in the NAPL dissolved region.

It is interesting to note that the Zhao number can be expressed by a combination
of the Peclet number and the Thiele modulus (Hong et al. 1999). If the effective
diffusion/dispersion coefficient is defined as Degecrive = ¢TD,n, then the Thiele

modulus of the dissolution system can be expressed as Tm = L*y/f, /De_ffective,
where L is the intrinsic characteristic length of the dissolution system. Similarly,
the Peclet number of the dissolution system can be expressed as
Pe = (VL) / Dejfreciive- Consequently, the Zhao number of the dissolution system
can be expressed as follows:

Vax L 1 De fective P
Zh = (L> [ Pellective | _ T (10.32)
Deﬁ‘ective L* ﬁo Tm
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This indicates that the Zhao number of a NAPL dissolution system is equal to
the ratio of the Peclet number to the Thiele modulus of the dissolution system.
Clearly, the Peclet number can be only used to describe the interaction between the
advection and diffusion/dispersion processes, while the Thiele modulus can be
only used to describe the interaction between the NAPL dissolution and diffusion/
dispersion processes. On the contrary, the Zhao number can be used to simulta-
neously describe all three processes, namely the advection, NAPL dissolution and
diffusion/dispersion processes, in a NAPL dissolution system. This is the main
reason why the Zhao number needs to be used to describe the overall characteristic
of a NAPL dissolution system.

From the linear stability theory, the NAPL dissolution front can be expressed as
(Zhao et al. 2010c):

S(E, 3, 1) = & — Spexp(@7i) cos(my), (10.33)

where @ is the dimensionless growth rate; J,4 is the amplitude of an initial small
perturbation; 7 is the dimensionless time after the perturbation is applied to the
NAPL dissolution system; 7 is the dimensionless wavenumber of the perturbation;
¢ is the coordinate of the moving coordinate system in the X direction and can be
expressed as follows:

Pug _ Zh
Sn() SnO .

6 =X- vfmnti vfront = - (1034>

Since Eq. (10.34) indicates that the initial planar NAPL dissolution-front is
always represented by & = 0, the amplitude of the finger when a NAPL dissolution
system is in an unstable state (in the case of Zh > Zh,.,;;..1), can be expressed as:

Afinger = 4™, (10.35)

where A gy, 18 amplitude of the finger when the NAPL dissolution system is in an
unstable state.

Equation (10.35) clearly indicates that for a given time, the greater the
amplitude of an initial small perturbation, the greater the amplitude of the finger.
Also, for a given small perturbation, the earlier the perturbation is applied to the
NAPL dissolution system, the greater the amplitude of the finger.

10.3.1.2 The Propagation Characteristic of Mesh Discretization Error
and the Concept of Equivalent Initial Perturbation

As demonstrated by the previous study (Zhao et al. 2010c), the basic characteristic
of a NAPL dissolution-front instability problem in a fluid-saturated porous med-
ium is that the NAPL dissolution front divides the whole problem domain into the
following two sub-domains: a NAPL un-dissolved sub-domain (in the downstream
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direction of the NAPL dissolution front) and a NAPL completely-dissolved sub-
domain (in the upstream direction of the NAPL dissolution front). Thus, the
instability of the NAPL dissolution system can only take place on the NAPL
dissolution front. This is the main reason why the instability of the NAPL dis-
solution system is commonly called the NAPL dissolution-front instability prob-
lem. For this reason, the mesh discretization error associated with the NAPL
dissolution-front instability problem can only propagate with the propagation of
the NAPL dissolution front in the fluid-saturated porous medium.

To understand the propagation characteristic of the mesh discretization error
associated with a NAPL dissolution-front instability problem, we consider a
common boundary between several four-node rectangular elements (that are used
to simulate a part of a rectangular domain) and assume that this common boundary
contains N nodal points. For the sake of facilitating the analysis, we can assume
that N = 6, as shown in Fig. 10.11. Suppose the distance between any two adja-
cent nodal points is equal, we can represent this distance by AX, so that the mesh
discretization error associated with each nodal point is equal and can be expressed
by d,. If the NAPL dissolution front is located at node 1 and the initial dimen-
sionless time is considered as 7y = 0, then the dimensionless times can be
expressed as 1, fp, f3, 4 and 5 when the NAPL dissolution front propagates from
node 1 to nodes 2, 3, 4, 5, and 6 respectively. For a rectangular domain, the

propagation speed (i.e. Vpon = _ﬁivqf / Swo = Zh/Sno) of the NAPL dissolution

front is constant (Zhao et al. 2010c), so that the time period when the NAPL
dissolution front propagates between any two adjacent nodal points is also constant
and can be expressed as A7. Thus, when the NAPL dissolution front propagates
from node 1 to node 2, the mesh discretization error associated with Ax between
nodes 1 and 2 grows and the resulting error at node 2 can be expressed as follows:

5d2 = 5(16@?1 = 5d€mﬁ. (1036)

However, when the NAPL dissolution front propagates from node 2 to node 3,
the total mesh discretization error associated with node 2 is equal to the sum of J,,
and J, (i.e. the mesh discretization error associated with Ax between nodes 2 and 3).

Sy = 0up + Sa = 04€™™ + 84 = Sa(1 + ™). (10.37)

This means that when the NAPL dissolution front propagates from node 2 to
node 3, the resulting error at node 3 can be expressed as follows:

50[3 _ 5;02“1]6@M _ 5d(1 + e(uA?)e@A? _ 50[(6&)& + eZ(DA?)' (1038)

Similarly, the resulting mesh discretization errors at nodes 4, 5 and 6 can be
expressed in the following equations:
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Fig. 10.11 Propagation
characteristic of the mesh
discretization error associated
with a NAPL dissolution 1 2 3 4 S 6
front propagating along the f,=0
line containing 6 nodal points
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5(15 — 5 ( AT 2(7)Af+e3(DAf+e4(I)A?), (1040)
5(16 — 5d(e(uA7 + 62(1)A7 + e3(2)Af +e46)Af _|_65(I)Af). (1041)

Generally, when the NAPL dissolution front propagates from node 1 to node N,
the resulting mesh discretization error at node N can be expressed as follows:

e&)Af e(N—l)(DA? -1
o= o g (SR

A7 ( ,(N—1)DAT A7 B
- e (e ) _ € of
~2 04 (76(0& — ) =0q4 <—gwAt — 1) e” (forlargeN)

Note that for a fine mesh of finite elements, , can be controlled to be much less
than unity (i.e. §; < 1), so that (e —loar _ 1) should be much greater than unity
when the finger grows to a visible size. As a result, (eV"D?A > 1), so that
(eWN=DOAT _ 1)  o(N=D@AT iy the process of deriving Eq. (10.42). Thus, when the
NAPL dissolution front propagates from node 1 to node N, the amplitude of the
finger caused by the mesh discretization error (in a rectangular domain) can be
determined by the following equation:

(10.42)

AT
h AF e® o
Arl'r“ltgrfger 5dN 56] Z e l oAt ~ d <€@Ar—1> ea)t7 (1043)

where Aﬁfggr is the amplitude of the finger caused by the mesh discretization error

in the NAPL dissolution system of a rectangular domain.

Note that for a NAPL dissolution-front instability problem in a rectangular
domain, the dimensionless growth rate of perturbation can be theoretically
determined as follows (Zhao et al. 2010c):
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7 Past (L4 B)bey 1 o
‘T +[3)S,10{ e (LR vt ) Ul
Payy _ Plass _ ,2( ., (1-p)
- || m——=——m 1—otpa~) — >
(1 + ﬁ)SnO < 1— O(Lp;xf L LE axf 1 — OCLp:;xf
(10.44)
Pag \2, (=37 Py
7= = (10.45)

2

where ﬁ;xf is the dimensionless pressure gradient of the aqueous phase liquid on a
vertical cross-section in the NAPL completely dissolved region; S, is the initial
saturation of the NAPL; uy and a; are the dimensionless transversal and longi-
tudinal dispersivities of the NAPL species in the aqueous phase; f3 is the ratio of
the permeability of the NAPL un-dissolved region to that of the NAPL completely-
dissolved region; m is the dimensionless wavenumber of the perturbation.

Equations (10.43)—(10.45) clearly indicate that if the mesh discretization error
associated with the NAPL dissolution instability system of a rectangular domain is
known, then the amplitude of the finger caused by the mesh discretization error (in
a rectangular domain) can be theoretically determined. Unfortunately, the main
purpose of this study is to find the mesh discretization error associated with the
NAPL dissolution instability system, so that an inverse problem needs to be
solved. This means that if the amplitude of the finger caused by the mesh dis-
cretization error (in a rectangular domain) is numerically evaluated, then the mesh
discretization error associated with the NAPL dissolution instability system of a
rectangular domain can be determined using the following equation:

Atng).vh WOAT __ 1 _

_ Finger ~ Amesh e —of

0d = =1 (N—i)oAt AFinger bt )¢ (10.46)
i=1 €

Although Eq. (10.46) is not easy to be evaluated, it provides a theoretical basis
for estimating the mesh discretization error associated with the NAPL dissolution
instability system of a rectangular domain.

To solve this inverse problem better, the concept of equivalent initial pertur-
bation associated with the mesh discretization error of a NAPL dissolution system
is presented below. The basic idea behind the concept of equivalent initial per-
turbation associated with the mesh discretization of a NAPL dissolution system is
that the amplitude of the finger caused by the mesh discretization error can be
approximately represented by the following equation:
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5 ivalent
An[‘ziel‘;gw = 5;‘1“lm enter)t7 (1047)
where 05" is the equivalent initial perturbation associated with the mesh
discretization error of a NAPL dissolution system.
Considering Eqgs. (10.43) and (10.47) simultaneously yields the following
equation:

e&)? — e&)A? —1 e(DA? -1

equivalent 5d = (N—i)A? e(I)Af ewAt

5(1 =— e ~ g4 <7> = 065(1, 0= —. (1048)

Equation (10.48) indicates that since @A7 is a constant (as demonstrated later),
the equivalent initial perturbation associated with the mesh discretization error of a
NAPL dissolution system is also a constant and theoretically computable. Since d,
remains unknown in this equation, Eq. (10.47) is directly used to calculate the
equivalent initial perturbation associated with the mesh discretization error of a
NAPL dissolution system in Sect. 10.3.2. Therefore, Eq. (10.47) may be consid-
ered as the core of the proposed finger-amplitude growing theory associated with
the mesh discretization error in the NAPL dissolution system.

10.3.1.3 The Product of A7 Associated with the NAPL Dissolution
System of a Trapezoidal Domain

The proposed propagation theory of mesh discretization error associated with the
NAPL dissolution system of a rectangular domain can be also extended to the
mesh discretization error estimation associated with the NAPL dissolution system
of a trapezoidal domain. For this purpose, we can approximately divide the
trapezoidal domain into a series of rectangular sub-domains. Obviously, if the
number of these rectangular sub-domains approaches infinity, then the shape of
the trapezoidal domain could be accurately represented. This is equivalently to use
the limit concept in mathematics. However, for each rectangular sub-domain of the
same dimensionless width (i.e. AX) in the horizontal direction, as shown in
Fig. 10.12, the dimensionless pressure gradient, ﬁ’axf, of the aqueous phase liquid
on its left-hand-side vertical boundary, which is assumed to be the current location
of the NAPL dissolution front in the trapezoidal domain, is no longer constant, as
indicated by Eq. (10.29) in the previous section. This means that the propagation

speed (i.e. Vo = —ﬁﬁle / Sn0) of the NAPL dissolution front in each rectangular

sub-domain is also no longer constant. This is one of the main differences between
the NAPL dissolution system of a rectangular domain and that of a trapezoidal
domain.

For the purpose of determining the product of @Af7 associated with the NAPL
dissolution system of a trapezoidal domain, we need to consider a typical rect-
angular sub-domain shown in Fig. 10.12. For this rectangular sub-domain, the time
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Fig. 10.12 A typical sub-domain of rectangular shape in the trapezoidal domain

period (i.e. A7), when the NAPL dissolution front propagates from its left-hand-
side vertical boundary to its right-hand-side vertical boundary, can be expressed as
follows:

_ Ax AXS, L 2xtg0)AXS,,
Ar= 0 = AT 0:_(”*,)‘_,8))‘ 0. (10.49)
Veront Payf Lylpaxf()

To determine the dimensionless growth rate (i.e. @) in the typical rectangular
sub-domain shown in Fig. 10.12, we need to use Eq. (10.44) to investigate how the
axf> of
the aqueous phase liquid on its left-hand-side vertical boundary. Figure 10.13
shows the variation of the dimensionless growth rate with the Zhao number due to
different dimensionless wavenumbers in the NAPL dissolution problem. In this
figure, Zh = —ﬁ’axf by definition. It is obvious that for a given dimensionless
wavenumber, the dimensionless growth rate varies linearly with the Zhao number
of the NAPL dissolution system.

Thus, Eq. (10.44) can be approximately rewritten in the following simplified
form:

dimensionless growth rate varies with the dimensionless pressure gradient, p’

o o Ly o
@ ~ —Pf (Swo, %, Or, ) = _mpaxfof(snov a, ar, f), (10.50)

where f is a function of S,, &, &rand . This function represents the constant
slope of the straight line. Thus, f(S,0, %, dr, ) should be independent of the
geometrical shape of the problem domain.

Note that for the NAPL dissolution system of a rectangular domain, the value of
0 is equal to zero, so that the product of @AT? in the case of the NAPL dissolution
front propagating in a rectangular domain can be expressed as follows:
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Fig. 10.13 Variation of the dimensionless growth rate with the Zhao number due to different
dimensionless wavenumbers in the NAPL dissolution problem

(a)A?)recmngular = MS’ZQf(S’Zm &Lv &Tv :8) (1051)

Similarly, considering Eqgs. (10.49) and (10.50) simultaneously yields the fol-
lowing product for the NAPL dissolution front propagating in a trapezoidal domain.
1

Zyl + 2th0

- L1 + 2%tg0)AxS,,
((DAI)tmpe"oidal = < l_’axf(lf(sn()? &b &T7 ﬁ)) X _( i +* xf,g ) 0
i L,leaxf()
= AXSan(SnOa o, or, ,B)

(10.52)

Equations (10.51) and (10.52) indicate that although both the dimensionless
growth rate (i.e. @) and the time period (i.e. Af) when the NAPL dissolution front
propagates the same horizontal distance (i.e. AX) are totally different, their prod-
ucts are exactly the same for the NAPL dissolution-front propagation in both the
rectangular and trapezoidal domains. When the NAPL dissolution front propagates
through N elements with the equal dimensionless width of AX, it can be easily
proven that the product of NawAf?, where N is a positive integer of any value, is also
exactly the same for the NAPL dissolution front propagation in both the rectan-
gular and trapezoidal domains. This theoretical finding demonstrates that if the
horizontal width of the finite elements that is used to simulate a trapezoidal domain
is exactly the same as that is used to simulate a rectangular domain, the mesh
discretization error propagation theory presented for the rectangular domain (in
Sect. 10.3.1.2) can be, in principle, used to estimate the mesh discretization error
associated with the NAPL dissolution-front propagation in the trapezoidal domain.
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Thus, Eq. (10.47) is also valid for estimating the mesh discretization error asso-
ciated with the NAPL dissolution-front propagation in the trapezoidal domain.
This is another reason why we consider a trapezoidal domain in this investigation.

10.3.1.4 The Corner Effect at the Entrance of a Trapezoidal Domain

For a trapezoidal domain, as shown in Fig. 10.10, the two neighbour boundaries
are not perpendicular each other, so that the inflow perpendicular to the entrance
(i.e. one side of the trapezoidal domain) may change the flow direction just when it
passes the entrance of the domain. Due to this special kind of shape, the overall
flow pattern turns into a radial flow pattern at some distance away from the
entrance of the flow. This means that such a corner effect can be treated as an
equivalent perturbation that is just applied at the corner points of the flow entrance
in the trapezoidal domain. Following the same procedures as those used in
Sect. 10.3.1.2, the amplitude of the finger caused by the corner effect can be
approximately represented by the following equation:

Acorner 5§quivalente&ﬁ7 (1053)

Finger
where §¢“le i the equivalent initial perturbation associated with the corner
effect at the entrance of a NAPL dissolution system; Aj°c is the amplitude of the
finger caused by the corner effect.

As a counterpart of Eq. (10.47), Eq. (10.53) may be considered as the core of
the proposed finger-amplitude growing theory associated with the corner effect in
the NAPL dissolution system of a trapezoidal domain. Consequently, the total
amplitude of the finger (caused by both the corner effect and the mesh discreti-
zation error), which grows at either the top or the bottom boundary of the trape-
zoidal domain, should be equal to the sum of Eqgs. (10.47) and (10.53) as follows:

" +mesh __ ivalent equivalenty @of
A;{;;Zi}; mes — (5iqul‘a en + 5d )e(L) . (10.54)
where A;@;;‘;;*’”“h is the total amplitude of the finger caused by both the corner

effect and the mesh discretization error at either the top or the bottom boundary of
the trapezoidal domain.

10.3.2 Corner and Mesh Discretization Effects
on the Morphological Evolution of NAPL Dissolution
Fronts in Supercritical Systems of Trapezoidal
Domains

As shown in Fig. 10.10 in the previous section, the geometrical shape of a trap-
ezoidal computational domain, which is symmetrical to the X axis, can be
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represented by the divergent angle (i.e. 0) between a horizontal line and the top
boundary. This angle is defined as a geometrical parameter in the corresponding
computations. If 0 is equal to zero, then the trapezoidal domain degenerates to a
rectangular one.

On the basis of the previous experimental measurement results that were cal-
ibrated by several laboratory tests (Imhoff and Miller 1996; Imhoff et al. 1996;
Miller et al. 1998), the following parameters are selectively used in the corre-
sponding computational models: the initial saturation (S,,o) of the NAPL is 0.2; the
irreducible saturation (S,;) of the aqueous phase fluid is 0.15; the dimensionless
longitudinal and transverse dispersivities (x; and a7) are 0.2 and 0.02, respec-
tively; the ratio (¢) of the equilibrium concentration of the NAPL species in the
aqueous phase fluid to the density of the NAPL itself is 0.001; the density ratio
(p,) of the aqueous phase fluid to the NAPL is 1.0/1.46; the value of f3; is 0.87. To
simulate the propagation of NAPL dissolution fronts appropriately, the whole
computational domain is simulated by 120,000 four-node quadrilateral elements of
120,701 nodal points in total. Figure 10.14 shows the meshes of finite elements
used for modeling both the rectangular domain (i.e. # = 0°) and the trapezoidal
domain (i.e. 0 = 20°). Note that each element in this figure is further divided into
100 finer elements before the computation.

For the purpose of investigating the instability of a NAPL dissolution system, it
is common practice to perturb the homogeneous distribution field of the initial
NAPL saturation (S,,9) with a small amount (Zhao et al. 2010c). For this reason, the
initial residual saturation field of the NAPL is randomly perturbed by a small
amount of 1 % of the originally-input saturation of the NAPL (i.e. S, = 0.2)
before running the computational model. This means that the initial homogeneous
distribution field of the NAPL saturation (S,o) is replaced and reassigned by a
slightly perturbed non-homogeneous distribution field of the NAPL saturation
before running the computational model. The dimensionless length (i.e. L,) of the
computational domain is 6,284 in the x direction, while the dimensionless length
(i.e. I:yl) of the left boundary is fixed to 3,142 and 2,046 in the y direction for two
different computational domains, namely 8 = 0° and 20°, respectively. The Zhao
number used for the two computational models (at the entrance of the flow) is 1.0,
while the dimensionless time-step length is 3.2.

10.3.2.1 Corner and No-Flow Boundary Effects of Computational
Domains

Figure 10.15 shows the morphological evolution of NAPL dissolution fronts in
both the rectangular (6 = 0°) and the trapezoidal (6§ = 20°) domains consisting of
the fluid-saturated porous media at two different time instants, namely 7 = 160 and
1600, respectively. In this figure, the residual saturation of a NAPL is used to
represent the NAPL dissolution front. It is observed that the NAPL dissolution
front propagates much faster along the top and bottom boundaries, especially in
the trapezoidal domain. This may be caused by both the no-flow boundary and
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(a)

(b)

Fig. 10.14 Finite element meshes used for simulating the NAPL dissolution problem:
a Rectangular domain; b Trapezoidal domain

corner effects. In the case of a rectangular domain, Kalia and Balakotaiah (2009)
observed the same phenomenon in the numerical simulation of acid dissolution
induced wormhole formation in carbonates. Regarding the physical reason to cause
this phenomenon, they made the following explanation: “When no-flow bound-
aries are present in a system, an inconsistency may occur at these boundaries
because of Darcy’s law. As the fluid is injected in the medium, it is transported in
both the axial and transverse directions. Darcy’s law allows for streamwise or axial
flow at the boundaries although the transverse velocity component is zero because
of the boundary conditions. This leads to a deflection of the fluid carried by the
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perpendicular velocity component at the boundaries to the axial direction resulting
in a velocity slip. This leads to more fluid going to the boundaries and in turn
resulting in relatively higher dissolution at the boundaries.” Thus, the no-flow
boundary effect is not a numerical artifact and has previously been mentioned for
the viscous fingering phenomenon where a less viscous fluid displaces a more
viscous one (Morris and Ball 1990; Yang and Yortsos 1998). Although this
explanation may be valid for the flow in a rectangular domain, it cannot be used to
explain why the NAPL dissolution front propagates much faster along the top and
bottom boundaries in the trapezoidal domain (i.e. § = 20°). Nevertheless, this
phenomenon can be better explained using the proposed finger-amplitude growing
theory associated with the corner effect at the entrance of a trapezoidal domain (in
Sect. 10.3.1.4). In the case of the rectangular domain (where no corner effect
exists) and 7 = 1600 (in Fig. 10.15), the amplitude of the finger at either the top or
the bottom boundary is of the same order of magnitude as that of the finger within
the interior of the rectangular domain. However, in the case of the trapezoidal
domain (where there exists the corner effect) and 7 = 1600 (in Fig. 10.15), the
amplitude of the finger at either the top or the bottom boundary is much greater
than that of the finger within the interior of the trapezoidal domain. This dem-
onstrated that the proposed finger-amplitude growing theory associated with the
corner effect at the entrance of a trapezoidal domain is useful for correctly
explaining why the finger at either the top or the bottom boundary grows much
faster than that within the interior of the trapezoidal domain.

10.3.2.2 Mesh Discretization Effects of Computational Domains

When the finite element and finite difference methods are used to solve the NAPL
dissolution problem in a fluid-saturated porous medium, the continuum domain of
the problem needs to be discretized into many elements, so that the dimensionless
governing equations (i.e. the partial differential equations) of the system can be
approximately represented by a set of algebraic equations. This discretization
process will cause the mesh discretization error, which may result in numerical
diffusion during the numerical computation. Compared with the use of rectangular
and square elements in the simulation of a rectangular domain, the use of general
quadrilateral elements in the simulation of a trapezoidal domain can cause extra
mesh discretization error (or extra numerical diffusion) due to the involvement of
mesh inclination (i.e. grid orientation). For this reason, the total diffusion/disper-
sion tensor of the computational model for simulating the NAPL dissolution
problem in a trapezoidal domain is equal to the sum of the physical diffusion/
dispersion tensor and the numerical diffusion/dispersion tensor. Since the
numerical diffusion/dispersion tensor is caused by the mesh discretization error, it
is desirable to reduce the numerical diffusion/dispersion tensor so that the com-
putational simulation result can converge to the physical solution.

To examine the effect of numerical diffusion/dispersion due to mesh discreti-
zation error on the computational simulation of a NAPL dissolution problem in a
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Fig. 10.15 Effects of corner and no-flow boundary on the evolution of NAPL dissolution fronts
in the fluid-saturated porous medium (Supercritical system): a 0 = 0,7 = 160; b 0 = 20°,
£=160; ¢ 0 =0,7=1600; d 0 = 20°,7 = 1600

trapezoidal domain, it is necessary to understand the constituents of the physical
diffusion/dispersion tensor in a NAPL dissolution system. For this purpose, the
physical diffusion/dispersion tensor in the NAPL dissolution system can be
expressed in the following dimensional form:
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where 7 is the tortuosity of the porous medium; D,, is the molecular diffusivity of
the NAPL species in the aqueous phase; v,, and v, are the averaged linear velocity
components in the x and y directions, respectively; a7 and o; are the transversal
and longitudinal dispersivities of the NAPL species in the aqueous phase; v, is the
amplitude of the averaged linear velocity vector of the aqueous phase as follows:

Vo = \[Va, VA (10.56)

Equation (10.55) indicates that the total physical diffusion/dispersion tensor in a
NAPL dissolution system can be divided into two parts: an isotropic part (i.e. Dy;)
and an anisotropic part (i.e. Dy;). Since the anisotropic part is directly proportional
to the flow velocity, it can only vanish when there is no flow in the system.
Otherwise, both the isotropic part and the anisotropic part of the total physical
diffusion/dispersion tensor will exist in the NAPL dissolution system, no matter
whether the problem domain is rectangular or trapezoidal. This means that even
though mesh discretization error in a trapezoidal domain might cause an aniso-
tropic numerical diffusion/dispersion tensor, the computational simulation results
should converge to the physical solution, as long as the anisotropic numerical
diffusion/dispersion tensor due to mesh discretization is much smaller than the
total physical diffusion/dispersion tensor in the NAPL dissolution system.
Although it is very difficult, if not impossible, to quantitatively evaluate the
anisotropic numerical diffusion/dispersion tensor associated with mesh discreti-
zation error, it is possible to qualitatively judge its effect on the computational
simulation through comparing the simulation results with the theoretical expec-
tations, as discussed later.

In the computational simulation, the mesh discretization error decreases with the
decrease of the grid size, so that numerical diffusion/dispersion can be minimized
by choosing the grid size appropriately (Zhao et al. 2011). When the numerical
results, which are obtained from the mesh of a given grid size, agree well with the
corresponding analytical solutions and experimental results, the numerical diffu-
sion/dispersion is considered to be minimum, compared with the physical diffusion/
dispersion of the problem. To examine mesh discretization effects on the numerical
results, we have simulated a subcritical NAPL dissolution system in the trapezoidal
domain. In this case, the Zhao number used for the computational model (at the
entrance of the flow) is reduced from 1.0 to 0.01, while the dimensionless time-step
length is increased from 3.2 to 32. Figure 10.16 shows the corresponding compu-
tational simulation results. As expected theoretically (Tan and Homsy 1987), the
NAPL dissolution front converges to the arc shape, which is controlled by the
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Fig. 10.16 The evolution of NAPL dissolution fronts in the trapezoidal domain consisting of the
fluid-saturated porous medium (Subcritical system): a 0 = 20°,7 = 320; b 0 = 20°,7 = 1600;
¢ 0 =20°7=3200;d 0 =20°,7 = 4800

dynamic behaviour of the subcritical NAPL dissolution system. This is clearly
evidenced in the computational simulation results. Since the numerical results have
good agreement with the related theoretical expectation for the subcritical NAPL
dissolution systems of trapezoidal domains, it can be concluded that the mesh
discretization effect is negligible in the computational simulations of subcritical
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NAPL dissolution systems. This means that the computational model used in this
investigation can produce reliable numerical results for simulating subcritical
NAPL dissolution systems in the trapezoidal domain consisting of a fluid-saturated
porous medium. However, to examine whether the computational model used in
this investigation is suitable for simulating the supercritical NAPL dissolution
system of a trapezoidal domain, it is necessary to estimate the mesh discretization
error of the supercritical NAPL dissolution system through using both the proposed
propagation theory of mesh discretization error and the proposed finger-amplitude
growing theory associated with the mesh discretization error in the NAPL disso-
lution system of a trapezoidal domain.

10.3.2.3 Approximate Estimation of the Mesh Discretization Error

In terms of estimating the discretization error of a numerical method, it is common
practice to compare the numerical solution with the corresponding analytical
solution (if any) or benchmark solution that is obtained using a very fine mesh
(Zhao and Steven 1996a, b, c). Unfortunately, such practice works well for sub-
critical NAPL dissolution systems, but does not work for supercritical NAPL
dissolution systems. This is because in the latter case, the related analytical
solution is not available at all. In addition, the related benchmark solution of a
supercritical NAPL dissolution system is hardly to be obtained for the following
two main reasons: (1) the numerical solution of a supercritical NAPL dissolution
system is strongly dependent on the perturbation applied to the system; and (2) any
two different meshes (i.e. a coarse mesh and a fine mesh) of a system will result in
different perturbations so that their numerical solutions lose the common ground
for comparison. To overcome this difficulty, it is necessary to find a new way to
approximately estimate the mesh discretization error of a supercritical NAPL
dissolution system in this study.

Based on the proposed finger-amplitude growing theory associated with the
mesh discretization error in the NAPL dissolution system of a trapezoidal domain,
it is possible to approximately estimate the discretization error of the system
through using Eq. (10.47) that is presented in the previous section. The specific
procedure associated with the approximate estimation of the discretization error
can be divided into the following three steps. The first step is to determine the
dimensionless growth rate of the supercritical NAPL dissolution system. This can
be done through considering the amplitudes of the fingers at two early computa-
tional simulation steps. For example, if the amplitudes of the finger are Ajripger =
34e® and Aopinger = 6p€®? at? = 7, and 7 = 7, respectively, then the ratio of these
two amplitudes can be expressed as follows:

A inger (1) —1
R, = A2Finger _ o(n—1) (10.57)
AlFinger
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From Eq. (10.57), the dimensionless growth rate of the supercritical NAPL
dissolution system can be obtained as follows:

o= R (10.58)
h— 1

The second step is to determine the amplitude ratio of the equivalent initial
perturbation (due to the discretization error) to the total initial perturbation in the
supercritical NAPL dissolution system. In this situation, the discretization error is
viewed as an equivalent initial perturbation, which can be determined from the
computational simulation results of a supercritical NAPL dissolution system in
which no any other initial perturbation is applied. On the other hand, the total
initial perturbation, which is the sum of the equivalent initial perturbation (due to
the discretization error) and the applied initial perturbation (due to some physical
considerations), can be determined from the computational simulation results of a
supercritical NAPL dissolution system in which an initial perturbation (due to
some physical considerations) is applied. If the amplitudes of the fingers are
AlFinger = S41€™0 (at f = f;) for the supercritical NAPL dissolution system without
any other initial perturbation applied and Ajpinger = 040e®” (at T=T1) for the
supercritical NAPL dissolution system with an initial perturbation applied, then
the amplitude ratio of the equivalent initial perturbation (due to the discretization
error) to the total initial perturbation can be evaluated under the condition of
A Finger = A2Finger- This can result in the following formula:

Ry = 241 _ ol (10.59)
Ou2

where J,4; is the amplitude of the equivalent initial perturbation due to the dis-
cretization error; d4; is the amplitude of the total initial perturbation.

The third step is to determine the amplitude of the equivalent initial pertur-
bation due to the discretization error in the supercritical NAPL dissolution system.
Since the initially applied perturbation is known, it can be represented by dainisial>
so that a2 = dainiriat + da1- With consideration of Eq. (10.59), this leads to the
following formula for evaluating d4;:

R,
01 = —— Odinitial- 10.
AL = T g, Otiniia (10.60)

Based on the proposed procedure above, we have rerun the previously-used
computational model of the supercritical NAPL dissolution system in the trape-
zoidal domain by setting the applied initial perturbation to be zero. Figure 10.17
shows the related computational simulation results, from which it can be observed
that due to the dynamic behaviour of the supercritical NAPL dissolution system,
the fingering phenomenon indeed takes place in the trapezoidal domain. This
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Fig. 10.17 The evolution of NAPL dissolution fronts in the trapezoidal domain consisting of
fluid-saturated porous medium (Without applying initial perturbation): a 6 = 20°,7 = 160;
b 0 =20°7=320; ¢ 0 =20°,7 = 640; d 0 = 20°,7 = 1600

indicates that the mesh discretization error, although it may be very small, can
serve as a kind of small perturbation to trigger the fingering growth during the
computational simulation of a supercritical NAPL dissolution system in the
trapezoidal domain consisting of a fluid-saturated porous medium.
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With two sets of computational simulation results of the supercritical NAPL
dissolution system at hand, namely one obtained from the simulation with
including an initial small perturbation and the other obtained from the simulation
without including an initial small perturbation, it is possible to estimate the
amplitude of the equivalent initial perturbation due to the discretization error in
the supercritical NAPL dissolution system. As shown in Fig. 10.18, the ratio of the
finger amplitude at 7 = 160 to that at 7 = 128 is equal to about 2.0 when the initial
small perturbation, which has an amplitude of 0.002 (i.e. 0.01 S, as mentioned
previously), is applied to the computational model of the NAPL dissolution sys-
tem. This results in a dimensionless growth rate of 0.02166 (from Eq. (10.58)) for
the NAPL dissolution system. On the other hand, the finger amplitude at 7 = 224
when the initial small perturbation is not applied to the computational model is
almost equal to that at 7 = 160 when the initial small perturbation is applied to the
computational model. From Eq. (10.59), this leads to a value of about 0.25 for R,.
Finally, substituting the value of R, into Eq. (10.60) yields a value of 0.00067 for
the amplitude of the equivalent initial perturbation (i.e. d4;) due to the discreti-
zation error. Since d4; is smaller than 0.002 (i.e. Jiniia; = 0.002), it is demon-
strated that the effect of the total discretization error of the computational model is
negligible in the computational simulations, compared with that of the initial small
perturbation applied to the computational model. This also demonstrated that the
proposed finger-amplitude growing theory associated with the mesh discretization
error in the NAPL dissolution system of a trapezoidal domain in this study is
useful for quantitatively assessing the correctness of computational simulations of
NAPL dissolution-front instability problems in trapezoidal domains. If the
amplitude of the equivalent initial perturbation due to the numerical discretization
error is significantly smaller than the amplitude of the fingers generated by the
numerical simulations of interest in the same geometry of the same finite element
mesh, then one may safely neglect the numerical discretization effects on the
numerical simulations of supercritical NAPL dissolution systems.

In summary, the propagation theory of the mesh discretization error associated
with a NAPL dissolution system is first presented for a rectangular domain and
then extended to a trapezoidal domain. This leads to the establishment of the
finger-amplitude growing theory that is associated with both the corner effect and
the mesh discretization effect in the NAPL dissolution systems of trapezoidal
domains. This theory can be used to make the approximate error estimation of the
corresponding computational simulation results. The related theoretical analysis
and numerical results have demonstrated that: (1) both the corner effect and the
mesh discretization effect can be quantitatively viewed as a kind of small per-
turbation so that they can have some considerable effects on the computational
results of supercritical NAPL dissolution systems; (2) the proposed finger-ampli-
tude growing theory associated with the corner effect at the entrance of a trape-
zoidal domain is useful for correctly explaining why the finger at either the top or
the bottom boundary grows much faster than that within the interior of the trap-
ezoidal domain; (3) the proposed finger-amplitude growing theory associated with
the mesh discretization error in the NAPL dissolution system of a trapezoidal
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Fig. 10.18 Determination of the growth rate and equivalent initial perturbation in the
supercritical NAPL dissolution system: a Determination of the growth rate; b Determination
of the equivalent initial perturbation amplitude
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domain can be used for quantitatively assessing the correctness of computational
simulations of NAPL dissolution-front instability problems in trapezoidal
domains, so that we can ensure that the computational simulation results are
controlled by the physics of the NAPL dissolution system, rather than by the
numerical artifacts.
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Chapter 11

Fundamental Theory

for Acidization Dissolution-Front
Instability in Fluid-Saturated
Carbonate Rocks

Instability of acidization dissolution fronts in carbonate rocks is an important
mechanism of the karst formation that is commonly observed in nature. This
mechanism has been successfully used to increase the oil production in petroleum
industry through injecting hydrochloric acid into carbonate rocks in the surroundings
of drilling wells (Fredd and Fogler 1998; Golfier et al. 2002; Panga et al. 2005; Kalia
and Balakotaiah 2007, 2009; Cohen et al. 2008). Due to the rapid rates of acidization
dissolution, the dissolution front may become unstable under certain conditions, so
that preferential flow channels such as wormholes can be generated. Generally, the
acidization dissolution process of carbonate rocks involves the following three steps:
(1) the acid is transported by diffusion and advection to the solid particle surfaces of
the porous rock; (2) the chemical dissolution reaction takes place at the solid particle
surfaces of the porous rock; and (3) the products of the chemical dissolution reaction
are transported away from the solid particle surfaces of the porous rock. This means
that the pore-fluid flow, which transports both the acid to and the chemical product
away from the solid particle surfaces of the porous rock through advection, plays a
critical role in the acidization dissolution process of carbonate rocks.

Under the stimulus of developing a new technology to increase oil production
from carbonate reservoirs, a large amount of experimental and theoretical research
has been carried out to investigate the effects of various factors, such as the acid
injecting rate, acid volume, rock permeability, reaction kinetics and so forth, on the
formation of the wormholes (Fredd and Fogler 1998; Golfier et al. 2002; Panga
et al. 2005; Kalia and Balakotaiah 2007, 2009; Cohen et al. 2008). The existing
experimental results have displayed the following five possible dissolution struc-
tures: the face or compact structure, the conical wormhole structure, the dominant
wormhole structure, the ramified wormhole structure and the uniform dissolution
structure. Although the instability phenomena of acidization dissolution fronts in
carbonate rocks have been observed in many laboratory experiments and compu-
tational simulations (Golfier et al. 2002; Panga et al. 2005; Kalia and Balakotaiah
2007, 2009; Cohen et al. 2008), a theoretical criterion, which can be used to assess
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the onset of acidization dissolution-front instability, is still lacking. Since the
laboratory experiments were conducted using carbonate rocks of remarkable het-
erogeneity, it is difficult to distinguish whether the wormhole structure is caused
either by the rock heterogeneity or by the instability of the acidization dissolution
front. It needs to be pointed out that the rock heterogeneity reflects some geo-
metrical characteristic of a system, while the instability of the acidization disso-
lution front reflects the overall dynamic characteristic of the system. From the linear
stability theory, the system under consideration should be ideally comprised of a
homogeneous porous medium with a small perturbation, namely a carbonate rock
of slight heterogeneity, for dealing with the instability of acidization dissolution
fronts in fluid-saturated carbonate rocks.

In terms of the stability analysis of acidization dissolution fronts in fluid-saturated
porous rocks, the current status of theoretical study is that in order to avoid
mathematical difficulties, the porosity of the rock is assumed to be constant during
the acidization dissolution reaction, but the permeability of the rock is allowed to
have a significant change (Sherwood 1987; Hinch and Bhatt 1990). Due to this
assumption, the related theoretical results may be valid for fluid-saturated sand-
stones, but are definitely not valid for fluid-saturated carbonate rocks. In the case of
considering the acidization dissolution of fluid-saturated sandstones, Sherwood
(1987), Hinch and Bhatt (1990) assumed that the rock itself does not dissolve, and
the injected acid can only etch clays and other particles that may block the pore
throats. As a result, the porosity of the sandstone varies little, but the permeability of
the sandstone may be increased by perhaps an order of magnitude. However, when
the acidization dissolution of a fluid-saturated carbonate rock is considered, the rock
itself can be completely dissolved, resulting in no resistance to pore-fluid flow. This
means that both the porosity and permeability of the carbonate rock can have a
dramatic change during the acidization dissolution. For this reason, the existing
theoretical results obtained by Sherwood (1987), Hinch and Bhatt (1990) are not
suitable for describing the dynamic behavior associated with the propagation of
acidization dissolution fronts in a fluid-saturated carbonate rock, to say nothing of
providing a theoretical criterion that can be used to assess the instability of acidi-
zation dissolution fronts in the fluid-saturated carbonate rock.

When the chemical dissolution rate is very slow and the mineral dissolution
ratio is small enough, a considerable amount of theoretical research and compu-
tational simulation have been conducted to investigate the instability of chemical
dissolution fronts in fluid-saturated porous media (Chadam et al. 1986, 1988;
Ortoleva et al. 1987; Ormond and Ortoleva 2000; Chen and Liu 2002, 2004; Zhao
et al. 2008; Chen et al. 2009; Szymczak and Ladd 2009). In particular, Zhao et al.
(2009) have proposed a comprehensive dimensionless number, known as the Zhao
number, to represent the dynamic characteristic of the chemical dissolution system
that is comprised of a fluid-saturated porous medium. Using the proposed Zhao
number and its critical value, a theoretical criterion is derived for assessing the
instability of chemical dissolution fronts in fluid-saturated porous media (Zhao
et al. 2008). Although the acidization dissolution of a carbonate rock can be
viewed as a special kind of chemical dissolution problem in the fluid-saturated
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porous medium, there exist some significant differences between the acidization
dissolution problem and the slow-rate chemical dissolution problem. First, for the
acidization dissolution problem, the reactant (i.e. acid) concentration is assumed to
be constant in the upstream direction of the dissolution front, while for the slow-
rate chemical dissolution problem, the dissolved mineral concentration is assumed
to be constant in the downstream direction of the dissolution front. Second, the
reactant (i.e. acid) concentration in the downstream direction of the dissolution
front is assumed to be zero for the acidization dissolution problem, while the
dissolved mineral concentration in the upstream direction of the dissolution front is
assumed to be zero for the slow-rate chemical dissolution problem. Despite these
differences, similar mathematical methods can be used to conduct the theoretical
analysis for both the acidization dissolution problem and the slow-rate chemical
dissolution problem because they have similar mathematical models.

11.1 Mathematical Analysis of the Acidization Dissolution
Problem

To facilitate the mathematical analysis of the acidization dissolution-front insta-
bility in a fluid-saturated carbonate rock, the Darcy scale mathematical model
(Golfier et al. 2002) is used with the following assumptions: (1) Darcy’s law can be
used to describe pore-fluid flow in the carbonate rock, even the carbonate rock is
completely dissolved; (2) the acidization of the carbonate rock is a fast process; (3)
the pore-fluid is incompressible; (4) the Carman-Kozeny law (Detournay and Cheng
1993; Scheidegger 1974; Nield and Bejan 1992) can be used to express the rela-
tionship between the porosity and permeability of the carbonate rock; (5) the
propagation speed of the acidization dissolution front is much slower than the Darcy
velocity of the pore-fluid flow; (6) the mass exchange between the acid and car-
bonate rock during acidization dissolution is proportional to both the acid con-
centration and the difference between the porosity and its final value of the carbonate
rock, so that the acidization dissolution stops when either the acid is completely
depleted (i.e. the acid concentration is zero) or the carbonate rock is completely
dissolved (i.e. the porosity is equal to the final porosity). Under these assumptions,
the governing equations and related formulas of the acidization dissolution-front
instability problem in a fluid-saturated carbonate rock can be written as follows:

ie kg, (11.1)
u
%

%(qu) + V- [Cii] = V - [¢DVC] — a9(p; — ¢)C, (11.3)
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o= oo(Py — ), (11.5)

where # is the Darcy velocity vector within the carbonate rock; p and C are the
pore-fluid pressure and the acid concentration (with a unit of moles per pore-fluid
volume); p is the dynamic viscosity of the pore-fluid; ¢ is the porosity of the
carbonate rock; D is the effective diffusivity/dispersivity of the acid; k(¢) is
the permeability of the porous medium; y is the stoichiometric coefficient of the
carbonate rock; o is the mass exchange rate between the acid and the carbonate
rock; p, is the molar density (i.e. moles per volume) of the carbonate rock; ¢, is the
final (i.e. maximum) porosity when the carbonate rock is completely dissolved.

Equation (11.5) indicates that the mass exchange rate between the acid and the
carbonate rock is directly proportional to both the porosity of the carbonate rock
and the mass exchange rate coefficient (i.e. oy) between the acid and the carbonate
rock. Once the carbonate rock is completely dissolved, the porosity of the car-
bonate rock is equal to its final porosity (i.e. ¢), so that the mass exchange rate
between the acid and the carbonate rock is equal to zero. This implies that the
dissolution reaction can be automatically stopped in the region where the car-
bonate rock is completely dissolved.

If the acid reacts with the carbonate (e.g. calcite or dolomite), then the corre-
sponding acidization dissolution can be expressed as follows:

CaCOs +2H' — Ca®* + H,0 + CO,,
CaMg(CO3), +4H" — Ca** + Mg** + 2H,0 + 2CO,. (11.6)

Equation (11.6) indicates that one mole acid can dissolve 0.5 mol calcite, so
that the stoichiometric coefficient of the dissolved calcite is 0.5. Similarly, since
one mole acid can dissolve 0.25 mol dolomite, the stoichiometric coefficient of the
dissolved dolomite is 0.25. Suppose the weight density of the carbonate rock is
2700 kg/m?>, the molar density of calcite is about 27 mol/l, while the molar density
of dolomite is about 14.7 mol/l.

To consider the permeability change caused by a change in porosity, the
Carman-Kozeny law (Detournay and Cheng 1993; Scheidegger 1974; Nield and
Bejan 1992) is used to calculate permeability k, for a given porosity ¢.

k(1= ¢y)’ ¢’
k(¢) = peTR (11.7)

where ¢ and k are the initial reference porosity and permeability of the carbonate
rock respectively.
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Mathematically, the governing equations and related formulas of the acidization
dissolution-front instability problem in a fluid-saturated carbonate rock can be
rewritten into the following form:

0¢

-V W)V =0, (118)
2 (9C) ~ V- [CH@)Vp] V- [6DVC] + (s~ $)C =0, (119)
0 yo
5 p:’ (¢ — $)C =0, (11.10)
_H9)
W) == (11.11)

11.1.1 Determination of the Propagation Speed
of the Acidization Dissolution Front
in a Fluid-Saturated Carbonate Rock

When a planar acidization dissolution-front is considered to propagate in the full
space, analytical solutions can be obtained for both the propagation speed of the
acidization dissolution front and the downstream pressure gradient of the pore-fluid
in the fluid-saturated carbonate rock. In this special case, a planar dissolution front
is assumed to propagate in the positive x direction, so that all quantities are inde-
pendent of the transverse coordinates y and z. For this reason, Eqs. (11.8)—(11.10)
can be rewritten as follows:

g 0 ap,

5 @ l=0, (11.12)
%(qﬁC)f%[¢Daa—f+cw(¢)2—Z}+a0(¢ff¢>)czo, (11.13)

09 o B

o (¢ — ¢)C = 0. (11.14)

If the acid is injected at the location of x approaching negative infinity, then the
boundary conditions of the problem can be expressed as
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0
lim C=Cy, lim a—p =P (upstream boundary), (11.15)
xX——00 x——00 OX
. o . Op oy
lim C =0, lim_—=p; (downstream boundary), (11.16)
X—00 x—00 OX

where Cj is the injected acid concentration in the carbonate rock; p}x is the pore-
fluid pressure gradient as x approaching negative infinity in the upstream of the
pore-fluid flow; pj, is the unknown pore-fluid pressure gradient as x approaching
positive infinity in the downstream of the pore-fluid flow. Because p]’cx drives the
pore-fluid flow continuously along the positive x direction, it has a negative
algebraic value (i.e. p}x<0) in the mathematical analysis.

The initial condition for this problem is: ¢(x, 0) = ¢y expect at the negative
infinity, where lim;_._, ¢(x, 0) = ¢;. Note that ¢ is the initial porosity of the
carbonate rock.

To transform a moving boundary problem of the acidization dissolution front
(in an x — ¢ coordinate system) into a steady-state boundary problem of the aci-
dization dissolution front (in a £ — ¢ coordinate system), the following coordinate
mapping can be used.

& =X = Vonl, (11.17)

where V., is the propagation speed of the planar acidization dissolution-front in
the fluid-saturated carbonate rock.

From the mathematical point of view, the following relationships exist between
the partial derivatives with respect to £ and ¢ and those with respect to x and
t (Turcotte and Schubert 1982):

0 o\ ,ddx [0 3 d 8
(&)é: <a)x+a§: <&>X+menlaa <6_§>[: (&)t’ (1118)

where derivatives are taken with x or ¢ held constant as appropriate.
When Eq. (11.17) is considered, the following relationship exists:

Ug = Uy — Vionr, ugz%, ung (11.19)
where u; is the relative velocity to the £ — ¢ coordinate system; u, is the absolute
velocity in the x — ¢ coordinate system; V., is the moving velocity of the & — ¢
coordinate system relative to the x — ¢t coordinate system (i.e. the convected
velocity of the & — ¢ coordinate system).

Since Darcy’s law is valid in both the x — ¢ coordinate system and the & — ¢
coordinate system, Eq. (11.19) can be further expressed as follows:
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k(¢)op _ _k(¢)p P_p ¥
— — = — ~ “Vonty Az = AT 77 Vfronts 11.2
p oc woax e 5E T a T i(g) e (1120

where Op/0¢ is the pore-fluid pressure gradient in the & — ¢ coordinate system; Op/
Ox is the pore-fluid pressure gradient in the x — ¢ coordinate system.

Equation (11.20) indicates that the pore-fluid pressure gradient measured in the
& — t coordinate system is different from that in the x — ¢ coordinate system as a
result of the motion of the £ — ¢ coordinate system. This means that the pore-fluid
pressure measured in the ¢ — 7 coordinate system is different from that in the x — ¢
coordinate system unless the convected motion of the ¢ — ¢ coordinate system is
slow enough. However, both the pore-fluid pressure gradient and the Darcy
velocity are transformed from the & — ¢ coordinate system into the x — ¢ coordi-
nate system using the following formulas:

%:2%_%17”0”” Uy :u§+vfr0nt~ (1121)

This means that if the Darcy velocity, pore-fluid pressure and its gradient in the
x — t coordinate system are of interest, u, and Op/Ox can be directly used to replace
us and Op/0¢ when the theoretical analysis is conducted in the ¢ — ¢ coordinate
system, so that the results in the x — # coordinate system can be obtained without a
need to carry out the transformation expressed in Eq. (11.21). For this reason,
(0/0&); = (0/0x), is used in the following theoretical analysis.

Since the transformed acidization-dissolution system in the ¢ — ¢ coordinate
system is in a steady state, the following equation can be derived from Eq. (11.18):

0 0 0 0
(a) = _menta_év (6_£> = (a) . (1122)

Substituting Eq. (11.22) into Eqgs. (11.12)—(11.14) yields the following
equations:

0 0

P _
a_i[lp((rb)a_é"' Vfr()nlqs] - 07 (1123)
o . ocC o Po it
0
vfmma—? - X;‘O (¢ — $)C =0. (11.25)

Integrating Eqs. (11.23) and (11.24) from negative infinity to positive infinity
and using the boundary conditions (i.e. Egs. (11.15) and (11.16)) yield the fol-
lowing equations:
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Ps Ps
COlp(d)f)p}k + Vfrontd)f(co + 7) - Vfront¢0 7 = 0: (1126)

‘//((150)176)( =+ mem‘¢0 - ‘//(qsf)p]/‘x - Vfront¢f =0. (1127)

Solving Eqgs. (11.26) and (11.27) simultaneously results in the following ana-
lytical solutions:

S (2 S —¥/(¢ho)PhCo
GG (G = )% hoCot (8~ d)F (11.28)
_ u0xCo :

$oCo + (¢ — o) %’
;o ¥(dp)[doCo + (b — do) 2]
pOx_w(¢0)[¢fco+(¢f_qso)p?}pfx’ (1129)

where u, is the Darcy velocity in the far downstream of the pore-fluid flow as
x approaching positive infinity. Using Darcy’s law, uq, can be expressed as

$oCo + (df — o)
¢rCo + (o — Po) &

Upx = ufx, (1 130)

~BINE

where ug is the Darcy velocity in the far upstream of the pore-fluid flow as
x approaching negative infinity.

11.1.2 Instability Analysis of the Acidization Dissolution
Front in a Fluid-Saturated Carbonate Rock

To facilitate the theoretical analysis, Eqs. (11.8)—(11.10) are changed into the
following dimensionless equations:

VW ()R =0, (1.31)
a a * a N ad)
= (§C) = V- [D"($)VC + Cy' (§)Vp] + = = 0, (1132)
3 -

where
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(11.35)

Note that ¢ is the mineral dissolution ratio of a carbonate rock. It is directly
proportional to the ratio of the molar concentration of the consumed acid to the
molar density of the dissolved carbonate rock during the acidization dissolution. If
the acid concentration is 1 mol/l, then the mineral dissolution ratio of calcite (i.e.
CaCQ0s3) is about 0.019, while the mineral dissolution ratio of dolomite (i.e.
CaMg(COs),) is about 0.017. However, if the pH value of the solution is equal to 4
(in the case of a weak acid), then the mineral dissolution ratios of calcite and
dolomite are 0.19 x 107> and 0.17 x 10> respectively. Since the geometrical
domain shape of the theoretical acidization dissolution problem is a full space, L,
¢ and p” can be defined as the intrinsic length, time and pore-fluid pressure of the
acidization dissolution problem.

The corresponding boundary conditions can be expressed in a dimensionless
form as follows:

_ op
lim C=1, lim a—e :ﬁ}x (upstream boundary), (11.36)
X——00 x——00 OX
N
lim C =0, lim 7 = Pov (downstream boundary). (11.37)
X—00 x—o00 OX

In this case, the initial condition for this theoretical problem is: ¢(x, 0) = ¢,
expect at the negative infinity, where lim; ., ¢(x, 0) = ¢;.

The acidization dissolution front divides the problem domain into two regions,
an upstream region and a downstream region, relative to the acidization dissolution
front. Across this front, the porosity undergoes a jump from its initial value into its
final value. Thus, the acidization dissolution-front propagation problem can be
considered as a Stefan moving boundary problem. This means that the dimen-
sionless governing equations of the acidization dissolution-front propagation
problem in both the upstream region and the downstream region can be expressed
in the following forms:

aC o
¢>f17fmmg +V-(VC+CVp) =0, Vp=0, ¢=¢

(in the upstream region),

(11.38)
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C=0, V’p=0, ¢=¢, (inthe downstream region). (11.39)

If the acidization dissolution front is denoted by S(x, r) = 0, then the dimen-
sionless pore-fluid pressure, acid concentration and mass fluxes of both the acid
and the pore-fluid should be continuous on S(x, 7) = 0. This leads to the following
interface conditions for this moving dissolution front problem.

JpC=pe fpp=Jdpe (140
. aC _ ‘_)front . aﬁ _ l//((,b()) : aﬁ —
SILT(T)L o e (r — o), SIL%L P V() SILT(T)L P Viront (P — Po),

(11.41)

where 7 is the dimensionless unit normal vector of the moving dissolution front.

Note that since the propagation speed of the acidization dissolution front is
usually much slower than the Darcy velocity of the pore-fluid flow, the term,
Viron: (¢ — ), can be neglected from Eq. (11.41) hereafter. When the planar
acidization dissolution-front is under stable conditions, the base solutions for the
acidization dissolution problem can be derived from Eqs. (11.38) and (11.39) with
the related boundary conditions (i.e. Egs. (11.36) and (11.37)) and interface
conditions (i.e. Egs. (11.40) and (11.41)). As a result, the following base solutions
are obtained.

C(&) = 1 —exp[—(pf, + dpvpom)€],  P(E) = Ppé + e
¢ = ¢ (in the upstream region), (11.42)

C(&) =0, p(&) =pyé—+pci, ¢ =y, (in the downstream region),
(11.43)

where pc1 and pey are two constants to be determined. For example, pec; can be
determined by setting the dimensionless pore-fluid pressure p(£) to be a constant at
a prescribed location of the downstream region, while p¢, can be determined using
the pore-fluid pressure continuity condition at the interface between the upstream
and downstream regions.

Substituting Eq. (11.42) into Eq. (11.41) yields the following equation:

&P

Viront = —m- (11.44)

If the related dimensionless quantities are used, Eq. (11.28) can be changed into
the dimensionless form, in which the dimensionless propagation speed of the
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acidization dissolution front is exactly the same as that expressed in Eq. (11.44).
This can demonstrates that the above mathematical deduction is correct.

Next, the linear stability analysis (Chadam et al. 1986, 1988; Zhao et al. 2008)
is conducted to derive the critical condition, under which the acidization disso-
lution front becomes unstable during its propagation. For this purpose, a small
time-dependent perturbation is added on the planar acidization dissolution-front,
so that the total solution of the acidization dissolution system is equal to the sum of
the base solution and the perturbed solution of the system.

S(& y,7) =& — dexp(d T) cos(my), (11.45)
Prowl(&, ¥, 1) = p(&, 1) + 0p(&) exp(@ 7) cos(my), (11.46)
Crowat (¢, 3, 1) = C(&,7) + 6C (&) exp(@ 7) cos(my), (11.47)

where @ is the dimensionless growth rate of the small perturbation; m is the
dimensionless wavenumber of the small perturbation; o is the amplitude of the
small perturbation and ¢ < < 1 by the definition of a linear stability analysis.

Because S(&, y, 7) is a function of coordinates ¢ and y, the following derivatives
exist mathematically:

2)- )

Substituting Eqgs. (11.46)—(11.51) into Egs. (11.38) and (11.39) yields the first-
order perturbation equations of the acidization dissolution system as follows:

2

¢

>
(@)
e}

C=0, —m*p+m*p), =0 (in the downstream region),  (11.52)

[

(@)]
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(¢fvfront +pfx) aé —m C +m (¢fvfr0nt +pfx) CXP[ ((f)fvfront +pfx)€]

_ _ _ _ op
+ (yVpront + P) €xp[—(byVfions + P, )] 2 =0

2

¢

>

()]

[

(@)]

—m’p + mzf}x =0

(in the upstream region)

(11.53)
The corresponding boundary conditions of the first-order perturbation problem
are:

lim = 0 (downstream boundary), (11.54)
.2 . op
Am =0, Im 2e=0

(upstream boundary). (11.55)
The interface conditions for this first-order perturbation problem can be
expressed as follows:

C=0, limp=li
; Jim p= lim p

(11.56)
oC_ o o Y(o) . Op
s on *;W)f — o), Slg(r)l P x//(qbf)sir(r)l+§' (11.57)

Solving Egs. (11.52) and (11.53) with the boundary and interface conditions
(i.e. Egs. (11.54)—(11.57)) yields the following analytical results

1= gesp(-m)

(in the downstream region)

(11.58)
C() =

(B Vprons + D) {exp[—(dyVprom + Pl <]

(L4 B)ypon + 20
-5

(qbf‘_/fmnt +[_)}x)(1 + ﬁ) eXp(gé)}

1 n ﬂpfx exp{[m — (qsf‘_’fmm +ﬁ}x>]é}?
Lo — b
P& = Phl1 4 exp(m)]

(in the upstream region)
where

(11.59)
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3
CWl(b) k(do) (o) (1)
B = ~ ) <¢f> (1—%) , (11.60)

\/(d)f‘_{front +I_)j/‘x)2 + 4m? — (¢f‘7fr0nt +ﬁ/fx)
o . . (11.61)

The characteristic equation for the dimensionless growth rate of the perturbed
acidization dissolution system can be derived from the consideration of both
Egs. (11.57) and (11.59). This yields the following equation for the first-order
derivative of the dimensionless concentration of the acid:

aC 1 ) . . 3
A 520: T(1+p {(DVpront +pfx)2(l + B) + [(1 + B)PVpron + 2P )0
— (1= B)pplim — (bsVprons + Pp)]}
== ﬁ {28}, + (1 + B Voml o + 2(05)* + (1 + B) (Vo)

—[(1 = By — (3 + B)bsVfron] P }-
(11.62)

To reflect the overall dynamic characteristic of an acidization dissolution sys-
tem, a dimensionless number, known as the Zhao number, can be defined as
follows:

/ L* k L* /
Zh — —p} _ P (¢r) Pfc _ Vfiow Ps (11.63)

v p* oD \/$D\ %xCo’

The physical meaning of each term in the Zhao number can be explained using
the following equation:

Zh = FAdvectionFDiffusianFChemical7 (1164)

where Fagyeciion 18 @ term to represent the solute advection; Fpgsion 1S a term to
represent the solute diffusion/dispersion; Fcpemicas 1S @ term to represent the
chemical kinetics of the dissolution reaction. They can be expressed as follows:

FAdvection = Vfiow, (1 165)

1
FDiffusiun = (1 1 66)

&rD(y)
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[ Ps
Fchemical = . 11.67
Ch 1 %07 C() ( )

Equation (11.64) clearly indicates that the Zhao number is a comprehensive
dimensionless number, which can be used to simultaneously represent the inter-
action between the advection, diffusion/dispersion and chemical kinetics in the
acidization dissolution system. This means that the Zhao number and its critical
value can be used to assess the instability of the acidization dissolution front in a
fluid-saturated carbonate rock. For this reason, the main purpose of this section is
to derive the critical Zhao number of the acidization dissolution system. Toward
this end, the dimensionless growth rate of the perturbed acidization dissolution
system can be expressed as follows:

w(m) = {[(1 + B)bsTprom — 2Zh)6 + 2ZI* + (1 + B)(dVpiom)’

(1+B) (b — o)
+ [(1 = B)ym — (3 + B) by Virom] Zh}.
(11.68)

Letting @(m) = 0 yields the following characteristic equation for the critical
Zhao number of the acidization dissolution system:

[(1 + ﬁ)¢f'vfront - 2thritieal]o-l + 2(thritical)2 + (1 + ﬁ)((,ls‘;"vfrom)2

) ) (11.69)
+[(1 - ﬁ)m - (3 + ﬁ)qsfvfmm]thritical - 0;
where
(d) vfron - thri ical)2 + 4m? — ((15 'vfmn - thri ical)
m:\/ s ! s iy (11.70)
2
_ gqszhcritical 6¢f

¢an :'—:Rthriicaly R=——"——. (1171)

fHront e+ (¢ — bo) ! (1+&)dr — by

To facilitate the solution of Eq. (11.69), it can be rewritten as follows:

- thritical)2 + 47712
2

Veront — Zh('ri ica
= [(1+ B)Tpromt — 2Zheritical Pr¥iron R :

- 2(thrilical)2 - (1 + ﬁ)(¢f‘_}ﬂ0nl)2 - [(1 - ﬁ)ﬁl - (3 + ﬂ)¢f§f¥ont]th'rilic'al~
(11.72)

(¢f ‘_’fronz
[(1 + ﬁ) qs.f'vfront - 2thritical] \/
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After some mathematical manipulations are made, Eq. (11.72) can be written in
the following form:

[(1 + ﬁ) ¢f’vfr011t - 2thritical] \/(Q{?f'vfronz - thritical)2 + 47712

= *2(thritical)2 - [2(1 - ﬁ)ﬁl - (3 + ﬂ)¢f‘_’fmm]thriﬁcal - (1 + ﬁ)(¢f‘7ﬁ‘om)2~
(11.73)

The square of the left hand side of Eq. (11.73) leads to the following equation:

(1 + B Vpront — 2Zheriicar) (b Vpront — Zheriicar)” + 4]
= A(Zheriicar)’ — 43 + B) by Vpront (Zheriticar)’
+ {12+ 88 + (1 + BN sTprom)” + 160} (Zherivicar)”
{41 +p)+2(1+ ﬁ)z}(sf?f\_’f'mmf + 16(1 + B)in b Vppont Y Zheritican

+ (1 + ﬁ)2(¢f‘_}ﬁ’0m)4 + 4(1 + ﬁ)zmz(qsf‘_{ﬁ’ont)z-
(11.74)

Similarly, the square of the right hand side of Eq. (11.73) yields the following
equation:

{=2(Zherivica)” — 2(1 = B)in — (3 + B)dVpsont| Zherisicat — (1 + B) (b Vom)*}
= 4(Zheriicar)* + 4121 = B — (3 + B) Vo) (Zheriticar)’
+{4(1 = p)*m* — 4(1 — B)(3 + B)t &V gromt } (Zheriticar)”
+{[3+ ) + 41 + B)(DTpron)* H Zheriicar)”
+ 41 = B dVom)” = 2(3 + BY(1+ B)(DVprom)’| Zherivica
+ (1 + B (& proms)*
(11.75)

Using the equating condition between Eqgs. (11.74) and (11.75) leads to the
standard third-power algebraic equation as follows:

athirin’cal + bthzriticul + Cthcriticul + dl = 07 (1176)
where
aj ZS(I—ﬁ)ﬁ’l, (1177)

bl = —4(1 - ﬁ)(3 + ﬂ)ﬁlqsfvfmnt - (12 + Sﬁ - 4ﬁ2)ﬁ127 (1178)
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1 = 4(1 = B)(L + B)in(d Vo)’ + 16(1 + B)int* by Vrons (11.79)
dy = —4(1 + )i (s Vpromt)” - (11.80)
To further reduce the power of the algebraic equation, Eq. (11.71) is used to

replace the related terms in Eq. (11.76). As a result, the following standard linear
equation is obtained:

arZh, e + b2 = 0, (11.81)

where
ar = 8(1 — B)im — 4(1 — B)(3 + B)mR + 4(1 — p*)mR?, (11.82)
by = —4(3 — B)(1 + B)m® + 16(1 + B)m*R — 4(1 + p)*m*R>. (11.83)

Since Eq. (11.81) is the standard linear algebraic equation, its analytical solu-
tion for the critical Zhao number of the acidization dissolution system can be
obtained in an explicit manner.

(B=B)(1+ ) =40+ HR+ (1 + )Rl

Zheritical = 2(1=B) = (1= BB+ PR+ (1 — f)R

(11.84)

If the mineral dissolution ratio of a carbonate rock (i.e. ¢) is very small, then the
value of R is very small. In the limit case of R approaching zero, Eq. (11.84)
approaches the following equation (for m = 1):

B =P +p)

thri ical —
21 p)

. (11.85)

Since Eq. (11.85) is exactly the same as the previous theoretical solution for the
chemical dissolution of a much smaller mineral dissolution ratio (Zhao et al.
2008), it can be further demonstrated that the mathematical deduction carried out
in this study is correct.

Using Eqgs. (11.63) and (11.84), a theoretical criterion can be established to
judge the instability of an acidization dissolution front in the fluid-saturated car-
bonate rock. If Zh > Zh,,iica1» then the acidization dissolution front in the fluid-
saturated carbonate rock becomes unstable, while if Zh < Zh,,i;icq1» then the aci-
dization dissolution front in the fluid-saturated carbonate rock is stable. If
Zh = Zh.,isica1, then the acidization dissolution front in the fluid-saturated car-
bonate rock is neutrally unstable.
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11.2 Theoretical Understanding of Some Fundamental
Characteristics of Acidization Dissolution-Front
Instability Problems

The proposed theory in this study can be used to understand the following fun-
damental characteristics of acidization dissolution-front instability problems in
fluid-saturated carbonate rocks: (1) both the intrinsic time and length scales of an
acidization dissolution system; (2) the asymptotic behavior of an acidization dis-
solution system under two limit conditions; (3) effects of several factors on the
critical Zhao number of an acidization dissolution system; (4) effects of several
factors on the propagation speed of an acidization dissolution front in fluid-satu-
rated carbonate rocks.

11.2.1 The Intrinsic Time and Length Scales
of an Acidization Dissolution System

The derived intrinsic time and length of an acidization dissolution system can be
used to determine the time scale at which a dissolution front can be formed and the
length scale at which the instability of the acidization dissolution front can be
initiated. Since the intrinsic time (i.e. f = 1/0¢)) is inversely proportional to both
the mass exchange rate coefficient (i.e. o) and the mineral dissolution ratio (i.e. ¢),
the time scale at which a dissolution front can be formed should be equal to the
intrinsic time of the acidization dissolution system. For an acidization dissolution
system used to increase the oil production in petroleum engineering (Golfier et al.
2002), oo and ¢ can be assumed to be 10 (1/s) and 0.1 approximately, resulting in
the intrinsic time of one second for the acidization dissolution system. However,
for an acidization dissolution system involved in the generation of the karst for-
mation, oy and & may be assumed to be 1 x 107> and 1 x 107> (1/s) approxi-
mately, resulting in the intrinsic time of 1 x 10® s for the acidization dissolution
system. The intrinsic length of an acidization dissolution system can be determined
using the following equation:

l¢:D
L= \/¢Dr = (if;g (11.86)

where D is the effective diffusivity/dispersivity of the acid; ¢ is the intrinsic time
of the acidization dissolution system; o is the mass exchange rate coefficient; ¢ is
the mineral dissolution ratio; @ is the final (i.e. maximum) porosity when the
carbonate rock is completely dissolved.

If ¢y=1and D =1 x 107° m?s, which are the same as those used in the
previous numerical simulation of an experiment (Golfier et al. 2002), the intrinsic
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length of the acidization dissolution system, which is commonly used to increase
the oil production in petroleum engineering, is about 3.16 x 107> m, while the
intrinsic length of the acidization dissolution system involved in the generation of
the karst formation is about 3.16 x 10~' m. This means that the instability of the
acidization dissolution front can occur at the pore scale for the acidization dis-
solution system that is used to increase the oil production in petroleum engi-
neering, while it can occur at the meter scale for the acidization dissolution system
involved in the generation of the karst formation. To ensure the occurrence of the
instability, the length in the perpendicular direction of the dissolution front
propagation should be large enough to accommodate a single wavelength of the
fundamental mode. This implies that the length scale at which the instability of the
acidization dissolution front can be initiated should be equal to 2zL". It is inter-
esting to note that for a very fast dissolution reaction, if o is assumed to be
1 x 10°(1/s) in the acidization dissolution system (with ¢ = 0.1), then the intrinsic
length of the acidization dissolution system is decreased to about 3.16 x 10~° m,
indicating that the instability of the acidization dissolution front can take place at
the nanometer scale. The understanding of the intrinsic length scale of an acidi-
zation dissolution problem is important for the computational simulation of the
problem. To capture the fundamental characteristics of an acidization dissolution
system, the mesh sizes should not be larger than the intrinsic length of the system
if the finite element method is used to simulate the instability of the acidization
dissolution front in fluid-saturated carbonate rocks.

11.2.2 The Asymptotic Behavior of an Acidization
Dissolution System under Two Limit Conditions

Equation (11.84) indicates that the critical Zhao number of an acidization disso-
lution system is a function of 5, R and m, where /3 is dependent on both the initial
and final porosities of the acidization dissolution system (see Eq. (11.60)) and R is
dependent on the mineral dissolution ratio (i.e. ¢), the initial porosity and the final
porosity of the acidization dissolution system (see Eq. (11.71)). This means that
for a given acidization dissolution system, the critical Zhao number is a positive
finite number. On the other hand, from Eq. (11.63), the Zhao number of the
acidization dissolution system can be rewritten in the following form:

Th — Viow 1

ENCTART

Since Vg, D and ¢ are all positive finite numbers, it is possible to theo-
retically investigate the asymptotic behaviors of the acidization dissolution
system in the following two limit cases. In the first limit case, the mass exchange
rate coefficient (i.e. o) is a constant but the mineral dissolution ratio (i.e. &)

(11.87)
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approaches zero, so that the Zhao number of the acidization dissolution system
tends to infinity. This indicates that the acidization dissolution front is always
unstable in the first limit case. On contrary, in the second limit case, the mineral
dissolution ratio (i.e. ¢) is a constant but the mass exchange rate coefficient (i.e.
®o) approaches infinity, so that the Zhao number of the acidization dissolution
system tends to zero. This means that the acidization dissolution front is always
stable unless the critical Zhao number of the system is equal to zero, which
requires that the dimensionless wavenumber (i.e. m) be zero in the acidization
dissolution system. The implication of the second limit case is that if the aci-
dization dissolution reaction takes place instantaneously, the acidization disso-
lution front may become stabilized in the acidization dissolution system.

11.2.3 Effects of Several Factors on the Critical Zhao
Number of an Acidization Dissolution System

From the theoretical analysis in this study, the critical Zhao number (see
Eq. (11.84)) of an acidization dissolution system can be expressed as a function of
the dimensionless wavenumber (i.e. ), the mineral dissolution ratio (i.e. €), the
initial porosity (i.e. ¢9) and the final porosity (i.e. ¢) of the acidization dissolution
system. Since the critical Zhao number is directly proportional to the dimen-
sionless wavenumber, it is only necessary to investigate how other three factors,
namely the mineral dissolution ratio (i.e. €), the initial porosity (i.e. ¢) and the
final porosity (i.e. ¢,), affect the critical Zhao number of the acidization dissolution
system. For this purpose, the dimensionless wavenumber is assumed to be unity in
the following analysis.

Figure 11.1 shows the variation of the critical Zhao number, which is marked as
Zh_Critical, with the mineral dissolution ratio due to different initial and final
porosities. In Fig. 11.1a, the initial porosity is fixed to be 0.1 (i.e. ¢ = 0.1), so
that the effect of both the mineral dissolution ratio and the final porosity on the
critical Zhao number can be investigated, while in Fig. 11.1b, the final porosity is
fixed to be 0.5 (i.e. ¢ = 0.5), so as to investigate the effect of both the mineral
dissolution ratio and the initial porosity on the critical Zhao number of the aci-
dization dissolution system. It can be observed from Fig. 11.1a, b that with the
increase of the mineral dissolution ratio, the critical Zhao number of the acidi-
zation dissolution system increases gradually. This implies that the increase of the
mineral dissolution ratio can stabilize the acidization dissolution front in fluid-
saturated carbonate rocks. For a given mineral dissolution ratio in Fig. 11.1a, it is
noted that the critical Zhao number of the acidization dissolution system decreases
with the increase of the final porosity, which is marked as ¢, in this figure.
However, for a given mineral dissolution ratio in Fig. 11.1b, the critical Zhao
number of the acidization dissolution system increases with the increase of the
initial porosity, which is marked as ¢ in this figure. This means that the increase
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of the final porosity of the carbonate rock can destabilize the acidization disso-
lution front, while the increase of the initial porosity can stabilize the acidization
dissolution front in fluid-saturated carbonate rocks.
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11.2.4 Effects of Several Factors on the Propagation Speed
of an Acidization Dissolution Front

The proposed theory indicates that the following four factors can affect the
dimensionless propagation speed of an acidization dissolution front in fluid-satu-
rated carbonate rocks: (1) the mineral dissolution ratio (i.e. ¢); (2) the initial
porosity (i.e. ¢o); (3) the final porosity (i.e. ¢); and (4) the Zhao number (i.e. Zh)
of the acidization dissolution system. Since the dimensionless propagation speed
of an acidization dissolution front is directly proportional to the Zhao number of
the acidization dissolution system, only two special values of the Zhao number,
namely Zh = Zh,isicq; and Zh = ¢y, are considered to investigate the effects of the
other three factors on the dimensionless propagation speed of an acidization dis-
solution front in fluid-saturated carbonate rocks.

Figure 11.2 shows the variation of the dimensionless propagation speed of the
acidization dissolution front with the mineral dissolution ratio due to different
initial and final porosities in the case of Zh = Zh,,;;.;- The general variation
trend is that with the increase of the mineral dissolution ratio, the dimensionless
propagation speed of the acidization dissolution front increases remarkably. This
indicates that with the increase of the mineral dissolution ratio, the acidization
dissolution front propagates faster in the acidization dissolution system. For a
given mineral dissolution ratio in the case of the initial porosity being equal to
0.1 (see Fig. 11.2a), an increase in the final porosity can result in a decrease in
the dimensionless propagation speed of the acidization dissolution front. How-
ever, for a given mineral dissolution ratio in the case of the final porosity being
equal to 0.5 (see Fig. 11.2b), an increase in the initial porosity can result in an
increase in the dimensionless propagation speed of the acidization dissolution
front. This means that the increase of the initial porosity can enable the acidi-
zation dissolution front to propagate faster, while the increase of the final
porosity can enable the acidization dissolution front to propagate slower in the
acidization dissolution system.

During the theoretical analysis in this study, a coefficient (namely R) is intro-
duced to facilitate the mathematical deduction. The physical meaning of this
coefficient is that it represents the dimensionless propagation speed of the acidi-
zation dissolution front in the special case of Zh = ¢ Figure 11.3 shows the
variation of the dimensionless propagation speed of the acidization dissolution
front with the mineral dissolution ratio due to different initial and final porosities in
this special case. Compared with the results shown in Fig. 11.2, it is noted that the
general trends of the effects of the mineral dissolution ratio, initial porosity and
final porosity on the dimensionless propagation speed of the acidization dissolu-
tion front in the case of Zh = ¢, (see Fig. 11.3) are very similar to those in the case
of Zh = Zh,isicqs (see Fig. 11.2), although the specific values of the dimensionless
propagation speed are different in these two cases.
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11.3 Application of the Proposed Theory

To demonstrate how to use the proposed theoretical criterion to assess the insta-
bility of an acidization dissolution front propagating in fluid-saturated carbonate
rocks, it is necessary to obtain the laboratory experimental data or field observation
information. In terms of the experimental data available, Golfier et al. (2002)
conducted a series of laboratory experiments to simulate the instability phenomena
of an acidization dissolution front at the centimeter length scale. In particular, they
used the numerical method to reproduce the instability phenomena observed
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during the laboratory experiments, so that both the simulation results and the
detailed data were presented in their paper (Golfier et al. 2002). This means that
their results and data can be employed to illustrate how to use the proposed
theoretical criterion to assess the instability of an acidization dissolution front
when it propagates in fluid-saturated carbonate rocks.

Figures 11.4 and 11.5 show the simulated experimental sample and the related
simulation results in the work of Golfier et al. (2002). To identify the different
modes of the acidization dissolution front, it is useful to introduce the previous
conclusions that were drawn from the study on the evolution of NAPL dissolution
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Fig. 11.5 The simulation results in the paper of Golfier et al. (2002): a Pe = 8.32 x 1074
b Pe = 4.14 x 1073 ¢ Pe = 1.66; d Pe = 83.2; ¢ Pe = 832

fronts in fluid-saturated porous media (Zhao et al. 2011). If the Zhao number of a
dissolution system is of the same order of magnitude as the critical Zhao number
of the system, then the fundamental mode is predominant. If the Zhao number is
one order of magnitude higher than the critical Zhao number, then the (normal)
fingering mode is the predominant pattern of the dissolution front. If the Zhao
number is two orders of magnitude higher than the critical Zhao number, then the
fractal mode is predominant for the dissolution front. Compared with the previous
results of Zhao et al. (2011), the acidization dissolution fronts shown in
Fig. 11.4a— are very similar to the fundamental mode, the (normal) fingering
mode and the fractal mode observed in the NAPL dissolution front propagation
system respectively.
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The conventional numerical procedures based on the finite element and/or finite
difference methods performed well for dealing with dispersion-dominated trans-
port problems (in the small Peclet number cases), but suffered from excessive
artificial oscillation when they are applied to the simulation of advection-domi-
nated transport problems (in the large Peclet number cases). To overcome this
difficulty, a time-splitting method, which splits the mass transport equation into a
hyperbolic part (consisting of advective terms) and an elliptic part (consisting of
diffusive/dispersive terms), was used to obtain numerical results in the paper of
Golfier et al. (2002). A scheme proposed by Takacs (1985) is employed for solving
the hyperbolic part so as to reduce the numerical (i.e. artificial) diffusion/disper-
sion. This scheme is a TVD (total variation diminishing), oscillation-free and
unconditional stable scheme. The elliptic part is solved using the conventional
implicit discretization scheme. The basic property of the TVD scheme is that the
total variation of the numerical solution does not increase during the solution
process (Gottlieb and Shu 1998). By using the above-mentioned time-splitting
method, it is possible to dealing with advection-dominated transport problems (in
the very large Peclet number cases), such as those considered in the paper of
Golfier et al. (2002).

The following parameters were used in the paper of Golfier et al. (2002): the
concentration of injected acid is 150 kg/m; the density of the carbonate rock is
2700 kg/m3; the initial and final porosities are 0.38 and 1.0 respectively; the
effective diffusivity/dispersivity of the acid is 1 x 1072 m%/s; the dynamic vis-
cosity of the pore-fluid is 1 x 107> (Pa - s); the mass exchange rate coefficient is
10 (1/s); the permeability of the carbonate rock is 1 x 10~'" m?; the stoichi-
ometric coefficient of the carbonate rock in terms of the weight density (i.e. weight
per volume) is 1.37; the width and height of the simulated sample are 5 and 10 cm
respectively.

To assess the instability of an acidization dissolution front, it is necessary to
evaluate both the Zhao number and the critical Zhao number of the acidization
dissolution system. Firstly, we explain how to evaluate the critical Zhao number
of the acidization dissolution system. Based on the above parameters, the min-
eral dissolution ratio of the acidization dissolution system can be evaluated as
follows:

2Co _ 1.37 x 150
p, 2700

~ 0.076. (11.88)

This can result in the following intrinsic time of the acidization dissolution
system:

1 I
fm e — A 1316(s). 11.89
%we 10 X 0.076 (s) (11.89)



340 11 Fundamental Theory for Acidization Dissolution-Front Instability

Similarly, the intrinsic length of the acidization system can be determined
below:

L' = /Dt = V1.0 x 107 x 1.316 ~ 3.628 x 10~*(m). (11.90)

To determine the dimensionless wavenumber of the acidization dissolution
system, it is necessary to evaluate the dimensionless width of the acidization
dissolution system as follows:

L, 0.05

Ly=2=_—""_ _=1378. 11.91
Y Lr 3.628 x 10°° (11.91)

This leads to the following dimensionless wavenumber of the acidization dis-
solution system:

2 2x3.142
M= =27 " " 5456 x 1072, 11.92
"L T 1378 8 (11.52)

In the case of ¢, = 1.0,

f =0 (from Equation (11.60)), (11.93)

€ 0.076

R: =
(1+¢)—py 1076—038

~ 0.11 (from Equation (11.70)).  (11.94)

Consequently, the critical Zhao number of the acidization dissolution system
can be determined as follows:

— (3—4R+R>)m (3—4x0.11+0.11%) x 4.56 x 1073
critical = 2 _R+R? - 2—0.11+0.112

~6.17 x 1073, (11.95)

Next, we explain how to evaluate the Zhao number of the acidization disso-
lution system. For this purpose, it is necessary to obtain the Darcy velocity used in
the paper of Golfier et al. (2002). However, Golfier et al. (2002) did not directly
give the Darcy velocity, but gave the Peclet number instead of the Darcy velocity.
In the case of evaluating the Peclet number, they used [ = VK = V1011 =
3.16 x 107°( m) and D = 1 x 10~° (m?/s) in their paper. This means that the
Darcy velocity used in the paper of Golfier et al. (2002) can be evaluated using the
following formula:

PeD 10~%Pe

=== 3. - .
Viow = 1 = 37e 7 106~ 316 X 107 Pe(mss), (11.96)

where Pe is the Peclet number used in the paper of Golfier et al. (2002).
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When Pe = 8.32 x 107, 4.14 x 1077, 1.66, 83.2 and 832, the corresponding
values of the Darcy velocity are 2.63 x 1077, 1.31 x 107%, 5.25 x 1074,
2.63 x 1072 and 26.3 m/s respectively.

Finally, the Zhao number of the acidization dissolution system can be deter-
mined as follows:

Vilow 1 4
- JL ~ 3.63 X 10V,
N ET: \/10><10 =9 % 10 x 0.076 R

(11.97)

From Eq. (11.97), the Zhao number of the acidization dissolution system is
9.55 x 1077, 4.76 x 1072, 1.91 x 10, 9.55 x 10> and 9.55 x 10° for
Pe = 832 x 10_4, 4.14 x 10_3, 1.66, 83.2 and 832 respectively. Since all the
Zhao numbers are greater than the corresponding critical Zhao number (i.e.
Zherisicar = 6.17 x 1073), the acidization dissolution fronts considered in all the
five cases in the paper of Golfier et al. (2002) are unstable. This demonstrates that
the proposed instability theory can be used to identify the fundamental mode and
other modes of the acidization dissolution front in the fluid-saturated carbonate
rock.

In summary, the proposed theory includes two fundamental concepts, namely
the intrinsic time and length of an acidization dissolution system, and a theoretical
criterion that involves the comparison of the Zhao number and its critical value of
the acidization dissolution system. The intrinsic time is used to determine the time
scale at which the acidization dissolution front is formed, while the intrinsic length
is used to determine the length scale at which the instability of the acidization
dissolution front can be initiated. Under the assumption that the acidization dis-
solution reaction is a fast process, the critical Zhao number, which is used to assess
the instability likelihood of an acidization dissolution front propagating in fluid-
saturated carbonate rocks, has been derived in a strictly mathematical manner.
Based on the proposed instability theory of a propagating acidization dissolution
front, it has been theoretically recognized that: (1) the increase of the mineral
dissolution ratio can stabilize the acidization dissolution front in fluid-saturated
carbonate rocks; (2) the increase of the final porosity of the carbonate rock can
destabilize the acidization dissolution front, while the increase of the initial
porosity can stabilize the acidization dissolution front in fluid-saturated carbonate
rocks; (3) the increase of the mineral dissolution ratio can cause an increase in the
dimensionless propagation speed of the acidization dissolution front; and (4) the
increase of the initial porosity can enable the acidization dissolution front to
propagate faster, while the increase of the final porosity can enable the acidization
dissolution front to propagate slower in the acidization dissolution system. In
addition, an application example has been employed to illustrate how to use the
proposed theory to assess the instability likelihood of an acidization dissolution
front in the fluid-saturated carbonate rock.
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Summary Statements

Physical and chemical dissolution-front instability problems exist ubiquitously in
many scientific and engineering fields. In geoenvironmental engineering, the
remediation of contaminated sites using fresh water to flush the contaminated soils
involves propagation of the dissolved contaminant front in the water-saturated
porous medium. In mineral mining engineering, the extraction of minerals in the
deep Earth using the in-situ leaching technique may result in propagation of the
dissolved mineral front in the fluid-saturated porous medium. In petroleum industry,
the secondary recovery of oil by acidifying the oil field to uniformly increase
porosity and hence the yield of oil is associated with propagation of the acid-
dissolved material front in porous rocks. Thus, a systematical study on the dynamic
mechanisms of physical and chemical dissolution-front instability phenomena is
beneficial not only for understanding ore forming mechanisms, which are imperative
to develop advanced techniques for exploring new ore deposits in the deep Earth, but
also for understanding dissolved contaminant transport, which is important to
develop innovative techniques for rehabilitating contaminated soils. Toward this
end, both theoretical analyses and computational simulations have been extensively
carried out in such a systematical study. As a result, the following conclusions have
been drawn from the research work reported in the monograph.

(1) To solve chemical dissolution-front propagation problems, it is necessary to
deal with a coupled system between porosity, pore-fluid pressure and
reactive chemical-species transport in fluid-saturated porous media. Due to
the morphological instability of a chemical dissolution front, this problem
needs to be solved mathematically and numerically. Mathematical methods
are used to establish a theoretical criterion for assessing whether or not a
chemical dissolution system under consideration is in a critical or
supercritical state. A segregated algorithm based on a combination of the
finite element and finite difference methods has been proposed for
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simulating the morphological evolution of chemical dissolution fronts in
chemical dissolution systems of critical and supercritical Zhao numbers.
A set of analytical solutions have been derived for a benchmark problem to
verify the proposed numerical procedure. Not only can the derived
analytical solutions be used to verify any numerical method before it is
used to solve this kind of chemical dissolution-front propagation problem,
but also they can be used to understand the fundamental mechanisms behind
the morphological instability of a chemical dissolution front during its
propagation within fluid-saturated porous media of critical and supercritical
Zhao numbers. The related numerical results have demonstrated that the
proposed segregated algorithm and related numerical procedure are useful
for and capable of simulating the morphological instability of chemical
dissolution fronts within fluid-saturated porous media.

The related theoretical and numerical results from investigating the effects
of particle reactive surface areas have demonstrated that: first, since the
shape coefficient of spherical grains is greater than that of cubic grains, the
chemical dissolution system consisting of spherical grains is more unstable
than that consisting of cubic grains; second, the instability likelihood of a
natural porous medium, which is comprised of irregular grains, is smaller
than that of an idealized porous medium, which is comprised of regular
spherical grains; third, reactive surface areas associated with different
particle shapes can have a significant influence on the morphological
evolution of an unstable chemical-dissolution front within the fluid-
saturated porous medium.

The related theoretical results from investigating the effects of mineral
dissolution ratios have revealed that the mineral dissolution ratio plays an
important role in controlling the propagation speed of a planar chemical
dissolution-front in the fluid-saturated porous medium. An increase in the
value of the mineral dissolution ratio can result in a remarkable decrease in
the value of the dimensionless propagation speed of a planar chemical
dissolution-front. On the other hand, the related computational simulation
results have demonstrated that the mineral dissolution ratio has a considerable
influence on the evolution pattern of a planar chemical dissolution-front
during its propagation in the fluid-saturated porous medium. An increase in
the mineral dissolution ratio can reduce the likelihood for a planar chemical
dissolution-front to evolve from the initial planar shape into different
morphologies within the fluid-saturated porous medium of finite size.

The theoretical results from examining the effects of solute dispersion have
led to the following findings. First, the propagation speed of a planar
chemical dissolution-front in the case of considering solute dispersion
effects is exactly the same as that when solute dispersion effects are
neglected. This indicates that solute dispersion does not affect the
propagation speed of the planar chemical dissolution-front in a fluid-
saturated porous medium. Second, consideration of solute dispersion can
cause a significant increase in the critical Zhao number, which is used to
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judge whether or not a planar chemical dissolution-front may become
unstable in the fluid-saturated porous medium. This means that the
consideration of solute dispersion can stabilize a planar chemical
dissolution-front because an increase in the critical Zhao number reduces
the likelihood of the planar chemical dissolution-front instability in a fluid-
saturated porous medium. Third, for both a given solute dispersion ratio and
a given longitudinal dispersivity, an increase in the final porosity value
destabilizes the chemical dissolution-front so that it becomes easier for a
planar chemical dissolution-front to evolve into different morphologies. In
addition, the present results can be used as benchmark solutions for
verifying numerical methods employed to simulate detailed morphological
evolution processes of chemical dissolution fronts in two-dimensional fluid-
saturated porous media.

The related theoretical and numerical results from investigating the effects
of medium permeability anisotropy have clearly demonstrated that a
decrease in the medium anisotropic permeability factor (or ratio), which is
defined as the ratio of the principal permeability in the transversal direction
to that in the longitudinal direction parallel to the pore-fluid inflow
direction, can stabilize the chemical dissolution front so that it becomes
more difficult for a planar chemical dissolution-front to evolve into different
morphologies in the chemical dissolution system. On the other hand, the
medium anisotropic permeability ratio can have significant effects on the
morphological evolution of the chemical dissolution front. When the Zhao
number of the chemical dissolution system is greater than its critical value,
the greater the medium anisotropic permeability ratio, the faster the
irregular chemical dissolution-front grows.

The related theoretical and numerical results from examining the effects of
pore-fluid and medium compressibility have led to the following findings.
First, not only can pore-fluid compressibility affect the propagation speeds
of chemical dissolution fronts in both subcritical and supercritical chemical
dissolution systems, but also it can affect the growth and amplitudes of
irregular chemical dissolution fronts in supercritical chemical dissolution
systems. Second, medium compressibility may have a little influence on the
propagation speeds of chemical dissolution fronts, but it can have significant
effects on the growth and amplitudes of irregular chemical dissolution-
fronts in supercritical chemical dissolution systems. Third, both medium
and pore-fluid compressibility may stabilize irregular chemical dissolution-
fronts in supercritical chemical dissolution systems.

To simulate the chemical dissolution-front evolution in a three-dimensional
fluid-saturated porous medium, a combined numerical procedure consisting
of the finite difference and finite element methods has been proposed. Since
the problem belongs to a complex system science problem, a small
randomly-generated perturbation of porosity is added into the initial
porosity of a three-dimensional homogeneous domain to trigger the
instability of a planar chemical dissolution-front during its propagation
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within the fluid-saturated porous medium. To test the correctness and
accuracy of the proposed numerical procedure, a three-dimensional
benchmark problem has been constructed and the related analytical
solution has been derived. This enables the proposed numerical procedure
to be used for simulating the morphological evolution of a three-
dimensional chemical dissolution-front from a stable, planar state into an
unstable, fingering state. The related numerical results have demonstrated
that the proposed numerical procedure is useful for and capable of
simulating the morphological evolution of a three-dimensional chemical
dissolution-front within the fluid-saturated porous medium.

A theoretical criterion for assessing the instability of planar NAPL
dissolution-fronts in two-dimensional fluid-saturated porous media of
finite domains has been established. Not only can the present theoretical
results be used for theoretical understanding of the effect of solute
dispersion on the instability of a NAPL dissolution front in the fluid-
saturated porous medium of either a finite domain or an infinite domain, but
also they can be used as benchmark solutions for verifying numerical
methods employed to simulate the detailed morphological evolution
processes of NAPL dissolution fronts in two-dimensional fluid-saturated
porous media. The related simulation results have revealed that: (i) the
proposed numerical procedure is useful and applicable for simulating the
morphological evolution of NAPL dissolution fronts in two-dimensional
fluid-saturated porous media of finite domains; (ii) if the Zhao number of a
NAPL dissolution system is in the lower range of the supercritical Zhao
numbers, the fundamental mode is predominant; (iii) if the Zhao number is
in the middle range of the supercritical Zhao numbers, the (normal)
fingering mode is the predominant pattern of the NAPL dissolution front;
and (iv) if the Zhao number is in the higher range of the supercritical Zhao
numbers, the fractal mode is predominant for the NAPL dissolution front.
The related numerical simulation results from investigating the effects of
domain shapes have demonstrated that: (i) domain shapes have a significant
effect on both the propagation speed and the morphological evolution
pattern of a NAPL dissolution front in the fluid-saturated porous medium;
(i1) an increase in the divergent angle of a trapezoidal domain can lead to a
decrease in the propagation speed of the NAPL dissolution front; (iii) the
morphological evolution pattern of the NAPL dissolution front in a
rectangular domain is remarkably different from that in a trapezoidal
domain of a large divergent angle; (iv) for a rectangular domain, the
simplified dispersion model, which is commonly used in the theoretical
analysis and numerical simulation, is valid for solving NAPL dissolution
instability problems in fluid-saturated porous media; and (v) compared with
diverging flow (when the trapezoidal domain is inclined outward),
converging flow (when the trapezoidal domain is inclined inward) can
enhance the growth of NAPL fingers, indicating that pump-and-treat
systems by extracting contaminated groundwater might enhance NAPL
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dissolution fingering and lead to less uniform dissolution fronts.

The propagation theory of mesh discretization errors associated with a
NAPL dissolution system is first presented for a rectangular domain and
then extended to a trapezoidal domain. This leads to the establishment of the
finger-amplitude growing theory associated with both the corner effect and
the mesh discretization effect in the NAPL dissolution systems of
trapezoidal domains. This theory can be used to make the approximate
error estimation of the corresponding computational simulation results. The
related theoretical analysis and numerical results have demonstrated that: (i)
both the corner effect and the mesh discretization effect can be
quantitatively viewed as a kind of small perturbation so that they can
have some considerable effects on the computational results of supercritical
NAPL dissolution systems; (ii) the proposed finger-amplitude growing
theory associated with the corner effect at the entrance of a trapezoidal
domain is useful for correctly explaining why the finger at either the top or
the bottom boundary grows much faster than that within the interior of the
trapezoidal domain; and (iii) the proposed finger-amplitude growing theory
associated with the mesh discretization error in the NAPL dissolution
system of a trapezoidal domain can be used for quantitatively assessing the
correctness of computational simulations of NAPL dissolution-front
instability problems in trapezoidal domains, so that it can be ensured that
the computational simulation results are controlled by the physics of the
NAPL dissolution system, rather than by the numerical artifacts.

The intrinsic time is used to determine the time scale at which the
acidization dissolution front is formed, while the intrinsic length is used to
determine the length scale at which the instability of the acidization
dissolution front can be initiated. Under the assumption that the acidization
dissolution reaction is a fast process, the critical Zhao number, which is
used to assess the instability likelihood of an acidization dissolution-front
propagation in fluid-saturated carbonate rocks, has been derived in a strictly
mathematical manner. Based on the proposed instability theory of a
propagating acidization dissolution front, it has been theoretically
recognized that: (i) the increase of the mineral dissolution ratio can
stabilize the acidization dissolution front in fluid-saturated carbonate rocks;
(ii) the increase of the final porosity of the carbonate rock can destabilize the
acidization dissolution front, while the increase of the initial porosity can
stabilize the acidization dissolution front in fluid-saturated carbonate rocks;
(iii) the increase of the mineral dissolution ratio can cause an increase in the
dimensionless propagation speed of the acidization dissolution front; and
(iv) the increase of the initial porosity can enable the acidization dissolution
front to propagate faster, while the increase of the final porosity can enable
the acidization dissolution front to propagate slower in the acidization
dissolution system.
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(12) At the end of this monograph, it needs to be pointed out that there remains
much to be done in this particular research field. For instance, only physical
and chemical dissolution fronts of planar shapes are treated theoretically in
this field. Physical and chemical dissolution fronts of other different shapes,
such as circular, cylindrical and spherical shapes, have not been
theoretically considered so far. In addition, temperature effects in non-
isothermal dissolution systems have also neglected in the current research.
To solve energy shortage problems facing the mankind, physical and
chemical dissolution-front instability phenomena should be employed to
develop advanced and innovative techniques for extracting unconventional
hydrocarbons, such as gas hydrates, heavy oil, and shale oil/gas, from the
reservoirs that are comprised of low porosity rocks.
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