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Abstract Diffuse and sharp interface models represent two alternatives to describe phase transitions with an
interface between two coexisting phases. The two model classes can be independently formulated. Thus there
arises the problem whether the sharp limit of the diffuse model fits into the setting of a corresponding sharp
interface model. We call a diffuse model admissible if its sharp limit produces interfacial jump conditions that
are consistent with the balance equations and the second law of thermodynamics for sharp interfaces. We use
special cases of the viscous Cahn-Hilliard equation to show that there are admissible as well as non-admissible
diffuse interface models.

Keywords Cahn-Hilliard equation - Thermodynamics - Phase transitions - Asymptotic expansions

1 Introduction

We consider two coexisting phases in a body that are represented by two regions with high and low density.
The two regions are separated by a moving phase boundary. In order to describe the evolution of that body,
two alternative models are available, which are called diffuse interface model and sharp interface model.

A diffuse interface model describes the phase boundary as an interfacial layer. Within the layer, a so-called
phase field smoothly changes from a high to a low value but with a steep gradient [1,2]. On the other hand,
the sharp interface model describes the interfacial layer by the evolution of a hypersurface [3-5].

Both alternatives can be established independently of each other. However, the physical basis of a sharp
interface model consists of simpler assumptions, which are more directly related to experiments than the
corresponding assumptions that are needed to establish a diffuse interface model. For this reason we consider
the sharp model as a reference for a diffuse model in the same physical context.

In this context it is important that the diffuse model embodies the same physics as the sharp model. For this
reason we study the properties of the diffuse model for small values of the interfacial thickness and then carry
out the sharp limit of the diffuse model. To this end we use the method of formal matched asymptotic analysis,
which is a well established tool for the understanding of diffuse models [1,2,6,7]. If a sharp limit exists, we
will obtain sharp interface equations as a limiting case of the diffuse model. In a second step we compare the
limiting equations of the diffuse model with the corresponding equations of the sharp interface model. If we
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find coincidence, we call the diffuse model admissible. If there is no coincidence, the diffuse model is called
non-admissible and has to be rejected.

In this paper the viscous Cahn—Hilliard model serves as an example [1,8,9]. For the same variables that
appear in the viscous Cahn—Hilliard model, we establish a corresponding sharp interface model.

Comparing the limiting equations of the diffuse model with the equations of the sharp model leads to an
interesting observation. Both models are equipped with local non-negative entropy productions. This property
is preserved in the sharp limit of the diffuse model, i.e. the sharp limit of the entropy production is non-negative
as well. In a next step we use that limit function to calculate the interfacial entropy production. We observe
that we do not necessarily obtain a local non-negative interfacial entropy production. In more detail, the two
main propositions of this paper are:

1. The sharp limit of the classical Cahn—Hilliard equation without viscosity leads to a negative interfacial
entropy production.

2. The sharp limit of the viscous Cahn—Hilliard equation contains a parameter that can be adjusted so that a
non-negative interfacial dissipation function results.

This unexpected behavior is a consequence of the fact that the Cahn—Hilliard model without viscosity has
a local entropy production that is much smaller in the transition layer than in the bulk regions.

Thus the designer of phase field models has to consider this: Even for the simplest diffuse interface model,
it is necessary to check whether the phase field model is admissible in the sense from above and represents a
correct physical behavior.

The paper is organized as follows:

In Sect. 2 we derive the two kinds of models in the context of thermodynamics. In Sect. 3 we present and
discuss our main results. Finally Sects. 4 and 5 contain a detailed description of the applied matched asymptotic
analysis.

2 Description of diffuse and sharp interface models

In this sections we derive the viscous Cahn—Hilliard model and a corresponding sharp interface model in the
context of thermodynamics in a one-dimensional setting.

2.1 Thermodynamics of the diffuse interface setting

The derivation of the viscous Cahn—Hilliard model starts from a more general model where variations of
temperature are allowed.

Basic variables We consider a body §£2 C R whose thermodynamic state at time ¢ > 0 is described in every
point x € £2 by two variables. These are the concentration u: [0, 0c0) x £2 — R and the internal energy density
e:[0,00) x 2 — R.

Conservation laws The description of the phenomena relies on the conservation laws for mass and energy
ou+9dyf =0 and Jdie+ dyg =0. (H

The functions f:[0,00) x £ — R and ¢:[0,00) x £ — R are the diffusion flux and the heat flux,
respectively. These quantities are related to e and u by constitutive functions that are compatible with second
law of thermodynamics.

The second law of thermodynamics The following four axioms embody a simplified version of the second law
of thermodynamics. The Axioms I and II contain universal statements, whereas Axioms III and IV describe
the properties for the material at hand.

I It exists an entropy density/entropy flux pair (7, ¢) that satisfies an equation of balance
O+ oxp = &. 2

IT The entropy flux has to be determined so that the entropy production £ is equipped with the following
properties:
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(i) & is non-negative for every solution of the system of balance equations (1),
(i1) & is represented by a sum of binary products flux x driving force:

N
§=D FaDa=0. 3)
A=l

(iii) & is zero in equilibrium.
III Our constitutive model relies on an entropy density that is given by a concave constitutive function of the
general form

n=nh(e,u,u,) with uy, = ou. “4)

IV (Absolute) temperature and the chemical potential are defined by

1 oh oh oh
— = —  and B__ — —0— . (®)]
T de T ou ouy

Exploitation of the second law of thermodynamics Next we present a possible constitutive model that is
compatible with the four axioms. At first we calculate the entropy production. To this end we insert the
entropy function (4) into (2), carry out the time derivative and substitute the time derivatives of e and u by the
corresponding equations of balance. After rearranging of terms we obtain

_ q  mf  0h 1 0
s—ax(w_?‘f‘T‘i‘8uxat”)+qax(f)_fax(?)- (6)

If we were to proceed in the usual way, we would end up with the classical Cahn—Hilliard model without
viscosity. In order to introduce viscosity, we consider the identity

0+ o (1) — ra (M) =o, ™

which follows by multiplying the concentration balance (1); with d;u/T. Next we multiply the identity by a
constant y and add the expression to the entropy production,

g (u+ydu)f  0oh 1 w+you 14 2
= (-2 4+ T L Ty (=) - ro. (2 ) + Z6,u)% 8
5 (‘” Tt T du, tao\7) =/ T T ) ®)

Now we choose the entropy flux as

g (u+you)f 0h

== - —" Ot 9
Y= T oy, ®
This choice implies the entropy production
1 W+ yoiu y
£ =qox (7) — fox (—T d ) + ?(atu)Z- (10)

Thus there is entropy production due to (i) heat conduction, (ii) diffusion and (iii) viscosity. The non-negativity
of & is guaranteed by y > 0 and the simple constitutive laws

1 3
q = ad, (?) and f = —Ma, (W) with @ >0, M > 0. (11)
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Balance equation of the free energy For applications the energy density e is usually replaced by the temperature
T as a variable. That substitution is accompanied by a Legendre transform of the entropy density. We introduce
the free energy density ¢ = e — T'h as a function of (T, u, u, ). In terms of ¥, the chemical potential and the
entropy flux can be written as

0 10 + you 10
p= oy (LY g = 4 YOS 10V (12)
ou T Ouy
In the isothermal case, i.e. T = const., the entropy balance can easily be written as a balance for the free
energy. It results from a combination of the balance equations for energy and entropy and of the relations (12).
The balance equation for the free energy comes out as

0
By + 0y (f(u + ) — 8;”

X

a,u) — —T&¢ with &= %fz + %(atu)2 >0. (13)

The viscous Cahn—Hilliard equation We proceed with the isothermal case where our problem is reduced to
solve a single PDE for the concentration. The PDE follows from the diffusion flux (11), and the balance law
(1);. We obtain

0 0
e = M (u+you) with = 20—, (2L, (14)
ou BRI
The free energy density is chosen to be of van der Waals type, viz.
¥ = F)+ §|axu|2 : (15)

with the positive constant 8 and a double well function F: [0, 1] — R.Inthis case (14) becomes the well-known
viscous Cahn-Hilliard equation, [1,8,9],

diu =—0ocf with f = —%8,( (u+you) and p= F'(u) — B0y u. (16)
We study the viscous Cahn-Hilliard equation on the domain §2 = [0, 1] with the initial and boundary values
u(0, x) = up(x), oyu(t,0) = dyu(t,1) =0, f@,0=f@t1)=0. 7

It is known that the parameters 8 and y control the width of the diffuse interface [1,8,9]. In order to handle
only with one small parameter, we introduce the parameter ¢ > 0. The parameters 8 and y are related to ¢ by
the following substitutions

B —&>p and y — 82)/. (18)

2.2 Thermodynamics of the sharp interface setting

A further approach to describe the evolution of two coexisting phases is a sharp interface setting. Note, this
approach is independent of a diffuse interface model. In the next paragraphs we derive a sharp interface model
in the context of thermodynamics.

Basic variables We decompose the body £2 = [0, 1] into two bulk regions 27 (z) and £27(¢), which are
separated by the interface, i.e. by the point x1 in the 1D case. The time-dependent function xr: [0, c0) — £
determines the motion of xj.

In the two bulk regions 2% the thermodynamic state is described by the concentration u: [0, c0) x 2% — R
and the (internal) energy density e: [0, o0) x £2* — R. Furthermore the interface is equipped with interfacial
concentration ug: [0, 00) — R and the interfacial internal energy density ey: [0, co) — R.

The objective of the sharp interface setting is the determination of the densities u and e in the two bulk
regions, the surface densities uj, e; of the interface and the interface position xj.

For a generic function x existing in £27 and £2~, respectively, we introduce the notation

xF= Jim ooy and  xl=x" - (19)
xeRFT—xg
x* are the limiting bulk values of the function x at the interface. The double bracket [[ x ]| denotes the difference
of x across the interface.
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Conservation laws In the bulk regions 2% we have the conservation laws for concentration and energy as in
the diffuse setting, viz.

u+0drf =0 and Jde+0dvg=0. (20)
Across the interface the corresponding conservation laws read
our+[m =0 and e+ [lem+¢g]l=0. (21)
The mass fluxes at the interface are defined as
mE =t —uFi,  mf=—frf—-uHi; and  mT = 4mi= i (22)

In the sharp interface setting we need constitutive laws for the fluxes f and g in the bulk regions and for the
mass fluxes mljE and m2i at the interface. Next we derive explicit constitutive functions that are compatible
with the second law of thermodynamics.

Remarks The described sharp interface model is a simplified version of a model for a two-constituent body
with two partial mass densities p; and p> and two velocities v and v,. The flux f is related to the velocity
vy by f = piv;. The simplification concerns the total mass density p = pj + p2 and the barycentric velocity
v = (p1v1 + pav2)/p. We assume p = 1 and v = 0. Thus the concentration u = p;/p is the only mass
variable. The two assumptions imply special representations (22) of the mass fluxes m; = p;(v; — x1) and
my = p2(vy — x1) across the interface.

The second law of thermodynamics for the bulk In the sharp interface setting, the universal part of the second
law of thermodynamics is the same as in the diffuse setting. Exclusively, the constitutive axiom III is changed:

III The entropy density is given by a concave constitutive function of the general form
n=h(e u). (23)

Note that the space derivative of # does not appear in the sharp interface setting.

Exploitation of the second law of thermodynamics for the bulk The resulting constitutive equations can be
read off from the corresponding equations of the diffuse setting. The entropy flux is now chosen by

zq—uf
T 9

(24)

and the entropy production is represented by two dissipative mechanisms:

e=ao () - o (). es)

Consequently, the thermodynamically consistent constitutive laws for the fluxes of heat and diffusion are

1
g = ad, (?) and f = —Ma, (%) with a >0, M>0. (26)

Balance equation of the free energy In analogous way as in the diffuse interface setting we introduce the free
energy density 1 = e — Th as a function of (7, u). In terms of v, the chemical potential and the entropy flux
can be written as

q uf

W a2 1M 27)

b= T T

In the isothermal case, i.e. T = const., the entropy balance can easily be written as a balance for the free
energy. The balance equation for the free energy in the sharp interface setting comes out as

WY+ ox (fu) = —T§. (28)
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The second law of thermodynamics for the interface The constitutive laws for the mass fluxes m;—“z must
satisfy the second law of thermodynamics for the interface. In an analogous manner to the bulk we give the
corresponding axioms that constitute the second law of thermodynamics for the interface.

I It exists an entropy density #y satisfying an equation of balance

o + [nm + ¢ = &1 (29)

II The interfacial entropy production & is equipped with the following properties:
(i) & is non-negative for every solution of the system of balance equations (21); 2,
(i1) & is represented by a sum of binary products flux x driving force:

N
& = [[Z FADAH > 0. (30)
A=1

(iii) & is zero in equilibrium.
IIT Our constitutive model relies on an entropy density that is given by a concave constitutive function of the
general form

nt = hi(er, ur). (€29)
IV Interfacial temperature and interfacial chemical potential are defined by
1 oh ah
e I~ gL (32)
Tt Oe Ti duy

Axioms I and II are universal statements about the properties of entropy density and entropy production. The
Axiom III assumes that the entropy is a constitutive quantity that must be given by a material-dependent
function. For the case at hand that constitutive function is used in Axiom IV to give definitions of temperature
and the chemical potential at the interface.

Remarks Recall that the described sharp interface model is a simplified version of a binary mixture. Thus there
are two chemical potentials, whereas only a single chemical potential has appeared up to now. This fact is a
consequence of the simplifying assumption that we only consider a single mass variable, namely u in the bulk
and ug on the interface. However, even in this case, two chemical potentials play a role in the theory. These
are introduced here according to the definitions

nr=v+{A-upn, W2 =¥ —up in the bulk, (33)
and

ur1 =Y1+ (A —uppur,  pr2 = Y1 —uguy on the interface. (34)

The quantity 1y is the interfacial free energy and is defined as 1 = e — T7n;.

Exploitation of the interfacial second law of thermodynamics for the interface Next we calculate the interfacial
entropy production &1. To this end we start with the entropy balance (29) and insert here the function (31) and
the entropy flux (24) for the bulk. The time derivatives are eliminated by the balance laws (21), and after some
rearrangements we obtain the structure of the interfacial entropy as it is stated by Axiom II:

— | e LIV, (2~ Y g, (2 — 2
afeco G-l (F-2)]-l=(F-%)] o

The representations (22) of the mass fluxes imply the continuity of the flux 71, i.e. m™ = m ™. Therefore the
entropy production can also be written as

1 1
oo G B G]B1

Thermj([)dynamically consistent relations can be read off from this expression for the five independent fluxes
i . .
g~,my and m.
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In this study we are only interested in the special case of a continuous mass flux m1, i.e.
7211 = 0. (37)

Thus only one constitutive relation for the mass flux mz; has to be chosen. The continuity of the mass flux
simplifies both the interfacial mass balance (21); and the representation of the interfacial entropy production.
Thus we have a time-independent interfacial mass density up, i.e. ,u; = 0, and an entropy production (35) of

the form
_ . 1 1 N . T2
&1 = [[(em +q) (? — 71)]] — |[?]l — 1y I[?]l > 0. (38)

A simple possibility to satisfy (38) is given by the heat fluxes
1 1

gt = e+ a* (F — 71) with  aT >0 (39)

1 .
([[T]])__(Lll L12> (m1> (40)
- Ly L 2 )
1 21 L22 ) \m2
with a positive definite matrix L of kinetic coefficients.
For a more detailed description of sharp interface models, we refer the interested reader to [3-5].

and by the kinetic relations

Balance equation of the interfacial free energy We introduce the free energy density Y1 = ey — Tihy as a
function of (71, u1). The chemical potential can be written as

Y
w= 1)
ouy
Now we consider again the isothermal case, i.e. TT = T~ = Ty, and substitute in (29) the interfacial entropy

by 1. The time derivative of ey will be eliminated by (21);. After some rearrangement of terms we obtain the
balance equation of the interfacial free energy,

v+ T+ ufll = -T&  with  T& = — [ty (w1 — pn1) ]| = [z (w2 — i2) ] = 0. @2)
A usefull alternative to represent the jump bracket in (42); is
[Ym + wfl = [y + map2]l. (43)

The identity (43) relies on (22) and (33).
Under a continuous mass flux n11, the balance equation (42) and the identity (43) imply a time-independent
free energy and simplified entropy production,

b1 =0 and T& = —inf[u] — maf[ua] = 0 (44)

The sharp interface model In an analogous manner to the diffuse setting we proceed with the isothermal case.
The diffusion in the bulk is described by both the balance law (20) and the diffusion flux (26),,

0
oiu = —0, f with f = —%eaxu and u = a—w for x € 27, 45)
u

with a positive constant M > 0. It is understood that we may have different free energy functions ¥ in £2°
and 2. However, for simplicity this fact is not indicated here. Moreover, we use the free energy function

V= FQu) (46)

with the same function F that appears in the diffuse setting.
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The initial boundary value problem in the sharp interface setting considers an initial density and boundary
values for the fluxes at the external boundaries

u(0,x) = up(x) and f(,0)= f(t,1)=0. A7)

The boundary values at the interface I rely on jump conditions. For an isothermal interface with a continuous
mass flux n1; the jump conditions are

[rerdl Ly L\ (m
=— ). 48
([[Mz]] Ly L ) \m2 (48)
The coefficient matrix L is positive definite.

Remarks Here we have restricted the sharp interface model to the special case of a continuous mass flux n11,
(711 = 0. (49)
In that case the definition (22) of the mass fluxes yields that the mass flux #1 is also continuous at the interface,
(2]l = 0. (50)

Further we obtain from the continuity of the mass fluxes and the interfacial mass balance law (21); we obtain
the constancy of the interfacial concentration uj, i.e.

dur = 0. (G

The kinetic relations (48) are the boundary conditions for the diffusion equations (45) at the interface. The
evolution of the interface follows from the continuity of the mass flux 71;. There results

0 =[]l = [f1 — xs[ul. (52)

This equation is known as Stefan condition and it serves to determine the interface speed.

3 The sharp limit of the viscous Cahn—Hilliard model

In order to describe a phase transition between two coexisting phases we have introduced two model variants.
A diffuse interface model represented by the viscous Cahn—Hilliard equation and a sharp interface model with
equations in the bulk phases and jump conditions at the interface. Our main objective is a comparison of the
two settings.

The comparison of the models is based on the following idea: The diffuse model depends on the small
parameter ¢ that controls the width of the diffuse interface. Therefore the concentration in the diffuse setting
depends on the parameter ¢. We indicate that dependency by writing u®. The method of formal asymptotic
analysis relies on different expansions of #° in formal series. The outer expansion approximates the function
u® in the bulk phases, while the inner expansion approximates u#° in the transition layer. The expansions imply
sharp interface equations that we can compare with the corresponding equations of the sharp interface setting.

In this section we present the main results of the asymptotic analysis followed by a detailed discussion.
The details of the cumbersome calculations are found in the Sects. 4 and 5.

3.1 Formal asymptotic expansions

In the diffuse setting the interface between two bulk phases is defined by a hypersurface where the solution of
the diffuse model assumes a given value u.:

IF) ={x e 0,1 : u®(t, x) =u. (53)
The position of the interface is denoted by xj (r). We have

u®(t, x5(1) = uy. (54)
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The sharp limit of the diffuse interface model relies on formal series in the small parameter ¢. In the bulk
phases we write

x5, ) = x O, ) +exVt, x) + 2x P, ) + O, (55)

and call this the outer expansion of a generic function x°. In the e-neighborhood of the interface we introduce
an inner coordinate z according to

x=x{(t)+ ez, (56)
and define x°(¢, z) = x°(t, x{ (t) + &z). The formal series
0,0 =100+ex V1, 0+ 2521, 2 + 0 (57)

is called the inner expansion. The resulting jump conditions at the interface are derived by means of the inner
expansion.

3.2 Admissible approximation of a sharp interface model

We define requirements so that a diffuse model represents an admissible approximation of a sharp model.
The diffuse model (16)—(18) is an admissible approximation of the sharp model (45)—(48) up to order

O(") if it has for every initial density u¢ a solution u® with the following properties:

1. The expansions (55) and (57) exist.

2. The outer expansions (55) satisfy the bulk equations (45) of the sharp model up to the order O(h).

3. The expansions (55) and (57) imply representations of the interfacial density uj, the interfacial dissipation
function & and the kinetic coefficient matrix L. These quantities satisfy the jump conditions (48) of the
sharp model up to O(*).

3.3 The leading order equations

In the bulk phases the sharp limit of the viscous Cahn—Hilliard model yields in the leading order O(1)
Ju® = -5, fO  with fO =25 @ for xeQF, (58)

where 1@ = F'(u©) is the corresponding chemical potential. The resulting free energy balance for the free
energy ¥ © = F(u©) in the bulk phases is given by

1
WO+, (fOuUD) = —Te®  with £© = M(f(o))z >0 for x e R (59)
In the same order we obtain the following conditions at the interface:
ou” =0, [aA1=0, [uH]=0. (60)

©0)
I

‘We can even show that the interfacial concentration is zero, i.e. u; = = 0. Moreover we obtain for the interfacial

free energy balance in the leading order
ay” =0 and TE” = [ u” + w1 = 0. (61)

Additionally the interfacial free energy in the leading order is zero, i.e. %«» =0.

Thus, in the leading order, the sharp limit of the diffuse model agrees with the sharp interface model. The
order O(1) approximation of the diffuse model is admissible. However, there is no interfacial dissipation and
we find a sharp interface that is in local equilibrium.

Remarks 1. The representations of the chemical potentials ug’i and of the mass fluxes mEO;i
the solutions of the viscous Cahn—Hilliard model are

0),+ 0),+
wF = F@OF) + 1 —uOH F @OF) |y = FaOF) —u OGO (62)
. (0),£ - (0 . (0),£ - (0
mg )t _ f(o),i _ x} ), (0). % ’ mé) — _f(O),i _ x} )(1 _ M(O),i)‘ (63)

in terms of

The derivation of these terms is given in Sect. 4.
2. The equations (60)3 represent two algebraic equations for the interface values u®-*. Its graphic solution
is called Maxwell construction.
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3.4 The higher-order equations
In the bulk phases the sharp limit of the viscous Cahn—Hilliard model yields in the order O(e)
du) = =3, fO  with V=L for xe 2% (64)

where 1V = F”(u@)u D is the O(¢) contribution to the chemical potential. The resulting free energy balance
for the free energy v =F "(u@)uD in the bulk phases in order O(¢) reads

1
D 4o, (frP =-—Te®  with &V = M(fz)(l) for x € 7. (65)
At the interface we obtain in the order O(¢) a constant interfacial density and continuous mass fluxes:

duf”=0 and [m{21=0. (66)

However, in the order O(¢), the chemical potentials are not continuous anymore. Now they are given by kinetic

relations:
(1 . (0
[Lu1 b Kin Kn mg ) 67)
[[M(l)]] K> K» méO) '
The matrix K of kinetic coefficients in (67) is symmetric and has the representation

K=(—2A—|—B+yC —A+B+yC)’ 68)

—A+B+yC B+yC

where the definitions of A, B and C are introduced in the following Remark. The interfacial free energy balance
and the entropy production in the order O(¢) are

1 1 0 1 0 1
o’ =0 and =T = [u"1+ 15", (69)
The balance laws and the constitutive functions of the order O(¢) satisfy the sharp interface setting. But up to
now there is one property missing so that the diffuse model is also an admissible approximation in the order
O(e) of the sharp model. Recall that there is no dissipation in the leading order, i.e. 51(0) = 0. Hence the

non-negativity of the interfacial entropy production must be guaranteed by El(l).

The non-negativity of the dissipation function EI(O) is related to the properties of the matrix K. We insert
the kinetic relations (67) in the dissipation function (69), and obtain

TeD = K11 0n\”)? + (K12 + Ka)m Vi + Ky ()2 . (70)

(0)

Obviously, I( is non-negative for every mass flux nz; ; iff the matrix K is positive semi-definite.

The non-negativity of the interfacial dissipation 51 and the properties of the matrix K will be discussed
in the next sections.

Remarks 1. Above we have used some abbreviations to keeps the equations readable. Here, we express all
quantities in terms of the inner and expansion of the concentration u. The derivation of the equation from
above is given in Sect. 4, where we will see that the quantities A, B and C in the definition of the matrix
K are represented by

0 0 T [T _o 0
/ @ — ()’_)dz—i_ﬂ/o @O — 4O+ gy (71)
c:/ (0,0 ) dz (72)
-0

T 0 T +00
B= —/ @M% — @) dz + —/ @)% — @2 dz. (73)
M) M Jo
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El)’i are defined as

The chemical potentials M%’i and mass fluxes

w0 = (1 = uOH F @O 5D E 4 (0, (Fa®) + (1= u®)F @ ®)) ", (74)
ulDE = O pr Oy, (0E (5 (Fu©®) — 4 © F/(M(O))))ixl(l)» (75)
n-,l(ll),ﬂ: — f(l),:i: _ xl(o)u(l),:t _ xl(l)u(O),:I: 4 (axf(o) _ XI(O)BXM(O)):EXI(I)7 (76)
iy = — pOE 5 Oy DF 4 gDy O D p O — 58 @) ExD (77)

2. The quantities A, B and C of the matrix K depend on the concentration i#©®_ which has to be derived from
the inner equation

3,1 — Bo,,i®)=0 with ze (—o0,+00) and 7@ = F'@®). (78)

The necessary boundary conditions are

A0, ) TEC U0 O 0 aO¢ )30, 0.i ¢ ) 570, (79)

The derivation of the inner equation and boundary conditions is described in detail in Sect. 4.
3. The interfacial densities uil) and wl(l) are given by their inner and outer leading parts,

1 0 o
u§ ) :/ @ — 4 ©—ydz +/0 @ — 4O+ dz, (80)
—00

0 +00
= / (F@?) — F© ™) + £3,a)?) dz +/0 F@@?) — FaO ") + £,a)?) dz.
81)

4. Note the remarkable symmetry of the matrix K. It reflects the often postulated Onsager symmetry of kinetic
coefficients. Apparently that symmetry is embodied in the viscous Cahn—Hilliard model.

3.5 Entropy production in the sharp limit of the viscous Cahn—Hilliard equation.

The question whether the sharp limit of the viscous Cahn—Hilliard equation is an admissible approximation up
to the order O(¢) of the sharp model is immediately related to the sign of the interfacial entropy production.
The relation (70) yields that the entropy production SI(I) is non-negative for every value of the mass fluxes

mﬁ(’; iff the matrix K is positive semi-definite. Thus it is only necessary to discuss the properties of the matrix

K in the following.
To simplify the discussion on the definiteness of the matrix K we consider the double well function

F(u) = %uz(u —1)? (82)

and set the Cahn—Hilliard coefficient § = 1, the temperature 7 = 1 and the mobility M = 1.
The exploitation of the jump conditions (60) with (62) leads to

u®= =0 and uOFt=1. (83)

According to the inner equation (78), the concentration i) is given by a simple traveling wave with shift
parameter o:

I 1 1
~(0
70 = 5 + 5 tanh (E(z—i—ot)). (84)

By means of (83) and (84) we exploit (80) and obtain the interfacial concentration ufl) =a.
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Then we use (54) to relate the shift parameter « to the interface position xj. To this end recall that in
the inner coordinate the interface is located at z = 0. Moreover in the leading order of the inner solution the
condition (54) reads

0%, 7 =0)=u, . (85)

Using (84) it follows that the shift parameter « is determined by the level set value u,. However, from the
definition (54) of the interface position it is clear that the choice of the value u, is arbitrary. Thus « is arbitrary
as well. Vice versa for each parameter o € R there is a level set value u..

Next we use the definitions (71)—(73) to calculate the quantities A, B and C in the definition (68) of the
matrix K. We obtain

A=u, B=a—-1 and C=-. (86)

The matrix K then assumes the explicit form

_[—a—=14+y/6 —1+y/6
K—( —1+4y/6 a—1+y/6)' @7

Now it is easy to test whether the matrix K is positive semi-definite. At first we consider the classical Cahn—
Hilliard model, i.e. we set y = 0. In this case the eigenvalues A > of K are

Mo=—-1%2V1+02 (88)

We observe that one eigenvalue is negative and we conclude that the Cahn—Hilliard model without viscosity
is not an admissible approximation of a sharp model in the order O(g).
The case with viscosity, i.e. y # 0, yields

Mo = —(1 - %) + ,/(1 _ %)2 tol. (89)

For @ # 0 even here there is a negative eigenvalue. However, for « = 0 and y > 6 the eigenvalues are
{0, y/3 — 2}. Thus for y > 6 there are no negative eigenvalues. The condition (85) uniquely determines the
level set value u... For « = 0 we obtain u, = % and a vanishing interfacial concentration, i.e. u%l) =0.

We conclude that the sharp limit of the viscous Cahn—Hilliard model generates a non-negative interfacial
entropy production and is thus an admissible approximation of order O(g) of a sharp interface model.

3.6 Relation between the inner entropy production of the diffuse model and the interfacial entropy
production of the sharp model

We proceed with a discussion of the peculiar result of Sect. 3.5 but from a different point of view. Here we
start from the inner entropy production £° and study its relation to the interfacial entropy production & that
was calculated in Sect. 3.4.

The inner version of the entropy production (13), reads

~ 1, -
B = () + %(eatiﬁ — #0,)” > 0. (90)
Obviously, the limit ¢ — 0 will not change the sign of the leading term. We obtain
~ 1, -
E0 = (FO) + %(X;O)BZIZ(O))Z > 0. ©1)

Next we relate the non-negative entropy production £ (?) to the interfacial entropy production él(l). In Sect. 5.4
we show that this relation is given by

: 0 _ +oo
I() =/ FO) g0 g, +/ EO) _ g0+ gy (92)
oo 0

We observe that the sign of £© does not determine the sign of 51(1).
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Next we use a graphic interpretation of the relation (92) to derive its sign. To this end we use a further
result of the asymptotics of Sect. 4

—#950) 1+ FO) = ¢, 93)

which is the basis for the Stefan condition (60),. The constant ¢y is given by c¢o = n'q(lo) x,

Then (93) is used to eliminate the flux in (91) yielding

z 1 0- 2 Y 20 ~(0)\2
s“”:M(x; "7 4 ¢) +T(x§)azu<°>) > 0. (94)

We exploit this representation by means of the explicit density #® from the last section, (84). In this case it
is also easy to determine the interface values of the bulk dissipation & ©* = lim,_, 10 €@ There results an

explicit representation of £© depending on the parameter cq /)'c;o).

As before we consider at first the classical Cahn—Hilliard case with y = 0. A short calculation shows that
there are two different regimes depending on the value of cg /x§°>. In the first regime £© is non-monotone
and its global minimum is smaller than the entropy production & ®* of the bulk phases at the interface. In the
second regime £© is monotone. The two cases are depicted in Fig. 1.

Obviously the interfacial entropy production must be non-negative for any choice of the parameter c(/ X;O).
This is violated in the non-monotone case that is represented in the left part of Fig. 1. At first glance one might

try to shift the parameter « to generate a positive value of 51(1)‘ However, this shift will lead to a conflict in the
monotone case shown in Fig. 1 right.

The viscous Cahn—Hilliard equation, i.e. y # 0, is more complicated, because 51(1) additionally depends

on the gradient of (9. The Fig. 2 again shows two possible variants. Also here it is possible to choose co 5O
g g.2ag p p I
é(o)v"'
) S
vy pYVy)
0),+
i(
L] 0 L]
-10 -5 0 5 10 -10 -5 0 5 10
Z+0 Z+0

Fig. 1 Blue €9, shaded areas indicate SI(I), left y = 0 and cg /)%50) = —0.4, right y = 0and ¢ /X;O) = —1 (color figure online)

§(0)3+
-10 -5 0 5 10 -10 -5 0 5 10
Z+0 Z+Q
Fig. 2 Blue £©, shaded areas indicate &, lefr y = 10 and co/x\") = —0.4, right y = 10 and ¢o/%\” = —1 (color figure

online)
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so that the entropy production becomes negative. However, the proof in the last section shows that for « = 0
. . (0) . . .
and y > 6 every choice of ¢o/x; " leads to a non-negative entropy production.

4 Formal asymptotic analysis of the viscous Cahn—Hilliard model

The viscous Cahn—Hilliard model (16) contains two constitutive constants § and y. We are interested here in
the case where these constants are small. This is indicated by the substitutions 8 — 2 and y — &2y with
B and y now of order O(1). Thus we consider

du=—df with f=—23 (u+ye’du) and p=F(u)— Pe*dyu. (95)
This equation is equipped with a free energy inequality, viz.

pe’

0 (F) + S 10au) + 00 (f 1+ v — Be?d,u dyu) = =T, (96)

where the entropy production is given by

2
£= %fz + %(azu)z > 0. 97)

The objective of this section is a study of the sharp limit ¢ — 0 of the viscous Cahn-Hilliard equation.
Moreover, we prove the representations of the sharp limit equations of the Cahn—Hilliard model, which are
summarized and discussed in the previous section.

4.1 The rules of formal asymptotic analysis

We assume that an initial and boundary value problem for the viscous Cahn—Hilliard model (95) has a solution
uf (t, x) with the following properties:

1. u® develops a transition layer with smooth but steep gradient between two adjacent bulk phases.
2. We choose a value u, lying in the transition layer and assume the existence of an interface that is defined
by

I°(t) = {x € (0, 1): u® (1, x) = uy). (98)
3. The interface /¢ at the position x{ € C1([0, 00), R) generates two regions Q% with 2~ = [0, x7] and

Q1T =[xf, 1].
l £
4. Away from /¢, i.e. in the bulk phases, we assume the existence of an outer expansion

uf (t,x) = u® @, x) + euV (t, x) + O(e?). (99)
5. In the e-neighborhood of /¢ we introduce an inner coordinate z according to
x =x{ +ez, (100)
and we define the inner variable by
at(t,z) = u(t, x{ (t) + €2). (101)

6. The definition (101) implies the following transformation of derivatives:
1 1
oyu® = —0,u° and Ou® = 0,u° — —X{0,u’. (102)
e €

7. Near to I¢ we assume the existence of an inner expansion

i, 2) =, 2) +eaV @, 2) + 2P (1, 2) + O?). (103)
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8. Correspondingly, we assume the existence of an expansion of the interface position

X (1) = x0) + exV (1) + O). (104)

9. Matching conditions between inner and outer quantities are based on (101). We insert here the expansions
(99), (103) and (104) and consider the limit ¢ — 0, z — oo with ¢z" — 0 (n € Ny) to obtain the
asymptotic correspondences

A0 (1, ) Ty O Oy, (105)

3,00 (1, 2) 30, (106)

9.0 (1,2) T30, (107)

A0 (1, 2) = 9= (1, Oz + x{) TET w0, 10, (108)
8.0V (1, 2) 5% 0,u®E (1, x(), (109)

8.0 (1,2) T30, (110)

9.0 (1, 2) — Bexu @ E (1, x )z + x1) TEZ 9D E(r, 4O, (111)
0D (t, 1) 5 0u@E (2, x0), (112)

3,02t 7) T30, (113)

8O (t, ) — 9O E(r, xO)i® TEX O, 10, (114)

In order to obtain these matching conditions we follow the scheme that is described in [1,2]. It starts by
inserting the inner and outer expansions into (101) and (102),, respectively.

0%, 2) +eaV(t, 2) + 2P, z) + O
= u(o)(t, xl(o)) + e (u(l)(t, xl(o)) + 8xu(0)(t, xl(o))(xl(l) + Z))

+62 (1@, 5™ + 0.V, ™) (" +2)

82
+ 5 (Bn . 4" + 27 + 200 0. 31)7) + O (115)

The matching conditions (105)—(114) follow by comparing terms of power &".

4.2 The bulk equations according to the outer setting

We insert the outer expansion (99) into the viscous Cahn—Hilliard equation (95) and obtain in the leading order

o)

dqu® = -, f@  with fO=-25,0 and p@ =Fu?) for xe2* (116)
In the next order O(e) we obtain

du = -3, fV  with O =25 D and P =F'@u for x e (117

The initial boundary value problem for (116) needs equations that describe the jumps of the variables across
the interface between £21 and £2~. Furthermore we need equations describing the motion of the interface.
These equations will be derived next.
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4.3 Equations of the inner setting

The jump conditions and the interface motion are encoded by the viscous Cahn—Hilliard equation (95) in the
inner setting. It results from a transformation of the derivatives in (95) by means of the rules (102):

xf 1. -
o — Lo + -0, 5 =0. (118)
e €
Here we introduce the inner expansion (103) and obtain in the leading order £ >
3, © = Bo..i?) =0 with 79 =F@"). (119)
In the next order, viz. ¢!, we have
—V8.a® 49,70 =0 (120)
with the zeroth order flux
FO = 4o, (20 - poiV - yi?0.a®) and 70 = F" @, (121)
Finally we identify the equations of order O(1),
3 — o) + 9, fV =0 (122)
with the first-order flux
FO =y (,1<2> — Bo.i® + ya,i@ — y (M o.a @ + x}o)azﬁ“))) (123)
and the second-order chemical potential
a0 = %Fm(ﬁ(m)(ﬁ(l))z 4 F' GO ®. (124)

4.4 The interface conditions of the leading order problem

Next we derive the interface conditions of the leading order problem (116) from the equations of the inner
setting (118)—(121). At first we integrate equation (119) and obtain

Q= Bo,.i? =¢ with ¢ =pu@*, (125)

The equality (125); is a consequence of the matching conditions (105) and (107). Thus n© is continuous at
the interface,

P1=0 with pO*F=F@®*). (126)

Next we multiply (119) by #® to generate a further integral, which follows from the identity 3, (F(u®) —
u®F'(u®)) = —u®d, F'(u®). The integral reads

— 1 — p(aVa,.a?) + g(aza@)2 =d with d=p* (127)

The integration constant (127); follows from the matching conditions (105)—(107). Thus, the continuity of
/Léo) has been established,

[[/’Lg))]] =0 with /-’Lg)))i — F(u(o),ﬂ:) _ M(O)’iF/(M(O)’i), (128)
The Egs. (126) and (128) imply the continuity of uio) = F(u(o)) + (1 — u(o))F/(u(O)),

P1=0 with uF = F@OF) 4 (1 —uOHF O, (129)
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Finally the last missing interface condition in the leading order follows from (120). The integration of
(120) leads to

—i050 4 FO —pm with m = —xOuOF 4 pOF (130)

As before we have determined the integration constant m by the matching conditions (105)—(107).

A comparison of —)'cl(o)u(o)dE + f©-#% with the sharp interface definition (22) of the mass flux identifies
the corresponding mass flux of the sharp limit procedure:

iF = pOE 30, 0% (131)
©
1

We conclude that the diffuse model implies a continuous mass flux 77, in the sharp limit. Thus we write

. (0
a7 = 0. (132)
The continuity of the second mass flux mgo) =—fO_ )'cl(o) (1 —u®) at xI(O) follows directly
a1 =0 with Al = —fOF _;Oq _,OF) (133)

4.5 The interface concentration in the leading order

Up to now there is no sharp limit expression for the interfacial concentration uj. We may establish consistency

of the two models by the statement: uﬁo) is constant in time. Next we will show that the interfacial concentration

0
u% ) even assumes the value zero.

To this end we consider the total mass in the sharp interface model. Here the total mass consists of the two
masses of the bulk phases and of the interfacial mass. We have

X1 1
M=/ udx—i—/ udx + uj. (134)
0 X1

In the diffuse interface setting we decompose the total mass M = fol u® dx into the corresponding contributions
and hereafter we expand:

x{—e +1 1
M:/ ugdx—i-s/ ﬁgdz—i-/ u® dx
0 -1 x{+e

+©

( 1 +1
:/ u(o)dx—i—/ u(o)dx—i—e/ i©dz
0 +©@ 1
1

©0)

X; 1
+8(u(0)’(x1(1) —1) +/ u® dx —u@F D 4 1) +/<0) u® dx)+(9(82). (135)
0 X;

In the leading order we obtain

0)
X 1
M:/ u<°>dx+/ u@ dx. (136)
0 xl(o)

As before we compare the sharp interface result (134) with the diffuse interface result (136). We conclude that
the total mass is already used up in the bulk phases. Thus it follows

u? =o. (137)
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4.6 The interface conditions of the first-order problem, Part 1: Interfacial mass balance

Here we derive the interface condition for the higher-order problem (117). In preparation we rewrite the bulk
equation (116); at the &£ sides of the interface. To this end we use the two identities

0 (1, ) = i@ % (1, 1 (1) — 50 @ @) (1, 1) (138)
and obtain (116); in the form
i OF — 5@ 0,u")F + 8, fO)*F =o0. (139)

This equation is now subtracted from the order O(1) equation (122) of the inner setting. After some rearrange-
ments we have

3@E® — u®F) 1 g, (—(x,azﬁ)“) + O = (99,0 4o, FOYEC + xf“)) —0. (140

Next we integrate (140) along the z coordinate, namely from —oo to 0 on the — side and from O to 400
on the + side of the interface. Then we add the resulting equations. Here we apply the matching conditions
(105)—(113) to the term under the z derivative of (140). By this procedure we deduce from (140) the interfacial
mass balance

ol + V] = 0. (141)

(1

The interface concentration u; .+

) and the mass fluxes N of the order O(¢) are defined as

+00
ulV /(u<°> u(o)’_)dz—i-/ @® —u®*ydz, (142)
0

(" F = fOE 0y D D O0F 4 1O 0 Oy E D (143)

Furthermore the representation (142) shows that u; () does not depend on time because u@-% is determined
by the time-independent equations (126) and (128). Thus the integration constant ¢ in (125) is independent of
time. Then also 2© is time independent. We conclude from (141)

dul” =0 and "] =o0. (144)

We directly obtain from the continuity of the mass flux m(l).

I =0 with i§?F = — pOF 4 50O 4 gDy O _ gD p O — 50 @)=V,
(145)

4.7 The interface conditions of the first-order problem, Part 2: Kinetic relations.

The first-order problem (117) needs two further interface conditions. These are the kinetic relations. We write
equation (130) as

— i 0@O —yOF) 4 FO _ pOF _ (146)
Here we insert the flux f © according to (121) and f 0 = -7 xu(o) from (116) to obtain
.(0) , ~ ~ 1 ~ . (0 ~
— xI( )(u(o) — u(O),:I:) - %tfiz (M(l) - axl/v(o)’:t(z + xI( )) - ﬂazz”(l) - VXI( )az"‘(o)) =0. (147)

As before we integrate this equation along the z coordinate and apply again the matching conditions (105)—(113)
to the various terms under the z derivative. The result is

[V =Aam®  with A= Tu. (148)
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The derivation of the second missing interface condition starts with (120). Multiplication of equation (120) by
1@ yield
u'" yields

— (=i 0a©® 4 FOY5 5® 4, ( — (@) + ﬁ“’)f“’)) =0. (149)

By (130) and (131) we have m“’) = '(O) #© 4+ £O and furthermore m® = —)&}0). Recall that n'1§0) and
m© are independent of z. We insert the ﬂuxes m(o) and /' © in (149). Afterward we can easily integrate (149)
and obtain with an appropriately chosen 1ntegrat10n constant
. (0) ,~ . ~ ~(0) 7
=i @ — @) 4 (@) — @O?) + @O FO —uOF O =0, 150)

Herein the flux f 0 is inserted according to (121). The flux f O = —%8,( 1@ results from (116). In both
fluxes, we replace the space derivatives of F’(u) by derivatives of F(u) — uF’(u). This substitution relies on
the identity 9y (F (u®) — u® F'(u®)) = —u®9, F’(u®) implying

180 ® = 5,1 and AW + 7o a0 = o4, (151)
Thus (150) becomes
. (0) /1~ . ~ ~(1 0),+
_’,n(1 )(M(O) _ u(O),:t) + m(O) ((u(O))2 _ (M(O),:I:)Z) (azﬂé ) ax 0, )
+ %ﬁﬁ(o)auzﬁ(l) + %ﬁ“)azﬁ(‘” +vT x(o) ®a,.5® =o. (152)

Finally we use (119)y, viz. 8.(1© — 8,.2®) = 0, to obtain
. (0) /~ . ~ 1 0),+
_m(1 )(M(O) _ M(O),:t) + m(O) ((u(O))Z _ (M(O),:I:) ) %(8 M( ) ax'ué) )
+BYo (000D + i Do ® — 9.0 @,aD)
+ )/ (0)8 ( (0)3 ~(0)) y i Mx(o) (BZIZ(O))Z = 0. (153)

Integration of this equation along the z coordinate yields

[ = An'® — (B + yC)in© (154)
with the abbreviations
+00
C = / (0,00)? dz, (155)
—00
T 0 T +00
B = _/ (1,7(0))2 _ (M(O),—)Z dZ + _/ (ﬁ(O))z _ (u(O),+)2 dZ- (156)

A simple rearrangement shows that the kinetic relations (148) and (154) can be rewritten in the symmetric
form:

1 0
i1 = —Kum” = Kiommy, (157)
1151 = =Kot — Koo, (158)
with the symmetric coefficient matrix

K_(—ZA-I—B-i—yC —A+B+yC)

—A+B+yC  B+yC (159)

5 Formal asymptotic analysis of the interfacial free energy inequality

In this section we derive the interfacial free energy inequality in an analogous manner as we have derived the
jump conditions for the concentration. We start from the free energy inequality (96) of the diffuse model and
insert the outer and the inner expansions of the concentration u. After this we compare the resulting equations
with the corresponding equations of the sharp model. That comparison allows to identify the interfacial entropy
production of the diffuse model.
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5.1 The free energy inequality in the outer setting

We insert the outer expansion (99) into the free energy inequality (96) of the viscous Cahn—Hilliard equation
and the dissipation function (97). In the leading order we obtain the balance law

0y + 05 (f O ) = -1 (160)
where the free energy and the entropy production are given by
1
yO=Fu® and £©= M(f“)))z > 0. (161)
In the next order the free energy balance reads

31?1,0(1) + 3x(f,u)(1) — —TE(I), (162)

where the free energy and the entropy production are given by

1
v = F'@y D and g(l)zﬁ(ﬂ)(l)_ (163)

5.2 The free energy inequality in the inner setting

At first we transform the free energy balance (96) by means of the rules (102) to obtain

(= B - WY B
—(F¢ 2o 82)__1_(F8 2o 82)
a;( T O] = e 5 )
9 (- _
o (P9 ey — ko) — poi (0 — if0.i%)) = ~TE". (164)
£ 07

The transformed dissipation function (97) reads in inner variables:

2, YV ~ ceq ~e\2

ES=M(f€) +T( dii® — x{0,u°)" > 0. (165)
In (164) we introduce the inner expansion (103). Due to (119) and (120) we conclude that the terms of the
orders ¢ % and e ~! of (164) are identically satisfied. The next order O(1) yields

- ~ 1 ~ 1
3 (F<°> + g(azﬁ“)))z) — 3, [x;ﬁ] + 0. [ff,f]
B rien ~e21D () ~ (0) 7(0) 4 ~ z
+ 50 [43.09%]" = B (3,a9,a %) -y, (5 8,0 ") = —TED, (166)
where the dissipation function is given by
z L zon2 V. -
80 = GO+ TP = 0 a67)
In (166) we have used the abbreviations
eze ]V _ o0 L ()50
[xIF] =+ OFD 4V (168)

(7] = FO@© — poa®) + FO @D ~ po.a) (169)
[ M _

0,07 = iV @0,a9)? + 25 0,aVaa. (170)
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5.3 The interfacial free energy inequality of the leading order

The leading orders, i.e. ¢ 2 and ¢!, of the diffuse free energy inequality in inner variables do not give any
new information because the leading orders of the inequality are identically satisfied. This is a consequence
of previous results. In fact, the continuity of both the mass fluxes (132) and (133) and the chemical potentials
(128) and (129) yields in the leading order

”'150)[[/‘(10)]] + m;m[[ﬂéo)]] —0. (I71)

A comparison of (171) with the free energy inequality (44) of the sharp interface model leads to the conclusion:
There is no dissipation in the leading order, i.e.

£9 =o. (172)

Finally we show that the free energy 1/;1(0) in the sharp limit is zero. This follows in an analogous manner to

the reasoning of u%o) = 0. The total free energy ¥ of the system is an additive quantity. Therefore it can be
represented in the sharp interface setting by

X1 1
q/=/ I/fdx+/ ¥ dx + Y. (173)
0 XTI

In the diffuse interface setting we decompose the total free energy ¥ = fol ¥ dx into the corresponding
contributions and hereafter we expand:

(0)

X; 1 +1 5
w =/ v dy +/(0) O dx +s/ 7O 4z
0 X

-1
5O |
+e (w“’)*—(x{” —1 +/ v de - yu®F iV + 1) +/(O) y® dx)+0(82). (174)
0 X

In the leading order we obtain

(0)
X 1
w =/ v g +/(0> ¥ dr. (175)
0 X;

As before we compare the sharp interface result (173) with the diffuse interface result (175). We conclude that
the total free energy ¥ has only bulk contributions. Thus it follows

v =o. (176)

5.4 The higher-order interfacial free energy balance inequality

From the inner equation (166) we subtract the corresponding bulk equations (160) at the interface. The result
can be written as

5 (ﬁ(O) _pO* ﬂ(azﬁw))z)

2
~ 1 - (1)
— 3, [xIst] + o, GOFOE) 45, [fsﬂs] 8, (fOELOF)
B, r.e,n ~e21(D . . .(0) 7 . -
+ 50, [£50.8%] — 0.(3:609,69) — ya, (5" F 8,60y = ~TE® —£O%) 177)

2

As before we integrate this equation along the z coordinate and apply the matching conditions (105)—(113) to
the various terms under the z derivative and obtain

o+ L 1+ L V1 = T, (178)
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Herein the free energy wl(l) is defined as

(1) 0 (0 0 ﬂ 0)y2 oo o 0 0 IB 0)y2
A =/ (FO = FO= 4 20 )dz+/ (FO—FO* 4 Z@a"?)dz  (179)
o 2 0 2

and the dissipation function él(l) has the representation

1 0 _ +oo _
0= [ B0 -s0ay [EO O (180)
o0

0

Next we show that the interfacial dissipation function is given by
1 1.0 1 .0
7&" = —[uf"i” + 1. (181)

We start from (167) and use the relations (120), (151), and (119) to obtain after a straightforward calculation
the identity

z . (0)y ~(1 . (0)q ~(1
TEO = 02,20 — Qa7
+ 0, (#00.a ) + i Vo — 0.9 ") + prir” o)
2(0) . (0) =~ .(0 ~ -
+y i Vo, a @ + y )20, @ 0,1 ) (182)
In an analogous manner we obtain for the bulk dissipation function (161) the identity
. (0 0 . (0 0
760 =~ — iy ey (183)

Now we subtract from (182) the equation (183). After this we integrate along the inner coordinate z and apply
again the matching conditions (105)—(113). Finally we end up with the proposition (181).
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