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Abstract In this paper, a dynamic problem which models the evolution of the con-
centration of surfactants is analyzed from the numerical point of view. Both bulk and
surface diffusions are taken into account into the model, and the relationship between
both concentrations, in the bulk and at the surface, is considered by using the well-
known Langmuir—Hinshelwood equation. Two convective terms are also included. The
variational formulation is then written as a coupled system of parabolic partial differ-
ential equations, for which an existence and uniqueness result is stated in an earlier
paper (Fernandez et al. in SIAM J Math Anal 48(5):3065-3089, 2016). Then, fully
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discrete approximations are introduced by using the classical finite element method to
approximate the spatial variable and the implicit Euler scheme to discretize the time
derivatives. An a priori error estimates result is proved, from which the linear conver-
gence of the approximation is derived under suitable additional regularity conditions.
Finally, some numerical simulations are presented in order to show the accuracy of
the algorithm and the behaviour of the solution in real situations.

Keywords Adsorption dynamic model - Surfactants - Langmuir isotherm - Surface
diffusion - A priori error estimates - Numerical simulations

1 Introduction

The effect of surfactants is a very important issue in many real world applications, in
which the surface tension plays a significant role. For instance, some examples could
be the control of the droplet size when forming emulsions, foams, suspensions and
pharmaceuticals, the inkjet printing or treatments for decompression illness caused
by gas bubbles entering the blood stream during surgery (see, e.g., [19]). In these
processes, the new formed surface in the surfactant solution is generated due to the
incorporation of molecules, reducing the surface tension, and depending on many
features as the salinity, the temperature, the type of surfactant, etc. In this paper, we
assume that this process is governed by a mixed kinetic-diffusion model, that is, a
kinetic relation between the volumetric and surface concentrations which is written
in terms of a parabolic partial differential equation defined on a part of the boundary
domain.

In the recent years, some papers have been published dealing with related problems:
the linear Henry isotherm [12], the mixed kinetic-diffusion case [13] or the Langmuir—
Hinshelwood equation [10]. However, in all these studies a great simplification was
assumed, reducing the problem to a one-dimensional version, because we considered
the molecules moving in a vertical direction and no diffusion on the surface. Therefore,
in this new model, following other authors (see, e.g., [1,2,17]), we consider that the
problem is either two- or three-dimensional and that there is diffusion of the surface
concentration.

Hence, in this paper we continue the research done in [11], where we provided
results on the unique weak solvability of the system and nonnegativity of its solution, by
using the truncation method combined with the fixed point approach and the theory of
time-dependent partial differential equations on manifolds. Our aim now is to introduce
fully discrete approximations of the problem, to obtain a priori error estimates and to
show some numerical simulations in two and three dimensions.

The paper is outlined as follows. The mathematical model is described in Sect.
2 following [11], deriving its variational formulation. An existence and uniqueness
result, proved in [11] is also stated. Then, in Sect. 3 a numerical scheme is introduced,
based on the finite element method to approximate the spatial domain and the forward
Euler scheme to discretize de time derivatives. A priori error estimates are deduced
for the approximative solutions and, under suitable regularity assumptions, the linear
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convergence of the algorithm is obtained. Finally, some two- and three-dimensional
numerical simulations are presented in Sect. 4.

2 Mathematical model

Let £2 be an open and bounded domain in R?*! with d = 1, 2. The boundary 952
of £2 is assumed to be Lipschitz continuous, and it consists of three mutually disjoint
parts I'p, I'y and I's such that 082 = TpUT y UFS. We assume that I'p and I's have
nonzero d-dimensional Hausdorff measure, and that I’y is a compact C°°-Riemannian
manifold with a Lipschitz boundary (see p. 166 in [4]). The outward-pointing unit
normal vector field u along d I's exists almost everywhere with respect to the boundary
measure (see the arguments in the Proposition 15.33 of [ 18] and in the proof of Theorem
11 of [4]).

For a function g, being defined and smooth in a neighbourhood of I, the surface
(or tangent) gradient on s is given by

Vsg=Dg— (v - Dg)v,

where Dg(y) is the gradient of g at point y and v stands for the outward-pointing unit
normal vector along I's. Thus, the surface gradient at a pointy € Is is the projection
of the gradient at y onto the tangent plane to I's at y. We refer the reader to [14,
p. 388], for the definition of hypersurfaces in R4*! and surface gradients on them.
Furthermore, denoting by (D, g, ..., D, &) the components of the surface gradient,
the Laplace—Beltrami operator is defined by the surface divergence of the surface
gradient, that is,

d+1
Asg:=Vs-Vsg=» D;D;g.
i=1

Now, due to some mathematical reasons we need to introduce the truncation oper-
ator R: R — R given by
Rw) =u™ — (u—&n)", (1

where ¥ = max{0, r} denotes the positive part of r. Moreover, &, is a positive
constant that we describe later.

Here, we are interested in the numerical analysis of the following problem which
models the evolution of concentration of surfactant (see [1]):

—DAc+u-Ve=0 in2 x (0, T), )
c=cp, onIpx(0,T), 3)
Dg—z =0 only x(0,7), “)
Dg—c =—-Sr onlgx(0,7), S
c(x,v0) =co(x) forae.x € $2, (6)
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g — Ds AsE +u; - Vsé +E(Vs-u) = Sr on I's x (0,7), (7
DsVsé-p=0 onaolsx (0,T), 8)
E(x,0) =&y(x) forae.x eIy, O]

with the source term in (5) and (7) following the Langmuir—Hinshelwood kinetics and
given by (see [1])

 R(E@.1)

Sr(x, 1) =kfcx,t) (1 E

)—k%@J) (10)

In the previous coupled system of equations, the unknowns, represented by c(x, t)
and & (x, 1), stand for the volumetric and surface surfactant concentrations, respectively,
at point x and time ¢t € (0, T), T > 0 being the final time. Besides, a prime over a
variable represents the time derivative, ¢, denotes the bulk concentration, the positive
constants D and Dy are the bulk and the surface diffusion coefficients, respectively, cg
is a function defined in £2, which gives the initial concentration of surfactant, and &g
is a function defined on I''s which denotes the initial surface concentration. Note that
Eq. (7) allows diffusion along the surface I's, and Eq. (10) describes the adsorption-
desorption transport of surfactant molecules between the bulk phase and the surface,
as stated in [1,2]. The convective terms in (2) and (7) have been included here for the
sake of completeness, where u represents the velocity of the bulk molecules and u-
its tangential component given by u, = u — (u - v)v. The positive constants k7 and
kg denote the adsorption and desorption rate constants, respectively, and &,, > 0 is
the maximum surface coverage.

Remark 1 We note that in Eq. (10) we used the truncation function R only for mathe-
matical reasons, in order to assure that function S is Lipschitz with respect to variables
cand &.In[11] we also analyzed the problems with and without this truncation, giving
some relations between theirs respective solutions.

We turn now to the weak formulation of problem (2)—(9). Let us consider the space
V=heHan%=q,
endowed with the inner product and the associated norm given by

((u,v»:f Vu-Vudx, |vly = (v, )"/
22

We denote by V' the dual space to V and by (-, -) the scalar product for the duality
V', V. Moreover, we recall the inner product in H = L?(£2) given by

(u,v)H=/ uvdx,
2
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with the associated norm ||v||g = (v, v)}_l/z. Furthermore, we consider the Hilbert
space

WO, T) ={veL*0,T;V):v e L>0, T; V),

the time derivative being understood in the distributional sense and endowed with the
norm

”v”%/V(O,T) = ”v”iZ(O,T;V) + ”v/”%}((),T;V’)'
It is well known (cf. e.g. [20]) that W(0,T) c L*(0,T;V) c L*(0,T; H) C
L%(0, T; V'yand W(0, T) C C([0, T]; H), where all the embeddings are continuous.
Here, C([0, T']; H) stands for the space of continuous functions from [0, 7] to H.
On the other hand, on the boundary I's we consider the space X = L2(Ig) with

the inner product and norm given by

1/2
(u,v)x=/ wdo, Iollx = )2
I's

do being the surface element on I's (see [14], page 389). Regarding Sobolev spaces
on surfaces we also consider the space

H' (Is)={feX;,D;feX,i=1,....d+1},
endowed with the inner product and its associated norm given by (see [9])

_ — (. )2
@, V)1 ) = /FS uvdo + fFS Vsu - Vsvdo, |vligirg = @, 0) 41 -

Let y: V — X denote the trace operator on ['s. From the continuity of the trace
operator (cf Theorem 3.9.34 in [8]), it follows that

lyvlix = Kllvlly forallv eV with K = [lyllzw,x)- Y

We denote by H L(Is) the dual space to H L(ry). Since I'gisa compact d-dimensional
€% !-manifold we consider the Gelfand triple (see [21, p. 267]):

H'(I'g) = X — H\(I'y), (12)
and we define the Banach space
Ws(0,T) = {ve L*0,T; H' (I's)); v/ € L*(0, T; H' (I's))}.

Thus, the space W5 (0, T) is contained in C([0, T']; X) (see [20], page 106).
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We note that truncation operator R has the following properties which will be useful
in the next section:

R is 1-Lipschitz continuous,
0<R(nx)) <§, forallyne Xandae.x € IF.

Finally, for the sake of simplicity in the writing, we assume that ¢, = 0 in the rest
of the paper. It is straightforward to extend the analysis presented in the next section
to more general situations.

Using Green’s formula, boundary conditions (3), (4), (5) and (8), and Eq. (10), we
obtain the following weak formulation of problem (2)—(9).

Problem P Find c € W(0, T) and & € Ws(0, T) such that c¢(0) = ¢, £(0) = &p and,
forae.t € (0,T),

R
(' (1), V) yxv + D((c(t), v)) +kz <)/c<1 _ (g(t)))’ yv)
m X

+ () - Ve(r), v)g = k4 E@), yv)x YveV, (13)

(E' O, W) (ryy s (1) + DS/F VsE(t) - Vswdo + k§ (£(1), w)x
N

R
= kg (vew)(1- (g(t))), w)
— (u: (1) - VsE(O) + () Vs -u(t), w)x Yw € H'(I's), (14)

where we remark that we suppressed the dependence on the spatial variable for the
sake of clarity.

We note that the initial conditions in Problem P make sense since W(0, T) C
C([0,T]; H) and Ws(0, T) C C([0, T]; X).

The following is the main result concerning Problem P (see [11] for details).

Theorem 1 Assume that D, Dg, ki s k% and &, are positive constants, co € H,
& € X andu € L™, T; L®(2; R4y with Vs -u € L0, T; L®(I's)) and
u, € L°°(0, T; L°°(Is; R?*Y)). Then Problem P has a unique solution ¢ € W(0, T)
and & € Ws(0,T).

The proof of Theorem 1 is carried out in [11] and it is based on the study of

two intermediate problems, followed by the application of the Schauder fixed-point
theorem and Gronwall’s inequality.

3 Fully discrete approximation: a priori error estimates

In this section, we now introduce a finite element algorithm to approximate solutions
to Problem P and we detail an a priori error analysis.
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The discretization of Problem P is done as follows. First, we assume that £2 is a
polyhedral domain and, to approximate the variational space V, we consider a finite
dimensional space V" C V given by

vh = {vh € C(@);v). e PI(K) VK e T",v" =0on FD}, (15)

where P;(K) represents the space of polynomials of global degree less or equal to one
in K and we denote by (7", a regular family of triangulations of §2 (in the sense
of [7]), compatible with the partition of the boundary 952 into I'p, I'y and [Ts; i.e.
the finite element space V" is composed of continuous and piecewise affine functions.

Let hg be the diameter of an element K € 7" and let h = maxh hg denote the
KeT

spatial discretization parameter. Moreover, let (T™)~0 be the triangulation induced
by (7 ny,~0 onto I's. Then, we construct the finite element space X h approximating
the Sobolev space H L(ry), in the form:

X" = {wh e C(Ty)wf e P(K) VK e f’l}, (16)

where P (K) represents the space of polynomials of global degree less or equal to
one in K.
Finally, we assume that the discrete initial conditions, denoted by cg and 56’, are
given by
Cg = Pyuco, Sél = Pxnéo, (17)

where Py and Py are the classical finite element interpolation operators over the
finite element spaces V" and X", respectively (see, for instance, [7]).

To discretize the time derivatives, we consider a uniform partition of the time
interval [0, T], denoted by 0 = 79 < #; < --- < ty = T, and let k be the time step
size, k = T/N. For a continuous function f(¢), let f, = f(#,) and, for a sequence
{wn},’lvzo, we let Sw, = (w, — w,—1)/k be its corresponding divided differences.

Finally, in order to simplify the writing, we assume, without loss of generality, that
constants D, Dg, kj, ki, &y are equal to 1 and we recall that ¢, was assumed to be
0.

Therefore, using a combination of the implicit and explicit Euler schemes, we obtain
the following fully discrete approximation of Problem P.

Problem P" Find ¢"* = {"*}N =~ c V" and &"F = {g"}N - X" such that

n=0
cpk = ch glk =&l and, forn =1,..., N,
hk  h hk h hk h hk hk h
(), () o9 8), o (=R, ),
hk h h h
=<¥n71’ yv )X’ Yv© e V7, (18)
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(et ut) [ st Ot (), = o (1R (). )

—((uf)n-Vgén + ek un,wh>x, vul e x". (19)

We note that it is straightforward to prove the coerciveness of the bilinear forms to
obtain the existence of a unique solution to Problem P”. Thus, we have the following.

Theorem 2 Let the assumptions of Theorem 1 hold. Then Problem P" has a solution
(Chk, %—hk) C Vh % Xh.

In this section, assuming that I's is C* (i.e. a straight line if d = 1 or a planar
section if d = 2), our aim is to obtain a priori error estimates on the numerical errors
cn — cZk and &, — srf‘k . Then, we assume the following additional regularity on the
continuous solution:

ce (0, T H)yNC([0,T]; V N L>(T)),
£eC'((0, T1; X)NC(0,TT; H' (Is)). (20)

Keeping in mind the additional regularity (20), we write variational equation (13),
attime t = 1, and for v = v € V' ¢ V, to obtain

(ch ") 4+ ((en ")) + (0 Veu ")+ (ven 1 =R G 70"),

- @

Therefore, subtracting Egs. (21) and (18) it follows that, for all v e v,

e+ (=) + o)),

+(ven 1= R &) =yl (1= R(15)). 70") = (8- g 00")

and so,

(cn—och cn =) +((cn—ch e —cit))
(- ) cen )
+ (ycn = RE) -yl (1= R (615))) . 7 (e =),
et (),
<cz— st
(e ocn o)) b (109 (e ) = 0?).
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+(ren 0= RE —yelt (1= R (61%51)) . 7 (e =0"))
- (Sn — gk Ly (cn — vh> )X.
Now, keeping in mind the following estimates and properties

hk hk
(c;l — &cly ,v)H = (c;l — 8¢y, U)H + (86,, — 8¢y ,v)H,

(e = e v) g = € e = dealfy + € ol

1 2 B
hk hk hk hk
(56,,—(36‘" , Cn — Cy )H2ﬁ< Ch —Cy H_ Cﬂ—l_cn—IHH)’
2
(0 -V (e =) 0)| = € jen — el A+ Clly

[(ven 1 = R &) = yel (1= R (515))) . ) |
(= ret) (- r(52)) = (160 #(s22) ),
y (e =)+ & — g2+ 1)
< (ly (o=l + [+ 101%)
(- 1))y - ), 0
(& =gk rvv) §C< sn—éf"l\)iﬂwl)ni),

Iyvllkx < vl

where € is a positive parameter assumed to be small, C, here and in what follows,
is a positive constant which is independent of the discretization parameters 4 and k,
but possibly depending on the continuous solution ¢ and &, and we denote §c, =
(cn — cn—1)/ k. After easy algebra we obtain the following

2 2 2
hk hk h hk
= n ~Cn VSCk< Y Hv+ g"_g”‘lﬂx
2 nk||? hk h
+Hc,’1—8cn”H+ cn—Ch H+(50n—8cn,cn—v>H>
2
+’C,1,1 _Cf,llilHH ) Vo' e v

Therefore, by induction we find that, for all {vi’}’}: 1 C vh,

n 2 2
hk hk h hk 2
n = Cn +CkZHC/_C Hv <CkZ(HCj_v’HV+H$J 5, H tk
j:] j=
5 2 hk s schk h h
+cj cJH+ Cj—Cj H+(cj—c],cj—vj) )+ co — Cy
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Now, keeping in mind again the additional regularity (20), we write variational equa-
tion (14), at time ¢ = t,, and for w = w" € xh c H'(Is), to obtain

(6 ")+ [ Vst Vsutda + (6 u") = (ves (1= RED u")

N
— (@ - Vsta + (Vs u g w” ) L vl e X", 3)

Subtracting variational equations (23) and (19) we have

(& —ogr ") +/p Vs (& — &%) - Vsw' do + (& — &%, wh)
N
= (ven =R G —yert (1= R(61%))) w")
— (@ Vs (8 = 61%) + (8 = 61%) Vs w" ) . vl e X",
and thus,
(6 —seit b —6l)  + [ Vs (60 —€14) - Vs (60— 61%) do
N
(80— &8 6 — %) = (ven 1= R =yl (1= R(51%))) &0 — 61K
+ ((ur)n Vs <€n - E;lk) + (En - ka) Vs un, &n — E,i’k )X
= (5ot 5 =)+ [ Vs (50 —810) Vs (") ao
(60— —w") = (ven 1= R G =yt (1= R (51%))) 80— ")

+ (@ Vs (60— 61%) + (60— 61%) Vs -un b — ") . Vol e X",

X

Now, taking into account the following estimates and properties

(60— 851, w) = (&1 — 860, w) + (36, — 361 w) .
(&, — 8. w) | < C & — 86 |3 +ellwl
(58 — ot 50— &) = (e — & Jonr — &%,
(V5w (8 —61) w) )| =c ( b+ ||w||§> ,
[(veat = R = yei (1= R (g15))) . w) |
((ren—vel) (1= R (&%) = veu (RED - R(8%)) w) |

2 2
§C<Hy(cn—c£:k) én—s,?fl\x+||w||§>,

"

‘2
X)’

+
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(60 — % ,w)Xsc( i +||w||X)

(w55 (=) ), =[5 (-5

hk
=&

g FC lwi%
5)]

where € is again a positive parameter assumed to be small and we denote 6§, =
(&, — &,—-1)/ k, after easy algebra it follows that

— L TGk H Vs (éfn _ fk)H[sz(rs)]d < Ck( £, —wh H;(m I PR ‘i
+ &0 - 5,?51” + Ngn = 88l + en — i + (880 — 060%. 60 ") )
+|15n—1 — §,° 1H vul e x".

Thus, again by induction we obtain the following estimates for the surface concentra-
tion,

S Lo L CRED ML o SR APt
+Hsf—skaX+ s;-—«ssfHX+Hcf-—c’;"HHssj—ssfkvsj—w?f)X)
Hro-atfl, . v{ulf e xt @

Combining now estimates (22) and (24) we have, for all {vif}?zl c V" and
fwhyr_, c x",

el

Pl R o=, + fosts — )

2

fczcj;(ucj—v,u + e -4

+(8cj—8c?k, cj—vj ) Héj

ST Y R S

¢ —SCJH +ch—c/;k” + k2

, 2
=05,

-

HHI(FS) ‘ HX

Finally, taking into account that

hk h _ hk h h h
Zk(&’j —56 — v])H = (cn — ¢y, 0 —vn)H + (Co —cp, C] — vl)H
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gk (351' —oEMk &) — w?)x = (§n — gk g, — wZ)X + (E(})’ — &y, £ — w?)x

+Z (Sj - 5;’](751‘ - w}} - (§j+1 - w7+1))x

applying a discrete version of Gronwall’s inequality (see, e.g., [5]), we obtain the
following a priori error estimates result.

Theorem 3 Let the assumptions of Theorem 1 and the additional regularities (20)
hold. If we denote by (c, &) and (c"*, £"%) the respective solutions to problems P and
P, respectively, then the following estimates are obtained, for all v = {v,}z’k}flvzo -
vVt and wh = {whyN o c xh,
2
max_ | ]
0<n<N X

N
2 2
kK _ phk
+kZI<HCJ € Hv-i-HVs (EJ §j )H[LZ(I‘S)]'1>
]:

Cn Chk

2
hk
H+ én_én

N 2 2 2 2
<k (er =il 165 —oerl, + o =y + 15 2], )

2 —1 = h h h 2
+ Ck~+ Ck ]Z:;ch—vj—(ch—UjH)H +C0r<I}laxN Cp — u
*{w‘XW%—w-K%H o)+ € ma, o - wi
+CWW*NH+C%rf%x- @5)

Estimates (25) are the basis for the analysis of the convergence rate. Hence, as an
example, assume the following additional regularity conditions on the continuous
solution:

ceC(0,T); H*(2)NH*(0,T;: HYNH'0,T; V),
£eC(0,T); HX(I's) N H*0,T; X)NHY0, T; H'(I's)). (26)

From these regularities, taking into account the approximation properties of the finite
element interpolation operators we easily obtain that (see [7])

oot + Jeo- st <
We have the following.
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Corollary 1 Let the assumptions of Theorem 3 and the additional regularities (26)
hold. Then, the numerical approximation of Problem P by Problem P" is linearly
convergent; that is, there exists a positive constant C, independent of the discretization
parameters h and k, such that

o —Chk

|+
H

max [ gn—g,f"HX] <Cth+h).

0<n<N

The proof of Corollary 1 is done by using the classical properties on the approximation
by the finite element spaces and the finite element interpolation operators Py, and Py
(see again [7]), and taking into account that (see [3,5] for details),

N-1 :
k! (ch — ol <Cj+1 - U?w)” Hgl - wj (51“ ?H)Hx)
J=1
< Ch? <||C||H1(0 vy T ”E”HI(O T HI(FS))>
ki e’ a e —se P ) < ok (ep? + g1
¢ Cj H J X Wh20,7:1) HO.T:0)
j=1

4 Numerical results

In order to verify the behaviour of the numerical method described in the previous
section, some numerical experiments have been performed both in two- and three-
dimensional problems.

4.1 Numerical scheme

Given the solution cfl"i | and éﬁ | at time #, 1, the discrete volumetric surfactant

concentratlon chk is obtained from the following discrete linear variational equation,

for all v" € Vh,

), () ek o 1~ 2522) )
m X

+k(un-VcZk,vh> ( Zkl,vh)H+kki (f;‘ﬁl,yvh)x

Later, we get the dlscrete surface concentration éhk from the discrete linear variational
equation, for all w” e X",

(g,fk, wh)x i kDS/ Vs . Vel do + k ((uf)n Vg 4 £k, wh )X
T

N
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hk

d hk h _ hk h a hk R(En—l) h
+kkL(§n " )X_<$n_1,w )X—i—kkL <ycn (1—T w R

We note that both numerical problems lead to linear non-symmetric systems and
so, the classical LU method was applied for their solution.

The numerical scheme was implemented using FreeFEM++ (see [15] for details)
on a Intel Core 15-3337U @ 1.80 GHz and a typical 3d run (100 step times and 10,000
nodes) took about 22 s of CPU time.

4.2 A first example: numerical convergence on a 2d domain

Our aim here is to show the numerical convergence of the finite element scheme.
Therefore, a sequence of uniform partitions of both the time interval and the domain
2 =10, 1] %[0, 1]into 2(nd)2 triangles, has been performed (the finite element mesh
corresponding to nd = 8 is plotted on the right-hand side of Fig. 1). I's = [0, 1] x {1}
has been selected as the surface of diffusion, and so we have (nd + 1) and nd + 1
degrees of freedom for the volumetric and surface surfactant concentration problems,
respectively.

The solutions obtained with nd = 1024 and k = 0.0005 have been considered as
the “exact solutions”, while the numerical errors are given by

)

The physical setting of the example is depicted in Fig. 1 (left-hand side), and the
following data have been employed in the simulations:

cn —

";'_n _‘Shk

E"™ — max (
0<n<N

+
H

T=1s, ¢=3, D=1, Ds=1, ki=1 k=1, &, =1,
u=0, co(x,y)=3(1—y)andé&y(x) =0 forx, y €[0,1].

Io

Fig. 1 Example 1: physical setting and mesh example for nd = 8.
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Table 1 Example 1: numerical errors (x 102) for some nd and k

nd k
0.001 0.002 0.005 0.01 0.02 0.05 0.1
8 0.009968 0.026507 0.076216 0.158685 0.321974 0.799018 1.554957

16 0.008719 0.025334 0.075073 0.157521 0.320742 0.797565 1.553153
32 0.008419 0.025043 0.074781 0.157220 0.320422 0.797190 1.552692
64 0.008345 0.024970 0.074707 0.157145 0.320341 0.797094 1.552575
128 0.008327 0.024952 0.074688 0.157125 0.320320 0.797070 1.552550
256 0.008323 0.024947 0.074683 0.157121 0.320315 0.797064 1.552536
512 0.008321 0.024946 0.074682 0.157119 0.320314 0.797063 1.552536

Asymptotic behaviour
0.16 . . : : : ;

0 . . . . . .
0 0.05 0.1 0.15 02 0.25 03 0.35
h+k

Fig. 2 Example 1: asymptotic behaviour of the numerical scheme

In Table 1 the numerical errors obtained for some nd and k are shown. The evolution
of the error versus the parameter k + £ is plotted in Fig. 2 (here, h = %). The linear
convergence of the algorithm, stated in Corollary 1, seems to be achieved.

4.3 Second example: a 3d example

As a second test, the prism [0, 10731 x [0, 107°] x [0, 10~*] is considered as the
physical domain, with I'p as the lower boundary (I'p = [0, 107°] x [0, 1073] x {0})
and I's as the upper one (I's = [0, 107°] x [0, 1073] x {1074}).

Taking the value of the different parameters from [6], a solution of propanol is
considered, and we employ the following data:

cp =333mol/m>, D=52x10"""m3/s, Dg=52x10"10m?/s,
kS =7.8x10my/s, k¢ =199.7439257, &, =7.1x 1075,
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u(x) = 100(yz, xz, xy), co@) = cp(10* —2) x 107* mol/m> forallx = (x, y, z) € 2,
£(x) = 0 mol/m? forallx e Is.

Using an structured mesh with 6561 nodes (h ~ 1.77 x 10~°) and a time discretization
parameter of k = 1073, we leave the solution evolve for 7 = 10 s. In the left-hand side
of Fig. 3 the isolines of the volumetric concentration of surfactant are depicted at final
time, while in the right-hand side the evolution in time of the surface concentration at
the center point is shown.

We note that with the data of the previous simulation, by using the initial condition
of co(x) = ¢p forallx € £2, no velocity in the bulk (# = 0), and a value of k = 10735
(for a total time of T = 0.1 s), the results of the simulation match with those obtained
in [10] with a one-dimensional model, coinciding the experimental data from [16] for
the superficial tension y, which is given by

o Em
y() =yo—nRO&n 10g<gm_§(t))>,

where yp = 0.0725 N/m denotes the surface tension of pure water, 6 = 293 K the
temperature, R = 8.31 J/(K mol) is the gas constant and n is a constant which is equal
to one for a non-ionic surfactant. It can be observed in Fig. 4 the evolution in time, in
the center of the upper surface, at pointx = (5 x 10_6, 5 x 10_6, 10_4), of both the
volumetric concentration and the superficial tension, the last one in logarithmic scale.

45

351 B

Surface concentration, mol/m?

Fig. 3 Example 2: final volumetric concentration (mol/m>) and evolution in time of the surface concen-
tration (mol/ m?) at the center point, respectively
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Propanol, cb=333 mol/m?
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@
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Volumetric concentration, mol/im®
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&

330 005

0 001 002 003 004 005 006 007 008 009 01 10° 10* 10° 107 10"

Fig. 4 Example 2: evolution in time of the volumetric surfactant concentration and the superficial tension

4.4 Third example: diffusion effect

As a final test, the domain £2 = [0, 107%] x [0, 107%] x [0,5 x 107>] has been
considered, I's being the whole upper boundary (I's = [0, 107#] x [0, 107#] x {5 x
10_5}), and I'p the central region of the lower boundary (I'p = [2.5 X 1075,7.5 x
10791 x [2.5 x 1073,7.5 x 1077] x {0}).

By using the same data for propanol employed in the previous example, now the
conditions of this simulation correspond with the following data:

T=05s, ¢,=1 mol/m3, u=0, &=0 mol/m2.

Moreover, the initial condition for the volumetric concentration of surfactant is given
as the value of ¢, on the vertical part of the boundary I'p, vanishing in the rest of the
domain, that is,

e if(x,y) €[25%x1073,7.5 x 1077] x [2.5 x 1072,7.5 x 107,
cox,y,2) = {0 elsewhere.

In Fig. 5 the evolution in time of the volumetric concentration at the upper central
node (5 x 1075,5 x 1075,5 x 10_5) is plotted. We can see an initial decay and
recovery of the volumetric concentration, due to the equilibrium with the surface
concentration, while after about 0.1 s, there is a maintained decay due to the diffusion
of the surfactant.

In Fig. 6 (left-hand side) the evolution in time of the surface concentration at
the same upper central node is plotted for different values of the surface diffusion
coefficient Dg (related to the volumetric diffusion coefficient D and even a zero
value). The evolution in time of the surface concentration shows an initial raising
until the equilibrium with the surface concentration, and later another decay of the
concentration, due to the equilibrium with a volumetric concentration which also
decreases caused by the diffusion effect. We note that the results are rather similar for
all these values of the coefficient and only if we apply a zoom at time ¢ = 0.1 s small
differences can be observed (right-hand side). A possible explanation of this behaviour
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1.1 T T T T T T T T T

Volumetric concentration, mol/m®
o o o o
[a2] ~ (=] [{«]

o
n

L 1 1 1

0 005 01 015 02 025 03 035 04 045 05
t

0.4

Fig. 5 Example 3: evolution in time of volumetric concentration at the middle point (mol/ m3)

w
o

w

N}
o

o

Surface concentration, mol/m?
N

Surface concentration, mol/m’

383 B
1 Ds=0 - Ds=0
Ds=Di2 . Ds=D2| |
05 Ds=D | - Ds=D | |
Ds=20 Ds=20
0 . . L . L A L " A 28 . . . L .
0 005 01 015 02 025 03 035 04 045 05 0.03 0.035 0.04 0.045 0.05 0.055 0.06
t t

Fig. 6 Example 3: evolution in time of surface concentration (mol/ m3) for different values of the surface
diffusion coefficient (left) and zoom at time t = 0.1 s (right)

Fig. 7 Example 3: initial and final volumetric surfactant concentrations (mol/ m?), respectively
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0.17038
0.16269
0.15499

0.1473

0.13961
0.13192
0.12423
0.11654
0.10885
0.10116
0.093464
0.085772
0.078081
0.07039
0.062698
0.055007
0.047316
0.039625
0.031933

0.024242

0.016551

Fig. 8 Example 3: final surface surfactant concentration on I'y (X 107) (mol/mz)

is that the surface concentration depends more on the volumetric concentration than
on the surface diffusion.

Finally, in Fig. 7 both the initial conditions and the final volumetric concentrations
are shown from a top view, while in Fig. 8 the diffusion of the surface concentration
on [s is presented. We can clearly observe the diffusion effect in both concentrations.

5 Conclusions

In this work we considered a new multidimensional mixed-kinetic adsorption model
for the evolution of the surfactant concentrations. The model was written as a coupled
system of nonlinear parabolic partial differential equations: a convective diffusion
equation for the bulk surfactant concentration in the domain and a surface diffusion
equation for its surface concentration on a manifold. The corresponding variational
formulation was derived, for which a fully discrete approximation was introduced by
using the finite element method and the implicit Euler scheme. A priori error estimates
were proved, and the linear convergence of the algorithm was deduced under suitable
additional regularity conditions. Finally, some numerical simulations were performed
to show the accuracy of the approximation and the behaviour of the solutions.

We would like to remark that this work is a first step to use this model in more
realistic situations. In particular, as a future work we plan to extend the algorithm we
implemented here to the case of non-planar manifolds, as it occurs for instance in the
bubbles.
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