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Active diffusion of substances in binary immiscible and incompressible fluids with
different densities occurs universally in nature and industry, but relevant mathematical
models and numerical simulation have been studied scarcely so far. In this paper, a
thermodynamically consistent phase-field model is established to describe the activated
solute transport in binary fluids with different densities. A mixed free-energy function
for multiple solutes is proposed, which leads to different solute chemical potentials in
binary solvent fluids, thus it has the ability to characterize the solubility difference of
the solutes in two solvents. The two-phase flow is governed by a general hydrodynamic
phase-field model that can account for general average velocity and different densities. The
proposed model is derived rigorously using the second law of thermodynamics. Moreover,
a general multi-component solute diffusion model is established using the Maxwell-Stefan
approach, which involves the crossing influences between different solutes. To solve the
model effectively, an efficient, linearized and decoupled numerical method is proposed
for the model as well. The proposed numerical method can preserve the thermodynamical
consistency, i.e. obeying an energy dissipation law at the discrete level, as well as guarantee
the mass conservation law for the solutes and solvent fluids. Numerical experiments are
carried out to show that the proposed model and numerical method can simulate various
processes of the solute active diffusion in two-phase solvent fluids.
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1. Introduction

In the normal diffusion process, solutes move from a region of higher concentration to
a region of lower concentration if the solution is dilute (Wesselingh & Krishna 2000).
The normal diffusion obeys Fick’s law of diffusion, so it is also called Fickian diffusion.
Fick’s law is usually applicable for the solute diffusion in the single-phase fluid that may
consist of multiple solvents. When the solvent consists of two-phase immiscible fluids, the
solute movement from one fluid with lower solute concentration to the other with higher
solute concentration may take place due to different solubility characteristics of the solute
in two solvent fluids. This is called active diffusion, which is a universal phenomenon
in nature and industry (Hass & Fine 2010; Drechsler et al. 2017; von den Driesch et al.
2020; Guzman-Lastra, Lowen & Mathijssen 2021; Watson et al. 2020). For example, as
an important greenhouse gas, CO, released through human activities has been raising the
global temperature, and in turn the temperature increase makes more CO; originally stored
in oceans transfer into the atmosphere. This thermally activated diffusion process of CO,
influences drastically the global climate change (Watson et al. 2020). In biology, mass
transfer between cells is often accomplished via a delicate process of active diffusion
and advection (Drechsler et al. 2017). As a common phenomenon occurring in biology
and material science, mass transfer through semi-permeable or conducting interfaces
(Johansson et al. 2005; Gong, Gong & Huang 2014) can be attributed to specific active
diffusion; an example is the regulation of intracellular ion concentrations in living cells
despite the changes of concentrations in extracellular spaces. In industry, the removal and
extraction of one material can be achieved by the use of its preference for specific solvents
(Hass & Fine 2010).

Due to its critical importance, mathematical models and numerical simulation of solute
diffusion in multiple solvent fluids have been an attractive topic. In the works of Gong et al.
(2014) and Wang et al. (2020a), the immersed boundary methods have been developed
to model and simulate mass transfer through permeable interfaces interacting with the
surrounding fluids under large moving deformations, and in particular, an additional
equation has been introduced to describe the temporal evolution of advective and diffusive
fluxes across the interfaces. A thermodynamically consistent phase-field model (Qin et al.
2022) has been proposed to describe mass transfer across permeable moving interfaces; it
considers the restricted diffusion problems where the diffusive flux across the interfaces
depends on the conductance and concentration difference on each side. The above works
follow with interest the active diffusion of mass transfer through porous membranes, in
which the membranous interfaces have a critical influence on forming the contrast of
concentrations of the substances in internal and external parts of the interfaces. There
have been only a few works that use the phase-field models to describe universal active
diffusion processes of solutes in two immiscible and incompressible fluids with different
densities. This work concerns modelling and numerical simulation of such active diffusion
problems using a thermodynamically consistent phase-field model.

The phase-field approach (Anderson, McFadden & Wheeler 1998; Kim 2012) has
been employed extensively to model a variety of multiphase fluid and fluid—structure
problems through the use of diffuse interfaces (Cahn & Hilliard 1958; Cahn & Allen
1977; Boyer 2002; Shen & Yang 2010; Gomez & Hughes 2011; Shen, Yang & Wang
2013; Guo et al. 2017; Yu & Yang 2017; Zhu et al. 2019). A key ingredient of phase-field
models is to introduce proper free-energy functionals to characterize phase properties
and behaviours. This allows a phase-field model to satisfy a specific energy dissipation
law that is a direct consequence of the second law of thermodynamics for the isothermal
system (Kou & Sun 2018a,b). The phase-field approach has been applied successfully to
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model the solute transport in two-phase flow. One main focus of attention is to model
surfactants soluble in two fluids (e.g. oil and water) (van der Sman & van der Graaf
2006; Engblom et al. 2013; Garcke, Lam & Stinner 2014; Zhu et al. 2019). Surfactants
can reduce the interfacial tension, thereby greatly affecting the dynamics of binary fluids;
for instance, the use of surfactants can enhance the oil recovery rate significantly. van
der Sman & van der Graaf (2006) proposed a diffuse interface model with surfactant
adsorption based on a free-energy functional. Garcke, Lam & Stinner (2014) derived the
comprehensive phase-field models of two-phase flow incorporating a soluble surfactant in
a thermodynamically consistent way, which can provide deep understanding of impacts of
surfactants on coalescence and segregation of droplets. A thermodynamically consistent
model of two-phase flows with soluble surfactants and moving contact line has been
derived further by Zhu ef al. (2019). Although the solute transport is usually described
by the convection—diffusion equations, modelling of the solute active diffusion demands
specific free-energy functions. In order to characterize the active diffusion of solutes,
we propose a mixed free-energy function for the solutes, which takes different energy
parameters in different solvent fluids. This leads to a contrast between the solute chemical
potentials in binary fluids despite the same solute concentrations. In other words, at the
equilibrium state, the solute chemical potentials are equal in binary solvent fluids, whereas
the solute concentration in one solvent fluid may be higher than that in the other fluid.
Thus the proposed mixed free-energy has the ability to reflect the solubility difference
of the solutes in two fluids. Moreover, we consider the solute composed of multiple
substances and establish a general multi-component solute diffusion model using the
Maxwell-Stefan approach (Wesselingh & Krishna 2000), which takes into consideration
the crossing influences between different solutes.

For real two-phase flow, there is generally a density contrast between two different
fluids, so general phase-field models should take this property into consideration. Several
phase-field models with different densities have been developed in the literature (Anderson
et al. 1998; Lowengrub & Truskinovsky 1998; Boyer 2002; Ding, Spelt & Shu 2007; Shen
& Yang 2010; Shen et al. 2013; Liu, Shen & Yang 2015; Roudbari et al. 2018; Haddada &
Tierra 2022). There are two kinds of models used popularly in the literature. The first is the
model (Abels, Garcke & Griin 2012) that uses the volume-averaged velocity and involves a
mass diffusion flux in the momentum balance equation to guarantee the thermodynamical
consistency. The others are the models based on the mass-averaged velocity (Shen et al.
2013; Aki et al. 2014; Li & Wang 2014), which are the models used most commonly
due to the feature that the standard mass conservation equation can be derived naturally
using the mass-averaged velocity. The above models have different formulations due to
different choices of averaged velocities. Recently, a general phase-field model has been
proposed by Kou et al. (20200), which features a unified formulation for different averaged
velocities, but the solute transport has never been considered. In this paper, the proposed
model is established combining the solute transport equations with the general phase-field
model (Kou er al. 2020b) to account for two fluids with different densities. Moreover,
the proposed model is proved rigorously to follow an energy dissipation law, thus it is
thermodynamically consistent.

It is quite challenging to develop efficient energy-stable numerical methods for the
phase-field models with different densities. There have been great efforts made for this
topic in recent years (Shen & Yang 2010; Griin & Klingbeil 2014; Chen & Shen 2016;
Guo et al. 2017; Yu & Yang 2017; Gong et al. 2018; Roudbari et al. 2018; Yang &
Zhao 2019). It is recognized universally that numerical methods need to preserve the
energy dissipation law at the discrete level so as to remove any restriction on the time
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step size as well as reduce spurious numerical solutions in practical simulations. In
addition, mass conservation is required essentially for numerical methods as well since
the large density contrast between binary fluids may cause serious mass loss (Yue, Zhou
& Feng 2007; Aland & Voigt 2012; Ding & Yuan 2014; Wang et al. 2015; Guo et al.
2017). The energy-stable and mass-conservative numerical methods (Guo et al. 2017) have
been developed for the quasi-incompressible model (Lowengrub & Truskinovsky 1998).
An energy-stable finite element numerical scheme (Griin & Klingbeil 2014) has been
designed for the model proposed by Abels et al. (2012). Several energy-stable numerical
approximations of two classes of hydrodynamic phase-field models (Shen & Yang 2010;
Abels et al. 2012) have been proposed by Gong et al. (2018). In the proposed model, the
solute concentrations are fully coupled with the phase variable and velocity. Moreover, the
model consists of a highly nonlinear system of partial differential equations. Hence it is
a challenge to design efficient numerical methods for the proposed model. In this paper,
we propose an energy-stable and mass-conservative numerical method for the proposed
model through decoupling the tight relationships between the solute concentrations, the
phase variable and velocity. Moreover, the proposed scheme is linearized and decoupled,
thus it is easy to implement.
We now highlight the main contributions of this paper as follows.

(i) A thermodynamically consistent phase-field model for the activated solute transport
in binary fluids is derived using the second law of thermodynamics. The solute
transport equations are coupled with the general model of binary immiscible solvent
fluids with different densities.

(i) A mixed free-energy function for multiple solutes is proposed to characterize the
solubility difference of the solutes in two solvents. Different from the solute free
energies (van der Sman & van der Graaf 2006; Engblom et al. 2013; Garcke, Lam
& Stinner 2014; Zhu et al. 2019), the proposed free energy yields different solute
chemical potentials in binary solvent fluids, thus it has the ability to describe the
active diffusion processes.

(iii) The modified Maxwell-Stefan equations are presented to take into consideration the
crossing influences between different solutes, and the resulting diffusion coefficient
matrix is symmetric positive definite and consistent with Onsager’s reciprocal
principle and the second law of thermodynamics.

(iv) An efficient, linearized, decoupled and energy-stable numerical method is developed
to solve the proposed model. The method is proved to conserve the masses of
both solutes and solvents as well as preserve the energy dissipation law at the
semi-discrete and fully discrete levels.

The rest of this paper is organized as follows. In § 2, we introduce the free-energy
functionals and derive the phase-field model with active diffusion using the second law
of thermodynamics. In § 3, we design a linearized, decoupled, mass-conservative and
energy-stable numerical method. A series of numerical experiments is carried out in § 4 to
verify and validate the proposed model and numerical method. Finally, some concluding
remarks are provided in § 5.

2. Mathematical model

In this section, we introduce the free energies and then derive a thermodynamically
consistent model of active diffusion in two-phase immiscible and incompressible fluids.
The immiscible and incompressible two-phase fluids are the solvents, and the solute is a
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multi-component mixture consisting of N chemical substances. We use ¢ to denote the
phase variable, which stands for the volume fraction of one phase, thereby taking values
between 0 and 1. Let ¢; be the concentration of solute component /, where 1 < < N. We

also denote ¢ = [cy, ..., cy]Tand ¢ = Z?;l cj.

2.1. Free energies

In order to describe the active diffusion of the solute mixture in binary fluids, we introduce
the free-energy function

N N
Ale,¢) =Y pae(In(er) = 1=y + Y (1= @)piesn(er) — 1 =8,  Q2.1)

=1 =1

where o, 81, y; and §; are the energy parameters. The solute chemical potentials are defined
as the partial derivatives of the free-energy function:

0A(c, ¢)
eilc, @) = e pai(In(cr) — y) + (I = @) BiIn(cr) — 81), (2.2)

dA(c, N N
eple) = 20 > acin(e) = 1—y) =Y prelin(e) — 1= 8).  (2.3)

¢ =1 =1

Physically, a;c;(In(c;) — 1 — ;) and Bici(In(c;) — 1 — §;) represent the solute component
free-energy functions in two different solvent fluids, each of which results from the
ideal gas equation of state and is usually used to describe the conventional diffusion
process in the respective bulk fluid. The parameters rely generally on the solubility of
the component in two fluids under specific physical and chemical conditions, and they
usually take different values for different solvent fluids. When the solute concentrations
are homogeneous in binary fluids, there may still be contrasts of solute chemical potentials
in two fluids, which make the solutes transfer from one solvent fluid to the other. This leads
to the so-called active diffusion. At the equilibrium state, the chemical potentials of each
solute component in binary fluids are the same, but the solute concentrations in two fluids
may be different. This is the underlying mechanics that the mixed free energy is able to
characterize the active diffusion of each solute in binary fluids.

Patankar (2016) established the equations for the solute equilibrium and the phase
equilibrium. The logarithmic chemical potentials were introduced by Patankar (2016) to
formulate the equilibrium equations, and the chemical potentials (2.2) can be viewed as
their extensions with considerations of binary solvents and multiple solutes. Typically, the
chemical potentials of a substance in two solvents must be equal at equilibrium (Patankar
2016). As a result, the equilibrium condition can be expressed as

ai(In(c})) —y) = Bi(n(cH) = &), [=1,...,N, (2.4)

where cl1 and cl2 are the equilibrium concentrations of solute / in two bulk solvents. If
o) =B or y; £§;, then at the equilibrium state, there will be a solute concentration
contrast in two bulk solvents.

We now discuss several special cases of a single-component solute and also omit the
subscripts in (2.1)—(2.3). Since the parameters « and S usually rely on the temperature,
the thermally activated diffusion can be modelled taking different values for & and . The
parameters y and § reflect the equilibrium-state solute concentrations in two solvent fluids,
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so they can be adjusted to characterize the contrast of ion concentrations in intracellular
and extracellular regions. In particular, if the solute has the same diffusion properties in
two solvent fluids, then the proposed active diffusion can be reduced to Fick’s diffusion. As
a matter of fact, taking o = 8 =1 and y = § = 0, the chemical potential (2.2) becomes
e = In(c), and we deduce from (2.32), which will be derived in § 2.2, that the diffusion
flux J . is proportional to the concentration gradient as

Jo=—-"DcViu.=—-DcVin(c) = —DVe, (2.5)

which is Fick’s diffusion law, and D becomes the Fickian diffusion coefficient. Thus the
proposed active diffusion model is an extension of Fick’s diffusion in the two immiscible
fluid solvents.

The free-energy functional F(¢, V¢) for the phase variable is composed of two terms:

o 1 5
F(¢.V¢) = —f(@) + 5 €0 [VOI, (2.6)

where o represents the interfacial tension between binary fluids, and € is the interface
thickness. The bulk free energy for the phase variable can be expressed commonly by the
double-well potential

f@) = ¢*(1 - ), 2.7)
or the logarithmic Flory—Huggins energy potential
f(@) =pIn(g) + (1 — ) In(1 — ¢) +6(¢ — ¢, (2.8)

where 6 > 2 is the energy parameter (Wells, Kuhl & Garikipati 2006; Wang, Kou & Cai
2020b). The chemical potential of the phase variable is defined as the variational derivative
of the free-energy functional F:

Ho = Z1'(@) — €0 A 2.9
€

2.2. Model derivation

In what follows, we will derive the complete phase-field model using the second law of
thermodynamics. Here, for a regular spatial domain £2, we use the traditional notations
to denote by (-,-) and | - || the inner product and the norm of L?*(£2), (L*(£2))¢ and
(L2(£2))%*4 where d is the spatial dimension.

We start with the model derivation on the basis of the following mass conservation
equations and incompressibility of fluids:

dc,

a—t’+v-(ucl)+V-Jc,l:0, 1<I<N, (2.10)
¢

E+V.(u¢)+v -Jp =0, (2.11)

Veu+av.J,=0, 2.12)

where u is the mixture-averaged velocity, and J . ; and J are the diffusion fluxes that will
be determined later. In (2.12), 4 = 1 — ¢, where ¢ is a dimensionless parameter.

In practice, there are several measures to quantify the flow rate of multiphase
multi-component flow. The measured velocity of multiphase multi-component flow
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is usually some kind of averaged velocity — for instance, mass-averaged velocity,
volume-averaged velocity and molar-averaged velocity, depending upon the experimental
methodology favoured in different scientific and industrial fields. We note that (2.12) can
account for different averaged velocities. Indeed, ¢ stands for the volume fraction of one
phase, and let ¢» denote the volume fraction of the other phase; then we have ¢ + ¢ = 1
due to the immiscibility. Similar to (2.11), we have the mass balance equation

d¢2

W +V. (ud>2) +V. J¢2 =0. (2.13)

If u is the volume-averaged velocity, then adding (2.11) and (2.13) together should yield
V.eu=0, (2.14)

which implies that J 4 + J 4, = 0, namely, J4, = —J 4; in this case, A = 0 and ¢ = 1. Let
01 and > stand for the respective densities of two fluids, and p = ¢o1 + (1 — p)o2. If u
is the mass-averaged velocity, then we have

ap
ot

which implies that 01J g + 02J ¢, = 0orJy, = —(01/02)J ¢; in thiscase, 4 =1 — 91/02,
¢ = 01/02, and adding (2.11) and (2.13) together yields

+ V. (pu) =0, (2.15)

Vm+<b—ﬂ)VJ¢:Q (2.16)
Q2
From the above analysis, we can assume the relation Jy, = —¢J4 in general for

different averaged velocities. For instance, ¢ = 1 yields the volume-averaged velocity,
while ¢ = o1/0> implies the mass-averaged velocity. Moreover, ¢ = nj/ny implies the
mole-averaged velocity, where n; and np stand for mole densities of two fluids. As a
result, different choices of ¢ can represent different types of averaged velocities, and
consequently, (2.12) is quite general.

We assume that the solution is dilute and the dissolved substances in binary fluids have
no perceptible effect on the volume and density of the mixture. The mixture density is
expressed as p = ¢o1 + (1 — ¢)02, where o1 and p; stand for the respective densities of
the two fluids. The mass conservation equation of the mixture can be derived from (2.11)
and (2.12) as

ap

oy TV (pustxJy) =0, (2.17)

where x = 01 — 502.

As pointed out by Brenner (2009a,b, 2013), the general physical principles will not be
violated if the mass velocity v,, appearing in the continuity equation differs from the
momentum velocity v, appearing in the momentum balance equation, and the kinetic
energy velocity vy appearing in the energy equation. This finding yields the bi-velocity
hydrodynamical models (Brenner 2009a,b, 2013). In this work, we take v, = vy = u and
define a general mass velocity v,, = u + xp W, ¢- Then (2.17) is rewritten as

9
£+v4mwza (2.18)

which is the general continuity equation. We will show that the proposed model with the
above choices of different velocities obeys the second law of thermodynamics.
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We define the total solute free energy (A), total phase free energy (F), total kinetic
energy ({/) and total gravitational potential energy (G) in the domain £2 as

A:/ Al(c, ¢) dx, }‘:/ F(¢, Vo) dx, U:l/ ,olulzdx, Q:/ pgzdx,
2 o) 2 /e 7]
(2.19a—d)

where g is the gravitational acceleration and z is the height above a given reference plane.
The entropy equation for an isothermal fluid system (Kou & Sun 2018a,b) can be
expressed as

ng_a(A+f+u+g)_/ V. (u-o)dx, (2.20)
ot ot Q

where S is the total entropy, T is the temperature, and the last term represents the work
done by the stress tensor (o).

For the boundary conditions, we assume that all boundary terms will vanish when
integrating by parts is performed — for example, the periodic boundary conditions and
homogeneous Neumann boundary conditions.

Taking into account (2.10) and (2.11), we derive the variance of total solute free energy
with time as

N
== (e V- (e +V - Jep) = (tteg. V - (ug) +V - )
I=1
N N

=Y Ve + @ ¢ Viey) + > et Viee) + g, Viteg).  (221)
=1 =1

The variance of total phase free energy with time is

85’-"_ o, a¢
E = (zf () — €0 A9, E)

d¢
()

=—(g, V- (ugp) +V-Jy)
= (u, ¢ Virg) + Ty, Viug). (2.22)
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The variance equations of kinetic energy and gravitational potential energy with time are
derived using (2.17) as

ou du 1 /dp )
o (pg,u)JrE(E,lul )

0 1
- (p—",u) — (V0w + 1V Ty, lul)

ot 2
ou
= p§+pu-Vu+XJ¢-Vu,u , (2.23)
g op
p—— —_—, = — V . V . J i
5 (az gZ) (V-(pw)+x V- Jg,g2)
= (pu+ xJ¢.8V2)
= —(u, pg) — Uy, X9, (2.24)
where g = —Vz. We split the total stress o into two parts:
0 = pl + G e, (2.25)

where p is the reversible part, i.e. the pressure, I is the identity tensor, and ¢ ;e is the
irreversible part. Thanks to (2.12), we derive

(0,Vu) = (p, V- u) + (Girev, Vo)
= —(P7 AV 'Jq)) + (G irrev, V)
= (1 Vp, J¢) + (O irrev, V). (2.26)

Substituting (2.21)—(2.24) and (2.26) into (2.20), we can deduce that

N
as
T ==Us Vitg+ Vit + A0 = x9) = D et Vite) = @irren, Vi)
=1
u
— pa—l-(,ou—i-x‘f(p) Vu+V.o+¢V(iug+ tiep)
N
+)_aVie = pg. u) : (2.27)
=1

Galilean invariance yields from (2.27) that

u

P o

N
+ (pu+xJp) - Vu+V -0+ V(g + pieg) + Y c1Vies— pg=0. (2.28)
=1

For the irreversible system, in terms of Newtonian fluid theory, we have
Girrev = —1(¢) (Vu+ Vi), (2.29)
where 7 is the fluid viscosity depending on ¢. The diffusion flux J should take the form

Tg = —My(®) (V (g + tep) + AVp — x3) . (2.30)
955 A41-9
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where My (¢) is the coefficient dependent on ¢. For the solute mixture, there exists an
N x N phenomenological coefficient matrix

D = (Din)) et (2.31)
such that
N
Jei==Y DimVigem I=1,....N. (2.32)
m=1

According to the famous Onsager’s reciprocal principle, D should be symmetric.
Substituting (2.28), (2.29), (2.30) and (2.32) into (2.27), we deduce that

T% = HM¢(¢)”2 (Vo + tep) + A Vp = xg) H2

N N
1 2
+ 0 Y D Viten Vie) +3 [n@) 2 (Vu+ vah| " @233)

=1 m=1

To obey the second law of thermodynamics, i.e. T(3S5/9t) > 0, the matrix D should be
symmetric positive semi-definite.

2.3. Model equations
The proposed model can be summarized as follows:

3
§+V-(uc,)+v-JC,,:0, I=1,....N, (2.34a)
N
Jei==Y DimVigem 1=1,....N, (2.34b)
m=1
Wloj
o, TV @) +V T =0, (2.34¢)
Tp = —My(@) (Vi + ep) + 1Vp — x4) . (2.34d)
Veut+av.Jy,=0, (2.34¢)
d(pu)
TV ((pu+ xJg) @ u) = —Vp — ¢ V(g + fhey)
N
= a Ve +Vn@) (Vu+Vu') + pg. (2.34f)

=1

In 2.34), A=1—-¢, x =01 —c02, and ¢ is a given dimensionless parameter that
represents the type of averaged velocity. The chemical potentials fic, (g and j1g are given
in (2.2), (2.3) and (2.9), respectively. Here, we take n(¢) = ¢n1 + (1 — ¢)na, where 1
and 17, are the viscosities of the two solvent fluids. As (2.34) shows, if ¢; = 0 in both
phases, then the system (2.34) reduces to the regular phase-field model for which ample
verification exercises can be found in our previous work (Kou et al. 2020b). Equation
(2.34f) is the conservative form of the momentum balance equation, which is obtained by
combining (2.28) and (2.17).
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A simple form of D is taken as a diagonal matrix with the principal diagonal
elements D;; = Djc;, where D; > 0. A general choice of D can be obtained using the
Maxwell-Stefan approach, which takes into consideration the crossing influences between
different solutes.

The solute transport equations are generally expressed as

d
%-FV‘(WCI):Q l=1,...,N, (235)

where u; is the velocity of solute /. Let us define J.; = ¢;(u; — u); then we get (2.34a).
The modified Maxwell-Stefan equations can be formulated as

N
cz(ulD S Wz_qvm I=1.... N 236
iy m=lmzl Chm

where ¢ = Zf’zl ci, Dy > 0and Dy, = Dy > 0. In (2.36), the first term represents the
friction between solute / and the solvent fluids, which is usually ignored in the classical
Maxwell-Stefan model (Wesselingh & Krishna 2000), the second term stands for the
friction between solute / and the other solutes, and the right-hand side is the driving force
of solute /. Equation (2.36) describes the balance between the drag and driving forces for
each solute.

We assume that ¢; > 0, 1 <[ < N, and define a matrix £ = (El,m)?/m:] as

N
C c|c c|c
L= ——t Y S L= m#L (2.37)
c“Dy

Due to D;,; = Dy, and ¢; > 0, £ is symmetric positive definite, and so is its inverse

matrix £ Consequently, u; —u, [ =1, ..., N, can be determined uniquely by (2.36).
Taking into account J.; = ¢;(u; — u), we derive a full diffusion coefficient matrix from
(2.36) as

D = diag(c) L™ diag(c), (2.38)

which is symmetric positive definite and consistent with Onsager’s reciprocal principle
and the second law of thermodynamics.

If the interfacial effects on solutes are considered, then the diffusion coefficients Dy s
and Dy, in (2.36) should be expressed as phase-dependent functions; for instance, D; ¢
(Qin et al. 2022) can be defined generally as

I $U-¢2 1-¢ ¢
= —_— 2.39
Dis (@) K 00 @ on (2-39)

where K is the interface permeability, and Q; o and Q; 1 are the diffusion coefficients of
solute / in two bulk solvents.
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The derivations of the model imply the following energy dissipation law:

N N
dA+ ]:8—1"— U+g = - Z Z(Dl,m Vﬂc,mv Vﬂc,l)
=1 m=1

M9 @) (Vg + 1eg) + 29 — x9) |

3 [ v
<0, (2.40)

which shows that total free energy of a closed isothermal system will be decreasing with
time.

We denote by L,, U, and M, the characteristic length, the characteristic velocity
and the characteristic diffusion constant, and denote by c, the reference concentration.
Furthermore, we introduce the following dimensionless quantities:

A X /i tU* A u A 10 A 77 A p ~ cl
X =—, = s u—=—, p:—, )’]:—, = —F, c|l = —.
L, L, U 01 n P QIU>;2< Cyx
2.41a-g)
Omitting the hats, we can write the dimensionless system of the model (2.34) as
acy 1
—+V.e(u)+—V-J.; =0, [=1,...,N, (2.42a)
at Pe,. ’
N
Jei==Y DimVigem 1=1,....N, (2.42b)
m=1
d¢
n +V.up)+V . -Jy=0, (2.42¢)
My (@)
Jy=— ;’% (Vg + tep) +AVp — x9), (2.42d)
. f(@) —CnAd (2.42¢)
=— (= —Cn , A2e
He We \ Cn
Veu+av.Jy=0, (2.421)
d(pu) 1 T
o + V- ((pu+ xJy) @u) = R—eV-n(q&)(Vu+Vu )
N
VP BV (ug + teg) — Y1 Vies + s 08 2429)
p ¢ cp c, 2 s .

=1

where A=1—¢, x =1—-¢(02/01), g is the unit vector with the gravitational
direction, p = ¢ + (1 — $)(02/01) and n(@) = ¢ + (1 — $)(2/m1). Here, ¢ remains a
dimensionless parameter relating to u, ¢; is the dimensionless concentration with the range
(0,1), Pe. = Pey = L, Uy /M, is the diffusional Péclet number, We = QleL* /o is the
Weber number, Cn = €/L, is the Cahn number as a measure of the interfacial thickness,
Re = 01 UL, /n; is the Reynolds number, and Fr = U, /+/gL. is the Froude number that
describes the relative strength between the gravitational and inertial forces.
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3. Numerical method

In this section, we propose an efficient, linear, decoupled, energy-stable and
mass-conservative numerical method for the proposed model.

The total simulation time [0, #¢] is divided as 0 =79 < 1; <t < --- < 17, and the time
step size is denoted by 74 = ;41 — x. The proposed scheme allows us to use non-uniform
and adaptive time step sizes, and as a result, 7 is not constant in general. The value of a
function v at time # is denoted by v¥.

3.1. Discrete chemical potentials

An important ingredient of designing energy-stable numerical methods is to derive the
discrete chemical potentials that ensure certain energy dissipation inequalities. The energy
factorization approach (Kou, Sun & Wang 2020a; Wang et al. 2020b; Wang, Kou & Gao

2021) can produce efficient, linear and energy-stable numerical schemes.
We now derive the discrete chemical potentials for the active solute diffusion. The
concavity of In(c;) implies that

In(cf ™) — In(cf) < v (ck+1 k. (3.1)
]
Using (3.1), we deduce that
AT (et = Fn(ek) = In(ef) (T = cf) + T an ™) — In(chy)

k+1
<In(cf) (f T =y + L— (T — ). (3.2)
of
Using (3.2), we derive the energy difference as

AT M — A, ¢)—Zaz¢ (! In(ef ) = ¢f In(e)))

=1

- Zaw A+ =

=1

+ Za;ck+l <1n(ck+1) —1- )/1) @ — b

£3 0 - (e (e} = cfnceh)

=1

- Zﬁz(l —¢H A+ 8t = )

I=1
_ Zﬂlck+l (ln(ck+l) — S (pFH — ¢k>

k+1

N
520{ <ln(cl)+——1—yl> (ckJrl —cf‘)
=1

¢
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At
+Zﬁl(l — ¢ <ln( z)+— -1 —81) (e — by

=1 i

+ Zalck“ <1n(ck+1) — Vz) (@ T — ¢b)

- Z Bkt (In ) —1-8) ¢ —¢h. 33)
Based on (3.3), we define the discrete chemical potentials as

Ck+1
uihh = gt In(cf) + C— T
[

k+1
+ Bi(1 — @b (hl(Cf{) + cl—k -1- 51) , 1 <I<N, (3.4
€

which satlsfy the 1nequality
A(Ck+1, ¢k+1) —A(C k) < Zﬂk+l k+1 ) + Mk"t‘l((pk-‘rl d) ) (36)

For the bulk phase free-energy function, we assume that the time discrete scheme is
linear and satisfies the energy inequality

F@"h = f(o") < e@F, o (@ — 85, 3.7)

where £(¢*, **1) represents the discrete chemical potential function that is linear with
respect to ¢**1. For instance, the logarithmic Flory—Huggins energy potential has such a
discrete chemical potential (Wang et al. 2020b) as

ko ket k A St A K+l _ 4k
e(@", ") =In(¢") —In(1 — ¢*) + U B: +0(0—¢"" —¢"). (3.8)
A fine discrete chemical potential for the double-well potential can be found in Wang et al.
(2021). For the gradient free energy, we have

L(1VoH 12 = 1V 12) = (Voht!, vight! — ¢) = 11Vttt — )
< (V¢k+1’ V (k! = ¢k)>
_ —(A¢k+1, ¢k+1 _ ¢k)’ (3.9)

which suggests the implicit discrete chemical potential — A¢**!. Therefore, we define the
discrete form of chemical potential j1y as

st =2 (et ¢4 — 2 aghtt). (3.10)
€
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3.2. Semi-implicit time marching scheme

On the basis of the chemical potentials given in (3.4), (3.5) and (3.10), we propose a
semi-implicit scheme for the model (2.34) as

k+1 Ck

C
l LV (fu)y+v.-04t =0, 1=1,....N, (3.11a)
Tk
T = ZD pktl I=1,...,N, (3.11b)
N
ub = u* — Z p Vst (3.11¢)
m=1
¢k+1 ¢k k. k k+1
+V @ U)+ VT =0, (3.11d)
Tk
dh == L (P VU ulgh 4 VR = o). (3.1e)
Jk—H M (¢k) (V(Mk+1 k+1)+/lvpk+1 g), G.11f)
Ve +aV I =0, (3.11g)
ket k1 ok k
i P2 v (b + 0 @ k1)
Tk
— V@b (Ve + vkt = o, (3.11h)

where p* = ¢*o1 + (1 — ¢")0n.

The resulting system can be solved sequentially using the decoupling relationships
between unknowns. First, since the concentrations ¢“*! are decoupled from ¢**!, p**1 and
w1 we solve all solute concentrations ¢<t! together by substituting (3.115) and (3.11¢)
into (3.11a). Second, taking into account the property that ¢**! and p**! are decoupled
from u**!, we can substitute (3.11¢) and (3.11f) into (3.11d) and (3.11g) to compute !
and p**! simultaneously. Finally, ! is solved by (3.11%). The purpose of coupling the
phase variable and pressure is to ensure the mass conservation of the solvent fluids. In
addition to the decoupling relationships between different unknowns, the scheme (3.11) is
totally linearized, so it is easy to implement in practice.

We consider the following homogeneous boundary conditions on the boundary 952:

u=0, V(up+pep+xgh -n=0,

(3.12)
V(p+08h)+n=0, Vyc;-n=0, V¢.-n=0,

where n denotes an outward unit vector normal to 9£2.
The proposed scheme has the ability to guarantee the mass conservation law for both
solutes and solvent fluids without any additional treatments.
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THEOREM 3.1. The scheme (3.11) conserves the total masses of both solutes and solvent
Sfluids as

fc§+1dx=/c§dx=---=/c?dx, k>0,1=1,...,N, (3.13)
2 2 2

/pk+1dx:/pkdx:~--:/p0dx, k> 0. (3.14)
2 2 2

Proof. Integrating (3.11a) over §2 and taking into account the boundary conditions, we
obtain

kL ok
/gdxzo, k>0,1=1,...,N, (3.15)
2 Tk
which yields (3.13) by induction. Let /% = 1 — ¢*. Combining (3.11d) and (3.11g) yields
k+1 _ 1k
u + V- —cv -J’;“ =0. (3.16)
k

Multiplying (3.11d) by o1, and (3.16) by 0>, and then summing them, we obtain the total
mass balance equation

pk—i-l _ ,Ok
V) +x VI =0, (3.17)
k

where x = 01 — ¢o2. Integrating (3.17) over £2 and taking into account the boundary
conditions, we get (3.14) by induction. |

We now prove that the proposed scheme follows a discrete energy dissipation law. The
total discrete energy is defined as

EF = A+ FF 4 Uk + Gk, (3.18)
where

Ak = / A, pN dx,  FF = / F(¢*, Voh) dx,
2 2

1
Uk = —/ oF |k )? dx, Qk=f prgzdx.
2Je 2

(3.19)

THEOREM 3.2. Given that (3.7) holds, the scheme (3.11) satisfies the following discrete
energy dissipation law:

gk—i—l _5k A k k+1 k+1

+

e = 2Dl Vhel Vi)
=1 m=1

2
- ”1‘/I¢>(¢k)1/2 (V(M;“ + S+ avptt — Xg> H

_ % @92 (vt 4 vkt H2 (3.20)
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Proof. Using (3.6), (3.11a) and (3.11d), we deduce that

k+1 N k+1 k k+1 k
A — A% Z R A i k1 O =9
Hep s T Hep > w

=1

| /\

N

== > (V- e+ Vg )
=
( (u*¢k) Mk-‘rl) (V Jk+1 ];;—1)
N

<Y @,V + Z(Jc LVt

=1 =1

—_

It is deduced from (3.7) and (3.9) that
FH = FE < (ugt ¢ — 9.
Substituting (3.11d) into (3.22), we obtain

]:k-l-l _ ]:k
Tk

| /\

(V (u*¢k)+v Jk+1 k+1>

(u]i,¢kV/Lk+1)+(Jk+l \v4 k—i-l)

IA

Using (3.17), we derive the variation of gravitational potential energy as

gk+1 _ gk 1
zZ v _ (pk+1
Tk Tk

=— (V (ot )+ 4V TG gZ)

— ok g2)

= Whp* g V) + (5 xg V2)

= —(uy, p'g) — T3, x9).

(3.21)

(3.22)

(3.23)

(3.24)

Summing (3.21), (3.23) and (3.24) together and taking into account (3.11f), we obtain

Ak—H +fk+1 _|_gk+l _ .Ak _fk _ gk
Tk

N
<> @ fvuih (u'i, ¢Vt +ulsh - pkg)
=1

+ <Jk+1 V(MkJrl 4 Mlcc;l) _ Xg)

_ZZ(D Vl’Lcm k-i-l).

=1 m=1

(3.25)
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In order to estimate the kinetic energy, we introduce the following intermediate kinetic
energies:

Ut =3k 1k, Ul =305 W), (3.26)

The difference between Z/{f and UF is estimated as

ur—ut 1
47 (pk(uch — b, ul;) b (lok’ |u§ B uk|2)
Tk Tk 27T
Lk k k)
< _
= o (p (wy —u'), uy
N
==Y (f Vit ub), (3.27)
=1

where we have used (3.11¢). Using (3.11e), we derive the difference between I/ f and Z/{Jf as

uk—uk
= = (ot b)) -
Tk Tk 2Tk

|
< — (p"(u’i —ub), u’i)
T

(10t = )

=— (¢" V(b ub s + vpit — phg, u’j) . (3.28)
Using (3.11g), we deduce that

@k, vpthy = —(v .k, pFrT
=V 'Jl;+1,pk+l)

= —(J';“, AVphy, (3.29)
It is deduced from (3.28) and (3.29) that
Uk —uk
— = (VO kD = pre )+ UBT AV (330)
Tk

Fora, b,c,d € R and ¢ > 0, we have
ab® — cd* = 2b(ab — cd) — c¢(b — d)* — b*(a — ¢) < 2b(ab — c¢d) — b*(a — ¢). (3.31)
The difference between U**! and Z/{f is estimated using (3.31) as
U k=1 <pk+1’ |uk+1|2> —1 (pk’ |u1:|2>
< (pk—i-luk—l—l _ pkul:’ uk+1> _ % (pk+l — ok, |uk+1|2>' (3.32)
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Substituting (3.114) and (3.17) into (3.32) yields

uk+l _ uk

< (V . <(pkuli + XJ];H) ® uk+1> ’ uk+1>
Tk

+ (V- n@h) (Va4 vk k)
+ 3 (V- R 4 VT R
__ ((Pkuf + XJ];,H) Vi, uk+1)
+ (V- n(@h) (VT 4 vat, k)
_ % (V (pkuby 4y v .Jl;-&-l’ |uk+1|2>
::_%Hnwﬁﬂﬂ(vukH_FvukHTwr’ (3.33)
where we have used the identities

(p*uk - Vit T - L v okt 1) = o, (3.34)
(J]:p'i'] . Vuk+1, uk+1) + %(V . J]((P+la |uk+1|2) — O (335)

Combining (3.27), (3.30) and (3.33) yields

U ko UM U U - Ul Ul - Ut

Tk Tk

N
< =D Vil - (vt il - phe.ub)
=1
2
+ 5L AV = L @b 2 (vt vl DT (36)

Finally, combining (3.25) and (3.36) yields (3.20). |

3.3. Fully discrete scheme

For the spatial discretization, we employ the finite difference/volume methods on staggered
grids (Tryggvason, Scardovelli & Zaleski 2011; Kou, Sun & Wang 2018) and treat the
convection terms by the upwind strategy. We consider a rectangular domain £2 = [0, Ly] X
[0, Ly], where L, > 0 and L, > 0. The velocity vector is expressed as u = [u, v]T. For
simplification in presentation, we use a uniform division of £2 as 0 =xp <x; < --- <
Xp, = Ly and 0 = yo < y1 < -+ < yn, = Ly, where n, and n, are positive integers. The
mesh size is denoted by & = x;11 — x; = yj+1 — yj, where the subscripts 0 < i < n, and
0 <j < ny are integers. The midpoints are defined as x; 12 = x; + %h and yji 12 =y +
%h. The basic idea of the staggered grids is that different variables are discretized on
different grids that are shifted by half a grid point. In order to represent different discrete
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variables, we define the following discrete function spaces:

Se={c: (xiy12,¥i412) = R, 0<i<n,—1,0=<j<n,—1}, (3.37a)
Su={u:(i,yr12) >R, 0<i<n, 0<j=<n,—1}, (3.37b)
Sp={v: g1, 9) > R, 0<i<n.—1,0=<j=<ny}, (3.37¢)

Spu=:(x,y)—R, 1<i<n—1,0=<j<n}, (3.37d)
Spw=H{p:xi,y) >R, 0<i<ny, 1<j<n,—1}. (3.37e)

For a discrete function ¢ € S;, we write ¢;41/2,j+1/2 = ¢(Xi+1/2, yj+1/2) in its component
form. The other functions in the above function spaces are denoted likewise. Taking the

homogeneous Neumann boundary conditions into consideration, we further define subsets
of S, and S, as

SO ={ueS,upjrip =t jr12=0 0<j<ny,—1}, (3.38a)
58 ={v €Sy | vit1/2.0 = Vit12.n, =0, 0 <7 <y — 1} (3.38b)

For the purpose of treating conveniently the boundary conditions for the momentum
balance equation, we introduce two extended discrete function spaces:

R, 1<i<m-1,0<j<n,—1
ief{0,n}, 0<j<n,—1 : (3.39)
l<i<ny—1,je{~1,n)}

Sp=u: (X, yj12) —

0<i<ne—1,je {0, n) . (3.390)
ie{-Ln}, 1<j<n—1

0,

01

R, 0<i<nm—1,1=<j<n—1
Sy =1{v:(xig172,¥) = 10,
0,

We now introduce the discrete operators, which will be used to formulate the fully
discrete equations. For ¢ € S, we define the difference operators

1

dicijy12 = 7 (Cit1/2,j+1/2 — Cie1j241/2), 1 <i<n—1,0=<j=<ny—1, (3.40a)
1 . .
dyciviyaj = 7 (Cit1/2,j4+1/2 = Cix1/2-1/2), 0=<i<n.—1,1=<j<ny,—1, (3.40b)

where dic € Sg and d§c IS 88 . For ¢ € S;, we define the average values of ¢ as

%(Ci+l/2,j+1/2 +cic1pj412), 1<i<n—1,0=<j<ny,—1,
Cij1/2 = | Citl1/2,j+1/2, i=0,0<j<n—1, (3.41a)
Ci—1/2,j+1/2, i=ny, 0<j<ny,—1,

YCit1/2j012 + Civ12j-12), 0<i<ne—1, 1<j<n,—1,
i+1j = ) Citl/2)+1/25 j=0,0<i<n,—1. (3.41b)
Cit1/2,j—1/2 j=ny, 0<i<n—1

21l

The upwind strategy is applied to treat the convection terms, and for this purpose, we
introduce the upwind values of ¢ € S, in the presence of the velocity components u € Sg
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and v € SV as

Biivip = Ci—1/2,j+1/2, Uijr1/2 =0, (3.42a)
i,j == .
Cit1/2,j4+1/2, Uij+12 <0,
o= G212 Vitlja >0, (3.420)
20 Nceiv1y2j41/2, vig12j < 0.

Foru € S, and v € S, we define the difference operators
diuiz1/2,41)2 = 7 (Wit1,j+1/2 — Uij+1/2), (3.43a)

dyvitiy2j+1/2 = 7 (Vi 1/2,j4+1 — Vit1/2,))- (3.43b)

Foru € S and v € S¢, we define the difference and average operators
u 1 v 1
dyuij = 7 Wijy1/2 — uij—172), dyvij= A (Vit1/2,j — Vi—1/2,))> (3.44a,b)

1 1
AyUip1/2,j41/2 = 5 Wijr1/2 + Ui1j+172),  ayitij = 5 (uij—12 +uijr172), (3.45a.b)

1 1
ayvit1/2,j+1/2 = > (Vit1/2) + Vir1/2j41), @V = 2 (vi—1/2j + Vit12,). (3.46a,b)

We can see that dyu € S¢, djv € S, dyu € Sp, and dyv € Spy.

We are ready to present the fully discrete scheme. At each time step, we seek cé‘“ €S,
okt e S, pHtl e S, uh ! € S¢ and vFH! € S¢ for given cﬂ‘ €S, ¢* € S, uk € S¢ and
vk e S¢. The fully discrete chemical potentials ,ul(fjl, ,u]c‘(';l € S, still take the pointwise
forms given (3.4) and (3.5). Fully discrete intermediate velocity components u’§ e SY and

vk € SO are expressed as

k_ ok
MT_M

M=

N

Tk ~k e k+1 k k Tk ak gc k+1

ﬁcldgﬂc,l ,ovp =0t — E ﬁcld;““c,l . (3.47a,b)
=1

=1

Let 1_75‘ m= Dy.m(¢F, ). The solute concentration equations are fully discretized as

k+1 k

9 49 kak | pkt1 knk | pktl

T + d)’ﬁ(u.{.cl +Jo)+ d;’(v.l.c, + Jc’l’y) =0, [=1,...,N, (3.48)
where J]C‘J{)lC e S, and Jfﬂ € S, are defined as
N N
k+1 _ =k k+1 k+1 _ ~k k+1
‘Ic,l,x - Z ,Dl,mdlcc'u“c,m s ‘Ic,l,y - Z ,Dl,md;ru“c,m . (3.49a,b)
m=1 m=1

Let g = [gx, gy]. The fully discrete solvent transport equation is expressed as

¢k+l _ ¢k

wo k ik k+1 vk Gk k+1y
i D + 4yt + 5D = o, (3.50)

X
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where
Tk ~ . ~
i = uf — i (¢kd§(uﬁ“ + ubih + dpM = prey) (3.51)
T [~ X .
vh = b = 2 (F et D + it - ). (3.52)
TEEL = =My @) (5™ + ! + 4 = g, (3.53)
T = —My(@) (5™ + ! + ) — gy ). (3.54)
o
M/(;—l—l — ; (E(qbk, ¢k+1) _ 62 (d;:(d;@sk—‘rl) + d;(d;¢k+l)>) . (355)
The fully discrete form of (3.11g) is expressed as
dll + AT + &) o + ATyt =0, (3.56)

In order to discretize the momentum balance equation, we define U’,j €S, U,’j € Spu,
V,’j € Sy, and ij e S, as

Uy = at(phul + x5t . US = di(phul + x4, (3.57a)
Vi = al(p"l + xJhth, Vi =al (Ml + xagth. (3.57b)
Foru € S and v € S, we also define their upwind values as
- . _ JUij+1/2, Uwiv12j+12 = 0, 358
il /241/2 {ui+1,j+1/2, Uwiv1/2,j+1/2 <0, (3.584)
~o_ Juijo1y2. Vuij =0, 3,580
i {ui,j+1/2, Viij <0, (3.58b)
5. . _ Jvit1/2, Vvivr1/2j+12 = 0, 3.58
Vit1/2,j+1/2 {vi+1/2,j+1, Vo,it1/2j+172 <0, (3.58¢)
o Jvicz, Ui =0, 3584
Vi,j {vi+1/2,j, Uy,ij <O0. (3.584)

For s € Sy, U S),, we define the difference operators

1 1
dfllf,ur%,j =7 Wi1j — Vi), BVijr12 = 7 (Wijr1 — ¥ij). (3.59a,b)

Let n* = n(¢*) € S., and let ﬁf.‘ f be the average values of 7* at the vertices (x;, yj). We
denote

R L R L T
(3.60a—c)

where W5t € S, v¥ 1 € S, and ©FF! € S, US,,. The fully discrete scheme for the
momentum balance equation (3.114) is expressed as
kL kL _ Sk k

1% - 1% M* +d)LC(U/l;i‘tk+l)+d§(Vl/;ﬁk+l) :d;lpk-i-l +d§@k+1, (361)
k
ﬁk-l—lvk-i-l _ ﬁkl}k . .
. L+ (U + dS(VEDY) = dboM ! gl (3.62)
k
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In what follows, we prove that the fully discrete scheme conserves the masses of both
solutes and solvent fluids as well as following a discrete energy dissipation law. To this
end, we define the following discrete inner products:

ne—1 l’l_y—l
(c,c)e = h? Z Z Cit1/2,j+1/2C 11 /241720 €€ € Se, (3.63a)
i=0 j=0
ne—1 ny
WA =1 Wil VY € Sp (3.63b)
i=l j=0
ny }’ly—l
@ =1 0ijglj @9 €Sp (3.63¢)
i=0 j=1
ny—1ny—1
(u, ), = h? Z Z u,‘,j+1/2u;’j+1/2, u,u' € S, U 83 U Ss, (3.63d)
i=1 j=0
ny—1 ”)'*1
(v,v)y = h? Z Z Ui+l/2ijz{+l/2,j? v, e S, U Sg usSs. (3.63¢)
i=0 j=1

In addition, for ¥, ¥" € S, U Spy, we define

ny—1 Vly—l

W o =0 Wil (3.64)

i=1 j=1

The following summation-by-parts formulas are obtained by direct calculations (Kou et al.
2018):

(u, dc)y = —(diu,¢)e, uce 83 UsS;:, ceS,, (3.65a)
(v, djc)y = —(d)v,c)e, VES)USS, c€S,, (3.65b)
(@Y, Wy ==, dywpu, ueS;, ¥ eSp, (3.65¢)
(@, )y = —(@0, d%V)py, VESS, ¢Sy (3.65d)

THEOREM 3.3. The fully discrete scheme conserves total masses of solutes and solvent
Sfluids as

D= o= =, Doy k=0,1=1,...,N, (3.66)
P D=5 De=-- =% De, k=0. (3.67)
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Proof. Taking the discrete inner product of (3.48), we obtain

c,lx cly

1 A .
e = e (acef + 2550, 1)6 + (dy ek + 550, 1)C —0. (3.68)
Applying (3.65a) and (3.65b) to (3.68) yields

1
- (T —ck 1. =0, (3.69)

which leads to (3.66) by induction. From (3.50), we can derive the mass balance equation
of solvents as

pk+1 _ pk
T F A D + A+ ) =0, (3.70)

where x = 01 — ¢o2. Taking the discrete inner product of (3.70) and then using (3.65a)
and (3.65b), we can obtain (3.67) by induction. |

We now prove that the fully discrete scheme follows a discrete energy dissipation law.
The total discrete energy is defined as

& = A+ Fh + U + G (3.71)
where
Al = (A 65.1) - =T (F69.1) + 5 (it dieh + @t digh).

1 _ 1 _
Uy = 3 (Pu, iy, + 5 @ v, Gy = (0", g2)e.
(3.72)

THEOREM 3.4. Given that (3.7) holds, the fully discrete scheme satisfies the following
discrete energy dissipation law:

gkl _ ek N N N N
< = Y Dl dinl i = 30D P A
k I=1 m=1 I=1 m=1
Thky—1 gk+1  gk+1 Thky—1 gk+1  gk+1
= (Mo @5, - (Ma @)
_ Z(nkdzuk_'—l, d;tuk-Fl)c _ z(nkd)lka-f—l, d;vk-‘rl)c
— <77]k(d;luk+1 +d}c)vk+1),d;uk+l +d;vk+1> ) (373)
puv
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Proof. Taking into account (3.6), (3.48) and (3.50), and applying (3.65a) and (3.65b), we
deduce that

Ak-i—l _ .Ak N Ck+1 _ K ¢k+1 _ ¢k
h h < Z MIZ:"[_19 1 l + <M§;-1’ )
¢ c

T =1 T Tk

c,l,x ¢ly

N
= = > (@ hef + I + dl kel + I8, ukihe
=1

— (@t + a5EH + il + . )

c,lx’

N N

S el + I s, S kel Tk @k
= (uTCl +J d;,lLCJ Ju + (vTcl +‘]c,l,y’d;u“c,l )v

I=1 =1

+ @l + I il D+ Wi + I dut ), (3.74)

X0

Noticing that
L™ st — St dig < (diet st - ¢Y)

_ (dz(d§¢k+1)’ ¢k+1 _ ¢k> ’ (3.75)

c

A

%(dﬁcbk“, d5p* ), — 3 (dset, di¢h), < (d;¢k+1, (¢! — ¢k>)v

we deduce that

k+1
Fi =Ty (Mkﬂ ¢k+1—¢k)
Tk c

¢ ’ ‘E’k

— (d;;(u’;és" +I5ED + a it + I, M'j,“)c

@k, $rdspl ™ + TS diukth,

+ @k, QST + U S, (3.77)
The variation of gravitational potential energy with time steps is estimated using (3.70) as
gk+1 . gk 1
S = — (o — o g2),
Tk Tk

= — (ks + x5, g2) = (40Phk + xIEED, 22)
Cc c

=~k 3*g0u — UL X8 — Wk, P¥g)u — UGH) xgyw.  (BT8)

To estimate the variation of the kinetic energy with time steps, we introduce the following
intermediate kinetic energies:

Ul = S kb + (K b, (3.79)
Uk, = L35k, iy, + LRk, o), (3.79b)
955 A41-25


https://doi.org/10.1017/jfm.2023.8

https://doi.org/10.1017/jfm.2023.8 Published online by Cambridge University Press

J. Kou, A. Salama and X. Wang

The difference between Z/{}]fT and U is estimated using (3.47a,b) as

ur. —u* 1, 1.
< - (pk(u’i —ub), u’;) +— (p"(v§f — b, vf)
Tk Tk u Tk v

N N
= =Y @dip it i — Y@yt v
=1 =1
Using (3.51) and (3.52), we derive the difference between L{}’f* and L[{.‘ as

us —ur. 1 1
e < = (k- b))+ = (Fk = ok o)
Tk Tk u Tk v
= <¢3kd§(uf¢+l + g+ dip*tt = phes, u’i)u

- (ékd§(ul<§,+l + by + dprtt = g, v’i)v :
Using (3.56), we deduce that

X Tk

— (/lpk-‘r] dqu+1 +d;J(];:;1)c

»xY o x

dsp" )+ @p vy = — (P did + dv)),

= —dep* T Ity — dsp L IEED,.

It follows from (3.81) and (3.82) that

ux —uk,
h h n ~
= (¢kd§(ufj,+' + u'j{{ h— pren u’i) + (/ld,‘;p“',lf;j])u
Tk u

A L
— (B asuf + i = Py ok) + (agp gD

The difference between Z/{,];H and U;l‘* is estimated using (3.31) as
k+1 k 1o =k+1, k+1 k1 1ok k k
Z/{h _Uh*=§(/0 * Lt+ ,l/l+ )u_j(p M*au*)u
1 =k+1, k+1 | k+1 1=k, k .k
+§(P + v * s U + )v_j(l) v*,v*)v
~k+1 k+1 ~k k  k+1 1 ~k+1 ~k | k+12
< (PN = Bl WY = S = AR W P,
“k+1 k+1 _ =k k o k+1 L=kl _ =k o k+12
+(10 v — PV, V )U_Z(IO _,0»|U | )v-
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Taking into account (3.61) and (3.62), we deduce that

Tik(ﬁkﬂukﬂ — PRk, = — (df;(U,ljl}kH) +d’y’(V512k“), uk+1)u
4 (k! +d§@k+1’ W,
— (UK Y, 1 (v’icﬁk+l’dzy4uk+l)pu
— (kL d)l:uk-i-l)c — (O d;ukH)pu,
rik(ﬁk—klvk—i-l R (di;(UﬁﬁkH) VY, vk+1)v
+ (@ ek +d;Tk+1, NN
— (Uﬁﬁk+1,d§vk+l)pv + (Vﬁﬁk+l,d;vk+l)c
_ (Tk+1,d;’vk+l)c _ (@kH,dféka)pu-
Taking into account two averaged forms of the discrete mass balance equations

“k+1 _ =k

Y Y k k

o +d.U, +dV, =0,
~k+1 ~k
Y - p k k
T—k +d£UU —|—d;Vv =0,

we deduce that

1 /_ _ 1
1 <pk+1 — 5 |uk+1|2)u =— (d;UL’j +dPvk

k+12
2tk y Vi |>

= (UK dfuf e + (VEFY dlf T
L/t k12 Lok | ek k2
(1) < kst ),

k =k+1 k+1 k=k+1 k+1
= (Uy o, djv™ ) + (Vo dju

u

(3.85)

(3.86)

(3.87a)

(3.87b)

(3.88)

(3.89)

where u and v are the average values of # and v on the boundaries of their respective grid

cells. Substituting (3.85)—(3.89) into (3.84) yields

k+1 k
Z/lh B uh*

< (Uﬁ(ﬁk+1 — i, d;ukﬂ) + (Vblj(ﬁkﬂ _ ﬁk+1),d;uk+1>
Tk c

i (Uﬁ(ﬁkJrl _ gk, d;;karl) T (Vﬁ(ﬁkﬂ _ kY, d;vk+1>
pv

k+1 k+1 k+1 k+1
_(lp+,dzu+)c_(@+ad;tu+)pu

= (L aph e — @ dptrh,.

pu

c

(3.90)

955 A41-27


https://doi.org/10.1017/jfm.2023.8

https://doi.org/10.1017/jfm.2023.8 Published online by Cambridge University Press

J. Kou, A. Salama and X. Wang

In terms of the upwind rules, we can estimate the first four terms of (3.90) as

(vbarr — ke, d;;u"“)c = — (W UK d" ! dmd Y, < 0, (3.91)
(Ve — @k, d;‘u"“)pu = —(VE & dtd Y, < 0, (3.92)
(vht =5, dgv"“)m = —(h UK @2t avokthy,, <0, (3.93)

(VAT =T o) =~ Vil e < 0. (3.94)

As a consequence of (3.91)—(3.94), the inequality (3.90) can be simplified as
uk+l _ uk
S S LT = (O D

— (L aph e — @ dptth,
= 2 & &t — 2 T

_ <ﬁk(d;‘uk+1 +d}c’vk+1),d;‘uk+l)
pu

_ <ﬁk(d;’uk+1 F R, d;‘;vk+l) ’ (3.95)
pv
where the last equality is obtained using (3.60a—c). Taking into account

<ﬁk(d;uk+1 +d§vk+1)’d;¢uk+1) + (r—]k(d;uk—i-l +d;vk+1)’d;)vk+1>
pu pv

> (ﬁk(d;uk-Fl +d}€)vk+1)’d;tuk+l +d}v)vk+1) , (396)
puv
we combine (3.80), (3.83) and (3.95) to obtain
U U, -t U -

Ty Tk Tk Tk
N N
< = D @dipgy ) — Y @diucy ' v

=1 =1

- (ékdi(ﬂffl + iy = u’i)u + P I,

- <¢3kd§(ul;+l + iy = gy vf)v + (gt aEtD,

— 20l ddf T = 2@l ditth,

- (ﬁk(d;‘ukH + A, d};vk“) . (3.97)

puv
Finally, we deduce (3.73) by combining (3.74), (3.77), (3.78) and (3.97). |

4. Numerical results
In this section, numerical experiments are performed to verify and validate the proposed
model and numerical scheme.
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Figure 1. Phase variable in Example 1.

4.1. Example 1

In this example, we consider the single-solute problems with the Dirichlet boundary
conditions in the one-dimensional domain £2 = [0, 1]. The velocity is set to be zero, and
the solute transport equation is simplified as

Lk

—v.ckvuHt =o. 4.1
Tk

We take 1, = 0.01. Let € be the interface width. The phase variable is time-independent

and given by the formula

¢(x)—l(tanh(x_0'5)+1) xelo,1] (4.2)
=3 7. , 1. ,

which is also illustrated in figure 1.

In the first case, we take « = 8§ =1, y =1In(0.1) and § = In(0.5). The boundary
condition . =0 is imposed on both endpoints, while the homogeneous initial
concentration ¢ = 0.3 is taken in the entire domain. In terms of the boundary condition,
the solute concentrations in the bulk solvent fluids are calculated as

co=exp(8) =0.5, ¢ =0, (4.3)
cp=exp(y)=0.1, ¢=1. (4.4)

For e = 0.01, figure 2 illustrates dynamics of the solute concentration with time, showing
that the system converges rapidly to a steady state. Figure 3 gives a comparison of the
numerical solutions at the equilibrium state with the exact solutions, as well as the
numerical errors that are the absolute values of the difference between numerical and exact
solutions. The results demonstrate that the numerical solutions are in perfect agreement
with the exact solutions. The sharp-interface limit of the proposed model can be derived
via formal asymptotic analysis as in the literature (e.g. Garcke, Lam & Stinner 2014; Qin
et al. 2022), and it will be our ongoing work. Here, we show the sharp-interface limit by
numerical results in figure 4, which clearly indicates that the concentrations will approach
the sharp-interface limit as the interface width € approaches zero.
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Figure 2. Diffusion of the solute concentration at different times in Example 1.
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Figure 3. Comparison of numerical results with the exact solution in Example 1: (a) profiles of numerical
and exact solutions; (b) errors between numerical and exact solutions.
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In the second case, we take the time-independent boundary conditions p. = 0.5 at x =
0, and u, = 0.1 atx = 1. The parameters are takenaso = 1,2, 8 =2, 1,y = In(0.1) and
6 = In(0.2). At the steady state of this case, we have

d [ duc
- — =0, 4.5
dx <C dx > (45)

which implies that there exists a constant ¢ > 0 such that

due
dx

In the two bulk fluids, i.e. ¢ = 1 and ¢ = 0, we have

=t (4.6)

—C

L

] ¢=]9

d

=11 . @.7)
g =0

On the other hand, the solute concentrations within two solvent fluids are expressed as
0.5
co = exp ? +1In(0.2)) ), ¢ =0, 4.8)

c1 = exp <Oa—l + ln(O.l)) , ¢ =1 4.9)

Combining (4.7)—(4.9) yields
—x+al, ¢ =1,
co=1 9 (4.10)
——@x—=1)+c, ¢=0,
p
where c¢p and ¢ are given in (4.8) and (4.9). Figure 5 depicts numerical results of
the steady-state concentrations, which accord with the above theoretical analysis. It also
indicates that the model has the ability to reflect the heterogeneity in binary solvent fluids
through different choices of parameters.

4.2. Example 2

In this example, we simulate the single-solute problems with the Neumann boundary
conditions and without velocity fields in the one-dimensional domain £2 = [0, 1]. The
phase variable is given by the formula

! (1 + tanh (’;m)) x €1[0,0.5]
¢ = 2 v2e @.11)

! (1 tanh (x_0‘75>> € (0.5, 1]
>y - ) X oy )
2 V2¢

where € is the interface width. Here, we take ¢ = 0.01 for all tested cases in this example.
The phase variable is illustrated in figure 6. The discrete solute transport equation takes
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Figure 6. Phase variable in Example 2.

the form

1 _ kg dpk+!
A Ry (Y o (4.12)
Ts dx dx

associated with the boundary condition di./dx = 0 on the endpoints. We take 7 = 0.001.
The total solute mass is conserved. The fluid system will reach an equilibrium state as the
total free energy within this system is dissipated with time.

In the first case, we take « = =1, y =In(0.1) and 6 = In(0.5). The initial
concentration is ¢” = 0.3 in the entire domain. Figure 7 illustrates the dynamics of
chemical potential and concentration with time, while the total energy dissipation is
depicted in figure 8. The normal diffusion makes the solute spread homogeneously in
space, and it usually occurs in the single-phase fluid. The active diffusion generally stems
from different chemical and physical characteristics of two solvent fluids that play a
major role in dissolving a specific solute. The underlying mechanics of such scenarios
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Figure 7. Dynamics of the solute chemical potential and concentration at different times in Example 2:
(a) solute chemical potential; (b) solute concentration.

is described by the free energy and chemical potential. Although the initial concentration
is uniform in space, the active diffusion still takes place due to the driving force resulting
from the chemical potential gradient in the space occupied by two solvent fluids, and total
energy will be dissipated in this process until an equilibrium state is reached. Let (i, be the
equilibrium-state chemical potential, which is uniform and constant in space. For a specific
phase variable ¢, the equilibrium-state solute concentration, denoted by ¢4, depends on the
phase variable and satisfies

po (In(cy) — y) + (1 — ¢)B (In(cg) — 8) = fe. (4.13)
Solving (4.13) gives the analytical formulation of cy as

o (ﬂc+¢ay+(l—¢)ﬁ8)
=P\ T e+ (- )

Here, 1. can be calculated analytically through solving the total mass conservation

equation
/ cpdx = / P dx. (4.15)
2 2

In figure 9, we compare the numerical and exact solutions of the solute concentration at
the equilibrium state as well as showing the numerical errors (i.e. the absolute values of
the difference between numerical and exact solutions). Numerical results are in agreement
with the exact solutions.

In the second test, we take different values of parameters «, B, y and §. The initial

concentration is still set to be ¢® = 0.3 in the entire domain. Figure 10 depicts the profiles
of the solute concentrations at the equilibrium states with different parameters. Equation
(4.14) shows that the solute concentrations at different equilibrium states can be achieved
through the appropriate choices of the four parameters. This conclusion is verified clearly
by figure 10. The proposed free energy and chemical potential have the capability of
describing different active diffusion processes.

(4.14)

4.3. Example 3

In this example, we simulate the dynamical process of a single solute in binary solvent
fluids to show the convergence of the proposed scheme. The spatial domain is the square
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Figure 8. Energy dissipation curves in Example 2.

0.6

0.5

0.4

0.3

Concentration

0.2

— Exact solution
-------- Numerical solution

Errors

0.1
0

02

0.4
X

0.6

08 1.0

(b)
1

1.2

1.0+
0.8+
0.6t
0.4+
0.2+

2.0

<10-5
4(10 )‘

02 04

X

0.6

0.8

1.0

Figure 9. Comparison of numerical results with the exact solution in Example 2: (a) numerical and exact
solutions; (b) numerical errors.

(@)
0.6

0.5

0.4

(®)

0.3

0.2

Concentration

0.1

0 0.2

0.4

X

06 08 1.0

0.45

0.40

0.35

0.30

0.25

0.20

0.15

Il
<%~

{1
DO — —
S
e

—t—

02 04

X

0.6

0.8

1.0

Figure 10. Profiles of the solute concentrations at the equilibrium states in Example 2: (a) cases with
y = § = 0 and different values of « and B; (b) cases with « = B = 1 and different values of y and 5.

955 A41-34



https://doi.org/10.1017/jfm.2023.8

https://doi.org/10.1017/jfm.2023.8 Published online by Cambridge University Press

Phase-field modelling of activated solute transport

Figure 11. Initial phase variable in Example 3.

domain £2 = [0, 1]?, which is divided by a uniform square mesh with 50 x 50 grid cells.
The parameters in the model are chosen as My = 1, Re = 102, Cn = 0.03, We = 1, Pey =
103, 01/0> = 10 and 75;/n> = 10. The gravity effect is neglected in this example. The
initial phase variable is given as

* a<x<l—-a, a<y<l1-—a,

' (x,y) = {¢ (4.16)

¢«, elsewhere,

where a = 0.37, ¢, =0.0735 and ¢* = 0.9335. The initial phase variable is also
illustrated in figure 11. The initial solute concentration is ¢ = 0.2 in the entire domain.
The reference velocity parameter is chosen as ¢ = 1. For the solute transport equation,
we take Pec = 1, D1y =1, = B =1,y =1n(0.5) and § = In(0.1). The initial velocity
is zero. The total simulation time is #r = 0.1. Contours of the phase variable and solute
concentration at £ = (.1 are shown in figure 12. From figures 11 and 12, we can see that
the interfacial tension between two bulk fluids makes the square droplet shrink into a circle,
and meanwhile, a large amount of solute transfers from the surrounding into the droplet
due to the active diffusion.

Due to strong nonlinearity and complication of the model, we cannot derive the
analytical solutions, thus we use the solutions computed with a very small time step size

7 =245, s = 1073, as the approximate analytical solutions, which are denoted by c, q~§,
u and £. We define the discrete norms for the errors e, €4, e, and eg as follows:

n—1 =1 172

lleclln = max s Z Z Icfv1 2112 — Git1/2 12 : (4.17)
i=0 j=0

nx—lny—l 1/2

2 k 7 2
leg In = max | ZO ZO 1612 j01/2 = Birij2jer 2@ |, (4.18)
1= J=
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Figure 12. Contours of the phase variable and solute concentration at = 0.1 in Example 3: (a) phase
variable; (b) solute concentration.

T llecln Rate lleglln Rate llewlln Rate lleglin Rate
s 6.569 x 1073 — 1831 x1072 —  4958x1072 — 8.698x1073 @ —
271y 3544 %1073 0.89 1.071 x 1072  0.77 3576 x 1072 047 6.420x 1073 0.44
272 1.594x 1073 115 5.105x 1073 1.07 2070x 1072 079 3.898x 1073 0.72
273y 5382 x107% 157 1.794x 1073 151 8178 x 1073 134 1581 x 1073 1.30
Table 1. Temporal errors and convergence rates of the scheme.
nx_] ny—l
_ 2 k o~ 2
lleulln = max h Z Z |t j1/2 = Ui j1/2(0)|
i=1 j=0
peet 1y 172
2 k ~ 2
FRED D k= D2 @) (4.19)
i=0 j=1
. a
lleslln = max & — E@)l. (4.20)

Numerical errors and convergence rates are displayed in table 1. It is evidently shown that
the proposed scheme has first-order convergence in time.

955 A41-36

4.4. Example 4

In this example, we simulate the dynamical process of two solutes in binary solvent fluids
with a large density contrast. The spatial domain is £2 = [0, 1]?. The parameters in the
model are chosen as My =1, Re = 102, Cn = 0.02, We = 1, Pey = 103, o1/02 = 100
and 7n1/n2 = 100. The gravity effect is not considered in this example. The initial solute

concentrations are uniform in space with c(l) = cg = 0.2, while the initial phase variable is
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Figure 13. Adaptive time step sizes in Example 4.

given as
#(x,y) = min (max ($(x. ), 6.) . 6. (4.21)
¢ (x,y) = max ((1 + tanh ((0.15 — r1)/Cn)) /2, (1 + tanh ((0.15 — r2)/Cn)) /2) ,
(4.22)
o= \/(x —0.4)2+ (y—0.6)2, 1= \/(x —0.6)2 + (y — 0.4)2, (4.23)

where ¢, = 0.0735 and ¢* = 0.9335. The solvent mixture is composed of two fluids with
a large density contrast. There is an irregular droplet consisting mostly of the heavier fluid
in the domain at the initial time. The reference velocity parameter is chosen as ¢ = 10. The
initial velocity is zero. The solute mixture is composed of two different substances. For
the solute transport equation, we take Pe. = 1 and Dy = D>y = D> = 1. The solute
diffusion matrix is calculated by (2.37) and (2.38). For the solute energy parameters,
we take oy =ar =1, f1 = B2 =1, y1 = 1n(0.5), y» =In(0.1), §; = In(0.1) and & =
In(0.5).

The proposed scheme allows us to use non-uniform time step sizes. Here, we employ the
adaptive time-stepping strategy (Qiao, Zhang & Tang 2011) to adjust the time step sizes

gk _ (c/'kfl
Cmax wp = R Sh (4.24a.b)

Tmin’ T k) T
J1 +rw,% k=1

where 5}]1‘ is the total free energy, T,,;, and 7,y are the preset lower and upper bounds of
the time step sizes, and r is a positive constant. In this example, we take T,,;;, = 5 X 1074,
Tmax = 5 x 1073 and r = 10. Figure 13 depicts the adaptive time step sizes calculated by
(4.24a.,b).

The phase variables at different times are illustrated in figure 14, while the solute
concentrations are shown in figures 15 and 16. The results show that driven by the
interfacial tension between two bulk fluids, the droplets merge together and then shrink
into a circle, and meanwhile, the active diffusion as well as the fluid flow makes a large
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() (e)

Figure 14. Phase variable contours at different times in Example 4: (a) k = 0, (b) k = 20, (¢) k = 50,
(d) k = 150, and (e) k = 400.

amount of solute 1 transfer to the droplets from the surrounding fluid, whereas solute 2 is
moving from the droplets to the surrounding fluid.
The normalized total free energy is defined as

gk
& = & (4.25)
1€,

Figure 17 depicts the normalized total energy dissipation curve, showing that total energy
is always decreasing with time. The normalized total solvent mass is defined as

v (5 De— (% 1),

oy = (4.26)
" (1007 1)6‘
The normalized total solute concentrations are defined as
k 0
) 1 T ) 1 :
e G Dem (G De 4.27)

ot =
rl 0
(Cl s De

Figure 18 illustrates the profiles of pf and clr< ;» and shows that the proposed method is

capable of conserving total masses of solutes and solvent fluids except for roundoff errors.

4.5. Example 5

This example takes into consideration the gravity effect on the solute transport in two
different droplets. The spatial domain is still 2 = [0, 1]?. The initial phase variable is
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Figure 15. Dynamics of the concentration of solute 1 in Example 4: (a) k = 20, (b) k = 30, (¢) k = 50,
(d) k =100, (e) k = 150, and (f) k = 400.

given as
#°(x,y) = min (max ($(x, ). 6.) . 6. (4.28)
¢ (x,y) = max ((1 4 tanh ((0.15 — r1)/Cn)) /2, (1 + tanh ((0.12 — r2)/Cn)) /2) ,
(4.29)
r = \/(x —0.5)2+(y—0.83)2, n= \/(x —0.52+ (y—0.5)2, (4.30)

where ¢, = 0.045 and ¢* = 0.936. The initial velocity is zero. The reference velocity
parameter is chosen as ¢ = 1. The parameters in the fluid flow equations are chosen as
My =1,Re = 10°, Cn = 0.02, We = 1, Pey = 10>, 01/02 = 10%, 1 /2 = 10° and Fr =
%. In this example, we want to demonstrate the effects of solutes on the dynamics of
solvents, so we simulate two cases with different single solutes. For the solute energy
parameters, we take o« = 8 =50, y = In(0.5), 6 = In(0.1) in case 1, and o = g = 50,
y = In(0.1), § = In(0.5) in case 2. The solute diffusion parameters are taken as Pe, = 102
and Dy s = 1 for both cases. The initial solute concentrations in both cases are given as

1
0.5, y S 5,

A, y) = X (4.31)
0.1, —
Y>3

To compare the results of the two cases, we use the uniform time step size 7 = 2 x 1073
for both cases.

The phase variables of the two cases at different times are shown in figures 19 and 21.
The solute concentrations of the two cases are illustrated in figures 20 and 22. In both
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Figure 16. Dynamics of the concentration of solute 2 in Example 4: (a) k = 20, (b) k = 30, (¢) k = 50,
(d) k = 100, (e) k = 150, and (f) k = 400.
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Figure 17. Energy dissipation profile in Example 4.

cases, the motion of two droplets is driven by the interfacial tension, gravity and the solute
chemical potentials. The droplets are moving downwards due to the gravity effect and large
density contrast, and meanwhile, they are merging into a large droplet due to the interfacial
tension. During the dynamical process of case 1, the solute concentration in the droplets
is increasing with time due to the active diffusion, whereas in case 2, the solute behaves
in the opposite pattern. It is observed clearly from figures 19 and 21 that the solutes have a
significant effect on the motion of solvents; actually, in case 1, the solute dissolving in the
droplets drags the downward motion of the droplets against gravity.
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Figure 18. Mass conservation profiles of solvents and solutes in Example 4: (@) solvent mass conservation;
(b) solute mass conservation.

(b) (c)
(d) (¢) (f)

Figure 19. Phase variable contours of case 1 at different times in Example 5: (a) k = 0, (b) k = 100,
(¢) k =200, (d) k = 300, (e) k = 400, and (f) k = 500.

In this example, the gravitational potential energy is included in the total free energy.
In figure 23, we plot the dissipation curves of the normalized total energy Sf defined
in (4.25), which show that the total free energies of both cases are always dissipated with
time. Figures 24 and 25 illustrates the profiles of pf and c’r‘ defined in (4.26) and (4.27). The
mass loss always falls within roundoff errors. Therefore, the proposed method performs
very well in not only energy stability but also mass conservation.
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Figure 20. Solute concentrations of case 1 at different times in Example 5: (a) k = 0, (b) k = 100,
(¢) k =200, (d) k = 300, (e) k = 400, and (f) k = 500.

(a) (b) (©)

Figure 21. Phase variable contours of case 2 at different times in Example 5: (u) k=20, (b) k=100,
(¢) k =200, (d) k = 300, (e) k = 400, and (f) k = 500.
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Figure 22. Solute concentrations of case 2 at different times in Example 5: (a) k = 0, (b) k = 100,
(¢) k =200, (d) k = 300, (e) k = 400, and (f) k = 500.
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Figure 23. Energy dissipation profiles in Example 5: (a) case 1; (b) case 2.

5. Conclusions

A thermodynamically consistent phase-field model has been proposed to describe the
activated solute transport in binary solvent fluids. A key ingredient of the model is
to introduce the mixed free-energy function for the multiple solutes, which is able to
characterize the solubility difference of solutes in two solvent fluids through different
solute chemical potentials in binary fluids. A general multi-component solute diffusion
model is established using the Maxwell-Stefan approach, which takes into account
the crossing influences between different solutes. It remains to support the free-energy
function through molecular scale simulations or experimental data in the future. The
hydrodynamics of two solvent fluids is described by a general phase-field model, which
accounts for general average velocity and different densities. The model is derived
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Figure 24. Solvent mass conservation profiles in Example 5: (a) case 1; (b) case 2.
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Figure 25. Solute mass conservation profiles in Example 5: (a) case 1; (b) case 2.

rigorously using the second law of thermodynamics. The model system is highly nonlinear
and strongly coupled. To simulate the model efficiently, we have proposed a linearized,
decoupled and energy-stable numerical method. The spatial discretization is constructed
using the finite difference/volume methods on staggered grids with the upwind strategy.
Both semi-discrete and fully discrete schemes are proved to follow an energy dissipation
law at the discrete level as well as ensuring the mass conservation law for solutes and
solvents. Numerical experiments have been performed to demonstrate that the proposed
model and numerical method can simulate different processes of the solute active diffusion
in two-phase solvent fluids.

The proposed model has potential applications in many relevant fields, such as
geological carbon sequestration with active diffusion due to the heterogeneity in
underground formations, intracellular ion mass transfer, and the removal and extraction
of specific substances in industrial and environmental technologies. The modified
Maxwell-Stefan model can be applicable to general multi-component diffusion processes
of free fluid flow and porous media flow. The proposed numerical method can provide
guidance for designing efficient numerical methods for the other multiphase flow
problems, for instance, the electrical ion transport in two-phase fluids coupled with
electromagnetic fields.
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