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Abstract

A novel thermodynamically consistent diffuse interface model is derived for compress-
ible electrolytes with phase transitions. The fluid mixtures may consist of N constituents
with the phases liquid and vapor, where both phases may coexist. In addition, all con-
stituents may consist of polarizable and magnetizable matter. Our introduced thermo-
dynamically consistent diffuse interface model may be regarded as a generalized model
of Allen—Cahn/Navier—Stokes/Poisson type for multi-component flows with phase transi-
tions and electrochemical reactions. For the introduced diffuse interface model, we inves-
tigate physically admissible sharp interface limits by matched asymptotic techniques. We
consider two scaling regimes, i.e. a non-coupled and a coupled regime, where the coupling
takes place between the smallness parameter in the Poisson equation and the width of the
interface. We recover in the sharp interface limit a generalized Allen-Cahn/Euler /Poisson
system for mixtures with electrochemical reactions in the bulk phases equipped with ad-
missible interfacial conditions. The interfacial conditions satisfy, for instance, a generalized
Gibbs-Thomson law and a dynamic Young—Laplace law.

1 Introduction

In this study, we propose a model for chemically reacting viscous fluid mixtures that may
develop a transition between a liquid and a vapor phase. The mixture consists of IV constituents
which may consist of polarizable and magnetizable matter. The system is described by N
partial mass balance equations, a single equation of balance for the barycentric momentum
and an equation of Poisson type. To describe phase transitions, we introduce an artificial
phase field indicating the present phase by assigning the values 1 and -1 to the liquid and the
vapor phase, respectively. Within the transition layer between two adjacent phases, the phase
field smoothly changes between 1 and -1. However, usually the transition layers are very thin
leading to steep gradients of the phase field.

This model belongs to the class of diffuse interface models. An alternative model class, that
likewise represents phase transitions in fluid mixtures, contains sharp interface models. From
the modeling point of view, sharp interface models have a simpler physical basis than diffuse
interface models. For this reason, there arises always the non-trivial question if the sharp
interface limits of a given diffuse model lead to admissible sharp interface models.

While diffuse interface models solve partial differential equations in the transition region, sharp
interface models deal with jump conditions across the interface between the phases. Sometimes
the jump conditions are mixed with geometric partial differential equations.

For the isothermal and quasi-static setting of electrodynamics, our newly introduced diffuse
interface model is given by the following system of PDEs for the partial mass densities p,, the
barycentric velocity v, the phase field parameter x and the electrical potential ¢, where the



equation for py is replaced by the evolution equation for p = Zivzl Pa
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where M3, M} are the mobilities, o the chemical potentials, T is the temperature, m, the

atomic mass, ey the elementary charge, g is the vacuum permittivity, the numbers z, are
integers and k is the Boltzmann constant. The system is based on the following free energy

€0

pY =W (x) + %’VX\Q +h(X)pvL(pr,-- -, pn) + (L= h(X))ptv(p1,-- ., pn) — 58( X)|E|?,

where W(x) := (x — 1)%(x + 1)2, pir, piv are the free energy functions of the pure phases,
E is the electric field and h : R — [0, 1] is a smooth interpolation function satisfying

1 for z2>1,
h(z)_{o for z < -1,

such that A/(z) = 0 for all |z| > 1. Similarly, we assume
s(x) = h(x)st + (1 — h(x))sv,
where sy, /v are the susceptibilities of the pure phases. For brevity, we define
(p)((pa)asx) == (pf)(p1,-- -5 PNsX)

By definition, the chemical potentials are given by
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In addition, n¥ := eq Z a=1 m=Pa 18 the free charge density, o™ denotes the Navier-Stokes
stress and 7,y are (pomtlve) constants.

If electrical effects are neglected, our compressible model for multi-phase flows reduces to an
Allen—Cahn /Navier—Stokes type model which has been studied in [11]. Moreover, in case there
is only one constituent (undergoing liquid-vapor phase transitions) this model is quite similar
to the model derived by Blesgen [8]|. Blesgen’s model has been investigated analytically in



[16, 13], where existence of strong local-in-time solutions and weak solutions has been shown.
A modified version of Blesgen’s model can be found in [25].

Related to our work without chemical reactions are diffuse interface models for incompress-
ible and quasi-incompressible fluids. A diffuse interface model of Navier-Stokes-Cahn-Hilliard
type for two incompressible, viscous Newtonian fluids, having the same densities, has been
introduced by Hohenberg and Halperin in [15]. That model has been modified in several ther-
modynamically consistent ways such that different densities are allowed, see e.g. [14, 18, 4]. For
existence results of strong local-in-time solutions and weak solutions, we refer to [1, 2, 3]. A
diffuse interface model for two incompressible constituents which permits the transfer of mass
between the phases due to diffusion and phase transitions has been proposed in [6, 5]. The
densities of the fluids may be different, which leads to quasi—incompressibility of the mixture.

The work is organized as follows. In the upcoming section we derive the thermodynamically
consistent model for multi-component flows with phase transitions and electrochemical reac-
tions, which is the main contribution of this work. The third section is devoted to the non-
dimensionalization, the introduction of two interesting scaling regimes of the system and the
setting of asymptotic analysis. Finally, in Sections 5 and 6, we determine the sharp interface
limits for the two different scaling regimes introduced previously.

2 The electrolyte model

Constituents and phases. We consider a fluid mixture consisting of N constituents Ay,
As, ..., Ay indexed by a € {1,2, ..., N}. The constituents have (atomic) masses (mq)a=12,.. N
and may be carrier of charges (2q0€0)a=1,2,..n. The constant e is the elementary charge and
the numbers z, are positive or negative integers including the value zero. All constituents may
consist of polarizable and magnetizable matter.

The fluid mixture may exist in the two phases liquid(L) and vapor(V). The two phases may
coexist. In this paper, we describe the phases in the diffuse interface setting, where the interface
between adjacent liquid and vapor phases is modeled by a thin layer. Within the layer, certain
thermodynamic quantities smoothly change from values in one phase to different values in the
adjacent phase. However, usually steep gradients occur.

Among the N constituents we have neutral molecules and positive and negative ions which are
the products of dissociation reactions. There are Ng reactions, indexed by i € {1,2,..., Np},
of the general type

Al Ay +ab Ay + ..+ aly Ay = bLA +bL Ay + ..+ by Ay, (2.1)

The constants (ag)azl,g,,,,71\z and (bg)a:1,27,_.7]\f are positive integers and 'yfl = bfy — afl denote
the stoichiometric coeflicients of the reaction 1.

Basic quantities and basic variables. Two phase mixtures can be modeled within three
different model classes, denoted by Class I - Class III. Class I considers as basic variables the
number densities (nq)a=1,2,... v of the constituents, the barycentric velocity v, the temperature
T of the mixture, the electromagnetic field (E, B) and the phase field x. The basic variables of
Class II are the number densities (nq)a=1,2,...~, the velocities (vq)a=1,2,. ~ of the constituents,
the temperature T, the electromagnetic field (E, B) and the phase field x. Finally, in Class
IIT we have the number densities (nq)a=1,2,....~, the velocities (v )a=12,. N, the temperatures
(T&)a=12,..n of the constituents, the electromagnetic field (F, B) and the phase field x. In

this study, we choose a description within Class 1.



The mixture occupies a region  C R3. At any time ¢ > 0, the thermodynamic state of the
mixture is described by N partial mass densities (pq)a=1,2,....N, the barycentric velocity v, the
temperature T of the mixture and the electromagnetic field (E, B). These quantities may be
functions of time ¢ > 0 and space * = (z;)i=1,..3 = (1,22, 23). However, the magnetic field
and the temperature as variables appear only in the modeling part (Section 2). Finally, we
restrict ourselves to isothermal processes and, moreover, we ignore magnetic fields so that B

is omitted and T appears only as a constant parameter in the equations.

In order to indicate the present phase at (¢, ), we introduce the so called phase field x as a
further basic variable. The phase field assumes values in the interval [—1,1] with x = 1 in the
liquid and x = —1 in the vapor.

Multiplication of the number densities by m, and egz,, respectively, gives the partial mass
densities and the partial free charge densities:

F
Pa = MaNa, Ng, = €0ZaNa- (2.2)

Multiplication of the velocities by nom, and ngz.eo, respectively, gives the mass fluxes and
the free currents:
ja = PaVa, .75 = €02aVaNg- (2-3)

The mass density of the mixture and the barycentric velocity are defined by

N 1 N
p= Zpav v = 7Zpa’va- (24)
a=1 P a=1

Non-convective mass fluxes and non-convective currents are defined by

Za €0

Jo = patia, JF = Jo, where uy, =v,—v (2.5)

07 ma

denotes the diffusion velocity. The definitions (2.5); 3 imply the identity

N
> Ja=0. (2.6)
a=1

Total free charge density and total free current are calculated by
N N
nt = an, 3F :an—i—ZJg . (2.7)
a=1 a=1

The application of Maxwell’s theory to continuous matter shows that the total electric charge
density n° and the total electric current 3¢ consist of two additive contributions. We write

n®=nf 40" jo=j5" 45" (2.8)

Besides free charge densities and free currents there are charge densities and currents due to
polarization and magnetization [20].

oP
nP = —div(P), gt = v +curl(P xv+ M), (2.9)

where P and M denote the vectors of polarization and magnetization, respectively. Polar-
ization embodies phenomena that are caused by microscopic charges, for example, atomic



dipoles within atoms and molecules. Microscopic currents are macroscopically represented by
the magnetization vector.

Finally, we introduce the total number density of the mixture and the atomic fractions of the
constituents.

N N
n=> na, o= with Y ya=1. (2.10)
a=1 a=1

n

Equations of balance for matter. The basic variables are determined by a coupled system
of partial differential equations relying on the quasi-static Maxwell equations and balance
equations for matter. At first we introduce the balance equations for matter within the Class
I model where we need the partial equations of balance for the mass of the constituents and
the balance equations for the momentum and energy of the mixture. They read

Otpa + div(pav + Jo) = 74, a=1,2,..,N, (2.11)
O(pv) +div(pv®@v —0) = pb+Ek, (2.12)
8t<pe+g]'v|2) —|—div<(pe+g|v|2)v+q—v-a’> = pb-v+m. (2.13)

Moreover, we propose a balance equation for the phase field,

F(px) + div(pxv + Jy) = &, (2.14)

Besides the basic variables and the diffusion fluxes from the last paragraph there occur new
quantities (here): r, - mass production of constituent A,, o - stress, pe - internal energy
density, q - heat flux, J, - non-convective flux of the phase field, &, - phase field production.
The force density is decomposed into two different types: pb - force density due to gravitation
and inertia, k - Lorentz force density due to electromagnetic fields. Likewise the power of force
is decomposed into: pb - v - power due to gravitation and inertia, 7w - power due to Joule heat.
In the following, we neglect the force density b and set b = 0.

Forward and backward reactions contribute to the mass production rate of constituent A,. The
corresponding reactions rates R and R} give the number of forward and backward reactions
per volume and per time. We write

Ngr

Ta = Zmawfl(RfQ —R). (2.15)
i=1

The conservation of charge and mass for every single reaction ¢ € {1,2, ..., Ny } reads

N N N
Z ZoY, =0 and Z Mays =0, implying Z ro = 0. (2.16)
a=1 a=1

a=1
The condition (2.16)3 represents the conservation law of total mass.
Summing up the partial mass balances (2.11) yields the total mass balance of the mixture, i.e.
Op + div(pv) = 0. (2.17)
Herein, the definitions (2.4) and the conditions (2.16)3 and (2.6) have been used.

A short reminder on Maxwell’s equations. The determination of the electromagnetic
field (E, B) relies on Maxwell’s equations. They can be written as, [20],

0B + curl(E) =0, div(B)=0, (2.18)
1 1
—g&gE + curl(B) = woz°, div(E)zE—ne. (2.19)
0



The electric and magnetic constants are related to the speed of light by ¢ = 1/(opuo). The
total electric charge density n® and the total electric current density j€ are given by the
representations (2.7)—(2.10).

Suitable multiplications of Maxwell’s equations by E and B, respectively, lead to two new
equations of balance, viz.

oym® 4+ div(—o°®) = —n°E — j° x B, Oe® +div(¢g®) = —5°- E . (2.20)

These equations are interpreted as the equations of balance for electromagnetic momentum and
electromagnetic energy. The corresponding densities and fluxes have the unique representations

1 1 1
m® = oE x B, 0°=c0E®@E+ —B®B - -(50|E* + —|B|*)1, (2.21)
1o 2 Ko
e €0 2 1 2 e 1
e* = |E|®* + —|B?, ¢°=—E x B. (2.22)
2 2410 1o

The balance equations of the electromagnetic momentum and energy are now added to the
corresponding balance equations of matter. We obtain the equations of balance for total mo-
mentum and total energy. The postulate that total momentum and total energy both are
conserved quantities implies the identification of the Lorentz force and its power, viz.

k=n°E + j° x B, T=3°FE. (2.23)

On the quasi-static setting of electrodynamics. There is large confusion in the elec-
trochemical literature about the quasi-static approximation of Maxwell’s equations. For this
reason, a short discussion of the subject is necessary.

At first we rescale time, space, the magnetic and the electric field and the conductivity o
according to

_ . En -
t=tol, =20, E=FEE, B=="B, o=o00, n"=nbiF. (2.24)
C

From Ohm’s law we know that j°¢ = 006 EoE =: aoon'e. The rescaled magnetic field has
the same dimension as the electric field so that both fields can be compared. Furthermore,
we set xg/ty = vg with vy as a typical diffusion velocity of matter, i.e. we set nOFvo = oo Ey.
Suppressing the tildes in our notation we obtain

N8B + curl(E) = 0, div(B) = 0, (2.25)
C

ooto
7716.

- (2.26)

v
~VHE + curl(B) = cuoxoo0j®, div(E) =
c
The dimensionless quantity cugogzg is of order 1. The time derivatives in the two equations
(2.18)1, (2.19); are thus multiplied by the small factor vp/c. Returning to dimensional quan-
tities, the leading order Maxwell’s equations reduce to

curl(E) =0, div(B) = 0, (2.27)
curl(B) = jioj°, div(E) = Sln (2.28)
0

which we call the quasi-static version of the Maxwell equations. A similar argument shows
that the Lorentz force is given by
k=n°E, (2.29)



and its power is as before. In the quasi-static setting the electric field can be derived from an
electric potential . Thus, we have by (2.19)

E = -V, c0Ap = —n°, (2.30)
and the magnetic field follows from (2.28);.

Note that the modeling part of this paper relies on the full system of Maxwell’s equations,
but in the application we will use the quasi-static setting only.

The balance equation for the internal energy. We form the scalar product of the mo-
mentum balance (2.12) with the velocity v to obtain the balance of the kinetic energy. Then
this balance is subtracted from the energy balance (2.13). The result is the balance of the
internal energy, which can be written as

N
O¢(pe)+div(pev+q) = o : D(v)+ < Z Zaf0 Ja—i-P—deiv('v)—P'Vv+curl(M)) £, (2.31)

a=1 «

Here, P = 9,P + v - VP indicates the material time derivative of the polarization, and
€ = E + v x B defines the electromotive intensity. The right hand side of (2.31) represents
the production of internal energy due to mechanical stresses, diffusion of free charges and
polarization and magnetization.

Constitutive model, Part 1: General strategy. We choose as variables of our model the
quantities (pa)a=1,2,..N, v, T, X, E and B. Their determination relies on (i) the balance
equations for the partial masses (2.11), for the (barycentric) momentum (2.12), and for the
phase field (2.14), (ii) the internal energy balance (2.31), (iii) Maxwell’s equations (2.18) and
(2.19).

These equations contain further quantities that are not in the list of our variables: In the
mass balances we have the reaction rates R%}b and the diffusion fluxes J,. The constitutive
quantities of the momentum balance are the stress o, the charge density n°® and the electric
current j°. The latter quantities also occur in Maxwell’s equations. The phase field balance
contains the phase field flux J, and the production rate &, . Finally, the constitutive quanti-
ties of the internal energy balance are the internal energy pe, the heat flux q, the stress o,
the magnetization M and the polarization P. The constitutive quantities must be related
to the variables in material dependent manner, i.e. they must be given by constitutive equa-
tions. Thermodynamically consistent constitutive equations have to satisfy (i) the principle of
material frame indifference and (ii) the entropy principle.

The principle of material frame indifference makes a statement on constitutive functions
of objective tensors, viz. constitutive functions of objective tensors must remain invariant with
respect to Fuclidean transformations.

To introduce these concepts we first consider Euclidean transformations, which are the most
general transformation between two Cartesian coordinate systems with coordinates written as
(t,x1,...,23) = (t,2i)i=1,..3 and (t*,27,...,25) = (t*, 2])i=1,.. 3, respectively:

t*=t+a, xf=0;t)x;+b(t), OHOE) =1. (2.32)

Next we define the notion of objective scalars, vectors and tensors (of rank two) if their com-
ponents transform according to

s* = det(O)Ps for scalars, (2.33)
v; = det(0)PO;j5v; for vectors, (2.34)
17 = det(0)P 005y Tiy for rank two tensors. (2.35)



Scalars and vectors are also called tensor of rank 0 and 1, respectively. For p = 0 the objective
tensor is called absolute objective tensor and for p = 1 we have an axial objective tensor.

As an example, we consider an objective absolute tensor T, i.e. we have T;; = 00T} Let
us further assume that T is a function of Vv, so that in general we have

vk
ox;

a *
), respectively T;; = f;;( Uk). (2.36)

=1 2

Then, with v} = O;;(v; + Olekl(x’,; —by) — i)j), objectivity amounts to
FHOHVvO)T+01)0)T) = 0@) f(VV)O@E) . (2.37)

In this case, the principle of material frame indifference states that f* = f. In other words
it implies that f is an isotropic function. Moreover, f can only depend on the symmetric
part D of Vv which follows from (2.37) by choosing O = 1 and O = —R, where R is the
anti-symmetric part of Vv.

Classification 1: Transformation properties of important quantities. In this para-
graph, we indicate the transformation properties of some important quantities. There are
kinematic and non-kinematic quantities. While the transformation properties of kinematic
quantities can be derived, the transformation properties of non-kinematic quantities must be
postulated. More details and motivations can be found in [20] and [24]. Kinematic quantities
are for example the barycentric velocity and the diffusion velocities. The diffusion velocities
and the symmetric part of the velocity gradient are absolute objective tensors. The barycentric
velocity and the antisymmetric velocity gradients are non-objective quantities. Here is a list
with properties of important quantities:

Absolute objective scalars: mass densities, internal energy density, phase field, reaction rates,
phase field production.

Absolute objective vectors: diffusion fluxes, phase field flux, charge potential, Lorentz force,
polarization and electromotive force.

Axial objective vectors: magnetization, magnetic flux density.
Absolute objective tensor: (Cauchy) stress tensor.

Note that the internal energy density is only an objective scalar if the stress is symmetric,
because then the antisymmetric part of the velocity gradient in (2.31) drops out and the me-
chanical power o : D(v) is formed with the symmetric part D(v) of the velocity gradient. The
electric field E and the magnetic current potential H are not objective quantities. However,
the sum of the electromagnetic terms in (2.31) is an objective scalar.

Classification 2: Parity of important quantities. The formulation of the 2°d law of
thermodynamics needs a further classification of the involved quantities, which is related to
their physical dimensions. If the units of time and electric current, i.e. "second” and "ampere",
respectively, of a given quantity g appear such that the sum of their powers is uneven, we assign
the factor —1 according to Pq = —1. If the sum of the powers of "second" and "ampere" is
even we assign Pq = +1. Then the quantity ¢ has negative and positive parity, respectively.
It is to be understood that we choose the units of the SI system.

For example, the parity of the density of mass, momentum, internal energy and magnetic
indiction are then given by
kg kg kg Vs
o] =

=5 +1, [pv] = T -1, [pe] = i +1 B] = — — —1. (2.38)



Evidently, the time derivative of a quantity has the opposite parity, while spatial derivatives
keep the parity unchanged.

Formulation of the entropy principle. Any solution of the above systems of partial dif-
ferential equations, composed of (2.11), (2.12), (2.14), (2.31), (2.18) and (2.19), is called a
thermodynamic process. Here, by solutions we just mean functions which satisfy the balance
equations in a local sense. In particular, the value of a quantity and of its spatial derivatives
can be chosen independently. With this concept, the 2"d law of thermodynamics consists of
four universal and two material dependent axioms. For detailed motivation and further dis-
cussion see [9].

(I) There is an entropy/entropy-flux pair (ps, ®) as a material dependent quantity, where
ps is an absolute objective scalar and ® is an absolute objective vector. The entropy has
the physical dimension Jkg=! K—! = m?s2K ™!, hence is of positive parity. The entropy
flux and the entropy production ( thus have negative parity.

(IT) The pair (ps, ®) satisfies the balance equation

O(ps) + div(psv + ®) = (. (2.39)

(ITI) Any admissible entropy/entropy-flux is such that

(i) ¢ consists of a sum of binary products according to

(= NuPum (2.40)

where the N, denote quantities of negative parity, while P,, refers to positive parity.
(i1) NonPrm > 0 for all m and for every thermodynamic process.

(IV) A thermodynamic process where ¢ = 0 is said to be in thermodynamic equilibrium.
This statement is to be understood in a pointwise sense; in particular, this must not
hold everywhere, i.e. thermodynamic equilibrium can be attained locally.

A thermodynamic process is called reversible if ( = 0 everywhere.

In addition, to these universal axioms, we impose two further ones which refer to the most
general constitutive models we are interested in. These are:

(V) There are the following dissipative mechanisms for fluid mixtures under consideration:
diffusion of mass and charge, chemical reaction, viscous flow, heat conduction, phase tran-
sition due to diffusion and phase transition due to phase production. Correspondingly,
in equilibrium we have

uo =0, Ri=R), D(w)=0, q=0, J,=0, & =0. (2.41)

(VI) For the class of fluid mixtures under consideration, we restrict the dependence of the
entropy according to

:08:pg(pe_g'Paplv"'7pN>£aB7X>vX)7 (242>



where pS§ is a concave function which satisfies the principle of material frame indifference.
By means of this function, we define the (absolute) temperature T, the chemical potentials
(ui)izl’gw,’N of the constituents and the chemical potential of the phases y, as

1 dps pi _ Ops Py <8ps v. Ops > (2.43)

ox oVx

T O(pe—E-P) T op’ T

Identification of the entropy production. To calculate the entropy production, we in-
troduce the material time derivative in (2.39) and insert the entropy function (2.42). The
intermediate result is

1 . al L 8ps ops - 0ps dps
C:T((pe)'—P-E—P-S 27 s Etop B+8—x+av (Vx)
+ psdiv(v) + div(®) . (2.44)

Next, we eliminate the time derivatives of internal energy, partial mass densities and phase
field by means of the corresponding balance equations. Moreover, the term (V) is substituted
by the identity

(Vx) =Vx—Vov-Vyx. (2.45)

Finally, we use the identity
E-curl(M) = —div(€ x M)+ M - curl(€) (2.46)
and substitute curl(€) by a variant of (2.18)1, viz.
curl(§) = —B — Bdiv(v) + B - Vv. (2.47)

After rearranging terms we obtain

. 1 0ps . 0ps 0ps
—div|®— - M) o (9 y.
¢ 1V< T(q—l-gx Tz,u 6VXX <6X \Y4 3Vx>JX)

ops P . ops M .
1 dps 0ps 0ps
— —TEQR —+T—B
+T(" avx CVXT e g TioB ®
N
(peg-PTpézpaMaJrM-B)l):Vv
a=1
;N y ; | M N
+(Q+5XM)'VT_Q1Ja'<vT_maT‘g>_T;(Rf_Rb)<;ma7aﬂa>
I 1
—Jx-V ?X - foﬂx : (2.48)

Remarks on the composition and classification of terms in (2.48):
1. The combinations £ + V(v)-€ and B — B - Vv, respectively, form objective vectors because
we have

81*+Vf(vl’;)€;§ = Oij(SjJer(vk)Ek), B;k—FVZ(’U;k)BZ = det(O)OZ‘j(Bj—i-Vk(?}j)Bk). (2.49)

10



2. The principle of material frame indifference restricts the entropy function to the form

pg(pe_EPa Ply--- 7pN7£aB7X7 VX) = pg(pe_S'Pvplw -+ PN, |8|27 ‘B|27 (5'B)27X, |VX|2))
(2.50)

implying that the terms

ops  0ps

ops
— — +—QB 2.51
6VX®VX’ 8®a£+aB® (2.51)

are symmetric objective tensors.

3. For this reason, the factor of Vv is symmetric and only the symmetric part D(v) of the
velocity gradient appears in the third line of (2.44).

4. Thus the representation (2.44) consists of a divergence and a sum of binary products with
objective factors of negative, respectively positive parity.

To satisfy Axiom (III-i), we choose the entropy flux as

0ps .

_ 2P 2.52
vy X (2.52)

N
1 1 1
d = T(q—l— Ex M) - T((XZIMQJQ + ;uXJX)

Then, the remaining part of (2.48) is identified as the entropy production according to Axiom
(IV):

_ (Ops P . ops M :
(= <8£_T> (E+ V(v) 8)—}—(83— T) (B— B -Vv)
1 0ps aps aps
“|o-T R ey e Ty
+T<0' 8VX®VX 8®ag+ 8B®
N
—(pe—g-P—Tpé—ZPa/la-FM-B)l):D('U)
a=1
1 al 7 Za€0 1NR , , il
+q.vT_azlJa.(vT_maTg)_T;(Rf_3b><;ma%ua)
1
—J Ve (2.53)

Each product describes a dissipative mechanism and couples a quantity of negative parity
with a quantity of positive parity. This representation of the entropy production allows to
formulate constitutive functions for polarization, magnetization, stress, heat flux, diffusion
fluxes, reaction rates, phase flux and the phase production rate. Cross effects between the
various dissipative mechanisms may be included. If these are introduced by mixing within
the same parity class so that the entropy production is conserved, then we obtain the so
called Onsager symmetry as a consequence. This remarkable fact is established and carefully
described in [9]. For illustration, we simply couple heat conduction and diffusion later on.

Polarization and magnetization. At first we discuss constitutive equations for M and P.
To satisfy Axiom III-ii we choose

_ s s B
P_T88 Te(E+V(v)- &) and M_TaB 78(B — B - V(v)), (2.54)

where 7¢ > 0 and 7 g > 0 are phenomenological coefficients. We observe that the constitutive
quantities P and M depend on the variables of the entropy function and, additionally, on
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Vv and the time derivatives of £ and B . These constitutive equations embody a variety of
complex phenomena, for example hysteresis and inertia of free charges leading to frequency
dependent refraction indices. A special case arises if we set 7¢ = 0 and 7 = 0. Then we have
the simple constitutive equations

and M =T=-— (2.55)

that still include, piezo-electricity, paramagnetism and related phenomena.

Stress. The constitutive equation for the stress that identically satisfies Axiom III-ii can be
read off from the second line of (2.48). We substitute D(v) by the sum of its trace and the
traceless part D°(v). Abbreviating the factor of D(v) by A, the second line of (2.48) reads
1/3 Tr(A)div(v) + A° : D°(v). Then Axiom III-ii is satisfied for the constitutive equations

éTr(A) — (4 %n)div(v) and  A° = 2D° (v). (2.56)

The phenomenological coefficients A + %77 > 0 and 1 > 0 are called bulk and shear modulus,
respectively. Thus the constitutive equation for the traceless part of the stress reads

o_ 0ps 1 dps
7 T((av VXT3 avy 1)

9p3 _10p5 9p3 19p3 o
+(£®ag o 81) <BB®B S B1) +2D°(v), (2.57)

and for the trace of the stress we obtain

T ( 0ps 8,03 8ps al
T == . -B ) — —-&E-P-T ~_§ alla + M - B
r(o) 3 <8VX Vx+ = 9E B ) <pe £ P a:1p Mo + )
+ (3A + 2n)div(v). (2.58)

Hence, the trace of the stress and the deviatoric stress as well contain parts that vanish in
equilibrium, viz. the terms proportional to velocity gradients. For this reason, we prefer a
further decomposition of the stress into a so-called viscous and a non-viscous part. We denote
the viscous part by o™ to refer to the Navier-Stokes system, while the non-viscous part is
simply denoted by ™. The Navier-Stokes part can then be written as

S = Miv(v) + 2nD(v), (2.59)

and for the non-viscous part we have

~ ~ N
v Ops 0ps  0ps . Z

a=1
Thermo-diffusion. Bothe and Dreyer [9] have established a new method to introduce cross

effects. For illustration, we consider the coupling of heat flux and diffusion fluxes. At first, we
only consider dissipation due to diffusion. The corresponding entropy production is

S (vt ) S (vt L e gy
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Due to the side condition (2.6), constitutive equations are only needed for (N — 1) fluxes. The
simplest choice of constitutive functions without coupling is

Mo — N 1 /zq€0 ZNE€Q
Jo, = —M, _ — —(— — —)8 , 2.62
<V T T\ mgy my ) ( )

where the mobilities M, > 0 are non-negative phenomenological coefficients. To introduce
coupling between the constituents of the mixture we proceed as follows. We start from (2.61)
and abbreviate for a moment the factors of the diffusion fluxes by P,, i.e. we write

P == JoPa

Then we introduce two matrices A and B of dimension (N — 1)2. We choose AT = B~! and

obtain

N-—-1 N-1 N-1 N-1

CD = — Z Ja : P - — Z ( Z Aa'ny) : < Z Ba6P5> . (263)
a=1 a=1 =1 6=1

Now we formulate constitutive equations as before, viz.

N-1 N-1
> Aaydy = =My Y BosPs with M, > 0. (2.64)
y=1 6=1

Solution for the diffusion fluxes yields the constitutive equation

N-1 N-1
Jo=—Y MuPs with Myg= > ByoM,Bypg. (2.65)
ps=1 y=1

The new mobility matrix M is positive definite and (!)symmetric. Thus, if cross effects do not
lead to additional entropy production, the Onsager symmetry is a consequence.
As a further example we now consider the entropy production ¢HP of the combined dissipative
mechanisms of heat conduction and diffusion. We have
=
(P =q V- Zl Jo - Pa (2.66)
a=

The conventional choice of constitutive functions for (N — 1) diffusion fluxes (Jo)a=1,2,. . .N-1
and the heat flux g are

N-—1
Hg — UN 1 (2360 ZNG()) J 1
J, = -— M - — — E L'V — 2.67
a Z af (v T T\ m my + avTa ( )
A=1 s
= o — [ 1 /200 2zne€ 1
_ Id vu_f(aio_ N 0>g Ay 268
! a=1 “ < T T\ mg myn T T’ ( )

where the kinetic coefficients must satisfy the condition that the matrix

J
< Z\z?f I(;“ ) is positive definite. (2.69)
«

Classically, the cross effects in (2.67) and (2.68) are related to each other by postulating the
Onsager symmetry relations

Mas = Ms, and L) = LY. (2.70)
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According to Bothe and Dreyer [9], the Onsager symmetry is achieved as follows:

The symmetry of the diffusion matrix is taken to be granted from the last example. To derive
the symmetry L} = Lga, we go back to the entropy production (2.63) and introduce the
thermo-diffusion coefficients D, by adding two terms to ¢HP that conserve ¢HP:

1 N-1 1
q+ Z ~Dx)a) | Vi - azl Jo- (Pa — (Do — DN)VT> . (21

Then we propose two constitutive equations for (N — 1) diffusion fluxes (Ju)a=12,.. nv—1 and
the heat flux g by the simple relations

13 N 1 /2ze9  zneg
= B (sl )32
J Z d <V T T ) T\ mg my £>
B=1
N-1 1
+ Z Maﬁ(Dg - DN)VT’ (2.72)
B=1
N-1 1
q = +aV( > (2.73)
a:l T
A comparison with (2.67) and (2.68) yields
N-1 N-1
= ZMaﬁ(Dﬁ_DN) and Lg: ZMﬁa(Dﬁ_DN)
p=1 B=1

Thus the symmetry M,g = Mg, implies the symmetry L} = L. This is a further example that
the Onsager symmetry is a consequence of cross effects that conserve the entropy production.

A detailed discussion of the creation of cross effects by mixing within the parity classes is found
in [9]. For very special cases there are various proofs of the Onsager symmetries within the
phenomenological setting. For example, Truesdell [23] and Miiller [20] prove the symmetries
under some assumptions within a Class II model.

Constitutive equations for special cases. In this study, we are not interested in the most
general constitutive model possible. In fact, we only consider the special case, where we have

1 7¢=0,78=0

2 no magnetization, i.e. M = 0,

3 isothermal processes,

4 no coupling between dissipative mechanisms,

5 the Allen-Cahn equation for the phase field, i.e. J, = 0.

14



Then the inequality (2.44) may be identically satisfied by the simple constitutive laws
ops ops

P = T-= e 2.74
o€ oB (2.74)
o™ = Adiv(v) + 27D (v), (2.75)
dps dp3 al
oV = TWQ@V —|—T8®a£—(pe—g-P—Tps—aZ:lpa,ua)l, (2.76)
— ps— N 1 rzgeg  zneg
Jo = =) MyV|(—F——-z(——-——)&), 2.77
> v (B - (G- e @)
R 1 &
b _ i .
In (Rl) - Mﬂ;ma’}/a/‘ba for i= ]-727 "'aNRv (278)
& = —Thx (2.79)

The equation (2.78) is an ansatz for chemical reactions far from equilibrium. The correspond-
ing part of the entropy production is non-negative due to — In ( fD/RI%) (R; — R}) > 0.

Introduction of the (Helmholtz) free energy density. Usually, one prefers to have the
temperature as an independent variable instead of the internal energy density. To this end,
we introduce the (Helmholtz) free energy density

p=pe—P-&—Tps.

In the entropy function we change the variable pe—P-€ to T with pe = pe(T, p1,....pN, E, X, VX).
Then, for v = ¥(T, p1,...,pn, E, X, VX) we obtain from (2.43) and (2.74)

_opb o _op 0 mﬁ _ o Opd o 1 Opd
Ps="gr Ha=g, Pe="150 C PEge T 5 TV Tavuy
(2.80)

In terms of the free energy densities, the representation (2.76) of the non-viscous part of the
stress reads

w_ Opd
o= gy OVt (£®P+P®8 (pw Zpaua) (2.81)

It is convenient to introduce the pressure p by

N
p=—p+ > palia- (2.82)
a=1

Then, this relation is called Gibbs-Duhem equation.

The free energy density is the central constitutive quantity of a mixture of charged and neutral
constituents. Its explicit choice is given in the next section.

3 Choice of energy density and non-linear stability

We consider the quasi-static setting of electrodynamics such that B drops out and
€ = E = —V . Moreover, we choose the following free energy density

pib 1= WO+ IVXP+h00PL (P, -, o) +(L=h(O))py (o1 o) = S8 EP, (3.1)
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where W(x) := (x — 1)?(x + 1)%, h : R — [0, 1] is a smooth interpolation function satisfying

1 for z2>1,
Mz) = { 0 for z<-1, (3.2)

such that A'(z) = 0 for all |z| > 1. In (3.1), p¥L, ptoy : (0,00)Y — [0, 00) are the free energy
functions of the pure phases which we assume to be given by a combination of isotropic elastic
response and entropy of mixing, i.e.,

pov = D et + (Kepy =9 (1= ) + Koy oo (op >+’“T2”aln<n>

where K7y, are the bulk moduli, and nk, pR, wg‘ are reference number density, reference
pressure and reference energies, respectively. Note that (3.1) and (3.2) imply that x = +1(—1)
corresponds to liquid (vapor). Similarly, we assume

s(x) = h(x)sL + (1 — h(x))sv, (3.3)

where sp, v are the susceptibilities of the pure phases. For brevity, we define

(pf)((Pa)asx) = (pf)(p1s s PN+ X)

(3.4)
= h(x)p¥L(pr,- .- pn) + (1= hOX))pYv(p1, - pN).
By definition, the chemical potentials are given by
. 9py) _ 9(pf) (3.5)

0pa  Opa

This leads to the following system of equations for the partial mass densities p,, the barycentric
velocity v, the phase field parameter y and the electrical potential ¢, where the equation for
pn is replaced by the evolution equation for p = 25:1 Pa

1 (zgeq zneg
0 8tpa+d1V pa’U le(ZM ( +T<7’TL[3_77’LN>VSO>>
Ngr

N
S 1 ,
ZmﬂéMﬁ(lexp <TZ m%ug)), a=1,..,N—1,

i=1
0 =0¢p + div(pv),
N
0 =0 (pv) + div(pv ®@ v) + V(Z Patta —pf — W — ;WXF) + v div(Vx ® Vx)

a=1

(3.6)

_ div(o™S) + eodiv ((1 +5(x)) (;ywm Vew w)) ,

9
Oz@tx+v-Vx+T<W'—7Ax+ f) _205001vg |2>
p ox 2

0 =0 div((1 + s(x))Ve) +n¥

where nt := ¢ Z a=1 mPa 18 the free charge density and M Rf.
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3.1 Energy inequality

With respect to the stability of the system (3.6), we can prove an energy inequality. Let
Q(t) C R? be a moving open and bounded material domain with C'-boundary, and Ty > 0
some time up to which we assume classical solutions of (3.6) to exist.

Lemma 3.1 (Energy inequality). Let ((pa)a, v, X, ) be a classical solution of (3.6) in Qr, =
Ut€(07Tf) Q(t) x {t} and let ¢ satisfy the Laplace equation in R3\ Q(t) for all t € (0,T}).
In addition, let the following boundary conditions be satisfied on OSX(t) for all t € (0,Ty):

Jo =0,Vx-n =0, where n denotes the normal vector to 9SU(t). Then the following inequality
holds:

cft(/QW(X) + %!Vx!2+ (Pf)((pa)as X) + %O(HS(X))W@\? MzdeF/ |V<P\2d€8>

z/msov-(V¢+®V¢+—V¢>—®V@—+(|V90—|2—|V¢+!2) -nda—T /de

Proof. By definition of py), we may write the left hand side of (3.7) as

d P 2 d

< —Tps+ e+ Llv2d “daz) = A 3.8
dt(/ﬁpe ps+e +2]v| :13—}-/]1%3\(26 x I (3.8)

Using transport theorems, we can express %A as

%A = /Q ((pe—i— g]v|2 + ee)t + div ((pe—i— g]v|2 + ee)v)> da
+ /Em(ee_ —eS)v-nda-— T/Q ((ps)t + div(psv)) dez, (3.9)

where e¢ , e§ denotes the trace of e® on 02 from the inside and outside of €2, respectively. In
view of the local balances (2.13) and (2.20)2, we infer

d
A= [ (~am+von+i S n+Ten)da-T [ cda.

Inserting the definition of ® in (2.52) and noting that J, = 0 on the boundary and J, = 0
due to our choice of a model of Allen-Cahn type, we find

d
—A= . ¢ —el)l) -nda—-T dezx.
1z an <0'+(e, e+)) nda /QC x

From the momentum balance we infer
ol =o0+0°, (3.10)
where o, 0§ are the corresponding traces. Note, that in the quasi-static case
0° =)V ® Vo — €°l. (3.11)

Therefore, L A becomes

d
dt

» dt

—A= £00 - (Vg0+ ® Vi —Vo_@Ve_ + ([Veo_|* - |V<p+|2)1) -nda — T/ (dea.
89 Q
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Remark 3.2. Only in case v = 0 on 0f2 the available free energy A is a Lyapunov function.
In the current context, the admissible boundary conditions for Maxwell’s equations are

nxVeoy =nxVe_, and eo(1+s(x_))Ve_ -n==eVe,- n+nlg,

where ngg are free charges on 9€). Thus, even if ngﬂ = 0 the normal component of the electric
field is not continuous, in general.

4 Non-dimensionalization

To avoid physically meaningless scalings, we nondimensionalize problem (3.6). To this end,
we introduce reference quantities denoted by superscript ¢ and non-dimensional quantities
denoted by *, i.e.,

x =T, t =17, po = ppa, V=00, M2 = ANy, T=T7", Mog = MM,
M} = ME(M)', v =7 (v)", mp = mmps, W =WW*, pf = (pf)(pf)*, v=7"
Mg

. c, % . c, % _Cc_% __C_* _ C_%
?—MN57<P—808073—35750—50507 €0%a = 2 Zq-

Note that x and h(x) do not need to be nondimensionalized and p = p°p* with p* =" pk.
As we are interested in hyperbolic scalings we set ¢ = v°t¢ and (pf)¢ = p°u and define the
following Mach and Reynolds numbers

[ p° p° pvzt
My :=2° e M, = V€ (pf)c’ Re := SR (4.1)

as well as additional non-dimensional quantities related to the reaction and diffusion rates

_ ) MC/J/C _ ) MI?,YI?mCtC _ . mC,yI?MC . 7_CtCIA/'C
My = — M, = —, A= T T = —, (4.2)
vETEp p P
and the electrical effects
M - Mczcgoc o 58(906)2 - 587710800 (4 3)
e pcmcvcxc’ €= pc(vc)Z(xc)Q’ = (xc)QZcpc' :
We assume that the small parameter
o Ve
b=\ e (4.4)

is proportional to the width of the interfacial layer. This can be justified by I'-limit techniques,
cf. |22, 21, 12, 19]. Then, suppressing * in the notation, the nondimensionalized version of (3.6)
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reads

N-1
0 =0po + div(pav) — div Z Mg <MdV(ug — un) + M, <Zﬂ — ZN) V<p>

et mg  my
Ngr

— M, Z ma., (1 — exp (A Z mgvﬁ/w))
=1

0 =0p + div(pv),

. 1
0 =0(pv) + div(pv @ v) + V(Zpa,ua pf> —QV(W+ %52|VX|2)
pf a=1 My

+-—div(Vx ® Vx) — —dw(a ) + &eopdiv | (1 + s°s(x)) 1-Voe Ve | |,
My Re 2
Miy dpf

_T €0 2
0= x+v-Vx+7— | W —~48Ax + M3, s°—5'(x)|V
X+ v Vx Tp( 0= Ax M2, Oy 3 5 s’ () IVl

0 =eeodiv((1 + s%s(x)) V) + nt".

(4.5)
In the sequel, we will consider two scaling regimes. In both of them we choose
- - _ - 1
A:]-aSC:17Md:17Mr:1)Me:17MW \[Re—527 :1777—:672
In the uncoupled regime we consider
E=¢eg=1, (4.6)
while we consider
E=eg=90 (4.7)

in the coupled regime.

5 Sharp interface limit of the uncoupled regime

In this section we are going to establish the sharp interface limit of the uncoupled regime, i.e.,
here the "small" parameter in the electro-static equations is not coupled to the thickness of the
interfacial layer. We use the methodology of matched asymptotic expansions. For a detailed
exposition of this method we refer to e.g. [17, 10|. The treatment of a simplified version of the
model at hand (without electrical effects) can be found in [11]. For any quantity f indexed by
a we will write (fq)q instead of (fa)a=1,.. v for brevity.

We begin by defining outer, inner and matching solutions. The outer equations are obtained
by inserting expansions of the quantities in § into the scaled system of equations.

Definition 5.1. A tuple ((pa,0)as V0, X0, X1, ¥0) With

QiJR))v (5.1)
Qi7R))7
)



is called an outer solution of the uncoupled regime provided

N-1

0 =01pe0 + div(pa d MosV (15,0 — 2B _ 2N 5.2
1Pa0 + div(pa,0v0) — 1V< ﬂz:l sV (g0 — o + (mﬁ mN)sDo) (5.2)
Ngr
_ z:’ma'yaMrZ (1 — exp (Z mgvﬁ,u/g, >>
=1
0 =0po + div(povo), (5.3)
0 =W'(x0), in particular, V(W (xo)) = 0, (5.4)
N
0 =0(povo) + div(povo ® vo) + V ( Z Pe,0Ma,0 — Pfo) — V(W' (x0)x1) (5.5)
a=1
. 1
+ eo div <(1 + s(x0)) <2W900|21 — Vo ® V@o)) :
0 €
0 =W (xa)xs + 2 (P10 v ) = F 00 Vil (5.6
N
0 =eodiv((1 v — 5.7
godiv((1 + s(xo0)) Vo) + ; o Peco (5.7)
are satisfied, where we used the following abbreviations
,LLOz,O :Hoc(pl,O)"'apN,[)aXO)u pfﬂ = pf(p1707"')pN,07X0)' (58)

Note that (5.2) holds for a =1,...,N — 1.

The equations defining inner solutions are obtained from the scaled equations by a change of
variables and inserting expansions in 6.

Definition 5.2. A tuple ((Ra,0)a, (Ra1)a, Vo, X0, X1, ®o, ®1) with X # 0 and

Ra € C°([0,Ty), C°(U, C*(R+))),

Ra, € C°([0,Ty), C(U. C*(R))),

Vo € C°([0, Ty), C°(U, C'(R?))),

Xo € C°([0,Ty), CH(U,C°(R))) N C°([0, Ty), C°(U, C*(R))), (5.9)
X1 € C°([0,Ty), C°(U,C*(R))),

@ € C°([0,Ty), C'(U,C°(R))) N C°([0, Ty), C°(U, C*(R)),

@, € C°([0,Ty), C°(U,C*(R)))
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is called an inner solution of the uncoupled regime with normal velocity w, provided

1

0= <2(1 + 5(X0))|®o.|* — (1 + s(Xo))|<1>0,Z12) , (5.10)
N-1

0= <ZMQQ(M/3,Q—MN70)Z> fora=1,...,N —1, (5.11)
=1 :

0 =W'(Xo) — vXo,:2, in particular, 0 = v(—=W(Xy) + %Xaz)z, (5.12)

0= (Ro(Vo v —wy)): = (Jo) (5.13)

N
0=joVo,z + V(Z RaoMao — RFp — W/(XO)X1> (5.14)
a=1 z

+ (X0, X122 + X022 X1, — 6X5.) — VoW (Xo) +7X0,2:Vr(Xo)
&

+ 50 ((®1,2)% + [Vr®ol*) (1 + s(X0)):v — e0((1 + 8(X0))®1,2): (P10 + Vo),

ORFy

0= %Xo,z + W (X0) X1 — 7 X1,z + 74 X0,z o (5.15)
£
= 5/ (X0) (®1..)” + [Vrol).
0=((1+s(X0))®1.),, (5.16)
N-1
0= (Rao(Vo-v—wy)): — Z Maﬁ((MﬁJ —Mn1)zz — 6(Mpgo — Mnyo)- (5.17)
B=1
Z3 ZN
— = —)% z2z |
+ (mg mN) L )

where v denotes the unit normal vector to the zeroth-order interface pointing into the liquid,
Vr is the surface gradient and « is the mean curvature of the interface. In addition, we used

Mg = pg(Rip,...,Rno,X0), RFo=pf(Rip,...,Rn0,Xo0),

ORFy _ Opf ~
= =L (Ry0,...,Rno, X = Ro(Vo - v —wy),
ax 3X( 1,0+ --» B0, X0)s  Jo o(Vo-v —wy) (5.18)
X g Opp
Mg, = W(Rl’o’ ..., RN, Xo)Ra + W(Rm, -y Riv o, Xo0) X1
a=1 «

Note that we have already simplified (5.11)—(5.17) using @y, = 0 which is an easy consequence
of (5.10), provided the matching condition ®q ,(z) — 0 for z — oo is satisfied. This seems
reasonable to keep the notation short(er) and is justified as we will only consider matching
solutions in the sequel.

Finally, we define matching solutions which consist of compatible outer and inner solutions.

Definition 5.3. A tuple ((pa,O)aa Vo, X05 X15 %0, (Ra,O)aa (le)a, ‘/0, Xo, Xl, <I>0, (I)l) is called
a matching solution of the uncoupled regime provided ((pa,0)a, V0, X0, X1, %0) is an outer- and
((Ra,0)as (Ra1)as Vo, X0, X1, ®o, @1) is an inner solution and both are linked by the standard
matching conditions, see |17, 10].

Theorem 5.1. Let ((pa,O)cw Vo, X0 X15 %0, (Ra,())cn (Ra,l)cn ‘/0, X(], Xl, (I)(), (I)l) be a match-
ing solution of the uncoupled regime, then the following equations are satisfied in the
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bulk regions QF:

+1 =X0, X1 = 0, (519)
Nl Zﬁ z
0 =0pa,0 + div(pa,0v0) — le( MosV (g0 — pvo + (2 — X )0 ) (5.20)
Bt G- 20
Ngr
- Z Moy, M <1 — exp ( Z mgysis, 0> )
i=1 p=1
0 =0¢po + div(povo), (5.21)
N
0 =0k (povo) + div(povo ® vo) + V (Z Paotian — plo + 2 (1 + S(Xo))VSOO\z) (5.22)
a=1

— (eo(1 + 8(x0)) Vo ® Vo),

N
. Lo
0 =zodiv((1 + s(x0))Veoo) + > —pap, (5.23)
a=1 o

where (5.20) is valid for o = 1,..., N — 1. Moreover, the following conditions are fulfilled at
the interface:

0 =[ta,0 — Nl (5.24)
0 =[po(vo - v —wy)], (5.25)
N-1 5
0 =[pa,0(vo-v—w,)] — " Z Maﬁv(uﬁo — Ny + (7 - i)@o) V“, (5.26)

e mg my
al 1
0 =1|jovo + o 0tta0 — pfo |V 401+ 5(x0)) [ 2| Veol> — Vo @ V 1/" (5.27
[Jo 0 <;p 0Ha0 — P 0) o X0) <2! ol @0 <P0> )
e [ (Ko
) .
0= [[2‘7;’% + MN’OH + 20 ;0 (Xo.)%dz, (5.28)
0 =[(1 + s(x0))V¢o V]] (5.29)
0 =[ol, 5.30)

where jo := pi(vE v —w,) and (5.24), (5.26) hold for o = 1,..., N — 1. Moreover, (5.30)
implies

Voo — (Vo -v)v] =0. (5.31)

Remark 5.4. Note that all jump conditions in Theorem 5.1 are physically meaningful. Equa-
tions (5.24), (5.28) and (5.27) are generalised Gibbs-Thompson laws, (5.25) ensures conserva-
tion of mass, while (5.27) is a dynamic Young-Laplace law which shows that we have surface
tension of order 6°. Equation (5.29) shows that in this scaling the electrical displacement is
continuous across the interface, while (5.30) shows the continuity of the electrical potential
which causes the continuity of the tangential part of the electric field, i.e. (5.31).

We will decompose the proof of Theorem 5.1 into several lemmas. Our first lemma ascertains
that the electrical potential is continuous across the interface.
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Lemma 5.5. Any ®q satisfying (5.10) and the matching conditions, fulfils ®o, = 0. Thus,
(5.30) and (5.31) are satisfied.

Proof. We have (1 + s(X())|®0..|*> = k € R. Because of the matching condition k& = 0 and
therefore s > 0 implies [¢p] = 0. Forming the surface gradient of [¢o] = 0 gives (5.31). O

Next we use the continuity of the mass flux across the interface to remove the normal velocity
from the equations.

Remark 5.6. Equation (5.13) is satisfied if and only if Vj-v = é—%—i—wy for some jg independent
of z.
The following lemma shows that we have pure phases in the bulk.
Lemma 5.7. Let xo, x1 be given as in Definition 5.3, then
xo € {—1,1} and x1=0.
Furthermore, all solutions ¥ € C%(R) of the ordinary differential equation
W'(¥) —40,,¥ =0 (5.32)

with 0, ¥ — 0, ¥ — +1 as z — oo are given by the one parameter family

U(z)=V(z—2), zE€R, (5.33)

where U is the unique monotonically increasing solution of (5.32) satisfying ¥(0) = 0. In
particular, all Xy as in Definition 5.8 are given by the one parameter family

Xg(t,S,'> :@('_E(tvs))a z€eR.
Proof. From (5.5) we know o € {#1,0}. Thus, by continuity, xo is constant in Q*. A phase
portrait analysis which can be found in [7] shows that (5.32) implies (5.33) and x& = +1.

Hence, xo = +1 in QF and %(Pl,o, ...y PN0s X0) = 0 = s'(x0) because of (3.2). Thus, x1 =0
because of W”(+1) # 0 and equation (5.6). O

Now we reformulate some of the equations (5.11)-(5.17) so that we obtain a system from which
we can compute the R, o independently of ®1, X;.

Lemma 5.8. For X given as in Lemma 5.7 equations (5.11), (5.14), (5.15), (5.16) are equiv-
alent to (5.11), (5.14), (5.16) and

Jo ( Jo Jo 2
(L 00)z = =5 (Xo, 5.34
forany a=1,...,N, where Ry := > (]lvzl R, .

Proof. Combining (5.15) and the normal part of (5.14) we get

N
Jo(Vo 1)z + (O RaoMao — RFy — W'(X0)X1): + 7X0,2: X1

a=1
€0
+5 ((®1,2)* + |Vr®ol?) (1 + 5(X0))> — eo((1 + s(X0))P1,.)- 1, (5.35)
= (X0, X122 — £ X3 )
' ORFE €
= (X)W (X0) X0, X1 = =5 X 8 (X0) Xos (21,2)7 + [Vrof?).
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Because of (5.16) equation (5.35) implies

N

Jo(Vo-v), + (Z RaoMa,o — RFy — W/(XO)X1> +7X0,22X1,2
a=1 z
' ORF,
= 0 (X02)2 = W (X0) X0 X1 — -2 X (5.36)
T ’ ox ’
This can be equivalently phrased as
ol j ORF,
Go(Vo - v): + (Z Ro,0Mayo — RF0> = —2(Xo,.)? — X2 (5.37)
a=1 z T aX
making use of (5.12). Applying the definition of p,, this is equivalent to
> j
Jo(Vo 1)z + D Rap(Map): = =2 (Xo.)™ (5.38)
a=1 T
Due to (5.11) and the positivity of Ry this implies (5.34). O

Note that (5.11) and (5.34) form a system of N equations in which only the R, ¢ are unknown,
as we already know Xy up to a translational constant. Thus, we may determine (Ry,0)q up to
the translational constant. As the equations do not contain ®y, ®; we can use a result from
[11].

Lemma 5.9. Let pi ,...,py > 0 be given. Let jo € R with |jo| small enough, p~ := ", p; and
o = palpl - s pys—1). Then, there exist Ri,...,Rno € CO(R,Ry) and ol ,pﬁ >0
so that (5.24), (5.28) and

0= I«La(Rl,O(Z)a e RN70(Z),X0(Z)) — ,LLN(RL()(Z), e ,RN,()(Z),X()(Z)) — ,u; + M;V’ (5.39)

72 ; z z 2
0:/,LN(RLO(Z),...,RNQ(Z),XO(Z))“F22‘;?20(2:)+‘]7E) - %

0= lim Rao(2) —pt (5.41)

«
z—+o0

dz, (5.40)

are satisfied, where (5.39), (5.41) are valid for o« = 1,...,N. In particular, the Ry g,...,Rno
solve (5.11) and (5.34).

Thus, only the solvability criteria for ®1, X1, (Rq,1)a and the tangential part of Vj are left to
be determined.

Lemma 5.10. For Xy as in Lemma 5.7, the function ®1 from Definition 5.3 satisfies

(I)lz h

= T (5.42)

for some k € R. Such an k can be found if and only if (5.29) holds.

Proof. As s > 0 the equivalence of (5.16) to (5.42) is clear. The equivalence to the interface
condition (5.29) follows from the matching conditions. O
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Lemma 5.11. The normal part of (5.14) can be written as

.9 N
LX) = (ZJO) + (Z Ra70Mo¢,0 - RFO)Z - ’VﬂXg,z

N
a=1 RO%O a=1

£ €
= S (14 5(X0)(®12)): + 5/ [VrPo2(1+5(X0)): (5.43)
with
L:WH(R) —» LY(R), T (W' (X0)¥ —7X0.7P.)..
Equation (5.43) has a solution if and only if the normal part of (5.27) is true.
Proof. The equivalence of the normal part of (5.14) and (5.43) is straightforward. Thus, we
focus on the solvability condition. The only solutions of the homogeneous adjoint problem to

(5.43), i.e.,
W' (X0)Z: +7(Xo0,.E2): =0 (5.44)

in L>°(R) are given by Z(z) = k for all z € R for some parameter k € R, see [11, Lemma 4.11].
Hence, by Fredholm’s Theorem, (5.43) has a solution if and only if

—00

%) ;2 N
0= / <N30> + (Z Ra,oMao — RFy). — v6X§ .,
Zazl Ra,D 2 a=1

— L+ 5(X0)) (@1.2)%): + Vo 2(1 + 5(Xo)) d 2. (5.45)

This is

5 N -
H]p?) + D paotan — pfo— 5 (1+5(x0)) (Veo - ) = ([Vgol* = (Vo - 1)%) H

a=1

o0
:/ ’}/,‘{Xazdz, (5.46)

—0o0

which is the normal part of (5.27). O

Next, we show that the tangential part of (5.27) is a condition for the existence of the tangent
part of Vj. Let us note that due to (5.29), (5.31) the tangential part of (5.27) equals

Jo[vo — (vo - v)v] = 0. (5.47)

Lemma 5.12. The tangential part of (5.14) has a solution if and only if (5.47) holds.

Proof. For any vector t tangent to the zeroth order interface I' multiplication of (5.14) by t
gives

0= jo(‘/o . t)z - VFW(X()) -t 4+ ’yXO,ZzVF(XQ) -t —¢p ((1 + S(XO))(I)LZ)Z Vo - t. (5.48)

Due to (5.12) and (5.16) this is
0= jo(Ve - t).. (5.49)

which can be solved if and only if (5.47) holds. O
Finally, we study solvability of (5.17).
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Lemma 5.13. Let ((Ra0)a, Vo, Xo, X1, ®1) be given. Then, there exist (Ra1)a satisfying
(5.17) if and only if (5.26) is fulfilled.

Proof. According to [11, Lemma 4.8| the map

(0,00)Y = RY,  (pa)a=t,...x — (11 ((pa)a=1,... N, X)s s EN ((Pa)a=1,... N> X))

is a diffeomorphism for any fixed x € [—1,1] such that for fixed x € [—1, 1], the matrix

(%((pa)azl,... N X))

Op~ By=1,....N

is invertible for any p1,..., pn > 0.

Thus, instead of studying criteria determining whether there exist functions (Rq,1)q solving
(5.17) we may search for criteria for the existence of functions My1 : R - R, o =1,... N
satisfying (5.17). Once we have ensured the existence of the (Mg,1)q the corresponding (Ra,1)a
can be computed from (5.18). Conversely, if no (Mg,1)q solving (5.17) exist, there are no
solutions in terms of (Rq,1)q. From (5.11) and the matching conditions we know

(Mg,o — MN,O)Z =0 forallg=1,..,N.

Thus, (5.17) reads

N-1
0= (Ra,()(% VvV — wu))z - Z Maﬁ((M,B,l - MN,l)zz + (Zi - ZiN)(I)l,zz) (55())
= mg  my
forao=1,...,N —1. In fact, only the differences g :== Mg — My for 8 =1,...,N —1 are
relevant in (5.50). We will use the Fredholm alternative theorem to determine the solvability
conditions for the (¢3)3. To this end, we choose (arbitrary) auxiliary functions Z3 € C*°(R)
for 3=1,...,N — 1 such that

(2) = (V(upo — pnvo))t-vz+ (ujy —py,) for z>1
7 (V(pso —puno))” v+ (g, —pyy) for z< -1

We will see that the solvability conditions are independent of the chosen auxiliary func-
tions. Defining W3 = 93 — Zg, we are interested in the following auxiliary problem: Find
(\I/g)/gzl’m N-1 € Lt (R) such that

N-1 N-1
Z (Ma(¥3)z)z = (Rap(Vo - v —wy)): — Z Maﬂ((EB)z + (Zi - Zi)@l,Z) . (5.51)
=1 =1 mg my z

The solvability conditions for (5.51) are determined by the solutions of the homogenous adjoint
system of equations in L*°(R). The homogenous adjoint system of equations reads

N-1

> (Mag(Z5):). =0 fora=1,...N—1, (Zg)g=1,..N-1. (5.52)
B=1

As the matrix M,z is constant in z and positive definite there are N — 1 linearly independent
solutions of (5.52) in L*°(R), i.e. « =1,..., N — 1, which can be chosen as

Z5(2) = 0agp, z e R
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The Fredholm alternative theorem asserts that (5.51) is solvable if and only if

N-1
z z
[ FasVo-v = w). = 3 (Map(E)e + (22 = 20)p1.) dz=0 (5.53)
R ot mg my z
for a =1,...,N — 1. Integrating (5.53) gives (5.26). O

Proof of Theorem 5.1. We obtain the interface conditions and the properties of xg,x1 by
combining the preceeding lemmas. Concerning the bulk equations, (5.20) is (5.2), (5.21) is
(5.3), (5.23) is (5.7) and (5.22) follows from (5.5) as x1 = 0.

6 Sharp interface limit of the coupled regime

This section is devoted to establishing the sharp interface limit of the coupled regime, i.e.,
the "small" parameter in the electro-static equations is proportional to the thickness of the
interfacial layer. As usual we begin by defining outer, inner and matching solutions.

The outer equations are obtained by inserting expansions of the quantities in § into the scaled
system of equations.

Definition 6.1. A tuple ((pa,0)as V0, X0, X1, ¥0) With

pan € CO[0,Ty), C*(QF,Ry)) N C([0,Ty), CO(FF,Ry))
vo € C((0,Ty), CH(Q%,R) 1 CL([0, Ty), €O, RY))
X0 € C ([O Tf)vcz(Qi7R))7 (61)
x1 € C°([0,Ty), C1(QF, R)),
o € C°([0,Ty), C*(Q5,R))
is called an outer solution of the coupled regime provided (5.2), (5.3), (5.4), and
N
0 =, (povo) + div(povo ® vg) + V < > Paotian — Pf0> - V(W' (x0)x1), (6.2)
a=1
0
0 =W"(xo)x1 + ap;(ﬂl,o, <3 PN,05 X0)5 (6.3)
N
= Z miapa,o (6 4)
a=1
are satisfied. Note that we used the following abbreviations
,LLOz,O :Hoc(pl,O)"'apN,[)aXO)u pr = pf(p1707"')pN,07X0)' (65)

The equations defining inner solutions are obtained from the scaled equations by a change of
variables and inserting expansions in .
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Definition 6.2. A tuple ((Ra,o)a, (Ra,l)a, ‘/E), X(),Xl, (I)(), ‘I)l) with X(] 5_'5 0 and

Rap € C°([0,Ty), C°(U, C*(R1))),

Rq,1 € C°([0,Ty), C°(U, C*(R))),

Vo € C°((0,Ty), C°(U, C}(R?))),

Xo € C°([0,Ty), CH(U,C°(R))) N C°([0, Ty), C°(U, C*(R))) (6.6)
X1 € C°([0,Ty),C°(U,C*(R))),

oy € C°([0,Ty), C°(U,C*(R))),

®; € C°([0,Ty), C*(U,C*(R)))

is called an inner solution of the coupled regime with normal velocity w, provided (5.13) and

0= ((1 + S(XO))(I)O,z)Za (67)
= z z
0= Maps(Mpo — Mnyo)- + (ﬂ - N) Do | (6.8)
_ mp MmN
B=1 .
13
=vi- 0 WAy — & s{Ao 0,2) )z .
0= v (=W (Xo) +wX5. — 5 (1+5(X0))(%0.)°) (6.9)
[
0=W'(Xo) — X0, — gs'(xo)(cpo,z)% (6.10)
N
0=350Vo,. + V<Z RooMao — RFy — W/(XO)X1> (6.11)
a=1 z

+ W( X0 X122 + X022 X12 — £X5.) — VoW (Xo) + vXo,22Vr(Xo),
OREy
ox ’

0= L Xo. + W"(X0) X1 = X1z +75Xo, + (6.12)

N-1
0= (Ra,o(Vo U —wy)), — Z Mag<<./\/lg71 — MN,l)zz — H(Mg,o — MN,O) (6.13)
pB=1

z z z z
+ (i - 7N>(I>1,zz - /{<7ﬁ - 7N)(I)O,z)a
mg my

N
0= ((1+5(X0)@1): + D —=Rag (6.14)

(e

are fulfilled, where we used the abbreviations from (5.18). Note that we already simplified
(6.11), (6.12) and (6.14) using ®¢, = 0 which is an easy consequence of (6.7), provided the
matching condition ®g ,(z) — 0 for z — %00 is satisfied. This seems reasonable to keep the
notation short(er) and is justified as we will only consider matching solutions in the sequel.

We need one more definition to state our theorem. We introduce matching solutions which
consist of compatible outer and inner solutions.

Definition 6.3. A tuple ((pa,O)aa Vo, X05 X15 %0, (Ra,O)aa (le)a, ‘/0, Xo, Xl, ‘1>0, (I)l) is called
a matching solution of the coupled regime provided ((pa.0)a,v0, X0s X1, %0) is an outer- and
((Ra0)as (Ra1)as Vo, X0, X1, @9, ®1) is an inner solution and both are linked by the matching
conditions.

Theorem 6.1. Let ((pa,0)a,V0s X0s X1, 905 (Ra,0)a, (Ra,1)as Vo, Xo, X1, Po, P1) be a match-
ing solution of the coupled regime, then the following equations are satisfied in the bulk
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regions O :

+1 =X0, X1 = 0, (615)
N—-1 5 .

0 =01 pu.0 + div(pa d M, - s _ 2N 6.16

tPa,0 + div(pa,0vo) — lV(;; ﬁv(/wo pNo + (mﬁ mN><Po>> (6.16)

_ Z Moyl M (1 —exp (Z MY 55,0 >>

B=1
0 =0po + div(povo), (6.17)
N
0 = (povo) + div(povo @ vo) + V (Z Pa,0la,0 — Pf0> ; (6.18)
a=1
N z
0=>» —*pao. (6.19)
a=1 Ma

Moreover, the following conditions are fulfilled at the interface:

0 =[pa,0 — enol, (6.20)
0 :Hpg(vo VUV — U)V)]], (6.21)
N—1

0 =[pao(vo v —wy)] — H 5231 MopV <M,80 — [N+ (mfﬂﬁ mij\];)%) : VH, (6.22)
N 00

0= [ Jovo + (Z Pa,0fta,0 — Pf0> vi|— ’Y/‘W/ (Xo.2)?dz, (6.23)
a=1 -

0= [|:2p2 + ,uN() ]0 / R X() z) dz, (6.24)

w , N

0 =[(1 + s(x0))Veo - v] — 9 Roo(z) ) dz, (6.25)
[ X0)) Vo - V] /_OO <ag1 . Teo )

0 =[¢ol, (6.26)

where jo == pE(vE v —w,) and a = 1,...,N — 1 in (6.20) and (6.22). Moreover, (5.30)
implies
[[V(,Do - (V(po : V)V]] = 0. (6.27)

Remark 6.4. We can use the evolution equations for (pq,0)a together with the closure relation
(6.19) and the charge conservation
zZ
IEE

to obtain the following elliptic problem for ©po :
. z z z z z z
0 — div Z M ((a _ N) V(g — i) + <a _ N) <ﬂ ~ N) WO)
o, f=1 M my Me mn mg mn

Note that

z z z z
S () () >
vt Me mg  my
provided ;Taa — % # 0 for at least one o, due to the positive definiteness of M,g.
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The proof of Theorem 6.1 works along the same lines as the proof of Theorem 5.1. Thus, we
will only highlight the differences.

Lemma 6.5. Let ®¢ be given as in Definition 6.3 then @, = 0 and therefore [¢o] = 0.

Proof. By integrating (6.7) and using the matching conditions we obtain
(1 + S(X()))@(),Z = 0.

Because of s > 0 this implies the claim of the lemma. O

Due to Lemma 6.5 equation (6.10) simplifies to
0=W'(Xo) — vXo,:2 (6.29)

and Lemma 5.7 applies. Concerning the normal velocity Remark 5.6 is true in this regime, as
well. Moreover, (6.8) becomes

N-1
0= Mas(Mgo—Mnyo):| - (6.30)
B=1

z

Similarly to Lemma 5.8, we construct a subsystem of equations from which we can compute

the (Ra,O)ow

Lemma 6.6. For X given as in Lemma 5.7 equations (6.11), (6.12), (6.29), (6.30) are equiv-
alent to (6.11), (6.29), (6.30) and

Jo ([ Jo Jo 2
20 (0 00): = ———(X0.)?, 6.31
2 () + M) =g (X0) (6.31)
for any a € {1,..., N}, where Ry := >N | Rop.
Proof. The proof is analogous to the proof of Lemma 5.8. O

Equations (6.30) and (6.31) coincide with (5.11) and (5.34). Thus, Lemma 5.9 also applies in
the scaling at hand.

Lemma 6.7. The normal part of (6.11) can be written as

9 N
LX) = [ —=2— ) + (Z Ra oMo — RF0> — e XE, (6.32)
ZQ{:l Ra,o z

a=1

with
L:WH(R) — LY(R), ¥ (W' (X0)¥ —7X0.7P.)..

Equation (6.32) has a solution if and only if the normal part of (6.23) is satisfied.

Proof. The only solutions of the homogeneous adjoint problem to (6.32), i.e.,

W/(XO)Ez + V(XO,zEz)z =0 (6.33)
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in L are given by Z =k for k € R, see [11, Lemma 4.11]. Thus, the solvability condition for

(6.32) is
o0 j2 N
0= / ((ZNOR) + <Z RooMap — RF()) — W%X&Z) dz,
—0o0 a=14*ta0/ , z

a=1
which is equivalent to (6.23). O
Then, we consider the tangential part of V. All the arguments are the same as in Lemma
5.12, only the ¢ and ® terms are not present. Thus, we obtain:
Lemma 6.8. The tangential part of (6.11) has a solution if and only if the tangential part of
(6.23) holds.
Integrating (6.14) leads to the statement:
Lemma 6.9. Let (Rq0)a and Xo be given. Then, it exists a solution ®1 of (6.14) if and only
if (6.25) holds.
Finally, analogous to Lemma 5.13, we obtain the following result:
Lemma 6.10. Equation (6.13) has a solution if and only if (6.22) holds.
Proof of Theorem 5.1. We obtain the interface conditions and the properties of xo, x1 by

combining the preceeding lemmas. Concerning the bulk equations, (6.16) is (5.2), (6.17) is
(5.3), (6.19) is (6.4) and (6.18) follows from (6.2) as x1 = 0. O
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