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Abstract

A proper mathematical model given by nonlinear Poisson—Nernst—Planck (PNP) equa-
tions which describe electrokinetics of charged species is considered. The model is
generalized with entropy variables associating the pressure and quasi-Fermi electro-
chemical potentials in order to adhere to the law of conservation of mass. Based on a
variational principle for suitable free energy, the generalized PNP system is endowed
with the structure of a gradient flow. The well-posedness theorems for the mixed
formulation (using the entropy variables) of the gradient-flow problem are provided
within the Gibbs simplex and supported by a-priori estimates of the solution.
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1 Introduction

To describe electrokinetic transport occurring in micro-structures in many physical,
chemical, and biological applications, a proper mathematical model adhering to the
law of conservation of mass is suggested following the approach [5,9]. The reference
cross-diffusion system of elliptic-parabolic type is described by nonlinear Poisson—
Nernst—Planck (PNP) equations for concentrations of charged species and overall
electrostatic potential. For physical consistency, they are generalized with entropy
variables associating the pressure and quasi-Fermi electro-chemical potentials.

Based on a suitable free energy (see thermodynamic principles in [24]), in [20]
a variational principle was established within the Gibbs simplex, thus preserving the
total mass balance and non-negative species concentrations. In [18,19], the generalized
PNP problem was stated in two-phase medium composed of pore and particle parts and
taking into account for nonlinear interface reactions which are of primary importance
in applications. Its rigorous asymptotic analysis was carried our in [7,8]. For a broad
class of other relevant transport equations we refer to [6,12,15,22], to [ 13] for stochastic
systems, and to [17,25] for variational principles.

Based on the entropy variables and following the thermodynamic formalism for
cross-diffusion systems introduced in [11,16], in the current work we endow the gen-
eralized PNP problem with the structure of a gradient flow and analyze it. Within
the entropy approach, the question of global solvability of related diffusion problems
was investigated in [1,2,4]. For the general theory of linear and quasilinear parabolic
equations we refer to [21]. However, the key issue of the entropy approach requires uni-
formly strongly elliptic property of the governing system. Unfortunately, the ellipticity
fails under coupling cross-diffusive phenomena for the PNP problem, thus implying
the degenerate case. For a study of degenerate elliptic operators, see [23].

In Sect. 3 we present well-posedness analysis following from the regularization
approach by [26]. We set the entropy variables as independent ones. In the fully cou-
pled case, the non-negativity of species concentrations might be lost during the time
evolution. Otherwise, when the electro-chemical potentials are well-defined, then the
species concentrations are expressed by a normalized canonical ensemble of Fermi—
Dirac statistics, thus yielding the non-negativity and the total mass balance. Moreover,
in the decoupled case, in Sect. 4 we prove directly well-posedness of the static equilib-
rium for the underlying problem. A rigorous derivation of energy and entropy estimates
is collected in Appendix A.

2 Generalized PNP problem

We start with the geometry configuration. Let £2 C R? (with natural d € N) be
a connected domain with the Lipschitz boundary 92 and the normal vector v =
(v1,...,vg)" outward to §2. Here and in what follows the upper symbol T stands
for transposition swapping columns and rows. We split 92 into two disjoint parts
I'p and Iy corresponding to mixed Dirichlet-Neumann boundary conditions. By this
consideration we associate £2 to a pore space with a bath boundary I, which is
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Table 1 List of symbols

Symbol Unit Name Property
kg ~ 1.38¢—23 (%) Boltzmann constant Positive
u~ 1.66e—27 (kg) Unified atomic mass unit Positive constant
6 (K) Absolute temperature Positive constant
pi, C (%) Mass concentration of species i=1,...,n positive
3
Bi (%) Volume factors of species i=1,...,n positive
Ji (kT) Diffusion fluxes of species i=1,...,n vector
m= s
i ) Electro-chemical potentials i=1,...,n
.. 2
DY,D (%) Diffusivity matrices i,j=1,...,nelliptic
P (Pa) Pressure
41 ©) Electric charges of species i=1,...,n constant
¢ (%) Electrostatic potential
Fkg . S . -
A (T) Electric permittivity matrix Elliptic

o
—~
@}

k2g> Electric displacement
m

complement to a solid space (bearing in mind possibly disconnected set of micro-
particles) with the boundary I'y.

For time r € R, and spatial coordinates x = (x, ..., xd)T € RY, we look for
an unknown distribution over the cylinder (0, 7)) x £2 (with the final time 7" > 0)

of mass concentrations p(t,x) = (o1, ..., ,0,1)—r (natural n > 2) of charged species
(ions) with electric charges z = (z1, .. ., zn) T, electro-chemical potentials u (¢, x) =
(7 - M,,)T, the overall electrostatic potential ¢ (¢, X), and the pressure p(t, X)

according to the generalization that was introduced in [5]. For convenience, all the
physical variables and parameters of the model are gathered in Table 1.
Our modeling is based on the general law of cross-diffusion

Dpi=div];, i=1,....n, (1a)

where the vector-valued diffusion fluxes J; (¢, x) = ((J)1, ..., (J;)q) " are given by
the constitutive law (see [5])

n
=) piVujD’ i=1...n, (1b)
i=1
with coupling by means of diffusivity matrices D ¢ RAxd j=1,...,n. Hereand

in what follows div stands for the divergence, and V for the gradient. Inserting (1b)
into (la) implies a strongly nonlinear equation with respect to p and p. The fluxes
have to fulfill the mass conservation law:
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D Ji=0. (1)

The electrostatic potential ¢ is described by the Poisson equation
n
—div(Ve A~ Dz =0, (1d)
k=1

where the electric permittivity A € R?*“. The Navier—Stokes equation (see e.g. [14])
with zero flow velocity results in the force balance

n
wp == unVe. (le)
i=k

The species concentrations should be physically consistent within a Gibbs simplex
requiring non-negativity and preserving the total mass C > 0:

n
Zpi:c, 0i>0, i=1,...,n (1f)
i=1

Introducing the Lagrangian function of a free energy (see [20])

Ep.¢. ) = [o| 11 (keboi(n(Bip) = 1) + zipig) — VT AV

+ &p(Xiey pi = O)fdx+ [, g dS (2a)

the governing laws (1) are completed with the thermodynamic equilibrium expressed
by functional derivatives

m=§—§=k391n(,3ipi)+zi¢+%l7’ i=1,...,n, (2b)

implying the Gibbs—Duhem equation for the electro-chemical potentials. It is worth
noting that substitution of (2b) and (1b) into the diffusion equation (1a) leads to the
gradient-flow structure

n
T ..
aoi=dv(}opV () DY), i=1..n,
J
=

Since p + K is defined by (le) up to an additive constant K, all the u; + & K are
determined by (2b) up to the same constant. Taking the gradient of (2b) and using the
force balance (1e) leads to formulas [which will be useful later on to calculate the flux
in (Ib)]fori =1,...,n
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n
piVii = ksOVpi + Ti(p)Vh, Ti(p) :=pi <z,~ -z sz) . (0
k=1
where the functions 77, ..., 7, are uniformly bounded within the Gibbs simplex

n
1Y) < pilzil + Z2), Z:=)_ |zl for p satisfying (1f). (2d)
k=1

Moreover, equating the variation g_g of the function £ in (2a) to zero leads to the Gauss
law in the form of Poisson equation (1d) and the inhomogeneous Neumann boundary
condition below in (3c) for ¢. From the optimization viewpoint, the pressure p enters
(2a) as a Lagrange multiplier to the equality constraint in (1f) implying % =0.
The elliptic-parabolic system of nonlinear equations in (1)—(2) is endowed with the
standard initial condition
p:po ast =0 (3a)

and mixed Dirichlet-Neumann boundary conditions

p=p". ¢=0¢" atlp (3b)
Vo 'Av=g, Jv=0, i=1,....n, atly, (3¢)

for given data functions g € L°°(0, T; L>(IN)), ¢° € L>(0, T; H'(£2)), and p° =
..., oD T e HY(O, T; L2(22))" N C([0, T1; H'(£2))" such that

n
dYopl=C. p)>0, i=1...n (3d)
i=1

It is worth remarking that an inhomogeneous condition for the normal diffusion flux
in (3c) would be well-posed only when it depends nonlinearly on p, this case was
investigated in [18-20].

In order to guarantee the flux balance identity (1c¢), it suffices to assume

n

Y DV=D, j=1....n (4a)

i=1

with an elliptic matrix D € R?*¢_ Indeed, substituting into (1c) the constitutive equa-
tions (1b) together with the expression for p; Vu; from (2c) and using the assumption
(4a), after summation of the fluxes J; overi = 1, ..., n we have

n n n n
Nl = > Vel =3 p;vuID =Y (ks6Vp; + Ti(p)Ve) 'D =0
i=1 i,j=1 j=1 j=1

since Z’}zl(v,oj) = VC = 0 and Z;zl Yj(p) = 0in (2¢) due to the total mass
balance in (1f). The assumption (4a) is related to quasi-stochastic matrices. In fact,
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rearranging the d-by-d matrix entries DYV = (D ) k=1 into the n-by-n matrices
Du = (D,lcjl)l'.' =1 their sum in every column according to (4a) is equal to the same

entry of D = (Dkl)z,l=1’ i.e.

Z DY = Dy forall j =1, (4b)

Such matrices Dy; with non-negative entries are called column quasi-stochastic.
The standard assumptions for solvability are the ellipticity and boundedness con-
ditions for diffusivities: there exist 0 < d < d such that

n n n n
dY \Vol* < > Vp[DUVp, Y VplDUVE <d ) Vol VBl (4o)
= i,j=1 i,j=1 k=1
and for the permittivity: there exist 0 < a < a such that
alVe|* < V¢ AVH, VTAVH <alVe Vgl (4d)
Based on (1)—(4) now we give a weak variational formulation of the generalized
PNP problem by excluding the entropy variables g and p with the help of (2c). Find
a pair of functions

p e L®0,T; L*(2))"NL*0,T; H'(2))", ¢ L0, T; H'(2)) (5a)

that satisfy the non-negativity and the total mass balance (1f), the Dirichlet condition

(3b), and the following variational equations fori = 1,...,n
r P,
—// Pi - dxdt—}-/ 025, (0) dx
0 Q
T n
. . Thijvs _
+/f > (ks6Vp; + T;(p)Ve) DVVp; dxdt =0, (5b)
0Je i

/ <V¢TAV$— sza) ax= [ eoas, (50
2 k=1 i

for all test functions o = (py.....p,) | € H'(0,T; L*(£2))" N L*(0,T: H'(2))"
and ¢ € H'(£2) such that p(T)=0;p=0and ¢ = 0 at I'p. The well-posedness to
(5), (3b), and (1f) was investigated earlier in [18-20].

When solving problem (5), (3b), the key issue concerns fulfilling explicitly condi-
tions (1f). In the following sections we consider the redundant entropy variable u as
independent one, thus allowing to include conditions (1f) implicitly in the problem
formulation.



Entropy method for generalized Poisson—-Nernst-Planck... 609

3 Entropy formulation of the PNP problem

When (5), (3b) is solved, multiplying (1e) with the gradient of a smooth test function
and integrating the result over the domain, the pressure can be determined as a solution
(defined up to a constant K) to the elliptic equation

n T
peL®0.T: H'(2)), / (qu + szw) Vpdx=0  (6a)
§2 k=1

for all test functions p € H 1(£2). The next step is to recover u from (2b). Taking
V., multiplying it with the gradient of suitable test functions, and integrating over
the cylinder, the corresponding electro-chemical potentials

pi € L*O,T; H(2)), i=1,...,n, (6b)

can be looked for as solutions to the mutually independent equations
T T
// (wi — kp0 Y — 5V — %Vp) VT, dxdt = 0 (6¢)
0/ !

holding for all test functions 7i; € L?(0, T; H'(£2)), and satisfying the Dirichlet
boundary condition

wi = ksb In(Bip!) +2¢° + & p at Ip. (6)

In general, this elliptic problem is degenerate, because the operator of (6¢) is
unbounded due to the presence of factor il To remedy, we give the following two
conditional assertions, which will be justified in Theorem 1 later on.

Proposition 1 (Existence of entropy variable 1) If the solution of the generalized PNP
problem (5), (3b), and (1f) satisfies one of the following two conditions:
(i) there exist time To > 0 (possibly small) and a constant p > 0 such that

pi(t,x) = p  forall (1,x) € (0, Tp) x £2, (6e)

(i1) the inclusion % € L2((O, To) x )" holds, (6f)

then the problem (6b)—(6d) for this index i € {1, ..., n} is uniquely solvable within
this time (0, Tp).
Conversely, any solution to the system (6b)—(6d) satisfies (2b).

Proof Indeed, if either condition (i) or condition (ii) is satisfied, then existence and
uniqueness of the solution to (6b)—(6d) stated in Proposition 1 follows immediately
from a general fact on elliptic systems. O

Remark 1 Since by the very definition of a solution, p; € L2(0, To: HY(£2)), see (5a),
condition (i) in Proposition 1 implies condition (ii).
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From (2b) we get
pi = foxp (g — 0 — & ). (7a)

and summing up these equations over i = 1, ..., n, due to the total mass balance
> i, pi = C we can express the pressure as

p="Cn (é > 5 exp(gg (i — zi¢))) : (7b)
i=l

Excluding p from (7a) with the help of (7b), we bring the species concentrations in
the form of a canonical ensemble of Fermi—Dirac statistics

é ex"(kfg(ui*zi@)
n
Zk:] ﬁ exp(kBLH(/‘Lk—quﬁ))

The normalized probabilities obey the inherent behavior

pi = Pi(p —2¢) :=C

, i=1,...,n. (7¢)

ZP,-([L—Zd)):C, Pi(m—12¢9)>0, i=1,...,n. (7d)
i=1

Then the non-negativity and the total mass balance (1f) follow straightforwardly from
the properties (7d). By this we observe that u; — z;¢p — —oo would lead to the
limit p; = 0 in (7c). This is an admissible behavior, as an example, for the function
(ui — zi¢)(x) = —In|In|x|| as x — 0, which agrees with the H '-spatial regularity
of u and ¢ stated in (5a) and (6b). In spite of the fact that p + K is defined up to
an additive constant K, the concentrations p; = P;( + K — z¢) in (7¢) are defined
uniquely.

Based on (7), we reformulate the generalized PNP problem as follows. Find a triple
of functions

p L0, T)x 2)", ¢eL®0,T; H (), pelL*0,T;H (2))" (8a)

that satisfy the Fermi—Dirac statistics (7¢), the Dirichlet condition (3b), and the fol-
lowing variational equations fori = 1,...,n

T _
—/f pi%dxdwf 0975, (0) dx
0J82 2

T n
+ / / > 0V ] DYV, dxdr =0, (8b)
0/ 7
j=1

/ (Vo AVG — " zipud) dx = f 8 dSx (8¢)
12 k=1 IN
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for all test functions o = (py,...,0,) € H'(0,T; L>(£2))" N L*(0, T; H'(£2))"
and ¢ € H'(£2) such that p(T) = 0;p = 0and ¢ = 0 at .

The nonlinear parabolic equations (8b) imply a degenerate system because its
operator loses the ellipticity property compared to (5b). Firstly, because of the cross-
diffusion structure induced by matrices D'/ . Second, due to the presence of the factor
0, which is not uniformly positive in general. These facts do not allow to apply the
boundedness-by-entropy method [16].

Nevertheless, the well-posedness results established in [18,19] guarantee existence
of a solution pair (p, ¢) for the generalized PNP problem in the form of (5), (3b) that
satisfies the total mass balance in (1f). From (5b) using (2¢) the time derivative %—f can
be defined in L2(O, T: H~1(£2))" as a continuous linear functional

T T n
/ <%,ﬁi> dt=—// ijVu]TD’-’Vﬁidxdt, i=1,....,n, (8b)
0 2 0Je T

where H~1(£2) stands for the dual space to functions p; € H 1(£2) such that p;, =0o0n
I'p, with the duality pairing (-, - ) between them. In fact, p is a continuous function
of time, see [3, Remark 1, p. 509]. Since the strongly positive initial distribution p° > 0
is assumed in (3d), then by the continuity it follows local in time fulfillment of the
condition (6e) in Proposition 1. Within uniformly positive p > p > 0, the electro-
chemical potential g in (2b) obeying the regularity (6b) exists, and the triple (p, ¢, pt)
solves the equivalent problem (8), (7c), and (3b). This leads to the following local
existence theorem.

Theorem 1 (Local existence for cross-diffusion entropy system) There exists a time
interval (0, To) (with To > 0 maybe small), where the cross-diffusion entropy problem
given by (8), (7¢), and (3b) has a solution (p, ¢, ). By this, (p, ¢) solve the problem
(5), (3b), and w is from (2b).

For such Ty, the local a-priori estimates hold for all (t,x) € (0, Tp) x §2

0<p=p<Co IVuil2mxe) < ;K1 T0) + Ky (To),  (8d)

fori =1...,n, with constant K{L(To), Kg (To) = 0. For arbitrary final time T > 0,
the global a-priori estimates hold with constant K¢ > 0

0<pi=<C, i=1...,n, ||V¢||L2(_Q) < Ky. (8e)

Proof Here we justify the a-priori estimates. In (8¢), the bounds of p follow from
(7¢) and (7d), and the bound of ¢ is proved in Appendix A, Lemma 1. In (8d), the
strict bounds of p are the consequence of continuity due to the strongly positive initial
distribution (3d), and below we prove the estimate of p.

The lower bound of p; in (8d) allows us to apply Proposition 1. Based on this fact,
we substitute p from (6a) and [; = p; into (6¢) to obtain

To
/ / (Vi — koYt — L)y ) Ty, dxdi =0,
0 Jo Pi Pi
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where the functions 7; are defined by (2c). With the help of the Cauchy—Schwarz
inequality, from the above equality we get
kgo
||Vﬂi||L2((0,T0)XQ) = %”Vpi”LZ((o,TO)x_Q) + (lzil + Z)||V¢||L2((0,To)><(z)’
where the upper bound of 7; (p) is from (2d). Applying the estimate of V¢ from (8e)
and the bound of V p proved in [18-20] for arbitrary 7" > 0

IV pill 20,1y % 2) < KT (T) + K5 (DIVPl12¢0.1)x2), i =1-...n.  (8)

with K{(T), K/ (T) > 0, we obtain the estimate for V; in (8d) with the bounds
K{‘(T) = kBO(Kf(To)+K§(To)ToK¢) and Kg(T) = (Izi|+2)TpK ¢, thus finishing
the proof. O

For global in time solvability, we require a stronger than (4a) assumption
DV =6,D, i,j=1,...,n, (92)

with the Kronecker §;; = 1 for i = j, and zero otherwise. The assumption (9a)
implies (4a) and imposes decoupling in (8b) as well as (5b). In this case, existence
of a solution (p, ¢) to (5), (3b) satisfying both conditions in (1f) globally in time is
proved in [18,19]. Therefore, the existence of the regular entropy variable p from (2b)
is sufficient to state the following theorem (see a relevant work [10]).

Theorem 2 (Conditional global existence for decoupled entropy system) Fix an arbi-
trary final time T > 0. Let (p, ¢) be a solution of problem (5), (3b) under the
decoupling assumption (9a). If the electro-chemical potential p solving problem (6b)—
(6d) exists, then the triple (p, ¢, 1) solves the decoupled entropy system (8), (7¢), and
(3b).
The global a-priori estimates (8¢e) hold. If the Dirichlet data in (3b) are constant,
ie.
p}):ﬁi i=1...,n, atlp, (9b)

)
i

then the estimate with a constant K, (T) > 0 holds (see Appendix A, Lemma 2)

IVei Vitill 20 myx0) < Ku(T), i=1...,n (90)

In the next section we investigate an equilibrium state when 7" ' oo.

4 Equilibrium state

Let lim7_, o (T, X) =: g*°(x) € L2(I'y) in (3¢), and the limit in (3b)

[im (p°, d°)(T, %) = (00, ¢(0-29) (10a)
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be constant independent of x and satisfying according to (3d) the properties

i

n
Yoo =c. p*¥ =0, i=1....n (10b)
i=1

We consider a stationary counterpart of the entropy system (8), (7c), and (3b) under
the decoupling assumption (9a). Find a triple of functions

P (x) € L¥(2)", ¢™(x) e H'(2), p™®(x) e H'(2)" (11a)
that satisfy the Fermi—Dirac statistics
ploo:Pl(”,OO—Z(ﬁoo), l=1,,n, (11b)

the Dirichlet condition

p* = p 0 9% =90 atrp, (11c)
and the following variational equations fori =1,...,n
/9 P (Vi) DV, dx =0, (11d)
n
/ ((W“)TAW) - Zka?qs)dx = / g¥¢ dSx (11e)
2 k=1 IN

forallw € H'(£2)" and ¢ € H'(£2) such that @ = 0 and ¢ = 0 at Ip.

Theorem 3 (Existence of equilibrium) A solution of problem (11) exists, which is given
by the following relations

o)
n

Zkzl i exp(— ’;ka)d)oo)

with the unique solution $*>°(x) € H L2) satisfying the Dirichlet condition

R =0, p = Pi(-20) =C ,i=1....n, (122

¢>* =¢0 arrp (12b)

and the quasilinear variational equation for the electrostatic potential
n
/ (V¢)TAVG — > 24 Pi(—29™)$) dx = / §%¢dSx  (12¢)
2 I3
k=1 N

for all test functions ¢ € H'(82) such that ¢ = 0 at I'p.



614 J.R.G. Granada, V. A. Kovtunenko

Proof We transform (11b) to the form (2b)
= kg0 In(Bi ;") + zi9p™ + & p=
Consider the function
pi* = ka0 n(Bip ) + 29" + & p™
defined in §2. Then it holds fori =1,

ui® = % = kad in( ) + 200 = 6O, (13a)

i

and due to the assumption of constant (0%, ¢(0-%)) in (10a)

(0,00) _

Vi, =&Vp™, i=1,...,n. (13b)
By virtue of the Dirichlet conditions (11c) we have u° ,ul(o ) — 0at I b and hence
can substitute (13a) for the test function z¢; into (11d). Summing overi = 1, ..., nand

taking into account that |V j4° 12 < (VpLj?o)TDV,ufo with some d > 0 by ellipticity
of D in (9a), we obtain

n
O§d/ Zp, IVl dng > (V) DV dx

i=1 252

/Zp“(VuOO)TDVM(OOO)dX /pr(VM“)TDVpOde—O
i=1 i=1

Here we used the equality (13b) and the flux conservation (1c) implying Y /_; p°
(V,u?O)TD = 0. This identity is sufficed by u> = 0, which is also necessary when
0 > 0. Henceforth, p° = P;(—z¢°) according to (11b), thus implying (12a), and
(11e) turns into (12c).

The solvability of problem (12b), (12c¢) is proved in Appendix A, Lemma 1. O
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A Appendix

Here we present auxiliary lemmas proving global a-priori estimates. The proof utilizes
the standard boundary trace theorem and Poincare inequality as follows

16172y < Kull®lgn @) 101310, = 1011720 + IVEl72g),  (142)
161720y < KpllVOl7sq, ford =0at In. (14b)

In Theorem 1, (8¢) and in Theorem 3 there was used the first lemma.

Lemma 1 (Global well-posedness of electrostatic potential ¢) For given measur-
able function @ € L®((0, T); M(2))", data g € L®(0, T; L*(IN)) and ¢° €
L>®(0, T; H'(£2)), a solution ¢ € L>®(0, T; H'(2)) satisfying the Dirichlet condi-
tion ¢ = ¢° on I'p in (3b) and the quasilinear parabolic equation in the variational
form (inserting (7c) into (8c))

/Q (Vo AVS — > 2 Prlp — 2¢)$) dx = /F g6 dSx (152)
k=1 N

for all ¢ € H'(£2) such that ¢ = 0 at Iy, exists and satisfies the a-priori estimate
IVolL22) = Ky, (15b)

with the positive constant

K3 = (4KP + 2>|Q|(c2)2 +Ktr<4(1+K") + 2)IIgIILz(FN) +2(Z)16°1%1 -

(15¢)
where the bounds are from (4d), (7d), (14), and recalling Z = )y, |zx|.

Proof A solution to the quasilinear elliptic problem (15a) exists by the Schauder—
Tikhonov fixed point theorem. Indeed, the principal term in (15a) is linear, coercive
and bounded due to (4d). The nonlinear term is uniformly bounded according to (7d)

and Lipschitz continuous, because \8&(@ | < kCg fori,k =1, ...,n, from which it

follows that |V P (p)| < [ for u € R" and

S (P — 2" — Pe(e —2?)| < S l2(¢" — ¢DIZ. (15d)

k=1
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Testing (15a) with ¢ = ¢ — @Y provided by zero on ID, due to (4d) we evaluate
allVolls g, < f V¢ AV dx
/ (Vo AVS’ + Z wPu(p —2) (@ — ")) dx
k=1

+/ g(¢ — ") dSx.
In

Applying Young’s inequality to the following terms

/Q Vo AV  dx| < §IVeI2 o) + TIVE 12, 0.
/ 3Pl — 28 — ¢ d
k=1
4_”¢||L2(.Q) ||¢ ||L2(S2) + (KP é) |Q|(CZ)2,

2
< st 1902 + 2 19120

/ g(@ — ) dSy
N

Ke(1+Kp) | aKu 2
(Rl 2 o2,

where (7d) and Z = 22:1 |zx| were used, after summation of these inequalities, with
the help of (14) we arrive at the estimate (15b) and the bound (15c¢). O
In Theorem 2, the estimate (9b) follows from the next lemma.

Lemma 2 (Global a-priori estimate for electro-chemical potential u) For the quadru-
ple (0, ¢, 1, p), let ¢ € L¥0O,T; H'(2)), p € L°°(O T: HY(2)) solve (6a),
p € L®((0, T) x )" within the Gibbs simplex (1f), and 3 ¢ L2(0, T; H-'(2)".
Ifp € L*(0, T; H' (£2))" satisfies the thermodynamic relatlons (2b), the initial con-
dition (3a), the boundary conditions in (3b) with the constant Dirichlet data

pl=g, i=1...n alp (16a)

subject to conditions (3d), and the nonlinear parabolic equations (8b’) in the decou-
pled by (9a) form

T
/ <a£, B) i+ // piVil DB, dxdr =0, i=1,....n,  (16b)
0
forallp € L>(0, T; H'(£2))" such that p = 0 at I'p, then the a-priori estimate holds

=\ 2
2 d 2 2 2 2 T
IVB VI 0y = € (2) 2 (127 +1Z2) 19013 0.1y + 365]1g
(16¢)
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Here the bounds are from (2d), (4c), Z =Y ;_, |z«|, and the function of entropy

n
Ry R, §:=-%—_ /Q > “kepi(In(Bipi) — 1) dx (16d)
i=1
is uniformly bounded as follows

n
kp|£2|C min {O,l—Zln(ﬂiC)} < S <kp|f2|C. (16e)
i=1

Proof We start with defining the entropy function in (16d) according to (2a). Since the
inequality —x(Inx +1) < 1 holds for all x > 0, we have —p; (In(B;p;) —1) < B . The
upper bound for S in (16e) follows by summing the latter inequality over i = 1 N,
multiplying the result by kg, integrating over £2, and using > ;_, =~ = C due to
(16a) and the total mass balance (3d). While the lower bound of § in (16e) holds for
pi € (0,C).

The time derivative of entropy can be calculated with the help of thermodynamic
relations (2b) in the form

n

—Z(if; e In(Bip)) ==Y (% i -z —Ep) . (6D

i=1

°’Io,

Next we remark that the function pu; —z; ¢ — % p = kg0 In(B; p;) is zero on I'p because
of the assumption (16a) and the Dirichlet condition (3b). Thus it can be inserted for a
test function into (16b) and we get the following relations

T
I VR P 7y < /0 fg PV LT DV dxdt

T T
= // piVi; D(ziVe + £V p)dxdt — / ("’3’;' i =2 — & p) dt
0/ 0 2
(16g)
thanks to the lower bound in (4c) and (9a). From (2b) and (2c) we easily get
uVe+ &Vp = V(i — kg0 In(Bip)) = 1LV, (16h)
Combining this equality with the upper bound in (4c) and (9a), and taking into account

the inequality p; < C and estimate (2d) for % (p ) we can estimate the former integral
in the right-hand side of (16g) from above usmg Young’s inequality as follows:

T
‘ | v Tom (e ve axar
0/2 '

d 7 .
< SIVBI Vil oo,y xy + Coa(zil + 221V 0 1y (16D
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After summation over i = 1, ..., n, the latter integral in the right-hand side of (16g)

agrees with 6 fOT % dt due to (16f). Gathering the same terms in (16g)—(16i) and

multiplying the resulting inequality with the factor %, we conclude with the a-priori
estimate (16¢). a |
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