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ABSTRACT. A thermodynamically consistent mathematical model for hydrogen
adsorption in metal hydrides is proposed. Beside hydrogen diffusion, the model
accounts for phase transformation accompanied by hysteresis, swelling, tem-
perature and heat transfer, strain, and stress. We prove existence of solutions
of the ensuing system of partial differential equations by a carefully-designed,
semi-implicit approximation scheme. A generalization for a drift-diffusion of
multi-component ionized “gas” is outlined, too.

1. Imtroduction. Hydrogen can be produced from a variety of renewable resources
or in modern 4th-generation nuclear reactors operating at high temperatures where
hydrogen production by water hydrolysis advantageously serves also to their cool-
ing during periods when electricity cannot be produced. Then it is utilized in
high-efficiency power generation systems with no emission of pollutants based on
thermo-chemistry (burning directly hydrogen) or electro-chemistry (using fuel cells,
cf. Section 5 for little more details). Hydrogen contains more energy per unit mass
than any other available fuel. However, being the lightest element of the Periodic
Table, it is highly volatile. Thus, in order to be compactly stored, standardly it
is compressed in heavy high-pressure tanks or liquefied with recourse to expensive
cryogenic systems. The lack of an efficient and economical way to store hydrogen
is the major barrier to the massive commercial implementation of hydrogen-based
technologies, especially in the automotive sector [11]. A promising alternative to
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cryogenic and high-pressure hydrogen storage option is provided by solid-state stor-
age, a technology which exploits the property of certain metals and alloys to accom-
modate hydrogen atoms in their interstitial sites [18]. We propose a mathematical
model for hydrogen adsorption in metals. Beside diffusion, the model accounts for
phase transformation, temperature, strain, and hysteresis, cf. e.g. [10]. Thus, our
model, based on a conventional rational mechanics (cf. Remark 2 below), extends
those proposed and analyzed in [2, 3, 5],

Since the modeling is entirely new, a detailed derivation is presented in the next
Section 2 where also the model is a bit reformulated to facilitate mathematical
analysis; of course, various simplifications had to been adopted, cf. Remark 1 be-
low. Mathematical results as far as existence of weak solutions are summarized in
Section 3 while their proof by a carefully designed semi-implicit discretisation in
time is done in Section 4. Eventually, in Section 5, we briefly sketch the augmenta-
tion of the model for a multicomponent, charged (i.e. ionized) chemically reacting
medium instead of mere single-component electro-neutral hydrogen, having in mind
e.g. application to the mentioned fuel cells or to elastic semiconductors.

2. Model derivation. We consider a solid body, which we identify with a do-
main {2 of the three-dimensional space. We regard {2 as a platform for several
mutually interacting processes and phenomena affecting the kinetics of hydrogen
adsorption/desorption [17, 18]:

e Phase transformation: at a low concentration, hydrogen atoms form a dilute
interstitial solid-solution (a-phase). Increasing the hydrogen concentration
causes parts of the solid solution to precipitate into a (-phase of larger in-
terstitial concentration and lower density. Further addition of hydrogen takes
place at constant pressure, until the metal is entirely converted into hydride.

e Temperature variation: hydrogenation is exothermic and reversible: when
the metal is exposed to hydrogen, heat is generated; conversely, heating the
hydride drives the reaction in the reverse direction.

e Strain and stress: hydrogenation is accompanied by large expansion of the unit
cell volume of the crystal. Within this “swelling”, volume changes between
the two phases can vary from 8% to 30% and it may cause large stresses.

o Spatial distribution and transport: in addition, an important feature is distri-
buted-parameter character of such storage devices. In particular, the motion
of H atoms after dissociation of the Hy molecule on the surface is diffusion
driven by gradient of chemical potential, and heat transfer and force equilib-
rium must be properly counted.

In order to describe the above-mentioned processes we introduce the following time-
dependent fields on €2, which we refer to as primary fields:

u, the displacement field;

X, the microstructural phase field;

¢, the concentration of moles of hydrogen per unit volume;
19, the temperature field;

The microstructural field is a collection of scalar variables which contains informa-
tion concerning phase transformation and damage.
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We now derive a system of partial differential equations ruling the evolution of
the primary fields. We do this in two steps.

Step 1. Balance laws. We invoke certain well-accepted thermomechanical prin-
ciples, whose statement requires the introduction of some auziliary fields:

o stress,

f bulk force,

fs surface force,

s internal microforce,
S microstress,

g bulk microforce,

gs external surface microforce,

e internal energy,

e(u) = 3 (Vu+ Vu') small-strain tensor,
1 free energy,

1 chemical potential,

h hydrogen flux,

h bulk hydrogen supply,

hs surface hydrogen supply,

q heat flux,

q bulk heat supply.

Each particular specification of space-time evolution of primary and auxiliary fields
constitutes a dynamical process. We require that every dynamical process comply
with the following balance equations:

ou —dive =f, (1a)
s—divS =g, (1b)
¢+ divh = h, (1c)
é¢+divg=q+o:e(l) +sx +S:Vx +cpu—hVy, (1d)

where the dot denotes the time derivative. The statements contained in (1) are, in
the order: the standard-force balance, the microforce balance, the balance of mass for
hydrogen, and the balance of internal energy. The corresponding natural conditions
on 0f) are:

on = f, (2a)
Sn =g, (2b)
h-n=h,, (2¢)
q-n=g. (2d)

Although the number of balance equations equals that of primary fields, the
system (1) and (2) is under-determined. Such indeterminacy reflects the fact that
these laws are common to a wide spectrum of thermomechanical systems. Thus,
they cannot single out the particular mathematical model that best fits the system
under investigation. One needs indeed additional conditions which can distinguish
one particular material from another. These are called constitutive prescriptions.

Step 2. Second law. A constitutive prescription is typically expressed as a
relation between the instantaneous value of a secondary field at a given point and
that of a so-called constitutive list, a list of quantities obtained by taking the values
of primary and secondary fields, or their space/time derivatives. A basic principle
that guides the formulation of constitutive prescriptions is the requirement that
every conceivable dynamical process be consistent with the entropy inequality:

. . (4 q

SZle(ﬂ>+’0, (3)
irrespectively of the practical difficulties involved in realizing such a process. Thus,
unlike the balance laws (1), the imbalance (3) is not explicitly stated in the mathe-
matical model, but it is implicitly enforced through a suitable choice of constitutive

prescriptions.
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The entropy inequality is best exploited by replacing, in the list of fields to be
specified constitutively, the internal energy with the free energy:

Y =e— st (4)

Rewriting (1d) in terms of ¢ and s, and substituting it into (3), one arrives at:

. . . . . . 1
¢—|—519—ucSo-:e+s~x+S:Vx—h~V,u—5q~V19,

where we have used the shorthand notation € = £(u). A standard argument due
to Coleman and Noll [6] allows us to conclude that the free energy may depend at
most on (&, x, Vx,c,9):

w = @(E‘:a X VX7 G, 19)

Moreover, if one assumes that entropy and chemical potential depend on the same
list, one obtains

s = =0y, p=0Ocp.

The dissipation inequality can further be written in a more compact form by intro-
ducing the splitting;:

o= 0.0+ o4, (5)
s=0Oyp+s9, (6)
S = dvyp + S (7)
With that splitting, one indeed obtains:
. . . 1
Ogad:5+sd-x+Sd:Vx—h-Vu—Eq-Vﬁ. (8)

Step 3. Constitutive equations. To facilitate mathematical analysis but still
capturing desired features, we restrict our attention to the following special consti-
tutive ansatz:

A
o(e, x, Vx,¢,9) = p1(x,¢) + v2(e, x) + v3(x,9) + doa(x, €) + §\VX\2, 9)

where A > 0 is a length-scale parameter. This ansatz ensures, e.g., the heat capacity
independent of the variables whose gradient is not directly controlled, i.e. € and c,
and also the chemical potential independent of € and .

The constitutive equations for entropy and chemical potential are

s = —09p3(x, V) — pale, X), (10a)
p = 0cp1(x; ©)- (10b)

On defining w := ¢ — 90y, in view of (9) we have
w(x, ) = @3(x, V) — Vo3 (x, V), (11)

the constitutive equation for internal energy e = ¢ + s¥, cf. (4), is

A
e =¢1(x,0) + pa(e,x) +wlx.¥) + 5Vl

As constitutive prescriptions for the dissipative parts of the auxiliary fields we choose
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ol = De(u), (12a)
st € ax + a¢(x), (12b)
st =0, (12¢)
q=—-K(e, x,c, )V, (12d)
h=-M(e, x,c,9)Vpu. (12e)

Here D is a 2nd-order positive-definite viscosity-moduli tensor, o > 0 counts for rate
effects in evolution of x, ( is a convex function homogeneous of degree one; note
that ¢ is typically nonsmooth at 0, which counts for activation of evolution of Y.
Moreover, K and M are respectively 2nd-order positive-definite heat-conductivity
and hydrogen-diffusivity tensors. We also eventually set h = 0 and g = 0. We
therefore arrive at the following system:

ol — div(9ep2(e(u), x) + 90 pa(e(u), x) + De(u)) =f, (13a)
ax — AAX + Oyp1(x; ©) + Oyp2(e(u), X)

+ Oy p3(x; 9) + 90y pa(e(u), x) +C(X) 2 0, (13b)
¢ — div(M(e(u), x, ¢, 9)Vu) =0, (13¢)

W — div (K(s(u), X<, 19)V19) = (De(ih) + 90 pa(e(u), x)):e(t)
+ (ax + Oy p3(x, 9) + ¥y pale(u), X)) X

+¢(x) +M(e(u), m,c,9)Vu-Vu + g, (13d)
1= 0cp1(x, ), (13e)
w = w(x, ), (13f)

where w is from (11). We make the following natural assumption which, in fact,
says positivity of the heat capacity:

Oyw = —1981291990 = —1961%194,03 > 0. (14)
Then, the inverse to w(y, ) does exist and we can express ¥ as

9 = [wix, )] (w) =0(x, w),

which allows us to eliminate temperature ¢ from the system (13). The symbol >
appearing in formula (13b) (and in formulas (18b), (28b), and (38b) below) means
that the right-hand side is an element of the left-hand side which is a set because
¢ and ¢y are non-smooth (see also (16b) below) and thus both 9.¢ and 0.y are
set-valued.

Moreover, we will be a bit more specific in (9). A typical contribution to the free
energy is

S Cle—Bx—Da):(e~Ex—10) + & [x—a(0)’ + 61(0) + 65(9) + k() (15)

where C is a 4th-order elastic-moduli tensor, E is a 2nd-order tensor which in-
corporates the effect of dilation due to the microstructural parameter y within
metal/hydride phase transformation, e is a tensor accounting for thermal dilation,
¢1 and ¢3 are the simplest variant of the contribution to the chemical potential
and the heat capacity, respectively, and dx is an indicator function of a convex set
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K C RY from which the phase-field y is assumed to range. Assuming Yy is scalar-
valued, F the unit matrix, and k large, we get essentially an isotropic swelling
controlled nonlinearly by the hydrogen concentration by x ~ a(c) while allowing
still ¢1(x, ) to be uniformly convex, as needed later in (45). Obviously, in view of
(9), the specific choice (15) leads to

P1(x,€) = & x—a(0)* + 61(0) (164)
pale.x) = S Cle~BX):(e~Ex) + x(x), (16b)
w3(x,9) = %ﬁzCa:a +9Ca:Ex + ¢3(9), (16¢)
pa(e, x) = —Cae. (16d)

Note that, in (16¢), 81?;19ch3 = 0, which makes the heat capacity independent of
X, but we can consider more generally the contribution ¢3 dependent also on y
to reflect different heat capacity of metal and of hydride, and therefore we do not
restrict ourselves to a particular form of @3 in (9) but make only certain technical
assumptions below, cf. (23k). Similarly, we keep the treatment of ¢; in a nonspeci-
fied way. In fact, the specific form (16b) is a simplified linearization of the so-called
St.Venant-Kirchhoff potential but, when derived from the St.Venant-Kirchhoff form
by linearizing the stress response, it results still in some other terms, cf. [9, Sect. 5.4],
which here was neglected rather for notational simplicity.
Thus, on setting

o.(x,w) = —0(x,w)Ca, (17a)
sa (X, w) := Ixp3(x, 0(x, w)), (17b)
K(e, x,c,w) :=K(e, x, ¢, (x, w)), (17¢)
L(e, x,c,w) :=K(e, x,c, 0(x, w)) ® 0, 0(x, w), (17d)
M(e, x,c,w) := M(e, x, ¢, 0(x, w)), (17e)
the original system (13) is transformed into

ol —div(C(e(u)—EY) + oa(x, w) + De(l)) =f, (18a)
ax + 9C(x) — AAx+ Oy 1(x, ) +E T C(Ex—e(u))+sa(x, w)+Ng(x) 20, (18b)
¢ —div(M(e(u), x,c,w)Vu) =0, (18c)

w — div(K(e(u), x, ¢, w) Vw+L(e(u), x, ¢, w)Vx) = (oa(x, w)+De(0)):e(0)
T (sax ) + X)X + C() + M(e(u),myc, w) VeVt g, (18d)
p = 0cp1(X; ), (18e)

where N, = 00k denotes standardly the normal cone to the convex set K. The
boundary conditions (2) now take the form:

(C(e(u)=EX) + oa(x, w) + De(i))n = f, (19a)
Vx -n=0, (19b)
M(€(U),X,C,U))V,u-n=hs, ( )
(K(e(u), x, ¢, w)Vw + L(e(u), x, ¢, w)Vy) - n = gs. (19d)

Using the convention like u(-,t) =: u(t), we complete the system by the initial con-
ditions:
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u(0) = uo, u(0) = vo, x(0) = xo, c(0) = co, w(0) = wop,  (19e)

where we have set wg = w(xo, o). We henceforth shall use the abbreviation for the
so-called stored energy, i.e. the temperature independent part of the free energy:

p12(€,x;¢) :== @1(X,¢) + pa(€, x) (20)

By testing (18a,b,c,d) respectively with u, x, i, and by a constant v, integrating by
parts in time, using Green’s formula with the boundary conditions (19), and taking
into account (18e) so that

. 0 )
cp = gpl(xm) — Oy1(X: )Xo (21)

we obtain the following identity:
A
[ 1O + orafe(®). x0).c(6) + 5IVx(OF + vu(t) da
+(1-v) //De(t]):s(t]) + a’)'dz—i—g“()'() + M(e(u), x, ¢, w) V-V dedt

IV//%x7 () + 52 O, w) % derdlt
Q

+u//qudt+/ (/f-t]dx+/fs-l]+hs-/¢+uqsd5>dt
0Ja o \Jao r
A
+u/w0dx+/ §|V0|2+<P12(5(U0),X0,C0)+§|VX0|2d90- (22)
Q Q

For v = 0, the identity (22) represents the mechanical energy balance. For 0 <
v < 1, both the internal energy and dissipative terms are seen; henceforth, a dis-
crete version of this estimate will be used in the proof of Lemma 4.2 for v = 1/2.
Eventually, for v = 1, we recover the standard total-energy balance; note that the
dissipative terms (and also adiabatic terms) then vanish.

Remark 1. Of course, the above model adopted a lot of simplifications of the ac-
tual situations in hydride storage. In particular the concept of small strains may be
questionable at some situations, possible damage is essentially neglected, although
formally it can be involved in a general form of s in (9) below but a lot of an-
alytical considerations seem to be difficult to be straightforwardly adapted. Also
temperature dependence of the chemical potential of hydrogen is neglected, i.e. ¢
in (9) does not depend of #. Further, the chemical reaction in the multi-component
system metal/hydrid /hydrogen is basically neglected and hydride is modeled as a
mixture of metal and hydrogen with essentially the possibility to obtain the same
thermomechanical response of the phase transformation as the corresponding chem-
ical reaction (and, in addition, we can easily model the activated hysteretic response
related with this phase transformation).

Remark 2. The thermodynamics of our model follows essentially a classical ap-
proach based on rational mechanics and Clausius-Duhem inequality, cf. e.g. [4].
There are some variants of this general scenario [7, 14, 15, 20] which are to some
extent equivalent under some simplifications like those in Remark 1 above.
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3. Weak solutions and their existence. Let us summarize the qualification on
the data on which we will rely during the analysis of the initial-boundary-value
problem (18). We confine ourselves to the (physically relevant) three-dimensional
case. We consider a fixed time horizon T and abbreviate Q := Qx(0,7) and
¥ :=I'x(0,T), with I a boundary of the domain Q C R3 assumed Lipschitz. In
the following, we shall use some classical notation for function spaces, in particular
the Lebesgue spaces LP, the Sobolev spaces W*? and, in particular, H* = W2,
and vector-valued functions. We suppose that

C7 D? a?c@l(ch)v M(E7X7C7w)’ K(€7X7C7U})

are (uniformly) positive definite, (23a)
ma (o1 (x, Ol 101 (6. 0)) < C(1+[ef?), (23b)
IM(e, x, ¢, w)dZp1(x, )| < C(1 +[c|°), (23¢)
@1 € C*(KxRT;R), 02, ¢1(x,c) is bounded from below, (23d)
8>2<Ccp1(x, c) is bounded, and 8>2<C<,01(X7c) =0 for c =0, (23e)
M(e, x,c,w) is bounded, (23f)
Je>0: o1(x,¢) > €lc|?,  @i(x, ) convex, (23g)
¢ : RN — R convex 1-homogeneous. (23h)
K c RY bounded, convex, closed, (231)
0. € C(KXRTRY),  oa(x,w)| < CV1+¢1(x 0) +w, (23j)
s € C(KXRYRYD), s (pw) <CVItglno tw, (23K
IL(e, x,c,w)| < CV1+w. (231)

Moreover, we need the qualification of the right-hand sides and the initial data:
fe L2(I; LY (4 R®)), f,e L*(I; LY*(I;R?), ¢qeL'(Q), g¢eL'(T), (23m)
up€ HY (4 R3), voeL2(4R3), xoe HY(RY), xo€K a.e. on Q, (23n)
c€HY (), >0, weeL*(Q), w>0. (230)

We note that (231) will be used in the derivation of the estimate on Vw, see (40f)

below. Also note that (23a,d,e) is not in conflict with the example (16a) where

0%ep1(x,c) = —ka'(c) and 0%p1(x,c) = k(a(c)—x)a"(c) + ¢7(c) + ka'(c)?, while

9% p1(x,c) = k so that (23a) needs k(a(c)—x)a” (c)+¢7(c)+ka'(c)*> > € > 0, (23¢)

X
needs @’ bounded with a'(0) = 0 while (23d) is here satisfied automatically.

Definition 3.1 (WEAK SOLUTIONS). We say that the six-tuple (u, x, ¢, w, p, ) with

ue HY(I; H(Q;R?)), (24a)
X € L®(I; HY (O RY)) N HY (I; L* (4 RY)), (24b)
c e L>=(I; L*(Q)), (24c)
w € L>(I; L*(Q) n LYI; Wh(Q)), (24d)
p € L(I; H(Q)), (24e)
¢ € L2(Q;RY), £ € Ng(x) ae on Q, (24f)
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is a weak solution to the initial-boundary-value problem (18)—(19) if
/ (C(e(u)—EX) + oa(x, w) + De(0)):e(z) — ou-z dzdt
Q
= /f-zdmdt—i—/fs-zdet—i—/vo-z(O) dz  (25a)
Q = Q
for any z € C'(Q;R?) such that z(T) =0,
60+ (05 + a0 9) + BT CU-e(0) + 54019 + ) (6—)
A
+ AVx: Vvdxdt+/f|VXo|2dz >/ C(x dxdt+/§\VX(T)|2 dz (25b)
Q
for any v € C1(Q; RY),
/M(e(u),x,c,w)V,u-Vv —codzdt = / hsvdezH—/ covdz (25¢)
Q by Q
for all v € C1(Q) with v(T) =0,
u); X

| (kietw

:/ (0 )d:L'—i—/qS’Udet-l-/Q<q+(0a(X7w)+D€(u)):€(u)

¢, w)Vw + L(e(u), x, ¢, w)Vx) - Vw — wo dadt

+ (sa 06, ) + 0) % + C(0) + M(e(u), X, ¢ w)VarVp)udadt  (25d)
for all v € C1(Q) such that v(T) = 0, and eventually
w=0pi(c,x) ae. in Q. (25¢)

The above definition obviously arises from (18)—(19) by using standard concept.
The inequality (25b) arises by using additionally the identity

/AX~>'<dxdt /WX —|VX )|2dx, (26)
Q

which can rigorously be justified if Ay € L2(Q;RY), cf. [21, Formula (3.69)]. At
this occasion, let us emphasize that Vx is not well defined as a function on @ so
that we avoid using fQ Vx:V(v—x) dzdt.

Theorem 3.2 (EXISTENCE OF WEAK SOLUTIONS). Let assumptions (23) hold true.
Then (18)—(19) has at least one weak solution (u, x, ¢, w, u) according Definition 3.1.
Moreover,

ol € L3(I; H (Q;R?)"), (27a)
we LY I; H3(Q)*) and we L™ (WY (Q)) for any 1 <r < 5/4, (27b)
¢ e LA(I; HY(Q)%), (27c)
Ax € LA(QiRY), (27d)

and this solution is consistent with the energy conservation equation (22) with
v =1, as well as with ¢ > 0 and w > 0 on Q. If Q is smooth, then even
X € L3(I; H2(; RY)).

We will prove this theorem in Section 4 by a semi-implicit time discretisation
in a more or less constructive manner, except the fixed-point argument behind the
boundary-value sub-problems (28¢)—(19¢) and (18d)—(29d) and selection of converg-
ing subsequences. The additional properties (27) follow from (40f) and (46). The
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H?-regularity of x is a standard consequence of (27d). For more detailed modes
of convergence of the mentioned approximate solutions we refer to (49) and (50)
below.

4. Analysis of (18)—(19) by semidiscretisation in time. We will prove exis-
tence of a weak solution to the initial-boundary-value problem (18) by a carefully
constructed semi-implicit discretisation in time which, at the same time, will de-
couple the system to a sequence of convex minimization problems combined with a
diffusion equation, and provide thus a rather efficient conceptual numerical strategy.

In comparison with the fully implicit time discretisation (i.e. the so-called Rothe
method), our discretisation will allow for a simpler (and constructive) proof of
existence of the discrete solutions, weaker assumptions about convexity mode of
the stored energy, but we need to impose a bit stronger growth qualification of the
data than required by the nature of the continuous system (18).

We use an equidistant partition of the time interval I = [0, 7] with a time step 7 >
0, assuming T'/7 € N, and denote {u’ﬁ}fi o an approximation of the desired values

u(k7), and similarly x* is to approximate x(k7), etc. Further, let us abbreviate
k_ k-1

by 9% the backward difference operator, i.e. e.g. 9%u := *=—=—_ and similarly also
[05]2u = oF[oku] = w, or 0ky = M, ke = Cﬁfi_l, etc. Then,
using also notation (20), we devise the following semi-implicit discretisation:
oo ]2u — div(C(e(uh) ~BxE) + ou0h ™ wh ™) + Debu)) = £, (28a)
ad¥x +0¢ (05x) — AMAXE + Oyipr (X5, 1) + ETC(ExE—e(u))
Fsa( hwi ) +E7 20 with € € N (x5), (28D)
ke — div (M(e(ub), &,k wh ) 7ub) = 0, (25¢)

k1 — div (K(e(u), ik, b, wh) Tk + Le(u), ) V)
De(9%u)):e(0ku)
_ K k=1, k T T
_q7'+ (Ua(XT 7w7')+ 1+T|E(0¢U)|2
+ (sa (X1 wh) + adky) - obx
M(E(uﬁ)’X£7C¢7w§71)vM§ i VILL‘I](':

b + e , (254)
W = Bepr (4, &), (28¢)

for k =1,...,T/7, together with the boundary conditions
(Cle(us)—ExE) + oo (0¢E b1 + De(@bu))n = £, (200)
%—f =0, (29Db)
M(e(u) b, w9k m = (290
(K(e(uF), X5, cr, wi) Vwy + L(e(uf), X7, cf, wh) VxF)n = ¢, (29d)

starting from k = 1 by using

W =up, ult=up—7mvo, X =x0, =co, w=wlmo, ). (30)

An important feature of the scheme (28) is that it decouples to three boundary-
value problems, which (after a further spatial discretisation) can advantageously
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be used in a numerical treatment and which is advantageously used even to show
existence of approximate solutions:

Lemma 4.1 (EXISTENCE OF THE DISCRETE SOLUTION). Let (23) hold and 7 >0
be small enough, cf. (32) below. Then, for any k = 1,...,T/7, (28) possesses a
solution uk € HY(Q;R?), x* € HY (4 RY), €& € L2(Q;RY), &,k wk € HY(Q)
such that c’ﬁ >0 and wf > 0.

Proof. The first boundary-value problem arising by the decoupling is (28a,b) with
(29a,b), and it leads to the minimization of the functional:

_ A 72 Ju—2ukl k22
(w0 = [ 30+ pon (el x. ) + FIVAE + T |
Q

72
k=1 k-1 k=19 k-1
T u—u u—u TIX—X X—X
D T . T ,’77’ (;)
+2 €( T )E( T )+a2 T +7¢ T

+ aa(Xi_la w,,’?_l)ZE(U) + Sa(Xﬁ_lv w‘l]?_l)'x + f‘l]fu dr + / fsk,‘r'u ds. (31)
T

Due to (16b) and (23d), ¢12(-, -, c¥~1) and thus the whole functional (31) are strictly

y Sy b

convex, for 7 > 0 sufficiently small, namely for

(12

min (T, ————
T<T1 = ( [inf 02, 1 |?
T otherwise.

) if inf o2 1 <0, (32)

Therefore, there exists a unique minimizer (u¥, y*) € H1(Q;R?) x HY(Q;RY). By
standard arguments, cf. e.g. [24, Chap. 2 and 4], this minimizer when completed by
¢F € Nk (xF) is a weak solution to (28a,b)—(29a,b). Moreover, £¥ € L2(; RY) can
be shown by the same arguments as in the Lemma 4.3 below.

Then one can solve (28¢)—(29c¢), which represents a semi-linear diffusion equation.
We observe that we can eliminate ;¥ because obviously

Yk = 02,0105, ) VXE + 021 (X5, B vk, (33)
which leads us to abbreviate
Mi(e, x, ¢, w) := 01 (x, )M(e, X, ¢, w), (34a)
Ma(e, X, c,w) := M(e, x, ¢, w) ® 82, p1(x, ©). (34b)
Then (28¢)—(29¢) transforms to the semi-linear boundary-value problem:
0% — div(Mi(e(ur), x5, ¢, wim ) Ver+ Ma(e(ur), xF, cF, wi ) VE) =0 (35a)
on (2 together with the boundary condition on I':
(My(e(u8), x5, &, wh ) Wek + Ma(e(uh), x5, ek uk ) wxt)n = £ (35D)
Due to the fully implicit discretisation of d.¢1 (X, c) which is needed for the a-priori

estimates in Lemma 4.2 below, via (34) we inevitably obtain the dependence of
My 2(e(u), x%, ck, wk=1) on c® so that the problem (35) unfortunately does not
have any potential. Anyhow, thanks to (23a), the 2nd-order tensor M; is uniformly

positive definite. Also, by (23e) and (23f), My is bounded. As a consequence, the
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nonlinear operator A : HY(Q) — H*(Q)* defined by

(A(c),v) ::/Q%cv—i— (Ml(s(uf),xf,qwf_l)Vc

+ Ma(e(ul), xE ¢ wh ) Vit ) - Ty da (36)

is coercive. Thanks to Assumption (23c), we have that A is also weakly continuous,
existence of a solution c® € H'(Q) can be obtained using the Galerkin method and
Brouwer fixed-point theorem; of course, the obtained solution needs not be unique.
Testing (35) by [c¥]~ and using (23¢) implies ¢ > 0 provided c¥~! > 0, which yields
non-negativity of the hydrogen concentration recursively for any k = 1,...,T/7 by
using (230).

Let us also note that from (33) we obtain also Vu* € L?(Q;R?). In particular,
we have simply both De(0ku):e(0ku)/(14+7|e(dku)[?) € L>=(Q2) and M(e(u¥), x*, ck,
wk DYV pk vk /(147 VEE|?) € L>(Q), and thus the right-hand side of (28d) is
in L?(Q). Therefore, eventually, we are to solve (28d)—(29d), which represents a
semilinear heat-transfer equation with the right-hand side in H'(Q)*. The only

nonlinearity is due to the w-dependence of L(e(u¥), x*,c® w), o.(x*~!,w), and

sa(X¥~1,w). The later two are needed to guarantee w® > 0. Anyhow, since this
nonlinearity is of lower order, we can pass through it by compactness and strong
convergence. Thus, it suffices for us to check coercivity of the underlying operator.
To this aim, we test (28d) by w*. The terms on the right-hand side containing
wk are estimated standardly by using Holder’s and Young’s inequalities, and using
the qualifications (231,m). Having coercivity, we see that there exists at least one
solution. Moreover, this solution satisfies w® > 0, which can be seen by testing
(28d) by the negative part of w* and using that o, (x,w) = 0 and s,(x,w) = 0 for
w < 0. Note that to have such non-negativity it is important to have w* in the
K-term on the left-hand side, as well as in the nonlinear terms o, and s, on the
right-hand side. O

Let us define the piecewise affine interpolant u, by

t— (k-1 kr—t
ur-(t) :== (k=1)r uk 4 T uk-t
T T

for ¢t € [(k—1)T, k7] (37a)

with &k = 1,...,T/7. Besides, we define also the backward piecewise constant
interpolant %, and w, by

U, (t) == u”, for t € (k—1)7,k7], k=0,..,T/T, (37h)
u, (t) == uF 1 for t € [(k=1)7,kT), k=1,..,T/T. (37¢)

Similarly, we define also m.,, m,, m., 9., Ur, Gr, Fb,T, etc. We will also need

the piecewise affine interpolant of the (piecewise constant) velocity 65; , which we
denote by [%”t*]l, ie.

. i t—(k—=1)7 ukF—uk=1  kr—t uk1_yk—2

[u-]'(t) == (k=D uy—uy 0 T g te ((k=1)7,k7]. (37d)

T T T T

s . i . ) . k_2 k—1 k—2
Note that u’ := % [UT]l is piecewise constant with the values “=—2%= 4= " on the

T2
particular subintervals ((k—1)7, k7).
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In terms of these interpolants, we can write the approximate system (28) in a
more “condensed” form closer to the desired continuous system (18), namely:

ol — div(C(e(u,)—ExX,) + oa(x s w,) + De(i,)) = f;, (38a)
aXT+aC(>.<T)7>\A>_<T+aXSD1(>_<T,ST)+ETC(E>_<77€(GT))
+sa(x, w,)+E 30 with & € N (Xr), (38b)

¢, — div(M(e(u )XT,CT, IViz) =0 with i = 8cp1(Xr,Cr),  (38¢)
w, — div(K(e(Ur), Xr, &, w, )V, + L(e(Ur), Xr, &, w, ) VX7)

_ De(u,):e(u,) _ .\ .
= yWr) + ————————— + ,Wr) + T ) XT
(oalx ,wr) (a2 (salx_,@r) + axs)x
. M(E(GT))XTaa‘Iﬁw )vlaTvﬁT _
. T - 38d
+¢0e) + 1+ 7|Vii, 2 o 50
together with the boundary conditions
(C(e(ur)—Ex~) + oa(X s w,)+ De(i,))n = f, -, (39a)
o _
on 0, M(e(u-), XT377'7 )V,LL-,— n= h% T (39b)
(K(E‘?(U-,—), X, Cr, MT)VITJT + L(E(UT)a X E‘HQT)VXT) N = G 7. (390)

Lemma 4.2 (FIRST ESTIMATES). Let again the assumptions of Lemma 4.1 hold.
Then, for some C' and C,. independent of T > 0,

HUTHW1=°°(I;L2(Q;R3))ﬂHl(I;Hl(Q;]R3)) <0, (40a)
HXT||L°°(I;H1(Q-RN)) AL (QRN) 1L (QrY) = O (40D)
HETHLOO(I;Hl(Q)) <G (40c)
||'a7'||L°° @) =6 (40d)
HwTHLoo(z gy <6 (40e)
HVU}T‘ Lr(QEs) S C, forany 1<r<5/4. (401)

Proof. The strategy is to test the particular equations in (28) respectively by ?%u,
%y, uk, and 1 . For (28a,b), we note that a standard convexity argument yields:

o[o}] ubkqu(C( e(uy)—Exy))de+(ETC(Exs—e(uh)) + &) 0fx + AVXF:Vorx

S @ A
§|0'“UI2 + C( (uf)—ExY):(e(up)—Ex7) + §|fo\2 + 0K (XF)

e 1 - - - _
2ok uf? — S C(e(ub ) B (el )BT — AT ().
(41)
Owing the our equi-semiconvexity assumption (23d) on ¢4 (-, c), we also have:
Xt X5
Drpr (¢, b0k = (B (kb )+aﬁ) X~ AT X
1 - (x)? - O’ e
S 2 k k-1 ) -1 _k—1y _ T )_ X7 k
_T(%(XT,CT )+a2f PG —a N A
k k-1 k—1
P1X7: Cr — ik T 2
- b )l ) a¥T oty 42)
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provided 0 < 7 < 71 with 71 from (32). Now, we add the tested equations together.
We then use (41)—(42), and still the convexity (23g) of ¢ — ¢1(x,c) to deduce the
estimate

1 A
[ gk + S0kl + pralehnh ) + GV s

Q2
k
) ) 9 . 1 o ) ) )
7 / Ddle : dle + T\Ealaixf) + Ml el wl ViV dadt
j=1"9

1 0 A
< / S Wo + §|V0|2 + @12(€0, X0, C0) + §|VX0\2d33
Q

k
i ~j 1 1 . . . - _
JrTZ/Qfﬁ'D]TU + 5‘11 + (io'a(XjT 17w1) —o.(xt 1,w1 1)) e
Jj=1

1 . . . . ) S . 1 .
(3507 wh) = s wl ™) ) ¥ da + / £ %u+hl ¥+ Sl dS
T
(43)

where we used the abbreviation 2 from (20) with ¢o from (16D).

We remark that our semi-implicit scheme has benefited from the cancellation of
the terms :I:%gol(xﬁ, ck=1) under this test by time-differences, which is a more gen-
eral phenomenon to be understood as the fractional-step method, here combined
with the semiconvexity, cf. [24, Remarks 8.24-8.25]. Now, by (23j), using Hélder
inequality, and recalling that w® > 0, we obtain the estimate:

1 . _ . . .
/ (3007 wd) — o0~ wd ™)) dbe da
Q

§C€+C€/ @1(X1—1,C1—1)+w1+w;—1+|ez|2dx+e/ Dielde, (44)
Q Q

where € is an arbitrarily small number, and C, depends on €. A similar estimate
holds also for the terms multiplying 92x on the right-hand side of (43). We now
can adsorb the discrete time derivatives into the left-hand side, and use a discrete
Gronwall inequality. Thanks to (23a) and (23g), we have ¢;(x,c) > ec? and the

a-priori bound y* € K. This gives the estimates (40a-c,e). The estimate (40d)
follows from the relation (cf. also (33)):

VET = [83&)01()_(73 ET)] - (vﬁT - 83X<)01()_(Ta ET)V)_(T)' (45)

Eventually, we observe that the right-hand sides of (38d) and (39c) are bounded
in L'(Q) and L'(X), respectively. For this, we need, in particular, assumptions
(23j) and (23k). Then one can use the L!-theory for the heat equation to obtain
the remaining estimate (40f), see [1]. To this goal, like in [12], one is to perform
the test of (28d) by @’(w¥), where w(wk) := ((1+wk)!=¢—1)/(e—1) with ¢ > 0,
and sum it for k = 1,...,7/7. Comparing to standard technique, see for instance
[21, 25, 26], the only non-standard estimates is due to the L-term, as in [27], which

requires assumption (231), cf. also [24, Sect.12.9]. O

Lemma 4.3 (FURTHER ESTIMATES). Under the assumption of Lemma 4.1, for
some constant C' independent of T, it also holds:
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el Lo rem (ms)-) < C (46a)
HwTHLl(I;H3(Q)*) =G, (46Db)
Hé"'HL2(I;H1(Q)*) =G, (46¢)
1A% L2 gy < € (464)
HgTHL2(Q;RN) <C. (46e)

Proof. The “dual” estimates (46a-c) can be obtained routinely as a consequence of
the previously derived ones by using the equations (38a,d,e) with the corresponding
boundary conditions (39a,d,e). As ( is finite, J¢ is bounded, and from (23b) and
(23j) and the already proved estimates (40a-c,e), we have, for some C finite,

V7 €0C(Xr) X+ 01 (Xrs € )+ 0302 (€(0r), Xr) a0, )1 |7 | un < C-

We can now prove (46d,e), imitating an abstract procedure like in [19]. We write
(38Db) as B ~
)‘A)_('r - g'r =T, with f‘r € NK ()_('r) (47)

We test (47) by Ax, and use the monotonicity of the set-valued mapping Ny, which
ensures (when written very formally) that

_ O%s o
/gT-AxT de = /NK(S(T)-AS(T dz = /NK(XT)% dS—/VNK(XT):VXT dz
Q Q r n Q

= —/ ONg (Xr)VXr: V- dz = —/ %51 (X+)VXr: VX, dz < 0. (48)
Q Q

Of course, the positive-definiteness of the Jacobian 0?0k of the nonsmooth convex
function dx is indeed very formal and the rigorous proof needs a smoothening argu-
ment. In fact, one can use an exterior penalty 0y (x) := €' mingex [x—X|? (i.e.
Yosida’s approximation of ¢, ) and consider the Dirichlet boundary-value problem
AAXre— 6/1(76()7(7';5) = 7, with the boundary condition ¥,. = X, on ¥ which ensures
0% (Xr,e) = 0 on X so that the boundary term arising by the test by Ax; . disap-
pears, likewise already in (48), and the limit with e — 0 is then easy. Therefore, by
this estimate, we obtain A[|AX-| z2(gry) < ||77]|L2(g:rv) so that (46d) is proved,
and thus also the bound (46e) for &, = AAY, — 7, is proved. O

Proposition 1 (CONVERGENCE FOR 7 — 0). Let again the assumption of Lemma
4.1 hold. Then there is a subsequence such that

ur = u strongly in H*(I; H(Q;R?)), (49a)
Xr — X strongly in H*(I; L*(Q; RY)), (49b)
Cr —cC strongly in L™ (Q) with any 1 <r <6, (49c¢)
wr ww & w, —>w strongly in L°(Q) with any 1 <s<5/3, (49d)
iy — strongly in L*(I; H(2)), (49e)
& — ¢ weakly in L?(Q;RY), (49f)

and any (u, X, ¢, w, 1, &) obtained in this way is a weak solution to the system (18)—
(19) in accord with Definition 3.1 which also preserves the total energy as well as
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c >0 and w > 0 as claimed in Theorem 3.2. Moreover, if ) is smooth, then also

Xr = X strongly in L*(I; H (Q;RY)), (50a)
Cr —>cC strongly in L*(I; H(Q)). (50Db)

Proof. For lucidity, we divide the proof into nine steps.

Step 1. Selection of a converging subsequence. By Banach’s selection prin-
ciple, we select a weakly* converging subsequence with respect to the norms from
the estimates (40) and (46). By Aubin-Lions’ theorem, from (40c) and (46¢), one
gets (49c). Moreover, a (generalized) Aubin-Lions theorem, cf. [24, Corollary 7.9],
based on (40f) and (46b) which makes w, bounded as an H?3(£2)*-valued measure on
[0, T, interpolated further with the estimate (40e), gives the first strong convergence
(49d). The second one follows analogously.

Further, ¢ > 0 and w > 0 is inherited from c, > 0 and w, > 0 proved in
Lemma 4.1. If © is smooth, from (46d) one has Y, bounded in L?(I; H?(£;RY)),
so by Aubin-Lions’ theorem one gets (50a) and then, from (45), one gets also (50b).
Step 2. Convergence in the semilinear mechanical part. Equation (18a) is
obviously semilinear, and therefore the weak convergence is sufficient to obtain it

in the limit from the corresponding equations (38a). In particular, pU is in duality
with u:

Ge LA HY(Q;R?) and ol € L*(I; H'(O;R?)*). (51)

By Rellich’s theorem we have the continuous and the compact embeddings H(I;
L2(Q)NL>¥(I; HY(Q)) ¢ HY(Q) € L*(Q) so that x, — x strongly in L?(Q;RY
and then also x ~— X strongly in L?(Q;RY) because ||XT7XT||L2(Q;RN)
37127l p2(iryy — 0, cf. [24, Rem.8.10]. Together with (49d), we can pass
through the nonlinearities o, and s,. Similarly also X, — x strongly in L?(Q;RY),
which we will use later.

Step 3. Strong convergence of £(u;). As the nonlinearities 9,2, M, K, and
L may depend on €, we need first to prove strong convergence of e(u,). Using the
equation for the discrete approximation, and the limit equation proved in Step 2,
we can write:

/(Cs(GT—u):s(ﬁT—u)dzdt
Q
S/QUL-(U—GT)—I-O'.&(X e )e(u—iiy) + Ce(u)e(u—i,) dzdt  (52)
Q —T
where we used the monotonicity of u — De(w) if the initial condition is fixed; cf.
[24] for details about the time discretisation. The goal is to pass the right-hand
side of (52) to 0. We use Aubin-Lions’ Theorem to obtain strong convergence of u,

in L2(Q;R3), and by the Rellich compactness theorem also strong convergence of
U, (T) in L?(Q;R?), which allows us to pass to the limit:

lim [ ot -(u—i,)dzdt = lim (/ our(0) -t (1) — ou (T) - U (T) dz
Q T—0 Q

T—0
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//,QUT — quxdt—l—/ ~udxdt)
Q

= / 0u(0)-u(0) — oa(T)-u(T) dz —l—/ 0|i,)? + oli-udzdt = 0;
Q Q

the former equation is by discrete by-part summation, cf. e.g. [24, Remark 11.37],
while the later equality simply follows by reversing integration by parts; here (51)
is used. By (40c) and (46c), we have ¢, — ¢ weakly* in L>°(I; H'(2)), and ¢,
bounded as an H!(Q)*-valued measure on [0,7], which gives ¢, — c strongly in
L?(Q) by a (generalized) Aubin-Lions theorem, cf. [24, Corollary 7.9]. Then the
other terms in (52) clearly converge 0. Altogether, we proved that the right-hand
side of (52) converges to 0, which eventually shows &, — € in L?(Q;R3*3).

Step 4. Limit passage in the micromechanical inequality. From (38b), we
have

VV€L2(I§H1(Q§RN)): /Q(O‘X'r+5a(x 7T)+8XS012(€7—7X7'37T)+£7—) (v=xr)

FAVATV- V) + () dadt > [ () dadt (53a)
Q

WeL?(Q;RY), veK ae.: /QET~(V)ZT)da:dt > 0. (53b)

The limit passage in (53b) is easy because &, — & weakly in L2(Q; RY) and y, — x
strongly in L?(Q; RY) has already been proved in Step 2; thus £ € Ny (x) is shown.
Now we can make a limit passage in (53a). Here on the left-hand side we have
collected all terms that need to be handled through a continuity or a weak upper
semicontinuity arguments, while the right-hand side is to be treated by weak lower
semicontinuity. We benefit from the strong convergence of x (and similarly also of
X+) shown in Step 2 and of ¢, and &, proved in Step 3. The only nontrivial limit
passage which, however, leads us directly to (25b) is:

limsup/—/\V)ZT-V)'(T dzdt < /5|VX0|2dx—nminf/ﬁwx(:r)fdx
=0 J@ Q2 =0 Jo2
A 2 A 2
< | SIVxol* = SIvx(@)[ da. (54)
Q

Eventually, the limit in [, & Xr dadt is simple because, for any & € Ny (xr),
this integral equals [, 0k (&-(T)) — 0k (&o)dz = 0 = [, 0k (E(T)) — 0k (&) dz =
fQ &-x dzdt since we already know £ € Ny (x); note that (23n) has been used here.
Thus (25b) is proved.

Step 5. Limit passage in the diffusion equation. Again, all strong conver-

gences we already have proved in Steps 2 and 3 are to be used. Then the limit
passage in the semi-linear equation (28¢) is simple.

Step 6. Mechanical/chemical energy preservation. We balance the kinetic
and stored energy integrated over the domain:

[ 2160 + prafetutr). X(1),¢(t)) + 5 [ x(0)[ da.

as we actually did in (22) with v =0, i.e.
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£(T) — £(0) = /Q

F ) + M(e(u), x, € w) V-V dadt + / i gt pths ASAE. (55
>

f-u+ gdzdt — /Q(]D)E(L])—i-aa(x,w)):e(d) + (ax+sa(x, w))-x

This is standardly achieved by testing the mechanical-chemical equations (18a,c),
and the inclusion (18b), respectively by u, , and X, and by using the chain rule to
integrate with respect to ¢t. In order for these tests to be legal, we need ou to be in
duality with u, which has already been proved, cf. (51). In particular, we make use of

/0 <Q[j,fj>dt:/ﬂgyd(T”2_g‘fj(())‘zdx.

Further, we need Ay € L?(Q;RY) to have (26) at our disposal; for this, the as-
sumptions (23b) and (23j) together with the estimates (40a-c,e) are used. Also,
¢ € L2(I; HY(Q)*) is in duality with p € L2(I; H(Q)) as well as x € L%(Q;RY)
is in duality with dy¢1(x,c) € L2(Q;RY), cf. (46¢) with (49¢) and (40b) with the
assumption (23b) with y € L>(Q;RY) and c € L*°(I; L%(Q2)), so that we can rig-
orously execute the formula (21) integrated over I, which gives

/OT ((é,/i> + /Q (9X<P1(X,C))'(dx> dt = /le(X(T),C(T)) — o1(x0, o) da.

Also € € L2(Q; RY) is in duality with x € L%(Q;R") so that fQ &x dzdt has a sense
and simply equals to 0 because £ € 99k () has been proved in Step 4 and because
dx (x0) = 0 is assumed, cf. (23n).

Step 7. Strong convergence of £(u,), X, and Vji,. Using the discrete
mechanic-chemical energy imbalance (which is like (43) except that the 1/2 of the
heat equation (38d) is not counted), and eventually the energy equality (55), we
can write

/QC(X) + De(h):e(0) + alx|? + M(e(u), x, ¢, w)Vu-Vu dedt

T—0

<timint [ G(5r) + De(l ie(i) + alir* + Me(ir), o 0, Vi Vi
Q

<timsup [ (i) + De(i (i) + (1-v7/2)ali
e + M(e(@r), Xr, & w, ) Vs Viir dadt
< lim sup (5(0) - / S (1) + pra(e(ur (1)), X (1), & (7)) + gmmm

T—0
7/?3,7{17 detJr/?Tw]T 70‘3(X7_,Q7_):€(l]7-) —sa(X_,w, ) Xr dxdt)

s

by Q
<&0)—&(T) — / fs-udSde +/ fi—oa(x,w):e() —sa(x, w)x dedt
= Q
= [ G0+ Delyie(@) + ol + Mle(u),x.c,w) Vi Vot (56)
Q
Thus we can write “lim” and “=" everywhere in (56) and, together with the already

proved weak convergence, we obtain the desired strong convergence of (i) and x
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and Vji, in L?(Q)-spaces. For technical details about the term MV u-Vu with the
nonconstant coefficient M = M(e(u), x, ¢, w), we refer to [26, Formula (4.25)].

Step 8. Limit passage in the heat equation (38d). Having proved the strong
convergence in Steps 3 and 7, the right-hand side of (38d) converges strongly in
L'(Q) and this limit passage towards the weak solution to (18d)-(19d) is then easy.

Step 9. Total energy preservation, i.e. (22) with v = 1. We have w €
LY(I; H3(Q2)*), cf. (46b) and realize the already proved identity (18d), which is in
duality with the constant 1, we can perform rigorously this test and sum it with
mechanical/chemical energy balance obtained already in Step 6. g

5. Generalization of the model for electrolytes and fuel cell modeling.
In a very basic scenario, the above presented model allows for a relatively sim-
ple generalization for a multicomponent, charged (i.e. ionized), chemically reacting
medium undergoing electro-diffusion in elastic medium. When having in mind hy-
drogen fuel cells, the specific situation involves elastic polymeric porous layer with
negatively-charged dopands and undergoing mechanical deformation/stresses e.g.
due to swelling through which water HyO, hydrogen ions HT (i.e. protons), and hy-
dronium ions H3O™ (or, in general, ions of the type Ha,110; also with n > 0) move
by drift and diffusion; we speak about a polymeric electrolyte membrane (=PEM).
This membrane is surrounded by two thin layers where catalyzed chemical reactions
take place and another electron-conductive layers called an anode and a cathode.
The mentioned reactions are Hy —2HT + 2e~ (on the layer between the anode
and membrane) and Oy+4H*+4e~ —2H50 (on the layer between the cathode and
membrane). There is vast amount of literature about such fuel cells and their model-
ing, cf. e.g. [13, 16, 22] for a survey. Similar scenario applies for methanol or ethanol
fuel cells, except a different chemistry on the anode. All the models seem however
to be focused on electro-chemistry without taking (thermo)mechanical interactions
properly into account, sometimes being rather one-dimensional and mostly not ac-
companied by any mathematical analysis. Of course, the following outlined model
can serve only as an ansatz to which a lot of concrete data is to be supplied.

The generalization of the above presented model to m diffusive constituents con-
sists in taking the concentration ¢ and the (now electro-)chemical potential p vector
valued. Moreover, we consider a vector of electric charges z of the m constituents;
some components of z can be zero. Further, we consider the vector of chemical-
reactions rate r = r(x, c), electrostatic potential ¢ of the self-induced electric field,
an electric permittivity ¢ = e(z), and d = d(x) concentration of dopands. The
xz-dependence allows for distinction of particular layers composing the mentioned
fuel cells. The above outlined chemistry was only an example - some alternative
similar application might be e.g. methanol fuel cells, cf. [8] for a simplified model.

The mass balance (18¢) together with (13e) augments to

¢ — div(M(e(u), x, €, 9) V) = r(c), (57a)
p = Ocp1(x,€) + 29, (57b)

where ¢ is to solve the (rest of Maxwell system for) electrostatics balancing the
electrical induction eV¢ as

—div(eV¢) =z-c+d (57c)
with some (here unspecified) boundary conditions. In (57a), M is now a 4-th order
symmetric tensor and thus [div(MVu)], := 22:1 % 2?21 >t MUM%.



2332 TOMAS ROUBICEK AND GIUSEPPE TOMASSETTI

The essence of this electro-statical augmentation is that the test of (57a) by p
now relies on the modification of (21) if integrated over 2 as follows:

/ cudr = / ¢ (0cpr1(x;€) + z¢) da
Q Q

d . .

Tt /Q p1(x€)de — /an@l(XaC)'u — ¢z-cdx
d . . .

= & Qgpl(Xac) dx_/QaX(pl(X7c)u_¢d1V(€v¢) de
d € .

Q2 Q

together with (for simplicity unspecified) term arising from boundary conditions
for (57c). The energy balance (22) now involves also the energy of the electrostatic
field 1 [, €[V¢|>dz. The term r(c)-p = r(c)-0c.p1(x,¢€) + r(c)-z¢ arising by the
mentioned test of (57a) is to be treated by Gronwall’s inequality under some growth
qualification on the chemical-reaction rates r. The convergence analysis imitates
[23] as far as the electrostatic part concerns. Standard modeling of electro-chemical
devices with sizes substantially larger than the so-called Debye length like fuel cells
however simplifies the model by considering local electroneutrality, arising as an
asymptotics for e — 0 in (57¢), cf. e.g. [13].

Final note is that, considering m = 2 and forgetting e, x, and 1, the system (57)
itself represents the classical Roosbroeck’s drift-diffusion model for semiconductors
[28], the components of ¢ being then interpreted as concentrations of electrons and
holes; cf. e.g. [24, Sect. 12.4]. The generalization presented in this section can thus
be also interpreted in its very special case m = 2 as a model for thermodynamics
of elastic semiconductors, especially if the mobility tensor M would be allowed to
depend also on the intensity of the electric field V.
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