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Abstract

A continuum model for yttria-stabilized zirconia (YSZ) in the framework of non-equilibrium thermodynamics is developed.
Particular attention is given to (i) modeling of the YSZ-metal-gas triple phase boundary, (ii) incorporation of the lattice
structure and immobile oxide ions within the free energy model and (iii) surface reactions. A finite volume discretization
method based on modified Scharfetter-Gummel fluxes is derived in order to perform numerical simulations. The model is
used to study the impact of yttria and immobile oxide ions on the structure of the charged boundary layer and the double
layer capacitance. Cyclic voltammograms of an air-half cell are simulated to study the effect of parameter variations on

surface reactions, adsorption and anion diffusion.

Keywords Solid oxide - Double layer - Interface - Thermodynamics - Finite volume method

Introduction

Detailed continuum models of high temperature solid
oxide electrochemical cells (SOEC)! describe the under-
lying chemistry with spatially distinguished phases (oxide
ion conductor, electric conductor, gas) of the triple phase
boundary [1-4]. Surface physics processes such as tangen-
tial diffusion and surface chemical reactions of the surface
species are employed. In particular, the electron-transfer
reaction at the triple phase boundary is usually modelled
with Butler-Volmer-type kinetics containing overpotential,
the difference of the electric potential between the metal
and the bulk of the YSZ, as the driving force. The ioni-
cally or electrically conductive parts of a solid oxide cell
are electroneutral in the respective bulks. The overpotential,
appearing at the phase interface, is caused by formation of a
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charged double layer of oxide ions in YSZ and electrons in
the electrode. Although the overpotential correlates with the
excess concentration of oxide ions available for the electron-
transfer reaction in steady-state scenarios, it cannot capture
the dynamics of the double layer. Therefore, if such a model
is compared to the results of a dynamic current-voltage mea-
surement, e.g., electrochemical impedance spectroscopy or
linear-sweep voltammetry, the dynamics of the double layer
is underrepresented.

To determine the structure and dynamics of the space-
charge layer of oxide ions in the YSZ, a generalized
Poisson-Nernst-Planck (PNP) system can employed. By the
generalization it is possible to account for the effect of the
finite density of available lattice sites for oxide ions at the
continuum level.

Such an approach was already used to capture the
formation and behavior of the electrochemical double layers
at electrode-electrolyte interfaces [5, 6]. The PNP system
was successfully applied to the solid-state electrochemical
systems, e.g., lithium batteries [7-9]. In [10], the PNP
equations were already applied for proton ceramic fuel cells;
however, the thermodynamics of the crystalline lattice and
of the surface were not taken into account.

In this work, we apply a modeling approach for
charged bulk-surface interfaces based on first principles
of nonequilibrium thermodynamics [11, 12]. The resulting
generalized Poisson-Nernst-Planck system is used to
formulate the model of dynamics of the space-charged layer

@ Springer


http://crossmark.crossref.org/dialog/?doi=10.1007/s10008-019-04356-9&domain=pdf
http://orcid.org/0000-0001-5952-0025
mailto: petr.vagner@wias-berlin.de

2908

J Solid State Electrochem (2019) 23:2907-2926

at the YSZ-metal-air triple interface. The main advantage
of this approach is its consistency between the free energy
(equilibrium) and fluxes (dynamics).

The paper is organized as follows. The free energy
model of the bulk YSZ, capturing the crystalline structure,
immobile oxide ions and elastic deformation, is developed
in the “Bulk YSZ” section. The resulting chemical
potentials are introduced into the gPNP model [11] after its
modification for the description of the lattice velocity. In the
following section, bulk metal and bulk gas phases are treated
under the assumption of diffusional equilibrium. The free
energy of the surface and the surface dynamics are described
and developed in the the “Surface—triple phase boundary”
section. The modeling approach results in a coupled system
of evolution equation describing the transport of oxide ions
in the bulk of electrolyte, adsorption of oxide ions from bulk
to the surface and electron-transfer reaction alongside with
the Poisson equation.

Using a finite volume based discretization, double layer
capacitance and linear-sweep voltammetry simulations are
performed in the “Simulation of a SOC half-cell” section.
The performed simulations study the effects of the newly
introduced concept of immobile oxide ions, the free energy
parameters and the kinetic rates on the current response.

The novelty of the approach lies in the synthesis of
the crystalline lattice bulk-surface free energy description
and the coupled bulk-surface dynamics in non-equilibrium
thermodynamics framework. Owing to this, it is possible
to simulate the equilibrium behavior, e.g., the double
layer capacitance, and dynamic behavior, e.g., the cyclic
voltammetry, using a single model. Notable contribution to
the state of the art models of YSZ is the thermodynamic
treatment of the surface dynamics.

Bulk YSZ

We consider the charge transport exclusively in the
isothermal electrostatic setting, therefore the temperature T’
is assumed to be constant and the electric field is given
as E = —Vg. Moreover, a simple material model for
polarization based on a constant susceptibility x is chosen.

General mixture and crystalline structure

Mixture quantities We model YSZ as mixture of four
constituents: zirconium and yttrium cations denoted by Zr
and Y, respectively, and oxide anions. We assume that only
a part of the oxide anions is freely mobile and refer to these
as Om, whereas the remaining immobile oxide anions Oi
are fixed to the underlying crystal structure. For referencing
the different constituents of the mixture we use the index set
Iysz = {Zr, Y, Oi, Om}. Each constituent is characterized
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by the atomic mass m, and its atomic charges z,eg, where
o € Zysz. The constant ey is the elementary charge and z4
is the charge number of the constituent. Multiplication of the
number densities ny by m,, gives the partial mass densities,

2.1)

Po = MgNgy.

The (total) mass density p and the free charge density nF of
YSZ are defined as follows,
nt = ¢ Z ZaNy-

P = 2 mgny,
DlGIYSZ OlEIYSZ

2.2)

While each species is transported by its partial velocity v,
we introduce for the mixture the barycentric velocity

v=2 ¥ puve

o EIYSZ

2.3)

The diffusion fluxes of the constituents are determined by
the transport relative to the barycentric velocity, viz.,

Y Jo=0.24)

a€lysy

Jo = pa(vy —v)  implying the constraint

Crystalline structure The crystalline structure of pure ZrO;
is well known (see e.g. [13]) and might be described
conveniently in terms of unit crystal cells. Unit crystal
cells of yttria-doped zirconia are, due to the yttria doping,
difficult to be described systematically [14].

To overcome this, we introduce cation and anion spatial
lattices, so that they coincide with the respective lattices in
pure cubic ZrO», i.e., locations of Zr*t or 0%~ (see Fig. 1).
Contrary to the pure ZrO,, the cation lattice of YSZ is

O Zrdt
Q@ 02

o Y3+

vacancy

Fig.1 Illustration of the yttria-stabilized zirconia structure. The cation
lattice is occupied by Zr** (blue) and Y3+ (orange). The anion lattice
is occupied by mobile and immobile O>~ (gray) or vacant (dashed)
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occupied also by Yt and some of the anion lattice sites
may be empty. The cation lattice unit cell is assumed to
be face-centered cubic and contains 8 cations in its vertices
and 4 in the centers of the faces. Each vertex site is shared
by seven other unit cells and each face-center site by one
additional unit cell. Hence, there are Mé = 4 cation lattice
sites belonging to one unit cell. There are M/ﬁ = § anion
lattice sites contained in the cation lattice unit cell, these
are located inside the unit cell and not being shared by the
neighboring unit cells. In general, the ratio m = Mﬁ / Mé is
a fixed constant that results from the given combination of
materials. In the case of YSZ, we have m = 2. The spacing
of the lattice can be described by a number density n* of
unit crystal cells, that may be non-homogeneous in space
due to the non-uniformity of the lattice. The densities of
the cation lattice sites are then given as n*é = Mgn# while
for the anion lattice sites is m Mg n*. We assume that all
cation lattice sites are actually occupied by either zirconium
or yttrium cations whereas some of the anion sites may be
left unoccupied. We thus have

ng = nz; +ny, mng > noi + nom. (2.5)

To further specify the state of the YSZ , we introduce the
proportion v¥ of immobile oxide ions and the filling ratio y
of the anion lattice sites,

# __ Noi _ nOm
= % Y=""% :
mn mnc—nOi

(2.6)

In addition, we define the molar fraction x* of Y203 in
YSZ,
1
£ = #2—1 2.7)
I’lC — jl’ly
To simplify the model, we assume the zirconium, yttrium
and immobile oxide ions are bound to the lattice and thus all

are transported with identical lattice velocity

ve =v*  fora € {Zr, Y, Oi}. (2.8)

Free energy and chemical potentials

The free energy density? py of YSZ is assumed to be a
function of temperature 7', partial mass densities p,, and the
electric field E. We suppose that the free energy density
oY (T, py, E) can be split into four additive parts: reference
energy, entropy of mixing, elastic energy and polarization
energy,

P!//(T, (pa)ael_st E) — p¢ref + pwpolar + ,Ol/lmeCh + ,Ol/fmix, (29)
where only pP° depends on the electric field E and only
pyY™* depends on the crystal structure.

2The free energy function is defined here as py = pu — P - E — Tps,
where pu is the density of internal energy.

The entropy density ps and the chemical potentials of the
respective species (i, are defined with respect to the free
energy density as

py Y
—_— _,OS, =

oT 00y

Lo (2.10)

Reference energy The reference free energy describes a
suitable chosen reference state and is assumed to be

pU =Y pang’. @.11)
aelysz
Here, Mfff denotes the temperature-dependent reference

chemical potential of each individual constituent.

Polarization energy On top of the free charge density n
according to 2.2;igp, an excess charge density n® may arise
in the material due to the presence of the electric field,
mechanical strain, etc. (see for example [15, Chapter 2]).
This excess charge is usually described by a polarization
vector P so that

—divP = n". (2.12)

We refrain from a comprehensive discussion of constitutive
modeling of polarization like, e.g., in [11] and assume that
in bulk YSZ, the relaxation time of the polarization is small
and the polarization vector P is proportional to the electric
field E, i.e.,

oy __,

oE

The number y is the electric susceptibility of YSZ, which
for simplicity is assumed spatially homogeneous here.
Integrating (2.13) such that pyP°"%" vanishes for E — 0
yields the free energy density due to polarization

P = xeE. (2.13)

pyPolr — —““’TX|E|2. (2.14)

Elastic energy We introduce the material pressure p, which

is independent of the electric field E, and is defined by the
Gibbs-Duhem relation

p=-py+ Z Pathas

aelysz
where py = py'™ 4+ py™x 4 pymech The elastic
contribution to the free energy is based on a simple linear
constitutive relation between the material pressure p and the
number densities n, of YSZ,

Z v, — 1
aelysz
Here K is the bulk modulus of YSZ and v are the
specific volumes of the YSZ species under the reference

pressure p™f. In general, the specific volumes are functions

(2.15)

p=p+K (2.16)
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of temperature and pressure, but for simplicity we assume
v&ef are constant.

By use of an alternative set of variables for the free
energy density py the Gibbs-Duhem relation (2.15) can be
written as (cf. [6, equation A.6]),

Lap W 2.17)
o dp

Here ,olﬁ(t, 0, cq) denotes the free energy density pvr as a
function of the total mass density p and the mass fractions
Cq = %"‘.

Insertion of (2.16) into (2.17) and integration such that
py™eh vanishes for p — p'™ yields the desired elastic

contribution to the free energy py™h, viz.

pwmech _ (pRef —K)(of = 1)+ Kpf In(pf),

— ref
where pf = 3,7, Vo Mo

(2.18)

Entropy of mixing The entropy of mixing depends on the
microscopic configuration of the mobile oxide ions in the
anion lattice. We therefore consider a YSZ specimen that is
homogeneous, so that n, = Ny/V, where N, is the total
number of a species in a volume V. Let W represent the
number of possible realizations to arrange the mobile oxide
ions on the anion lattice. Then, the mixing entropy density,
according to Boltzmann’s formula, reads

ok
o™ = 2B now).

v (2.19)

Every immobile oxide ion is assumed to be fixed at a certain
anion lattice site. The number of anion lattice sites available
for the mobile oxide ions is therefore (m Ng — Noi). Thus,
there are

(m NE — Noy)!
Nom! (m N¢ — Noi — Nom)!
ways to place the mobile oxide ions, which are indistin-

guishable, at the admissible lattice sites. Using Stirling’s
formula, we obtain for the mixing entropy density

(2.20)

pnmix ~ —kp(m n‘é —nop)(yIny+ (1 —y)In(l —y)),
2.21)

with the filling ratio y according to (2.6). Then, the entropic
contribution to free energy density follows by integration of
(2.10)1ef¢ with respect to the temperature,

,meix = kgT (m né — nOi)()’ lny + (1 - y) In(1 — )’))
2.22)

The integration constant is chosen such that the entropy of
mixing contribution to the free energy density vanishes at
T=0.

Chemical potentials The chemical potentials are indepen-
dent of the electric field due to the choice of a constant sus-
ceptibility. With the above contributions to the free energy,
the chemical potentials are

f | kpT y ven £ p—p™
e m e
HOm = MOm =+ mBOm In (:) =+ mom P =+ K In 1+T s (2238.)
‘ yref p— pref
Lo :,Lgif_mB—;ln(l—y)er% PP Km1+52——)), (2.23b)
_,ref kgT _ U{ff ref P — pref _
Ha = My, —i—mm—aln(l y)+m—a p~ 4+ Kln l—l—T , a=7rY. (2.23¢)
. . I F
Bulk governing equations and constitutive —eo(l + )02 = 17, (2.24a)

modeling

The electro-thermodynamic state of YSZ, occupying an
interval Qysz C R at any time ¢, is described by the
number densities ny (¢ € Zysz), the barycentric velocity
v and the electrostatic potential ¢, which all are functions
of time and position. In the isothermal electrostatic setting
with a constant susceptibility, the evolution equations for
the electro-thermodynamic state variables in the bulk are
given by the Poisson equation, partial mass balances and the
quasi-static momentum balance [11, 16],

@ Springer

0 + 0z (e + Jo) = 0,
o p+ nFazgo = 0.

a € Iysz, (2.24b)
(2.24¢)

The diffusion flux The constraint (2.4)jgh and the consti-
tutive equations (2.8) imply that the diffusion fluxes have
to be pairwise linear dependent. We chose Jon, as the
independent flux and obtain

P — - for

- a € {Zr, Y, Oi}.
pzr + pY + poi

(2.25)
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An entropy principle [11] is exploited to obtain the constitu-
tive equation for the flux Jom,. To this end, the entropy produc-
tion due to diffusion is written as a sum of binary products
as

(2.26)

where the driving forces are, in isothermal conditions, given
by the gradients of the electrochemical potentials>, that is,

pz:(Dzr — Dom) + py(Dy — Dom) + poi(Doi — Dom)

o € Iysz. (227

"w zqeo 1
Dy = — (az% + :1& ?azw) for

To satisfy the second law of thermodynamics, i.e., to
guarantee that the entropy production is non-negative, we
insert the relations (2.25) into the entropy production (2.26)
and then choose a linear relation between the diffusion flux
Jom and the resulting term depending on the driving forces.
We obtain

Jom = —M(
" 0z + pY + Poi

) with M > 0. (2.28)

Here, mobility coefficient M may be a function of the
thermodynamic variables and their derivatives, as long as it
is guaranteed to be non-negative.

Incompressibility A useful simplification of the YSZ bulk
model is possible when taking the large bulk modulus K
of YSZ into account. Hayashi et al. in [17] reported a bulk
modulus of YSZ of K = 205 GPa at 25 °C and we assume
it to be in a comparable order of magnitude at the operating
temperature of YSZ at 600 °C. This motivates to study the
incompressible limit £ — co. Under the assumption that

ref

the pressure p is bounded, we obtain from the constitutive
relation (2.16) the constraint
Z v, = 1.

o GZYSZ

K/p™ — oo (2.29)

Thus, the pressure p becomes an independent variable of the
system and the sum of all number densities is independent
of the pressure. For simplicity we assumed that the crystal
lattice does not deform over time and that all species except
species Om move with the lattice velocity. To be consistent
with the incompressibility constraint (2.29), we thus have
to require that the specific volume of the mobile oxide ions
vanishes, i.e.,

ref =0

vt (2.30)

In the incompressible limit K/p™ — oo, the chemical

potentials (2.23) are linear in the pressure:

£ kgT y
Hom = M + mlz)m In <m) , (2.31a)
ref
Hoi = HGi = mg In (1= y) + 52 p, @31b)
ref kgT v‘ff
Ko = Mg +mm—a1n(l—y)+m—ap a=7r,Y. (23lc)

Vanishing lattice velocity For further simplification of the
YSZ model, we assume that the lattice does not deform over

3The electrochemical potential is defined as ué, = o + Z;—Z"(p

time such that an appropriate reference frame can be chosen
where the lattice velocity u* vanishes,
#_

v" =0. (2.32)
Then, the mass balance equations imply constant number
densities for the immobile species, i.e., d;nq = 0 for ¢ =
Zr, Y, Oi, and the barycentric velocity is given by pv =
pomVom Which can be expressed in terms of the diffusion
flux of the mobile oxide ions as

(pzr + py + poi)v = Jom- (2.33)

The assumptions of incompressibility and vanishing
lattice velocity may be also viewed alternatively as a
description of the charge transport in the reference frame of
the cation lattice which does not undergo any deformation.

Summary of the bulk YSZ model

The constitutive modeling above motivates to change the
set of variables from the number densities (ng)yez tO
{n*é, v, X, y}. Due to the vanishing lattice velocity, the
quantities n’é, x* and v* are constant in time and are
further considered as model parameters. Therefore, the
thermodynamic state of the bulk YSZ is described by
three quantities: filling ratio y, electrostatic potential ¢ and
pressure p. In addition, we define the lattice volume V¥,

lattice mass m* and lattice charge number z* as

V#né = anv?rf + nyv%ef + n()iv(r)ef
1—x* 2x*
# ref ref #  ref
=n v, + vy +myvTo s 2.34a
C<1+x# A 0) (2.342)
1—x* 2x*
# # # #
m'ns = n —m —m mv'm R 2.34b
C C(l+x# Zr+l+x# Y + 0) ( )

# # # -t x* #
Z'ne = ne szr + WZY +mvizo |, (2.34¢c)

respectively.

@ Springer
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The evolution of the thermodynamic state is then
described by

—eo(1 + x)d.¢ = n*, (2.35)
(1- U#)m o
mom =01y + 0: ((14+mom S5) Jom) = 0. (2:35b)

a.p+nFa.o = 0. (2.35¢)

Let us assume that M is linearly dependent [18] on pom
as M = Dmkcl;“‘ pom- Eventually, the free charge and the
diffusion flux of mobile oxide ions are given as

n" = e + z0(1 = v )m y), (2.362)

o o 9,y .
Jom = —momD%<l+m0m%y)(l_y +ye(k];70f"82‘p>*

(2.36b)

where (2.35¢) was used in place of the pressure gradient
term. The final form of the diffusion flux of the
mobile oxide ion is proportional to the gradient of the
electrochemcal potential.

The parameter x* has usually values in the range of [0, 0.2]
and we have v¥ € [0, %ﬁi:].The remaining parameters of

the YSZ model are given in Table 1.

Bulk metal and gas phase

In order to act as an electrolyte in a SOEC, the YSZ has
to be connected to two different materials: a gas phase and
some electric conductor. In this paper, we do no consider
the internal structure of these parts of the SOEC. Therefore,
we assume the gas to be equilibrated such that boundary
conditions at the gas-YSZ surface can be determined easily.
Although not appropriate for the use in real SOEC, we
will treat the conductor as a pure metal, since this way

Table 1 Characteristic values. Per-particle masses m, are used in the
calculations

Temperature T 800 °C

YSZ dielectric susceptibility X 27

Zr cation charge number 27r +4

Y cation charge number 4’ +3

Oxide ion charge number Z0m> 20i -2

Zr molar mass My, 9122 ¢ mol~!
Y molar mass My 88.91 g mol~!
O molar mass Mo 16 g mol~!
Ratio of C/A lattices m 2

YSZ molar fraction x* 0.08

Ratio of immobile 0%~ v [0, % fii:
Specific lattice volume of YSZ ~ V*# 335 x 297 m?
Lattice cation number density né (vth-1

Diffusion coefficient D 1x10~11 m?/s

@ Springer

the conductor can be almost completely removed from the
model.

Bulk gas The gas in the bulk is assumed to behave as an
ideal mixture of ideal gases. We introduce the index set Zgys
of the constituents of the gas phase. For each constituent,
the partial pressure is py, = ¢4 RT. The chemical potential
of a gaseous species reads

foro € Ty, (3.1)

ref

kg T p
ta(Pas T) = 5 (T) + —1n< = )
My p

where the reference pressure is given by the standard
atmospheric pressure p™ = 100 kPa and u'f is the
chemical potential of the pure substance.

In the bulk domain Qg5 C R3, we assume that the
diffusion is fast such that the chemical potentials are
homogeneous in space, i.e., Viig = 0 for a € Tgy. Since
there are no charge carriers in the gas, we assume that the
electric potential ¢ is also homogeneous in the gas phase.

Bulk metal For the description of the conductor, we apply
the Sommerfeld model of metals (cf. [19]). The metal is
considered as a mixture of positively charged metal ions
MT and free electrons e~ with negligible volume and high
mobility. Thus, we use the index set Tmera1 = (MT,e7}
for the constituents. We assume the metal ions to be
incompressible and thus the density of metal ions to be
homogeneous in the whole metal domain Qe C R3
(cf. Landstorfer et al. [6]). Sufficiently far away from the
metal boundary, i.e., outside of double layers, the metal is
electroneutral and therefore the bulk number density n.- of
the electrons and the corresponding bulk chemical potential
Ue— are material dependent constants. Neglecting electric
resistance, the electric potential ¢ is homogeneous in the
metal bulk. Moreover, we assume quasi-equilibrium in the
metal such that in particular the electrochemical potential of
the electrons is constant not only in the bulk but also inside
double layers, i.e.,

V(me-jte- — eop) = 0. (3.2)

Surface—triple phase boundary

The electrodes in solid oxide cells are combined of YSZ,
metal and the gas phase. Thus, an interface model should,
in principle, treat three thermodynamically distinct surfaces
and one triple phase line present in the electrode. For a start, in
this work, we aim at a strongly simplified 1D model of the
electrodes. To incorporate the triple phase boundary into
such a 1D model, we assume that the only contribution of the
metal as an electric conductor is to provide free electrons for
the charge transport. We make the following assumptions:
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i) The YSZ surface is endowed with a thin layer of metal
ions and their corresponding free electrons.

i)  The tangential transport of electrons along the surface
is assumed to be fast compared to all the other treated
kinetic processes.

iii)  Apart from the reference free energy, the metal ions
and electrons do not further contribute to the free
energy and entropy of the surface.

Due to the first assumption, the electrons are transported only
tangentially to the surface. The second assumption implies
spatially homogeneous surface electrochemical potentials
which only may change in time. The last assumption restricts
the interaction between the metal and YSZ surface species.
It allows to approximate the triple phase boundary by a
simple surface model, which can be reduced to a 1D model
in a straightforward way. There could be further contribu-
tions to the free energy, for example due to the surface
tension of the metal ions, and/or due to an interaction of
the metal species and the YSZ species. Since this would
presumably add further parameters requiring fitting, we
decided to treat the metal surface species, so that they do not
introduce further interaction with the YSZ species.

A more detailed derivation of this reduction of a triple
phase line into a 1D model can be found in the context of
intercalation electrodes in [20].

The following derivation of the YSZ surface model is
based on the general approach developed in [11, 16].

Surface constituents and basic quantities

As in the bulk, we describe the YSZ surface as a mixture
of different surface constituents and apply for the surface
quantities analogous notation with an underset “s” added. In
the isothermal case, the surface temperature YS" is identical

to the constant bulk temperature 7 and appears in the
equations only as a parameter. In addition to the constituents
from the metal and the bulk phases of the gas and YSZ bulk,
surface reaction products may be present on the surface.
Thus, the index set of all surface constituents is of the form

a
— W
¢ QQ 3
<
°° 02 () .-
Q)
(- 2 T @0
o O @@ 02(e)

anion vacancy

¢ d

a

w

Fig.2 Illustration of the YSZ-gas-metal surface

Zs = Iysz U Zgas U Linetal U Lreact, Where Zieqcq is the index
set of surface reaction products.

Each surface constituent is characterized by its surface
number density M, atomic mass m, and electric charge

number z,. The partial mass densities p,, the total mass
S
density p and the free electric charge density for the surface

S
are defined by

=) zaeona. (4.1)

Po = Mgy,
s s
a€ely

P = Z Pas
s aely s

We assume that proper preparation and cutting of the bulk
YSZ crystal results in the formation of a planar face which
can be represented by our surface model. Therefore, as in
the bulk YSZ case, the surface lattice density of cations is
in certain relation to the surface density of anion lattice, i.e.,
the surface anion density is m rgz’é The surface cation lattice

is assumed to be fully occubiéd by zirconium and yttrium
cations, whereas the anion lattice is partially occupied by
mobile and immobile oxide ions (see Fig. 2).

ng = nz +ny, mni > noi +nom.  (4.2)
N S S S S S S

The surface model needs to reflect the structure of the bulk YSZ
model. The YSZ surface is defined by the cation crystal
lattice. The deformation of the cation lattice therefore pres-

cribes the surface velocity. In order to maintain the compa-
tibility of the bulk model and the surface model, we have

v = v (4.3)
S

On the YSZ surface gaseous species may adsorb and some
reaction products may be formed. The admissible adsorption
sites for gaseous species and reaction products in general
depend on the lattice sites of the YSZ crystal. We assume
that the density of the adsorption sites is proportional to the
density of the anion surface lattice sites of YSZ. Several
chemical reactions may occur. Denoting the constituents by
A, for o € Zg, the reactions can be written in the form

Ri
al A, — b’ A, f =1,...,M.
P L o
a€ls P a€ls (44)

The constants a/,, b, are positive integers and y; := b, —a,
denote the stoichiometric coefficients of the reactions. Here
R’f > 0 denotes the forward reaction rate and accordingly

R }7 > 0 denotes the backward reaction rate. The net reaction
rate is defined as R' = R’f — R}. Since charge and mass
have to be conserved in every single reaction, we have

D mavg=0 and > zayi=0 for i=1,...,M. (45)

(XGIS (XGIS
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Surface free energy

The surface free energy can in general be assumed to be
independent of the electric field. Here, we also assume that
there is no elastic energy contribution and we distinguish
two different entropic contributions to the free energy
density. One takes into account the entropy of mixing of the
mobile oxide ions on the anion lattice and the other is due to
for the mixing of adsorbed gas species and reaction products
on the adsorption sites. The metal ions and electrons only
contribute to the reference energy. The free energy density
for the surface is of the form

pw(z’ (pa)ael's) — ,Ol/lref-i- p]//mix, anions _+_p1)//mix, adsorbates. (4.6)
s's s ss s

Ss Ss

The surface entropy and the surface chemical potentials are
defined as

ooy dpyr
S S S S
=—ps, = Ts. (4.7
3T gg 30 l:a a €ls. (47
s s

In general an elastic energy contribution has to be taken
into account. The derivation of the energy is quite similar to
the bulk. In [6] an example for a metal-electrolyte interface
can be found. It turns out that if the constitutive equation
of the surface tension depends only on the immobile YSZ
species, and the lattice velocity v* is equal to the surface
velocity, then the remaining equations for the adsorption and
surface reaction are independent of the elastic contribution.
Therefore, for simplicity, we ignore the surface elasticity.

Surface mixing of oxide ions On the surface we introduce
the coverage of anion lattice sites as

NOm

S

. — (4.8)

Then, the free energy contribution due to the mixing entropy

of the oxide ions can be derived in analogous way like in the

bulk as

YN = kg T (m ng — noy) (y In(y) + (1 =) In(1 — y)) .49
S S S S S S s s

S s

Surface mixing of gaseous adsorbates and reaction prod-
ucts Since some of the adsorption sites for gaseous con-
stituents might not be occupied, we can define the number
density of vacancies and the surface coverage of the gaseous
species as

v = ”J’fé - ) M, (4.10)
‘ aeIgasUIreact A
Ny
Va = s - for o € Zgas U Zreact U {V}. 4.11)
ST

The free energy contribution due to the configuration of
adsorbed gaseous species can be derived by Boltzmann’s

@ Springer

formula where the vacancies are taken into account. We
obtain

pI//mlx,adsorbates — kBT m n#C Z
S's S s S
s aeIgaSUIreaclU{V}

Yo In yg. (4.12)

S

Reference surface energy As in the bulk, the reference

surface free energy describes a suitable chosen reference

state of the surface and is assumed to be
f f

PV =" papl’.

S S N

OZEIS

(4.13)

Mfff denotes the temperature dependent reference chemical
potential of each individual constituent.

Surface chemical potentials. The surface chemical poten-
tials are given in terms of the surface number densities
according to definition (4.7)ign; as

ref kB{ ):
pom = K+ o n | 775 | (4.14a)
S
poi = it — iy (1 (4.14b)
s 1 SOl moj S ’ .
N | — 7Y 4.14
o = fg + 5= \In( 1=y ) +Inyy ), e =7rY, (4.14¢)

a € Zgas U Lreact, (4.14d)

& € Lietal- (4.14¢)

Governing equations, constitutive modeling
and coupling to the bulk

For the coupling of bulk and surface, we have to introduce
the boundary traces of the bulk quantities. For a generic
function u (¢, x) in the YSZ bulk, we define

B2 - lim (4.15)

ul
xeQysz—S

In analogous way, traces for functions in the gas bulk domain
can be defined. Due to the choice of pairwise disjoint index
sets for the bulk domains, most of the quantities are only
defined in one of the subdomains. Therefore, we assume
the simplification u|s = lim,_, s u. By convention, we let v
denote the outer normal of the YSZ domain.

In the planar one-dimensional approximation of the
general surface mass balance equation (cf. [11, 16]), the
tangential transport and the curvature related terms vanish.
Only the surface chemical reactions (4.4) and mass transport
normal to the surface can change the surface densities of the
constituents. The surface mass balances and the remaining
surface equation for the electric field in the electrostatic
approximation read

M

hpw = D yimaR + ((4e+ putv = v)) v)\s, o € Tysz. (4.16a)

i=1
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M

hoa = Yo vamaR = ((Jot puw=0))v)| . & € Ty (4.160)
i=1

M
atﬁa = Z}’amaR’ o € Treget- (4.16¢)
i=1
g0 (1+ )V )5 =n". (4.16d)

S
We assume that Zr, Y and Oi are not involved in any surface
reaction. Since v, = v* = v fora € {Zr, Y, Oi} according
S
to (2.8) and (4.17), the surface mass balance (4.16a)
implies that the corresponding surface number densities are
constant, i.e.,

0= pa (0" = v)ls = (Ja + pulv - g))]s =Ome (417)
for « =7r,Y, Oi.

Maxwell’s surface equations in the electrostatic setting
imply that the electrostatic potential is continuous at the gas-
YSZ interface (see, e.g. [15] for further details). This allows
us to introduce the surface electrostatic potential,

gas

p=0| (4.18)

‘YSZ _
S

S

Constitutive modeling

To derive constitutive equations for the normal mass fluxes
and surface reaction rates, we apply the entropy principle
according to [11].

At first, we reduce the entropy production ";“ derived

in [11, eqn. (6. 14)] to the isothermal electrostatlc one-
dnnensmnal settmg viz.,

f=-1) (Z Vﬂmﬂﬂﬂ)

s k=1 \BeTs

&react
s

+ ) ((J v+ po(v = v)v) (L—MT»

a€lysy

Eysz
3

>0 (4.19)

+Z(—

a€Tgys

(./av-‘rpa(u - 1;”) <#?a - };>>

&gas
s

“4For the representation of the entropy production, we assumed that the
kinetic term % p(v— v)? is small and can be ignored.
)

The entropy production can be split into the three contributions:
é;' reacts E vsz and {;‘ gas» Stemming from surface the reactions

(4 4), adsorptlon from the bulk YSZ and adsorption from
the gas phase, respectively. In analogous way like in the
bulk, the structure of the entropy production (4.19) allows
to derive constitutive equations such that the second law of
thermodynamics is satisfied, i.e., the entropy production is
non-negative.

Adsorption from YSZ bulk Let us define the adsorption of
oxide ions from the bulk to the surface as

0*7(YSZ) = 0% (s) . (4.20)

According to (4.17), EYSZ contains only the term with

normal flux of mobile 0X1de ions, i.e.,

o HOm
m

evsz. = (Jomv + pom(v — v)v) [ 22 = 5 , @21
S

where the second bracket on the right-hand side is equal

to affinity of (4.20). By using a linear relation between the

differences of chemical potentials and the mass flux, the

entropy production £ ysz is guaranteed to be non-negative,
s

YSZ
O
-D HOm l: m
s T T
S S

Adsorption from gas phase In the bulk gas phase, the fluxes
are restricted by the constraint ZaeIgas Jo = 0 and on the
surface, (4.3) has to be satisfied. Therefore, we reformulate
the entropy production due to the gas adsorption, as

o
fgas = —p(—vpvls [ L2 - 2
Sgas Y T T

YSZ

(JomV + pom(v — v)V) with D > 0.
S S

N
(4.22)

gas

S

S

Ko — KO
Mo — O
| Ry
s

gas

p>

€Ly \{0}

s
(4.23)

where an arbitrary species is selected and denoted by
the index 0. Linear relations are employed to define the
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constitutive relations for the mass fluxes of the gas species
on S,

_ gas
gas po —po Ko KO
- (Jav + pa(v — u)u) — M, - for & € Ty \ {0} (4.242)
N S s T T
s S
gas
gas wo KO
— p(v— v)v‘ — M| with My, M > 0 (4.24b)
S K S T T S
S S

The phenomenological coefficients M, and M are positive
N S

to guarantee a non-negative entropy production.

R =Ry’ exp| ——— Z yamaua — exp
S

s aely s

— IB ) Z Vamaﬂa ,

o GI_S

Surface reactions For the surface reactions, we use the
nonlinear closure developed in [16]

(4.25)

with R6 > 0. The constants ,Bi € (0, 1) are called symmetry
factors.

Note that the arguments of the exponentials in (4.25)
only depend on the surface-related quantities like surf.
temperature and the chemical potentials of the surface
species. Equation (4.25) is a surface generalization of
the mass action kinetics. The adopted modeling approach
implies the electric potential to be continuous, the
overpotential® appearing in the Butler-Volmer equation
can be seen as an accounting for the potential drop due
to the (unresolved) charge double layer. The presented
model resolves the structure of the charged layer in
the bulk YSZ and, in this sense, represents a more
detailed description than the Butler-Volmer equation. In
an asymptotic limit of vanishing double layer width the
constitutive equation (4.25) allows to derive generalized
Butler-Volmer equations for the surface reactions (see [21]).

Summary of the surface model

On the surface, we consider a single surface net reaction
(5-2)right with 8 = 1/2. From the YSZ phase only the
mobile oxide ions and from the conductor only the surface
electrons are allowed to participate in this reaction. We

assume fast adsorption from the gas phase, i.e., iy|s = Ua
S

for a € Zgys.

SDiscontinuity in the electric potential between the neighboring
phases.

@ Springer

R = —2R(sinh l ﬁ-l— In i
n= SO 1 2| kT YOm -y
N
Pa
+ Z Va1n< ) Z Valn( )i|)s

€Ly € Lreqct
(4.26a)
AGRr = VOmmOm//Lroefn + Ve-Me- M;ef
S
+ D VeMaltg' + D Vamaty  (4:26D)
o EZgas a€lreact
Moreover, we choose
2
D = AO— 4.27)
s kg

so that [Ag] = 1/m?/s. Finally, only the following evolution
S

equation is solved for on the surface,

a—=v*ym AG 1-y
s's s s —
moo; # )S’ - /30"10 |:* kBTA +1In (Qﬁ T)] = mOVOmIS{
(4.28)
f
AGy = mOmMgm mOmﬂlgm (4.29)
S

with the parameters of the surface model are given in
Table 2.

Simulation of a SOC half-cell

We consider an YSZ-air electrode that contains the YSZ
and gas bulk domains and the YSZ-gas surface S located
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Table 2 Characteristic values and parameters for the surface part of
the model

Reaction kin. coef. 150 1x10'0/m?/s

Oxide ion adsorption coef. /;\0 1x10"7/m?/s

Surface density of cations csz# %/W ~ 1.04 x 10719 m?
Surface ratio of imm. ox. ions ls)# 0.9

Surface anion lattice num. rg [0,4]

Gibbs energy of adsorption AGp 02V

Gibbs energy of reaction AGr 02eV

Partial pressure of O; PO, 21 kPa

Standard pressure pref 100 kPa

at xg. We chose a point xp > xg outside of the double
layer, located in the bulk YSZ sufficiently far away from
S. Thus, the YSZ can be assumed to be electroneutral and
consequently also isobaric in the YSZ bulk including xp.
We assume that the pressure at xp corresponds to the outer
pressure® and the filling ratio of the anion lattice sites y at
xp is determined by the crystal lattice, i.e.,

Z#

zom (1 —vH)m’
p(t, xp) = 100 kPa.

yg =y, xp) = — (5.1a)

(5.1b)

The gas phase consists of nitrogen’ N> and oxygen O, and
values for the spatially homogeneous chemical potentials
N, and (o, are prescribed.

On the YSZ surface, two reaction take place: dissociation
of oxygen molecules and electron transfer to form oxide
anions, Viz.,

0y =20 and O+2e” = 0" .(5.2)

The adsorption of gaseous species is assumed to be con-
siderably faster than the reaction and diffusion processes.
Hence, the phenomenological coefficients in (4.24) for
gaseous adsorbates are large, implying that the surface
chemical potential and bulk chemical potential of the gas
species are equal. Moreover, we assume fast dissociation,
i.e., the reaction rate for the dissociation reaction (5.2) is
large, and we obtain from (4.25)

fast adsorption: UN, s = 1N, , 1o, ls = 1o,, (5.3a)
N S

fast dissociation of O : 2mojo = Mo, 1O, - (5.3b)
N S

All implemented model equations are summarized in
Appendix B.

6 In general, the total stress has to specified, but due to electroneutrality
assumption at xp and the one dimensional approximation, the total
stress and material pressure p coincide.

7 We chose nitrogen as the reference species for the gas phase, i.e.,
Ap = Nj.

Cell potential The thin metal layer on the YSZ surface
is assumed to be connected to a metal current collector,
e.g., a wire. Therefore, there is an electric contact at
the YSZ surface to an external circuit. Let /Lz)it and
@ext denote the (spatially homogeneous) chemical and
the electrostatic potential in the current collector bulk,
respectively. Assuming, that the electrochemical potential of
the electrons is continuous at the surface, we can determine

the contact potential U(r)ef = Qext — ¢ @S
N

Uyt = L, (Mgit — ue—) : (5.4)
S
Due to the incompressibility of the metal bulk and the
constitutive equation (4.14e) on the surface, the contact
potential is a material dependent constant, i.e., d; Uéef =0.
In principle, we are capable to measure the electrostatic
potential pp at xp, e.g., with a suitable reference electrode.
We define the half cell potential U of the solid oxide
half-cell as

U=gexi =95 = Uy + ¢ — 93 (5.5)
S

Thus, boundary condition for the electrostatic potential in

the YSZ domain is given by the half cell potential U, and a

normalization condition for ¢p, e.g., pp = 0.

Electric current We are interested in the electric current /
flowing through the electric wire contacted to the SOC electrode.
The global mass balance equations allows us to relate the
electric current /, flowing through the wire, to the quantities
of the SOC electrode model as follows,

1 d

d
VRl <eOZOm’ZOm> + m ((1+ x)eoVev)

M
—Ze=€0 Z Véle >
i=1

YSZ

S

(5.6)

where A is the area of the cross section of the gas-YSZ
interface. The derivation of formula (5.6) is summarized in
the “Appendix A: Electric current” section.

Double layer capacitance of blocking electrode

First, we want to investigate the equilibrium properties
of the model derived above and therefore assume that no
electron transfer reaction take place on the surface. This
situation can be met if the contact of gas phase and YSZ
is prevented by, e.g., metal layer. When an applied voltage
is sustained so that the system is allowed to relax to an
equilibrium state, and mobile oxide ions adsorb or desorb
between the bulk and the surface and a charged layer in the
bulk of YSZ is formed. We introduce the boundary layer
charge Opr and the surface charge Qg of the gas-YSZ
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interface as
XB
_ F
OBL = — / n dz
X,

Os = —Z0m€oNOom-

(5.7)
(5.8)

In equilibrium both the surface charge and the boundary
layer charge are function of the applied half cell potential
U, or—equally well—of the voltage U — Uref = (p — @B

(cf. [6]). This allows us to define the corresponding surface
boundary layer and double layer capacitance as

d
Cs = —0s, 5.9a
S= 9w o U Os (5.92)
CpL = ——— , 5.9b
BL= G- U OBL (5.9b)
CpL = Cs + CgL, (5.9¢)

respectively. Due to the 1D approximation, we are able
to derive explicit representations of the bulk and surface
capacitance as functions of the potential difference U —
Uéef. The homogeneity of the electrochemical potential in
equilibrium, i.e.,

10m + 20m 7= = 1om(X8) + Zom 7@ (xp),  (5.10)

allows to express the filling ratio and the free charge
dependence on ¢ — @p as

n" (9= ¢p) = eonf (& + zom(1=vH)m y(¢ = ¢p)), (5.11)
y(p — @p) = _X@—9p)

1+ X (¢ —op)

with

yB
Xip—gm) =12 —exp (~ (0 —0p)) . (5.12)
Then, multiplication of the Poisson equation (2.24a) with d, ¢
and integration yields, assuming vanishing d,¢ in the bulk,

. 2€0nc kBT #
dp = —sign(p — ¢p)\| ——————1 = vH)mIn (1 — yp)(1 + X (¢ — ¢5))) — (¢ — ¢p)z*
(I+x)eo eo
=: F(p —¢B). (5.13)
Clearly, the derivative of the potential is a monotonous On the surface, we have
function, thus, we can express the boundary layer charge
and capacitance as Y(ff —¢B)
)’((f —¢B) = m (5.15)
(s AR () _ nFlps —¢p) . S AGA
OpL = /(; @) de, CpL = Flos —op) (5.14) with Y((,so —¢p) = g exp (_TBT — e ((f - (p3)> .
(5.16)

The impact of the mobility ratio v¥ and of dielectric
constant x on the bulk layer capacitance is shown in Fig. 3.
To screen a positive surface potential, a negatively charged
layer in the YSZ has to be formed by occupying available
anion lattice sites. Clearly, this number of available anion
lattice sites is independent of the mobility ratio v* and thus,
the charge layer profile and the double layer capacitance
CgL have to be independent of v for positive applied
potentials. To the contrary, when the surface potential is
more negative than the bulk, a small v¥ ie., a large portion
of the oxide anions is mobile, allows to vacate many anion
lattice sides near the surface, leading to effective screening
of the surface potential by a high negative charge density
in the boundary layer and resulting in high capacity. The
growth of the double layer capacitance for increasing y, can
be attributed to a spreading of the boundary layer due to the
greater amount of the polarized charge.

We fix x = 27 and v¥ = IS)# = 0.9 for all the following

numerical simulations if not stated otherwise.

@ Springer

Thus, we can express the surface charge and capacitance
as.

0s = —Zomeo ((1 — us#)msné> y (5.17a)
S S
Z% e o Y (¢ —¢B)
p— m )
Cs T — e (L= vhymn 5. (5.17b)
I+ Y(p —¢p)
S

Figure 4 shows the influence of AG A on the double layer
capacitance of a blocking electrode. Negatively charged
oxide ions tend to move into higher electric potential. If
the adsorption energy, AGy = mOm;Lref mOm,urglfn, i
positive, then energy is required to for oxide ion to pass
from the bulk to the surface. Stronger negative values of
AG4 foster the adsorption of oxide anions to the surface
and thereby shift the surface capacitance maximum to
more negative potentials. This can be seen most clearly
in Fig. 41.f; where only the surface contribution is shown.
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Fig.3 Dependence of the
double layer capacitance Cpy, as 6| — X =
a function of the applied half ™ _
cell potential U on the mobility E x =10 v# =0.9
ratio v¥ (left) and on the e —x =20
dielectric constant x (right) 8 4H — x = 27 N
= —— x =40
=t
Q
g 20 X 8
<
@)
0 T
-1 —0.5 0 0.5 1

Voltage V

Comparison of the Figs. 3 and 4 suggests that the bulk
contribution remains undisturbed. The maxima of surface
capacitance in Fig. 4jr; are due to the saturation of the
surface for growing potential difference. The position of the
maxima occurs for

(@™ — gp) = AGA_IEIH( - )

(5.18)
s 260 260 1-— VB

Comparison to experiment Figure 5 compares simulations
with fitted data to experimentally measured capacitance
curves for different temperatures [22]. For the simulation
we used fitted parameters according to Table 3. The
experimentally observed capacitances of the solid interface
(see also [23] and [24]) are higher than for a metal electrode
in aqueous solution. This is consistent with the absence of
solvation shell formation in YSZ solid electrolyte.

We do not attempt to systematically adjust the model
parameters to the data due to the polycrystalline nature
of the YSZ studied in the experiment, instead, we try to

Voltage V

would need additional modeling efforts, as a first step, we
performed the fit separately for each temperature.

It is difficult to assert that a particular oxide ion is
mobile or immobile in the microscopic picture. It is suitable
to consider the parameters v* and v* determining certain

(dynamic) equilibrium between the acsimissible and occupied
vacancies in state with vanishing macroscopic free charge
density. As this is usually an effect of thermal excitations,
the values of v* and 1;# should depend on temperature. Also

AG A presumably depends on the temperature.
To this end also m was treated as a fitting parameter

S
shared for the three cases.
Capacitive currents

In the case of time-dependent applied voltages, the current
representation (5.6) simplifies in the absence of reactions to
the case of no electron transfer:

1 d

d
1= @ <ZOmeO’gOm> + m ((I+ x)eoVov)

YSZ

N

illustrate the possible temperature dependence and the effect d d 519
of the fitted parameters. As the temperature dependencies - EQS + EQBL' (5.19)
Fig.4 Left: surface capacitance 10 : 10
Cs for different values of AGa. ——— AGA =1.0eV AGp =1.0eV
Right: the combined double ~ ——— AGp =0.2eV —— AGj =0.2eV
layer capacitance Cpr.. g 81 ——— AGA =0.0eV 811 —— AGj =0.0eV |
Remaining parameters are E —— AGj =-0.2¢eV AC 0.2 6V
m 3 paraimet =—o0. ——— AG, =-—0.
x=27v =V =09 § 6 —— AGp =—1.0eV 6 —— AGp =—1.0eV
E “a
g 4 AGA 4
3
&)
o 2 2
0 \ \ 0 Crr. o Cg
-1 —0.5 0 0.5 1 —1 —0.5 0 0.5 1
Voltage V Voltage V
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Experimental data comparison

7

~ 5

&

!

=]

23 '

57 |
1

—-0.4 -0.2 0 0.2 0.4

Voltage V

Fig. 5 Blocking electrode capacitance, marked plots: experimental
8°mol polycrystalline YSZ [22], solid: fit of the blocking electrode
model

Thus, the current is composed of two contributions
describing the change of the surface charge and the
boundary layer charge, respectively. However, unlike in the
equilibrium case, Qg and Qpy, are not uniquely determined
by the applied voltage. Consider a small time depending
perturbation around the half cell equilibrium potential U,
i.e., the applied voltage is U(t) = U + AU(t). For a
time scale of the perturbation considerably slower than the
diffusion and adsorption, the system can be assumed to
behave quasi-static and the current / can be linearized at U
such that
% Cr (0 dAU

~ CpL( )7-
Thus, the double layer capacitance can be measured at low
frequencies using impedance spectroscopy, or with cyclic
voltammetry (CV) at low sweep rate. Here, sweep rate refers
to the slope of voltage change during one linear cycle.

(5.20)

Kinetic coefficients The blocking electrode model contains
two kinetic parameters: diffusion coefficient D and
adsorption rate éo. If one of those parameters is small w.r.t.
sweep rate, a limitation of the total current occurs. To this
end the sweep rate is fixed to 1 mV s~! in this paragraph.
Small values of adsorption coefficient limit charging and
discharging of the surface oxide ions as it is shown in Fig. 6.

Table 3 Fitted parameters, see Fig. 5

Temperature T 475°C  525°C  575°C
Gibbs adsorption energy AGp  0.14eV  0.16eV  0.18eV
Bulk immobiles ratio W 0.85 0.57 0.07
Surf. immobiles ratio 1:# 0.85 0.64 0.44
Surf. lattice ratio m 0.26 0.26 0.26
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The current due to charging of the bulk double layer is not
affected by this.

Similarly, small values of D lead to limitation of the rate
of charging the bulk double as documented in Fig. 7. In this
case, the charging of the surface is affected, because the bulk
diffusion limits the supply of the oxide ions.

Length of domain and sweep rate Faster sweep rates affect
the current response of the blocking electrode similarly
as small values of the kinetic coefficients. Fast-changing
voltage unveils limited rates of oxide ion transportation
that can be attributed to concrete mechanisms. Figure 8
illustrates this for the oxide ion adsorption. Figure 8yight
in particular shows that the rate of the surface charging
is limited due to the adsorption. For even greater sweep
rates, the decreasing rates of current to the bulk diffusion
limitation are displayed in Fig. ;.

The bulk diffusion limitation depends also on the domain
length (see Fig. 9yignt)-

Currents of full half cell

Let us now investigate a scenario where the electrochemical
reaction (5.2)right proceeds on the surface .

In the constitutive relation for the reaction rate according
to (4.25), we choose the symmetry factor 8 = %, yielding

. 1
R = —2R¢sinh (ﬁ(m()m,u()m — 2Me— fhe- — 7m02u02)>. (5.21)
s s N s 2 s
With the chemical potential (4.14) and AGr = mom Mafn —
S

2M - ,ugef — %moz,ug'zf, we get
S S

y
. - 1. po
— _ 1 S 2t )
IS? = 215?0 sinh (2kBT (AGR +1In =y 2 In pref)) . (5.22)

S

Cyclic voltammetry with realistic sweep rate
Folt = 1mV s~!is fixed in further demonstration of the
basic features of the investigated system with the reaction.

Free energy parameters

Gibbs energy of reaction AGR is treated as an additional
free energy parameter entering the model with the
surface chemical reaction. The different AGRr values (see
Fig. 10f) do not alter the charging of the double layer
but lead to the shift of the onset of the reaction current.
Gibbs energy of adsorption AGa (see Fig. 10ygpe) shifts,
consistently with the blocking electrode case (cf. Fig. 4),
charging of bulk a surface layer. The shift of the reaction
onset occurs because AG4 shifts the chemical potential of
the surface oxide ions (cf. (5.21)). The reaction current is for
either non-zero AGa or AGR in the depicted range much
greater then the bulk and surface contributions.
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Fig.6 Voltammetry of blocking
electrode varying adsorption
coefficient Ag. The current is

S

scaled by the respective rate of

voltage change. Left: total

current. Right: surface g
contribution to the current. The
additional parameters are
AGp =02¢eV,
D=1x10""m¥s

Fig.7 Voltammetry of blocking
electrode varying bulk diffusion
coefficient D. The current is

scaled by the respective rate of

voltage change. Left: total

current. Right: bulk contribution NE
to the current. The additional
parameters are AGp = 0.2 eV, o
Ao =1 x 10"7/m?%/s

S

Tvolt =

Ap =10
S

10-3Vs~!
x/m2/s

5
S,
D=
0 7 ----- llll)”’l)lll!:l'}.l!a >
z = —14
W= 15
Tvolt
"""" z = —16
_5 [ |
-1 —05 0 0.5 1
Voltage V

Fig.8 Voltammetry of blocking
electrode varying sweep rates.

The current is scaled by the

respective rate of voltage

change. Left: increasing sweep

rates distinguish the charging of o
surface and bulk double layers.
Right: the surface charging
contribution to the current. The
additional parameters are
AGp=02eV,D =

1 x 1071 m?%s,

Ao =1x 107 m?/s
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Fig. 10 Linear-sweep
voltammetry different values of
AGR (left) and AGx (right). 10

AGR =1.0eV
—— AGR = 0.0eV

With reaction rate Ry =
5

1 x 108/m?/s and adsorption
rate Ag = 1 x 10'7/m?%/s
s

F/m?2

Tyolt = 1073V s™1

Tyolt = 1073V s™1

—10

—10

-1 —-0.5 0
Voltage V

Reaction rate

According to (5.6) surface reaction rate R changes the
S

relative magnitude of the reaction current; hence, it also
changes the relative onset of the reaction current w.r.t bulk
and surface contributions as it shown in Fig. 11. The limiting
case of a small ISO is the blocking electrode.

The effects of D and Ay are for the open system similar
S

as for the blocking electrode case. Small values would
lead to surface charging and consequently to bulk charging
limitations thus hindering the reaction.

Discussion

The representation of the interface was chosen as uncompli-
cated as possible so that the behavior of oxide ions double
layer dynamics remains unobscured. This was achieved,
however, let us discuss the drawbacks of the treatment. First,
in a real electrode two distinguished surfaces (YSZ, metal)
are present and the electron-transfer reaction occurs near
their intersection. Hence, tangential diffusion of the sur-
face species comes into play together with the particular

20

Tyort = 1073V s™1

7
H
H
H
H
H
H
H
H
H
]
H
s
5
ry

Ry = 10% /s/m?
S
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—_———r =11
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Voltage V

Fig. 11 Linear-sweep voltammetry for different values of reaction
coefficient Rg. For AGR = 0.2 eV, AGy =02 eV and Ay =
s

1 x 10"7/m?/s

@ Springer
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Voltage V

0.5 1 -1

geometrical realization. To this end a two or three dimen-
sional model would be required including the in-plane
transport of the species. A question that naturally follows is:
where exactly does the electron-transfer reaction occur, at
the contact line or on one of the surfaces? Second, behav-
ior of the metal electrons may in the close vicinity of the
contact line start to display quantum effects that may result
in richer behavior of the electron-transfer reaction. Third,
the adsorption of gaseous species may under some circum-
stances limit the supply of gaseous species to the surface.
Fourth, the appearing surface species depend on the partic-
ular electrode material. In particular, the nature and amount
of the surface species will be different for Pt, Au or LSM
electrodes. Also an additional phase of surface oxide ions
with different adsorption energy might be present. Finally,
one might consider production of surface oxygen O(s) for
the blocking electrode (although no desorption to the gas
phase is possible) and investigate the mechanical strain to
the interfaces due to this.

Summary and Conclusions

A generalized Poisson-Nernst-Planck system describing
YSZ|gas|metal-interface has been derived from first prin-
ciples of nonequilibrium thermodynamics and numerically
solved for simulating double layer capacitance and cyclic
voltammetry measurements.

The core of the gPNP system is due to carefully derived free
energy densities for the bulk YSZ and the YSZ|metal|gas
surface capturing the main features of the YSZ crystalline
nature. It is assumed that the described species, except
for mobile oxide ions, are bound to the crystalline lattice.
These assumptions result, using the entropy principle, in
a novel form of the mobile oxide ion flux, which is a
certain combination of the electrochemical potentials of all
species. The charged layer in the metal is assumed to be in
a diffusional equilibrium, since no transport limitations of
the electrons is assumed. Finally, the formula for the electric
current measured in the apparatus is derived.
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A numerical model for the system has been derived and
implemented in one spatial dimension using a finite volume
method, specifically a variant of the Scharfetter-Gummel
scheme, in the Julia programming language [25] for the
details see Appendix C.

Although the model is strictly developed as isothermal,
most of its parameters may depend on the temperature.
Therefore, the parametric study is also aimed to demonstrate
the scenarios where some of the parameters become limiting
to the charge transfer of the system. Finally, the capacitance
of blocking YSZ electrode taken from literature [22] is
fitted with the model, the quality of the fit relies heavily
on the newly introduced ratios of immobile oxide ions v¥
and v¥. For each temperature these can be fitted alongside

withsAGA to the measured data. While the derivation of the
model assumed a single crystal, the measurements had been
obtained for polycrystalline YSZ. Therefore, the presented
fitting results can be seen only as a first step towards a model
for polycrystalline YSZ which ideally should be derived
from the presented model using homogenization techniques.
Moreover, the presented model can serve as a starting point
for further extensions containing more sophisticated surface
chemistry capable of describing the anodic and cathodic
within one kinetic model.
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Appendix A: Electric current

Let I be the electric current flowing through an electric
wire to the gas-YSZ surface, which can be measured by an
amperemeter. The current is related to the temporal change
of the surface electron density and electron production on
the gas-YSZ surface. For spatially homogeneous fields on a
gas-YSZ surface with the area A, we have

I d M
§ k pk
e (a?e - k=1 Vle ) .

(A.1)

The derivation is based on surface and bulk balance
equations (see [11]), the metal model proposed in [6]
and the assumption that the atomic mass of electrons are
much smaller than the atomic mass of metal atoms, i.e.,
Mme-/mpy =~ 0.

To express the electron number density Me- in (A.1), we
use the identity

d p d
' T @ ( 0Ze~Te~ + eoZOmf;Om> )
which follows from equation (4.17) and that the surface
number density of metal ions is constant. The Gauss law on

the boundary reads

(A.2)

n" = (1 + 02 Vo) [$57. (A3)

Introducing (A.2) and (A.3) into (A.1) yields the identity
(5.6).

Appendix B: Summary of the model

For easy reference, we summarize the model equations
which have been implemented.

—eo(1+ )30 = nF, (B.1a)
(1 =vHm ) 1 —vHm
mOmati#y + 0, <(1 +m0m7#y JOm) = 0, (B.lb)
\% m
with
1— # 1— #
Jom = =D mOm(vil;)m <1 +m0m(m7:)my>
d:y Z0meo
X[(l—y)+y kT 8z(p:|, (B.1¢c)
nF = 25 (zom(1 = vm y +2). B.1d)
for bulk with the choice of mobility coefficient
mo 1 —vhHm
M = D—=pom = Dmg,, el (B.2)

where [D] = m? s~! is a diffusion coefficient.

On the surface, the electrochemical reaction is supposed
to be

1
50227 — 02~

(B.3)
and we define
AGA = momplSt — momul, 5 (B.4a)
) ref
AGRr = mOm/:g’fn — moz% — 2mefuff. (B.4b)

This leads to the surface equations in the form

(1—vtym yls (=y)

AG
—y = mOméO <_FTA +In
s

Mmom0y P

W) +momR, (B.52)

with for g = 1/2.
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AG y\ 5 AG v\ e
_ _ R S PO, _ _ R s POy
§o exp( ’ kBT> =y (pfef) o <(1 g kBT) =y P B
S S
AGr 1 ? 1. po
= —2Rpsinh | = + —1In — —In(x=2) (B.5¢)
kgT 2 1—vy 4= " pref
S
. . . . : (1 — vH)m
with the choice of adsorption coefficient JomVls = [ 1+ mom v | JomVl]s B.7)
2 YIs (I —=y)
m
D= Aom . (B.6) = Aomom | ~2%2 1in 1. ®8
S5 kB s kg T (I=yls)y
S

where [Ag] = m~2 s~! denotes the rate of adsorption.
s

The two systems are coupled by the adsorption boundary

condition

Table 4 Summary of
parameters for the bulk-surface
model

@ Springer

are given in Table 4.

where v denotes an outer normal of YSZ domain at S.
If not stated otherwise, the simulation parameters used

Temperature

YSZ dielectric susceptibility
Zr cation charge number

Y cation charge number
Oxide ion charge number

Zr molar mass

Zr atomic mass

Y molar mass

Y atomic mass

O molar mass

Om atomic mass

Ratio of C/A lattices

YSZ molar fraction

Ratio of immobiles

Specific lattice volume of YSZ
Lattice cation number density

Reaction kin. coef.

Oxide ion adsorption coef.
Surface density of cations
Surface ratio of imm. ox. ions
Surface ratio of C/A latt.

Gibbs energy of adsorption
Gibbs energy of reaction
Partial pressure of O;
Standard pressure
Diffusion coefficient

2Zr

Y

Z0m; 20i
Mz,
mzyr

My

my
Mom

mQm, Moj

800 °C
27

+4

+3

-2

91.22 g mol~!
15.15 x 10720 kg
88.91 g mol~!
14.76 x 10720 kg
16 g mol~!

2.66 x 10720 kg
2

0.08

1 24x*
[0, 1 251

3.35 x 1072 m3
(V#)—l

1 x 10'0 /m?/s

1 x 10'7 /m%/s

YVF 2 1.04 x 10719 m?
0.9

[0,4]

02eV

02eV

21 kPa

100 kPa
1x 101" m?/s
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Appendix C: The finite volume method

In order to perform the spatial discretization, we introduce
collocation points x| = xg, X2, ..., X,—1, X,= Xp in the
simulation domain 2 = (xg,xp). The density of these
points is increased in a geometric fashion towards the
electrode surface at xg. Around the collocation points,
we define the control volumes w; = [x1, @], wi =
[l S (=20 — 1), w, = [ 5]

The finite volume discretization method used to per-
form the numerical simulation is based on the classical
Scharfetter-Gummel scheme from semiconductor device
simulation [26] which assumes constant species fluxes
between neighboring control volumes, The fluxes are
expressed via the unknowns in the corresponding colloca-
tion points based on an analytical solution of the flux equa-
tion. This approach automatically introduces an upwind
stabilization of the discretization scheme which is necessary
to handle the possibly steep electric potential gradients in
the polarization boundary layer.

In order to handle the non-idealities occurring in generalized
PNP models, the scheme needs to be adapted in a thermody-
namically consistent manner. For an introductory discussion
of the general ideas in the context of semiconductors (see
27), in the context of electrolyte simulation, a reformula-

NUM __
Jomkl = |

Xr — X|| D

D gk, o) — g, 1) gk, o) — g, o)
— | B | — = — B = ,

tion based on species activities as primary variables can be
a starting point for a corresponding modification [28].
Here, we use an approach which starts from the
reformulation of the species flux based on the introduction
of a drift potential g(y, ¢) combined of the excess chemical
potential describing the non-ideality and the electrostatic

potential, an idea which goes back at least to [29],
Jom=—-Dd:y+ydg(. . (C.1a)

On [x;. x/], we set i = 5 (v + y/) and

. 1= vHm _ - -
Jom = 1+m0m7#yk1 Jom =—Doy+y Do f(y,9),
m N—
axg(y.9)
(C.2a)
where
- 1 —vHm 1 —vhm _
D =D mom% <1+m0m%ykl> s (C3a)
\% m

(1 —vhm
o f = (1 +m0m7)> 0y (In(1 — y))
) (1—vHm _
—ZOka7T (1 + mom 7)%1) Ox . (C.3b)

The numerical flux between neighboring control volumes
wy and wy is then computed as

5 (C4a)

where yi, yi, ¢x and ¢; are values in computational nodes
and B(x) exp("T is Bernoulli function. Under the

assumption of jo,, and 3,g(y, ¢) = g’ being constant, as
in [26], the direct calculation of the num/erical flux can be
done using the integration factor exp(—%) and integrating
over [xg, x7].
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