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Abstract

Solid-oxide electrolyzer cells (SOECs) based
on yttria-stabilized zirconia (YSZ) oxide elec-
trolytes are devices capable of producing hydro-
gen with excess thermal energy. However, be-
ginning with initial materials sintering and ex-
tending through electrochemical aging, Sr diffu-
sion within the Gd-doped CeOy (GDC) barrier
layer has been observed to lead to the forma-
tion of unwanted secondary phases such as SrO
and SrZrOs;. To establish the impact of these
phases on SOEC performance, we perform first-
principles calculations to determine secondary
phase bulk oxide conductivities and compared
them to that of the YSZ electrolyte. We find
that SrO has a low conductivity arising from
poor mobility and a low concentration of oxy-
gen vacancies (V3T), and its presence in SOECs
should therefore be avoided as much as possi-
ble. SrZrOs also has a lower oxide conductivity
than YSZ; however, this discrepancy is primar-
ily due to lower V3T concentrations, not V3"
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mobility. We find Y-doping to be a viable strat-
egy to increase V§+ concentrations in SrZrOs,
with 16% substitution of Y on the Zr site lead-
ing to an ionic conductivity on par with that
of YSZ. Energy dispersive x-ray spectroscopy
obtained using scanning transmission electron
microscropy on cross-sections of SOECs indi-
cates that Y is the most common minority
element present in SrZrOj; forming near the
GDC—YSZ interface. Thus, we expect SrZrOs
to be rich in V3" and not to hinder long-term
device performance. These results from our
combined computational-experimental analysis
can inform future materials engineering strate-
gies designed to limit the detrimental effects
of Sr-induced secondary phase formation on
SOEC performance.

Introduction

Electrolyzer cells are devices designed to con-
vert water directly into molecular hydrogen via
the reaction:
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Central to the operation of an electrolyzer cell
is the conduction of ionic species (protons, ox-
ide ions, or hydronium ions) generated through
the dissociation of Hy, Og, and/or HyO; simul-
taneously, electrical conductivity must be lim-
ited. Ionic conduction is mediated by an elec-
trolyte, the choice of which depends largely on
the temperature range of operation. For in-
stance, polymer electrolyte membranes (PEMs)
are widely used at low temperatures in PEM
cells (50-80 °C), while solid oxides are preferred
at high temperatures (~500°-900° C).! Solid
oxide electrolytes, which can conduct either
protons or oxide ions depending on the tem-
perature and their crystal structure, form the
basis of solid-oxide electrolyzer cells (SOECs).
SOECs are particularly attractive due to their
ability to use excess heat to convert water
to steam and drive the electrolysis reaction,
thereby reducing the demand for electricity rel-
ative to other electrolyzer cells and leading to
their high inherent efficiency. '

A schematic of the typical SOEC architec-
ture is shown in Fig. 1(a). The most common
electrolyte in SOECs is yttria-stabilized zirco-
nia (YSZ), which is one of the best oxide con-
ductors known.* Porous metal oxides such as
Lag gSro.4Cop2Fegs03_s (LSCF) are used as air
electrodes in SOECs,>” and Ni-YSZ ceramic-
metal composites are typical choices for the fuel
electrode. %% 1% These materials are selected for
their mixed electronic and ionic conductivity
and their durability. YSZ is separated from
the air electrode by a Gd-doped CeO, (GDC)
barrier layer, which conducts oxygen well but
is primarily intended to limit the diffusion of
cations from LSCF.''"!'3 Nonetheless, due to
the high operating temperatures, the diffusion
of Sr atoms through the GDC layer is regu-
larly observed during layer synthesis and device
testing. '*"!7 This diffusion leads to the forma-
tion of Sr-containing secondary phases, begin-
ning with SrO, which initially precipitates at
the LSCF—GDC interface. ¥ 2! Over time, SrO
can migrate through the GDC barrier layer to-
ward the GDC—YSZ interface, where SrZrOgs
(SZO) is often observed to form.!'7#227

Conclusions differ as to the long-term im-
pacts of these phases on device performance.

2

SrO has not traditionally been linked to de-
pressed ionic conductivity in SOECs, although
it may interfere with oxygen reactivity.?*3° As
for SZO, some studies point to its lower ox-
ide conductivity as one reason it may degrade
performance. 72231733 However, another study
showed that bulk SZO has at worst a neutral
effect on SOEC performance, and that insofar
as it inhibits oxide conductivity, the effect is
due to resistive losses at grain boundaries and
interfaces. ?

Here, to elucidate the roles of bulk SrO and
SZ0 on SOEC device performance, we analyze
both materials alongside the YSZ electrolyte.
These materials are each illustrated schemat-
ically in Fig. 1(b—e). We use first-principles
calculations based on density functional theory
(DFT)3% with a hybrid exchange-correlation
functional to study the oxide ion mobility, de-
fect concentrations, and ionic conductivity of
these three materials. We find that SrO has
an extremely low ionic conductivity that can-
not readily be improved; as such, it will be im-
portant to limit its presence in devices. SZO
also has a lower oxide conductivity than YSZ,
largely due to a smaller concentration of mo-
bile oxygen vacancies (Vo). However, we find
that this vacancy concentration can be tuned
through atomic substitution. Specifically, in-
troducing Y in SZO raises V concentrations by
several orders of magnitude; with a sufficiently
high Y content, the oxide ion conductivity in
SZ0 will reach parity with that of YSZ.

In conjunction with our calculations, we also
examine the chemistry of SOECs near the
GDC—YSZ interface after 1000 hours of test-
ing at 750 °C. Using energy dispersive x-ray
spectroscopy maps obtained via scanning trans-
mission electron microscopy (STEM-EDS), we
observe the presence of large SZO precipitates
accompanied by noticeable amounts of Y. As
such, it appears that Y will readily diffuse from
the YSZ layer into SZO, raising its ionic con-
ductivity. By comparison, we find SrO to be
much more dispersed, which should limit its
detrimental impact. However, further studies
should be conducted to ensure that SrO does
not grow into thick, continuous layers over more
extended periods of testing or under different
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operating conditions. Notably, Department of
Energy targets for high-temperature electroly-
sis include an ultimate lifetime goal of ~80,000
hours,?¢ and our testing conditions may not be
sufficiently long to investigate all effects that
may occur under such long time scales.

Computational Methods

We conduct first-principles calculations based
on density functional theory (DFT)3*%% using
the Heyd, Scuseria, and Ernzerhof (HSE06)3":38
screened hybrid functional, as implemented
in the Vienna Ab initio Simulation Package
(VASP).3* Using this hybrid functional, in
which the short-range exchange potential is
calculated by mixing a fraction of non-local
Hartree-Fock exchange with the Perdew-Burke-
Ernzerhof generalized gradient approximation
(PBE-GGA)," ensures a reliable description of
the electronic structure and the properties of
point defects. The mixing parameter, which
corresponds to the fraction of Hartree-Fock ex-
change, is tuned to reproduce experimentally
determined band gaps; our choices are a = 0.44
for SrO and a = 0.34 for YSZ. For SZO, be-
cause there is disagreement as to the experi-
mental band gap, we use the default mixing pa-
rameter o = 0.25, which agrees with work from
prior computational studies.*"™#* An 8x8x8 k-
point mesh is used to converge the cubic unit
cells of SrO (eight atoms, four formula units),
ZrOs (twelve atoms, four formula units), and
cubic SZO (five atoms, one formula unit); for
orthorhombic SZO (twenty atoms, four formula
units), a 4x4x3 k-point mesh is used. Total
energies are converged to within 10™° eV, and
forces were considered converged when below
10 meV/A. We use an energy cutoff of 500 eV
for the plane-wave basis set, and the core elec-
trons are described with projector-augmented-
wave potentials,*>46 with the Sr 4s% 4p% 552, Y
45% 4p% 5s% 4d*, Zr 45 4p5 5s? 4d?, Ce 5s% 5d°
6s2 5d' 4f', La 5s? 5d® 6s® 5d', Gd 5p°® 652
5d*, and O 2s% 2p* electrons treated as valence.
Note that the 4f electrons for Gd are treated
as core states in order to reproduce the 43 oxi-
dation state: this treatment has been shown to

3

yield accurate results for calculations of GDC, 4"
and we find that it also reproduces the enthalpy
of formation of Gd,O3. Structural images were
generated with the VESTA3 software.*®

Formation energies of point defects are calcu-
lated using supercells. For SrO, we construct a
2 x 2 x 2 supercell of the conventional 8-atom
cubic unit cell, containing 64 atoms. For SZO,
having a 20-atom unit cell, we also construct a
2 x 2 x 2 supercell, containing 160 atoms. Our
YSZ structure is based on a 2 X 2 X 2 super-
cell of the 12-atom cubic ZrO, unit cell, which
contains 96 atoms prior to introducing Y and
Vo. Supercell calculations are conducted using
a single special k point at (0.25, 0.25, 0.25).
For defect migration, we use the nudged elastic
band (NEB) method with climbing images %%
and three intermediate images. NEB calcula-
tions are performed using the PBE-GGA func-
tional for computational efficiency. For NEB
calculations in GDC, a U correction of 5 eV is
applied to the Ce 4 f orbitals.

Defect Formation Energy

We calculate the formation energy EY(D?) of a
defect D in charge state ¢ as:°!

E/(D?) = E(D*)—Epui+ Y napa+qEr+Dcor.

(2)
E(D7) is the total energy of a supercell contain-
ing DY; Fyyx is the total energy of the defect-
free supercell; na is the number of atoms of
species A added (na < 0) or removed (na > 0)
to create D?; up is the chemical potential of A;
Er is the position of the Fermi level relative to
the valence band maximum (VBM); and Aoy is
a finite-size correction term.%*% The formation
energy is related to the defect concentration ¢
via a Boltzmann relation:

B
¢ = Nsites €XP (_ﬁ) )
B

where Ngiies 1S the site concentration of the de-
fect, and kp is Boltzmann’s constant. It fol-
lows that lower formation energies correspond
to exponentially higher defect concentrations.
Initially, we treat Er as an independent vari-

(3)
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Figure 1: (a) A schematic of the key components of a solid-oxide electrolyzer cell. For components
relevant to the work at hand, crystal structures are shown: (b) cubic ZrO,, the structural basis for
YSZ; (c¢) SrZrOg in its cubic phase, with the unit cell doubled in size along the ¢ axis; (d) SrZrOs

in its orthorhombic phase; (e) SrO.
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able in calculating formation energies, mean-
ing that plots of E/ vs. Ep will show each
defect as lines with slopes ¢, with changes in
slope corresponding to changes in the preferred
charge state. However, the actual position of
Er in devices will be pinned by charge neu-
trality, which is determined in insulators by the
position where the lines corresponding to the
lowest energy positively and negatively charged
defects intersect.

The chemical potentials pa reflect the ener-
getic preference for specific elements under cho-
sen conditions. We define these values based on
their deviation Aua from a reference energy as:

pa = Ex + Apa, (4)

where Fj is the total energy of the elemental
reference structure, i.e., the ground-state struc-
tures of Y (hep), Zr (hep), or Sr (fee) metals, or
an O atom in molecular O,. To prevent the pre-
cipitation of these elemental phases, we require
that Aua < 0 for each element A.

We assume conditions corresponding to ther-
modynamic equilibrium, which is captured by
the following expression for the case of SrO:

A:uSr + AMO - AHf(Sl"O), (5)

where AH/(SrO) is the enthalpy of forma-
tion of SrO. We can explore variations in the
SrO chemistry by varying the chemical po-
tentials from the Sr-rich limit [Aus, = 0,
Apo = AH/(SrO)] to the O-rich limit [Aus, =
AH/(SrO), Apo = 0]. These limits are illus-
trated on a line corresponding to SrO in Fig. 2.

Similarly, for SZO to be thermodynamically
stable:

Apse + Apize + 3Apo = AHY(SrZrOs).  (6)

For YSZ, having a concentration Y,Zr_,Os_; o,
the equivalent condition is:

s Apy+(1—=2) Az +(2—2/2) Ao = AH! (YSZ).

(7)
For both of these ternary compounds, addi-
tional bounds are placed on the chemical po-
tentials by requiring that limiting phases do not
precipitate. Taking SZO as an example, for Sr,
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Figure 2: Chemical potential phase stability di-
agram for SrZrO3 and SrO, plotted as Apusg, vs.
Apo. The (2D) stability region for SrZrOj is
shaded gray, while the (1D) stability region for
SrO is plotted as a thick black line. The stabil-
ity lines of ZrOy and SrO correspond to Zr-rich
and Sr-rich limits for SrZrOs. O-rich and Sr-
rich limits are also labeled for SrO. Lines and
arrows are also used to indicate where elemental
Sr, Zr, and Os phases become thermodynami-
cally preferred.
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this condition is expressed as:

Aps + Apo < AHY(Sr0). (8)

And for Zr:

Apgy 4+ 2010 < AHY (Z10,). (9)
Based on eq 6 and the upper limit of eq 8§,
we can define “Sr-rich” conditions (equivalently,
“Zr-poor”) as those for which Apg, is maxi-
mized while preventing precipitation of SrO or
Sr metal. Similarly, eqs 6 and 9 allow us to
define “Zr-rich” (“Sr-poor”) conditions, where
Apz: is maximized while ensuring that ZrO,
does not precipitate. Again, these limits can
be visualized in Fig. 2, where stability of SZO
corresponds to the shaded region.

We can treat impurities similarly. For exam-
ple, to calculate Y impurities in SrO (e.g., Y4.),
we ensure that Y203 will not precipitate by re-
quiring that it is not thermodynamically stable:

20y + 3Apo < AH'(Y,05).  (10)
For simplicity, we present impurity formation
energies at the solubility limit of impurity
phases, corresponding to the upper limit of the
inequality above.

Defect Concentrations

Using eq 3, we can identify how defect concen-
trations change under different operating condi-
tions. Specifically, by enforcing charge neutral-
ity among all the defects we calculate, we can
determine the concentrations for each species
and the position of the Fermi level for a given
set of chemical potentials. This procedure re-
quires two additional parameters, namely, the
electron and hole concentrations. We determine
electron concentrations by integrating the cal-
culated density of states (DOS) near the con-
duction band minimum (CBM), using the ex-
pression: >4

6

where gc(E) is the conduction band DOS and
f(E) is the Fermi-Dirac occupation function.
Similarly, for holes, we determine the carrier
concentration by integrating the DOS near the
VBM:

p= / (B - F(E)E

—00

(12)

where gy (E) is the valence band DOS.

We can then plot defect and carrier concen-
trations as a function of Aug, requiring calcu-
lations of defect equilibrium at each value of
Apo in the ranges we present. These values of
Ao are connected to experimentally measur-
able temperatures and partial pressures using
the expression:

Po,
PO’

where H°(T) and S°(T) are thermodynamic
values tabulated for O,,%° Pp, is the partial
pressure, and P° is the pressure at the stan-
dard conditions used in the tabulation.

2Apo = H(T) — TS*(T) 4+ RT In (13)

Results and Discussion

Bulk Properties

We begin by calculating bulk properties for
YSZ, SrO, and SZO, which we list in Table 1
alongside experimental values. For YSZ, SrO,
and cubic SZO, we also list the lattice parame-
ters extracted from our XRD analysis of SOECs
after 1000 hours of testing [Fig. S1]. For or-
thorhombic SZO, which is not observed in our
SOECs, we list lattice parameters from the lit-
erature. The agreement is very good in each
case.

Note that, for SZO, we consider two phases:
the cubic perovskite [c-SrZrOs, Fig. 1(c)]
and the orthorhombic perovskite [0-SrZrOs,
Fig. 1(d)]. When it forms in SOECs, SZO
is often assumed to adopt the cubic structure,
although we note that our computed XRD anal-
ysis [Fig. S1(c)| indicate that both phases have
similar diffraction patterns, and it may there-
fore be difficult to distinguish them. While the
cubic transition temperature has been mea-
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Table 1: Calculated and reported bulk properties of materials under investigation in our study.

Calculated Experimental
compound
a(A) b(A) c(A) By(eV)|a(A) b(A) c(A) B (eV)
YSZ 514 5.14 5.15 6.13 5.13 — - 6.156
SrO 5.14 - - 5.97 5.08 - - 5.9057
c-SrZrOs | 4.14 — — 4.88 4.11 — — —
o-SrZrO3 | 5.78 584 8.20 5.34 | 5.80°% 5.82°8 8.21°% 52,59 56%

sured to be ~1360-1443 K,%%6162 it is possible
that it may be stabilized at the GDC—YSZ
boundary at lower temperatures due to strain
or other interfacial effects. The cubic phase
is dynamically unstable at 0 K relative to the
ground-state orthorhombic phase; as such, it is
not feasible to calculate defect formation en-
ergies in the cubic phase using DFT, and we
therefore use the orthorhombic phase as a proxy
for cubic SZO throughout our discussion. In
the supporting information (SI), we justify this
decision by showing that V) formation energies
are unaffected by the choice of initial structure
using finite temperature ab initio molecular
dynamics (AIMD) simulations [Fig. S2].

For YSZ, our structure is based on the high-
temperature cubic fluorite phase of ZrO,, which
is unstable even at typical SOEC operating
temperatures. However, the substitution of
small amounts of Y for Zr stabilizes the cu-
bic phase, while also reducing the oxygen con-
tent in order to maintain charge balance. Typ-
ical compositions of YSZ contain ~8-10 mol%
Y203 (~16-20 mol% Y).% 5 Following a pre-
vious computational study,®® we construct our
YSZ cells with the stoichiometry YgZrogOg1,
which corresponds to ~9 mol% Y,03. We ex-
amined 29 structures based on this stoichiome-
try and selected the lowest-energy structure for
subsequent calculations of YSZ. The structure
is slightly off-cubic, as evidenced by the slight
discrepancy among lattice parameters reported
in Table 1. More details are provided in the SI.

We also calculate enthalpies of formation for
the four compounds under investigation here
and several relevant limiting phases, which we
list in Table 2. These include monoclincic ZrOs,
Ce0,, Gdy03, LayO3, and Y503, the latter four

7

of which are relevant to our calculations of im-
purity incorporation. In general, our calcu-
lated values compare well with experimental en-
thalpies where available. We are unaware of ex-
perimental enthalpies of formation for YSZ and
cubic SZO. In the case of YSZ, our calculated
AHY is similar to that of ZrO,, which is un-
surprising in light of their chemical similarities.
For cubic SZO, our calculated AH/ agrees well
with that of a previous computational work (—
17.15 eV) using the same exchange-correlation
functional.*!

Oxygen Diffusivity

We begin our analysis of oxygen conductivity by
computing energetic barriers for Vi migration
in SrO, SZO, and YSZ using the NEB method.
These barriers are directly related to diffusivity
by the expression:

Ey

o)

where Fj, is the migration barrier. The prefac-
tor Dy is given by

Dy ~ ava® exp (ﬁ) .
kp

D(T) = Dgexp ( - (14)

(15)

Here, o is a geometry-related factor that is of-
ten close to unity; v is a hopping frequency that
can be approximated as 10'3 s71, close to a typi-
cal phonon frequency; a is the distance between
sites; and AS is an entropy term, which we as-
sume here to be small. ™

We compute migration barriers in each mate-
rial for each possible charge state of V{§ (¢ = 0,
+1, and +2). Our results are summarized in
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Table 2: Calculated and reported bulk properties of materials under investigation in our study.

compound AH/ (eV per formula unit)
Calculated Experimental

YSZ -10.81 -

SrO -5.69 ~6.1457
c-SrZrOs -17.13 -
0-SrZrO3 ~17.36 ~18.28%8

Zr0Oq -10.99 ~11.41°7

CeOq -11.28 ~11.2997
Gd,0O4 -18.69 ~18.86%?
Las O3 -17.94 ~18.597
Y504 -18.92 ~19.7557

Table 3. Both YSZ and SZO have multiple
pathways for Vi migration, resulting in a range
of barriers: in the case of SZO, this fact re-
flects the lower energy of V5 on the apical site
compared to the planar sites in its orthorhom-
bic structure, while for YSZ, the structure we
examine is simply highly disordered (see Fig.
S3 and surrounding discussion in SI) and has
a wide range of V formation energies leading
to different migration barriers. In each case, as
the charge state increases from 0 to +2, the mi-
gration barriers broadly decrease. This trend—
and the specific values of the barriers—agree
well with previous computational work exam-
ining Vo diffusion in SZO.™

Based on these results and eq 14, we compute
the oxide ion diffusivities for each material and
plot our results in Fig. 3, assuming V5 to be in
its most common charge state, ¢ = +2 . Also
shown are schematic illustrations of the path-
ways for Vo migration in each material. It is
clear that SrO stands out due its low diffusivity.
On the other hand, the range of diffusivities for
SZO falls within that of YSZ, suggesting that
the diffusivity of SZO is not a limiting factor
when it is present in SOECs.

8

Defect Concentration
Native Defects

For a material to possess high ionic conductiv-
ity, it should have both a high diffusivity and
a large concentration of the mobile species. To
determine the V3T concentrations in SrO and
SZ0, we compute defect formation energies in
both materials.

Our calculated formation energies are plotted
in Fig. 4. We begin with SrO. Under Sr-rich
conditions [Fig. 4(a)], the Fermi level will be
pinned close to the CBM by Vg~ and V{'; how-
ever, the most prominent defect at these condi-
tions will be V. As discussed in the previous
section, V{3 is significantly less mobile than V§+,
so these conditions will not be advantageous for
high oxide conductivity. Under O-rich condi-
tions [Fig. 4(b)], the Fermi level will be pinned
about 2 eV above the VBM by V3' and V.
However, the formation energy of V§+ at these
conditions (~ 3 V) is large and will lead to low
defect concentrations.

The situation in SZO is more encourag-
ing. Between Sr-rich [Fig. 4(c)] and Zr-rich
[Fig. 4(d)] conditions, the Fermi level remains
close to the middle of the band gap, where Vg
will prefer the +2 charge state. However, for-
mation energies will be large (~ 2 eV), meaning
that their concentrations will be low. Further-
more, for Zr-rich conditions, VOQJr will not be
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Table 3: Calculated migration barriers for oxygen vacancies in the 0, +1, and +2 charge.

Compound Migration Barrier (eV)
Vs vV 74
YSZ 0.66-2.09 0.35-1.31 0.25-0.87
SrO 2.79 2.55 1.57
SrZrO; 1.55-1.69 1.34-1.46 0.54-0.67

1400 K 900 K 600 K
F T T
YSZ 10-4k Ys> ]
@ -
o 1070
g S’?ro
-/
SrzrO, > J
s 107
=
(-
(-
5 10—10
SrO 10-12

1:0 1j5 2..0
1/T x 103 (K™1)

Figure 3: Calculated diffusivity of V(§+ in YSZ, SrZrO3, and SrO, using computed migration barriers.
Schematic pathways for oxygen diffusion in each material are shown on the left.
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the lowest-energy donor defect: instead, cation
antisites (specifically, Zrg") will have slightly
lower formation energies. These results sug-
gest that Sr-rich conditions are most optimal
for high oxide conductivity. Assuming that
SZ0 precipitates from Sr-rich particulates pass-
ing toward the GDC—YSZ interface, we believe
that it is reasonable to assume that Sr-rich con-
ditions are most relevant, particularly at early
stages of SZO growth. Unless otherwise stated,
we will therefore focus on Sr-rich conditions for
the remainder of our discussion.

Impurities

It is well established that doping SZO and
chemically similar perovskite oxides with a
trivalent element (e.g., Sc, Y, Yb) can sig-
nificantly boost V3T concentrations.™ A sim-
ilar strategy may therefore benefit oxide ion
conductivity in SZO. Notably, there are sev-
eral cations present in other components of the
SOEC that may incorporate in SZO during
its formation and increase V02+ concentrations.
Among these, we consider four here: Ce, Gd,
La, and Y. Ce and Gd are both present in GDC;
La is present in LSCF and may diffuse through
GDC along with Sr; and Y may accompany any
Zr that leaves the YSZ electrolyte to form SZO.

We calculate the formation energies of these
dopant species for SrO [Fig. S4] and SZO [Figs.
S5 and S6], considering substitution on the Sr
site and, for SZO, the Zr site as well. Based on
these results, we calculate the concentrations of
defects and impurities in SrO [Fig. S7] and SZO
[Figs. S8 and S9]. For ease of presentation, we
plot V§+ concentrations by themselves for un-
doped and doped systems in Fig. 5. Interest-
ingly, for SrO [Fig. 5(a)], doping will uniformly
reduce the V02+ concentrations, which are low
in the bulk material to begin. Each dopant will
substitute on the Sr site as an electron donor,
meaning that they will compete with Vé+ for-
mation.

On the other hand, for SZO [Fig. 5(b)], the
impact on V§+ concentration depends on the
specific dopant. Among the dopants we con-
sider, Y raises Vg* concentrations, while Gd,
La, and Ce reduce them (Gd only slightly).
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This finding for Y is unsurprising, considering
that it is one of the most popular dopants for
introducing V3" in perovskite oxides.”™ Y forms
favorably on the Zr-site as Y, , which will en-
courage V3T formation. We note that YJ, actu-
ally has a slightly lower formation energy than
VSJF at the Fermi level position corresponding
to charge neutrality; however, the energies of
the two donor species are similar, meaning that
V3t formation will still be improved by Y dop-
ing. Conversely, Ce, Gd, and La are more fa-
vorable as donor species (Ceg, Gdd. and Lag))
than Y, meaning that they will compete more
strongly with Vng formation. This result for La
agrees with a previous experimental study find-
ing suppressed oxide conductivity in La-doped
SZ0O due to preferential substitution on the Sr
site.”

Cation Impurity Migration through GDC

We expect that Y will incorporate readily in
SZO by accompanying Zr moving from YSZ
during nucleation of the SZO phase. Indeed,
Develos-Baraginao et al. demonstrated that
this incorporation can occur and has a benefi-
cial effect on oxide conductivity in bulk SZO.?°
Ce and Gd may also incorporate from the neigh-
boring GDC barrier layer, while La would need
to diffuse along with Sr from LSCF through the
GDC layer.

To investigate the favorability of cation dif-
fusion through the GDC layer, we perform ad-
ditional NEB calculations for the four cations
considered in this work. Specifically, we simu-
late cation diffusion as mediated by V. in pure
CeOy along the (110) direction, which has been
shown previously to be the dominant pathway
for cation diffusion.”™ We have confirmed that
explicitly including Gd in our CeO, cells to
model GDC has a negligible effect on our re-
sults (see Table S2 in the SI). As oxygen vacan-
cies are formed in GDC as a direct consequence
of Gd doping, we also consider pathways with
a single Vo along the migration pathway. [See
Fig. S10 for schematics of the pathways we con-
sider.] In each of our calculations, we consider
the most prevalent charge states of the impuri-
ties (Gdg,, Lag,, and St ) and vacancies (V3
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Figure 5: Concentrations of V3t in (a) SrO and (b) SrZrO;z (under Sr-rich conditions), both for

undoped and doped systems, at 7" = 1000 K.

and V).

Table 4: Calculated migration barriers (in eV)
for cation impurities I = {Ce, Gd, La, Sr} in
CeO2 moving to a nearby Vée_.

I = Ce Gd La Sr
Ice 4.76 526 4.47 3.67
Toe + V32T 369 342 294 219

Our results are summarized in Table 4. The
migration barriers for cation diffusion in CeO,
are large, but they decrease by more than 1
eV when a V37T is present along the migration
path. Barriers are largest for Gd (without Vp)
and Ce (with Vg), suggesting that these cations
will diffuse relatively slowly; however, they are
also immediately adjacent to the GDC—YSZ
interface, so they may participate in interfacial
reactions regardless. Our results for Ce diffu-
sion agree well with prior computational stud-
ies. ™™ La has significantly larger barriers than
Sr (roughly 0.8 eV higher), suggesting that its
diffusion through GDC will be much slower.

We can express our results another way by
invoking transition state theory.”® For a species
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with migration barrier Ej, its hopping rate I'
can be expressed as:

Ey

kT )

Here, I'y is a prefactor typically on the order of
10 s~ We can approximate the temperature
at which a species becomes mobile by solving
for T when I' = 1 s7!, providing a reasonable
metric for assessing relative mobilities. Con-
sidering the prevalence of Vi in GDC, we focus
on barriers with Vi present along the migration
pathway. By this metric, only Sr will be mobile
at temperatures characteristic of SOEC opera-
tion (~1000 K), as it becomes mobile around
788 K. La impurities are mobile around 1060
K (close to temperatures of interest), Gd at
1230 K, and Ce at 1300 K. These temperatures
may be reached during sintering, particularly
for La; otherwise, each of these species will be
relatively stationary.

There are other factors that may lead to
cation diffusion through the GDC barrier layer.
As mentioned, Ce and Gd diffusion should not
be discounted, as they are present in GDC and

I' = Tgexp ( (16)
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therefore immediately adjacent to SZO when
it nucleates. Importantly, the long operating
times of these devices mean that even ener-
getically unfavorable migration pathways may
eventually lead to measurable levels of impu-
rity contamination. Additional diffusion path-
ways may also be relevant, including diffusion
across grain boundaries and surfaces, which we
do not consider here. Surface diffusion in par-
ticular is a subject we will investigate in future
work.

Estimating Oxide Conductivity

We can couple our results for V3 diffusivity
and concentration to estimate the oxide con-
ductivity in SrO and SZO under different dop-
ing conditions. Ionic conductivity depends on
both the formation energy of mobile charge car-
riers as well as their migration barrier. These
two quantities can be related to conductivity

via the Nernst-Einstein equation:””
cDe®  Dye*Nyiges (BT + E)
o= = exp| —— | -
kT kT kgT
(17)

Note that the sum Ef + E, is the activation
energy. In order to report a total ionic con-
ductivity, we add the individual contributions
from each Vi migration pathway reflected in the
range of diffusivities shown for YSZ and SZO in
Fig. 3, using the pertinent values for E/ and E,
for the different V3 ' configurations.

Our calculated conductivities are plotted in
Fig. 6. For YSZ, we use concentrations of V§+
based on calculated formation energies [Fig.
S11]. As expected, the conductivity of SrO is
very low, while that of bulk SZO is higher but
still considerably less than that of YSZ.

Following from our discussion of doping in
the previous section, Y-doped SZO has a sig-
nificantly higher conductivity, following from
its higher V3" concentrations. At our calcu-
lated solubility limit of Y5Og3, the Y concen-
tration of SZO corresponds to a composition
of SI’(ZI‘Q_leo_Og)Og_(s, for which the oxide con-
ductivity is a few orders of magnitude lower
than that of YSZ at typical operating temper-
atures. However, higher experimental concen-
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trations have been reported, including a com-
position of Sr(Zrgg4Y0.16)O3_s by Labrincha et
al.™ This composition may be achievable under
non-equilibrium conditions typical of SOEC op-
eration, and as such, we include it as an upper
limit for Y incorporation. Such high levels of
Y doping lead to oxide conductivities almost
identical to those we calculate for YSZ.

1400 K 1000 K 750 K

100
102
10—10

10—15

10—20

Conductivity (S cm™1)

1:0 1.2
1/T x 103 (K™1)

0.8 1.4

Figure 6: Oxide ionic conductivities for YSZ,
SrO, and doped and undoped SrZrOgs, esti-
mated using eq 17.

Labrincha et al. reported the high-
temperature conductivity of bulk and Y-doped
SZO [Sr(ZrossYo.16)O3-_s], allowing us to vali-
date our results.”™ For bulk SZO, they reported
a total conductivity of 3.5 x 107> S cm™! at
1176 K, and 5.3 x 107° S em™! at 1389 K.
For comparison, we estimate oxide conduc-
tivities of 1.1 x 1077 S ecm™! at 1200 K, and
2.7 x 107¢ S em~! at 1400 K. These exper-
imentally measured conductivities are likely
higher than those we predict due to contribu-
tions from protonic and electrical conductivity,
which we do not consider. Experimental results
for the Y-doped samples specifically extracted
the oxide conductivity, reporting 1.5 x 107 S
cm~! at 1075 K and 1.1 x 1072 S cm ™! at 1389
K. Our calculated conductivities for Y-doped
SZO (Zros4Yo.16) are very close to these values:
2.0x107* Sem™! at 1100 K, and 5.0 x 1072 S
cm~! at 1400 K.

Our calculations for YSZ are also consis-
tent with experimental measurements. For a
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single-crystal YSZ sample with approximately
the same Y content as that which we assume
here, Ahamer et al. reported conductivities of
approximately 3.4 x 1072 S em™! at 1000 K,
47x1073 S cem~! at 1100 K, and 5.8 x 1073 S
cm ! at 1200 K.™ By comparison, we calculate
conductivities of 1.5 x 1073 S em ™! at 1000 K,
3.4x 1073 S em™! at 1100 K, and 6.8 x 1073
S ecm~! at 1200 K, in each case close to experi-
mental measurements.

Experimental Analysis

To develop a clearer picture of where SrO and
SZO are likely to be present in SOECs, as well
as the likelihood of impurity elements forming
within them, we examine the chemical signa-
tures of STEM-EDS maps of SOECs after 1000
hours of testing [details regarding the method-
ology are provided in the SI|. We focus on the
GDC—YSZ interface, where SZO is expected
to form.

Our STEM-EDS images are shown in Fig. 7,
for which elemental signals of Sr and Zr are de-
picted. We focus on four distinct regions con-
taining Sr, ranging spatially from the GDC in-
terior to the GDC—YSZ interface. Elemental
analysis of these regions is provided in Table S3
in the SI, although we note that our measured
atomic percentages have large error bars, and
oxygen is not included in the analysis due to
difficulties with its detection.

The region deepest in the GDC layer (region
1) contains small, scattered amounts of Sr (19+
8 at%) within the GDC matrix, which are not
accompanied by Zr (442 at%) and thus suggest
the presence of disperse SrO particles. In region
2, closer to the interface, a larger Zr signal (314
10 at%) accompanies Sr (35 + 11 at%) with a
similar concentration, suggesting the presence
of SZO. In regions 3 and 4, SZO also appears
to be present, albeit accompanied by GDC in
region 3.

We do not plot the Y signal in Fig. 7, as it
tends to overlap significantly with Zr and is
difficult to discern by eye. However, we have
quantified Y concentrations in several regions
of interest [Table S3]. Critically, the regions in
Fig. 7 that we expect to contain SZO (2, 3, and
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4) also contain noticeable concentrations of Y
(11 £ 1 at% in region 2; 7 £+ 2 at% in region
3; and 12 4+ 2 at% in region 4). In each case,
the atomic concentration of Y is on the order
of one-third that of Sr and Zr. Concentrations
of Ce and Gd are also high in regions 2 (19 +7
at% Ce and 4 £ 2 at% Gd) and 3 (44 £ 12 at%
Ce and 12 £ 5 at% Gd), likely due to a signifi-
cant amount of GDC being included in the mea-
surement. We do not find significant amounts
of La in these regions. The fact that Y sig-
nals in regions containing SZO are significantly
higher than in parts of the GDC layer without
Sr suggests that Y incorporates into SZO when
it forms, which should benefit its oxide ion con-
ductivity.

As an aside, we note that certain regions
of the GDC—YSZ interface reflect a different
chemical environment. Specifically, region J
highlighted in Fig. S12 shows significant Gd
concentrations at the interface. The lack of
Sr signal indicates that SrZrOgs is not form-
ing, but it does appear that Gd is segregating
toward the interface, potentially creating Gd-
doped ZrO, in addition to Y-containing YSZ.
This phenomenon of Gd segregation will be the
subject of a future study.

Discussion

Our results for SrO and SZO suggest the need
for distinct engineering strategies to mitigate
their possible negative impacts on oxide con-
ductivity in SOECs. SrO forms throughout the
cell during operation. As there is no viable
strategy to increase bulk SrO conductivity sig-
nificantly, it will be necessary to limit its for-
mation in devices. Most likely, small SrO pre-
cipitates such as those seen in Fig. 7 (region 1)
will not disrupt device performance. However,
ensuring that thick, continuous SrO layers do
not form is essential. It will be critical to con-
firm that SrO will not form thicker layers after
more extended testing times or under different
operating conditions.

On the other hand, we have demonstrated
that the formation of SZO need not disrupt ox-
ide ion conduction, providing that it is doped
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L9l
GDC NS

Figure 7: Energy Dispersive X-ray Spec-
troscopy (EDS) maps of (a) Sr (in blue),
(b) Zr (in pink), and (c¢) Sr and Zr to-
gether for the boundary region between the
Gd-doped CeO, (GDC) barrier layer (left) and
the YSZ electrolyte (right) in YSZ-based solid-
oxide electrolyzer cells. The images were ob-
tained from scanning transmission electron mi-
croscropy (STEM) images collected after 1000
hours of testing. Regions of interest are circled
and labeled in each panel. Quantitative analy-
sis of elemental compositions in the circled re-
gions and other regions of interest are provided
in the SI.
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with high levels of Y (on the order of 16 at%).
While it is known that Y can accompany Zr
when SZO forms at the GDC—YSZ interface, ?
targeted engineering strategies may be neces-
sary to increase its concentration. One ap-
proach may be to design YSZ electrolytes with
higher Y concentrations at the YSZ-GDC inter-
face. Optimal Y concentrations in YSZ are on
the order of 20 at% on the Zr site, but designing
more Y-rich surfaces may lead to the formation
of Y-rich SZO layers during operation without
significantly lowering the conductivity of YSZ.
At the same time, blocking Ce, Gd, and La dif-
fusion is important, although our EDS analysis
suggests that these elements will be present in
low concentrations in SZO. It will also be im-
portant to block adventitious impurities such as
carbon—carbon impurities are electron donors
in SZO* and will therefore interfere with V3
formation.

Another strategy may be to grow a suffi-
ciently Y-doped SZO layer intentionally dur-
ing synthesis. Given that heavily Y-doped
SZO will not limit conductivity, its presence
need not be avoided, and intentional growth
may reduce resistive losses at disordered inter-
faces, which Develos-Baraginao et al. showed
to be the primary source of reduced conductiv-
ity across YSZ-SZO-GDC layers.? Those au-
thors intentionally synthesized YSZ—SZO het-
erostructures with small amounts of Y-doping
in SZO (~5 at%). However, they noticed a
drop in VO2+ concentrations at the interface due
to Y segregation, which may have been due to
discrepancies in py across the heterostructure.
Also, in their case, SZO was grown in the or-
thorhombic crystal structure. Cubic SZO, as is
observed in SOECs, may reduce the lattice mis-
match, as O—O distances in cubic SZO are more
uniform than those in orthorhombic SZO due to
octahedral tilting. As a result, it may be pos-
sible to design more coherent interfaces, reduc-
ing interfacial resistance that commonly arises
at heterogeneous interfaces and grain bound-
aries. However, for this strategy to be most
effective, we note that it will also be impor-
tant to ensure that Sr-rich chemical potentials
persist throughout the layer; Zr-rich conditions,
which may manifest at the YSZ interface, will
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reduce VO2+ concentrations and therefore limit
oxide conductivity.

Conclusions

In summary, we have demonstrated that SrO
and SZO have distinct effects on oxide ion con-
ductivity in SOECs based on a YSZ electrolyte.
Both phases have been observed to form fol-
lowing Sr exsolution from the air electrode,
with SrO present throughout the GDC blocking
layer, and SZO forming near the GDC—YSZ
interface. In SrO, mobile V31 defects have poor
mobility and high formation energies, leading to
a low ionic conductivity that will be detrimen-
tal in devices. Doping SrO with other elements
that may be present—specifically, Ce, Gd, La,
and Y—will reduce conductivity further. As
such, avoiding the presence of thick SrO layers
in devices is necessary. Further studies should
be conducted to confirm that SrO remains rela-
tively disperse for longer operation times more
representative of long-term goals for SOEC life-
time.

SZO has a significantly higher oxide conduc-
tivity than SrO, but it is still less conduc-
tive than YSZ. However, its V(§+ diffusivity
is actually on par with that of YSZ, meaning
that its main limitation is a low intrinsic VO2+
concentration. Doping SZO with Y offers a
promising remedy to this problem by decreas-
ing the formation energy—and increasing the
concentration—of V§+; conversely, Ce, Gd, and
La doping will be harmful. Sufficiently high lev-
els of Y doping (specifically, about 16 at% on
the Zr site) will raise the oxide ionic conductiv-
ity to levels on par with those of YSZ. Strate-
gies to introduce highly Y-doped SZO layers at
the GDC—YSZ interface should limit the mate-
rial’s detrimental effects on oxide conductivity,
particularly if resistive losses at interfaces and
grain boundaries can be minimized.

Acknowledgments

We acknowledge helpful discussions with Olga
Marina and Yoosuf Picard. We thank Janelle

16

Cataldo for designing our Table of Contents fig-
ure. The work at the Lawrence Livermore Na-
tional Laboratory was performed under the aus-
pices of the U.S. Department of Energy (DOE)
under Contract No. DE-AC52-07TNA27344.
This work was authored in part by the National
Renewable Energy Laboratory, operated by Al-
liance for Sustainable Energy, LL.C, for the U.S.
Department of Energy (DOE) under Contract
No. DE-AC36-08G0O28308. The authors ac-
knowledge financial support through the Hy-
drogen from Next-generation Electrolyzers of
Water (H2NEW) of the U.S. Department of
Energy (DOE), Office of Energy Efficiency and
Renewable Energy, Fuel Cell Technologies Of-
fice under Contract DE-AC52-07TNA27344. The
views expressed in the article do not necessar-
ily represent the views of the DOE or the U.S.
Government. The U.S. Government retains and
the publisher, by accepting the article for pub-
lication, acknowledges that the U.S. Govern-
ment retains a nonexclusive, paid-up, irrevoca-
ble, worldwide license to publish or reproduce
the published form of this work, or allow others
to do so, for U.S. Government purposes. The
research was performed using computational re-
sources sponsored by the DOE’s EERE and lo-
cated at the National Renewable Energy Labo-
ratory.

Associated Content

Supporting Information available: Method-
ology for SOEC design and characterization of
components; AIMD results comparing defect
formation in cubic and orthorhombic SrZrOg;
phase stability diagram of SrZrOs; and SrO;
schematic of cation diffusion in CeQOy; addi-
tional defect formation energies and concentra-
tion plots for SrO, SrZrOs, and YSZ; calculated
binding energies between dopants and oxygen
vacancies; and complete STEM-EDS maps of
the GDC-YSZ interface, with specific elemental
concentrations.

https://doi.org/10.26434/chemrxiv-2024-gtmx2 ORCID: https://orcid.org/0000-0002-2928-6917 Content not peer-reviewed by ChemRxiv. License: CC BY-NC-ND 4.0


https://doi.org/10.26434/chemrxiv-2024-gtmx2
https://orcid.org/0000-0002-2928-6917
https://creativecommons.org/licenses/by-nc-nd/4.0/

References

(1) Flis, G.; Wakim, G. Solid Ozide Electrol-
ysis: A Technology Status Assessment;
2023.

(2) Nechache, A.; Hody, S. Alternative and
innovative solid oxide electrolysis cell ma-

terials: A short review. Renew. Sustain.
Ener. Rev. 2021, 149, 111322.

(3) Min, G.; Choi, S.; Hong, J. A review
of solid oxide steam-electrolysis cell sys-
tems: Thermodynamics and thermal inte-
gration. Appl. Energy 2022, 328, 120145.

(4) Goodenough, J. B. Oxide-ion conductors
by design. Nature 2000, 404, 821-823.

(5) Schefold, J.; Brisse, A.; Tietz, F. Nine
thousand hours of operation of a solid ox-
ide cell in steam electrolysis mode. J. Elec-
trochem. Soc. 2011, 159, A137.

(6) Lay-Grindler, E.; Laurencin, J.; Vil-
lanova, J.; Cloetens, P.; Bleuet, P.; Man-
suy, A.; Mougin, J.; Delette, G. Degra-
dation study by 3D reconstruction of a
nickel-yttria stabilized zirconia cathode
after high temperature steam electrolysis
operation. J. Power Sources 2014, 269,
927-936.

(7) Kostogloudis, G. C.;  Ftikos, C.
Properties of A-site-deficient
Lag ¢Srg.4Cog.oFeqsO3_s-based perovskite
oxides. Solid State Ionics 1999, 126,
143-151.

(8) Liang, M.; Yu, B.; Wen, M.; Chen, J;
Xu, J.; Zhai, Y. Preparation of NiO-
YSZ composite powder by a combustion
method and its application for cathode of
SOEC. Int. J. Hydrogen Ener. 2010, 35,
2852-2857.

(9) Biswas, S.; Kaur, G.; Paul, G.; Giddey, S.
A critical review on cathode materials for
steam electrolysis in solid oxide electrol-
ysis. Int. J. Hydrogen Ener. 2023, 48,
12541-12570.

17

(10)

(12)

(14)

(16)

Ni, M.; Leung, M. K.; Leung, D. Y. Tech-
nological development of hydrogen pro-
duction by solid oxide electrolyzer cell
(SOEC). Int. J Hydrogen Ener. 2008, 33,
2337-2354.

Kiebach, R.; Zhang, W.-W.; Zhang, W.;
Chen, M.; Norrman, K.; Wang, H.-
J.; Bowen, J. R Barfod, R.;
Hendriksen, P. V.  Stability = of
Lag6 ST0.4COO.2F60.8Os/Ceo.ngo.1Oz

cathodes during sintering and solid oxide
fuel cell operation. J. Power Sources

2015, 283, 151-161.

Laurencin, J. Hubert, M.;
Sanchez, D. F.; Pylypko, S.;
Morales, M.; Morata, A.; Morel, B.;
Montinaro, D.; Lefebvre-Joud, F.;
Siebert, E. Degradation mechanism of
Lag.s Sl"o.4C00.2F€0.80375/Gd0.1 Ce.9O9-s

composite electrode operated under solid
oxide electrolysis and fuel cell conditions.

Electrochim. Acta 2017, 241, 459-476.

Kim, S. J.; Kim, S. W.; Park, Y. M
Kim, K. J.; Choi, G. M. Effect of Gd-
doped ceria interlayer on the stability of

solid oxide electrolysis cell. Solid State
Tonics 2016, 295, 25-31.

Tietz, F.; Sebold, D.; Brisse, A
Schefold, J. Degradation phenomena in a
solid oxide electrolysis cell after 9000 h of
operation. J. Power Sources 2013, 223,
129-135.

The, D.; Grieshammer, S.; Schroeder, M.;
Martin, M.; Al Daroukh, M.; Tietz, F.;
Schefold, J.; Brisse, A. Microstructural
comparison of solid oxide electrolyser cells
operated for 6100 h and 9000 h. J. Power
Sources 2015, 275, 901-911.

Chen, K.; Hyodo, J.; Dodd, A.; Ai, N.;
Ishihara, T.; Jian, L., et al. Chromium de-
position and poisoning of LaggSrgoMnO3
oxygen electrodes of solid oxide electroly-
sis cells. Faraday Discuss. 2015, 182, 457—
476.

https://doi.org/10.26434/chemrxiv-2024-gtmx2 ORCID: https://orcid.org/0000-0002-2928-6917 Content not peer-reviewed by ChemRxiv. License: CC BY-NC-ND 4.0


https://doi.org/10.26434/chemrxiv-2024-gtmx2
https://orcid.org/0000-0002-2928-6917
https://creativecommons.org/licenses/by-nc-nd/4.0/

(17)

(18)

(19)

(20)

(21)

(23)

(24)

Rinaldi, G.; Nakajo, A.; Burdet, P.;
Oveisi, E.; Cantoni, M. Strontium migra-
tion at the GDC-YSZ interface of solid ox-
ide cells in SOFC and SOEC modes. ECS
Transactions 2017, 78, 3297.

Bi, J.; Yang, S.; Zhong, S.; Wang, J.-Q.;
Fan, C.; Chen, X.; Liu, Y. An insight into
the effects of B-site transition metals on
the activity, activation effect and stability
of perovskite oxygen electrodes for solid
oxide electrolysis cells. J. Power Sources

2017, 363, 470-479.

Niania, M.; Podor, R.; Britton, B.; Skin-
ner, S.; Kilner, J. High temperature and
in situ study of SrO surface precipita-
tion on perovskite ceramics. European
Microscopy Congress 2016: Proceedings.
2016; pp 834-835.

Rupp, G. M.; Téllez, H.; Druce, J.; Lim-
beck, A.; Ishihara, T.; Kilner, J.; Fleig, J.
Surface chemistry of LaggSrg4CoOs3_g
thin films and its impact on the oxy-

gen surface exchange resistance. J. Mater.
Chem. A 2015, 3, 22759-227609.

Lu, M. Y.; Railsback, J. G.; Wang, H.;
Liu, Q.; Chart, Y. A.; Zhang, S.-L.; Bar-
nett, S. A. Stable high current density op-
eration of LaggSrg4CogoFeqgOs_5 oxygen
electrodes. J. Mater. Chem. A 2019, 7,
13531-13539.

Wankmiiller, F.; Széasz, J.; Joos, J.;
Wilde, V.; Stormer, H.; Gerthsen, D.;
Ivers-Tiffée, E. Correlative tomography at
the cathode/electrolyte interfaces of solid
oxide fuel cells. J. Power Sources 2017,
360, 399-408.

Simner, S. P.; Anderson, M. D.; Engel-
hard, M. H.; Stevenson, J. W. Degra-
dation Mechanisms of La—Sr—Co-Fe-O5
SOFC Cathodes. FElectrochem. Solid State
Lett. 2006, 9, A478.

Lu, Z.; Darvish, S.; Hardy, J.; Temple-
ton, J.; Stevenson, J.; Zhong, Y. SrZrO;3

18

(25)

(26)

(27)

(28)

(29)

(31)

formation at the interlayer/electrolyte in-
terface during (La;_,Sr;);—sCoi_,Fe, O
cathode sintering. J. Flectrochem. Soc.
2017, 164, F3097.

Develos-Bagarinao, K.; Yokokawa, H.;
Kishimoto, H.; Ishiyama, T.; Ya-
maji, K.; Horita, T. Elucidating the
origin of oxide ion blocking effects at
GDC/SrZr(Y)O3/YSZ  interfaces.  J.
Mater. Chem. A 2017, 5, 8733-8743.

Pan, Z.; Liu, Q.; Ni, M.; Lyu, R.; Li, P.;
Chan, S. H. Activation and failure mech-
anism of La0,68r0,4000,2F€0.803_5 air elec-
trode in solid oxide electrolyzer cells under
high-current electrolysis. Int. J. Hydrogen
Ener. 2018, 43, 5437-5450.

Shen, J.; Miao, B.; Liu, Q.; Wu, Y
Chan, S. H.; Zhong, Z.; Pan, Z. Activation
of LSCF-YSZ interface by cobalt migra-
tion during electrolysis operation in solid

oxide electrolysis cells. Int. J. Hydrogen
Ener. 2022, /7, 38114-38123.

Chen, K.; Jiang, S. P. Surface segregation
in solid oxide cell oxygen electrodes: phe-
nomena, mitigation strategies and electro-
chemical properties. FElectrochem. FEner.
Rev. 2020, 3, 730-765.

Feng, 7Z.; Hong, W. T.; Fong, D. D
Lee, Y .-L.; Yacoby, Y.; Morgan, D.; Shao-
Horn, Y. Catalytic activity and stability
of oxides: the role of near-surface atomic
structures and compositions. Acc. Chem.

Res. 2016, 49, 966-973.

Riva, M.; Kubicek, M.; Hao, X
Franceschi, G.; Gerhold, S.; Schmid, M.;
Hutter, H.; Fleig, J.; Franchini, C;

Yildiz, B.; Diebold, U. Influence of surface
atomic structure demonstrated on oxygen
incorporation mechanism at a model per-
ovskite oxide. Nat. Commun. 2018, 9,
3710.

Chen, Y.; Bu, Y.; Zhang, Y.; Yan, R.;
Dong, D.; Zhao, B.; Yoo, S.; Dang, D.;

?

https://doi.org/10.26434/chemrxiv-2024-gtmx2 ORCID: https://orcid.org/0000-0002-2928-6917 Content not peer-reviewed by ChemRxiv. License: CC BY-NC-ND 4.0


https://doi.org/10.26434/chemrxiv-2024-gtmx2
https://orcid.org/0000-0002-2928-6917
https://creativecommons.org/licenses/by-nc-nd/4.0/

(32)

(33)

(34)

(35)

(36)

(39)

Hu, R.; Yang, C.; Liu, M. A highly ef-
ficient and robust nanofiber cathode for
solid oxide fuel cells. Adv. Ener. Mater.
2017, 7, 1601890.

Lee, S.; Zhang, W.; Khatkhatay, F.;
Jia, Q.; Wang, H.; MacManus-
Driscoll, J. L. Strain tuning and strong
enhancement of ionic conductivity in
SrZrO3-RE;O3 (RE = Sm, Eu, Gd, Dy,
and Er) nanocomposite films. Adv. Funct.
Mater. 2015, 25, 4328-4333.

Poulsen, F. W.; van der Puil, N. Phase
relations and conductivity of Sr-and La-
zirconates. Solid State Ionics 1992, 53,
TT7-783.

Hohenberg, P.; Kohn, W. Inhomogeneous
electron gas. Phys. Rev. 1964, 136, B864.

Kohn, W.; Sham, L. J. Self-Consistent
Equations Including Exchange and Cor-
relation Effects. Phys. Rev. 1965, 140,
A1133-A1138.

of
Cell

Department
and  Fuel

Energy  Hydrogen
Technologies  Office,
Technical = Targets for High Tem-
perature Electrolysis. 2022; https:
//www.energy.gov/eere/fuelcells/

technical—targets—high—temperature—electrof}}1

Heyd, J.; Scuseria, G. E.; Ernzerhof, M.
Hybrid functionals based on a screened
Coulomb potential. J. Chem. Phys. 2003,
118, 8207-8215.

Heyd, G. E.; Scuseria, J.; Ernzerhof, M.
Erratum: “Hybrid functionals based on
a screened Coulomb potential”[J. Chem.
Phys. 118, 8207 (2003)]. J. Chem. Phys.
2006, 124, 219906.

Kresse, G.; Furthmiiller, J. Efficient it-
erative schemes for ab initio total-energy

calculations using a plane-wave basis set.
Phys. Rev. B 1996, 54, 11169.

Perdew, J. P.; Burke, K.; FErnzer-
hof, M. Generalized Gradient Approxima-
tion Made Simple. Phys. Rev. Lett. 1996,
77, 3865-3868.

19

(41)

(42)

(43)

(44)

(45)

(46)

(47)

Weston, L.; Janotti, A.; Cui, X. Y
Himmetoglu, B.; Stampfl, C.; Van de
Walle, C. G. Structural and electronic
properties of SrZrOs; and Sr(Ti,Zr)O; al-
loys. Phys. Rev. B 2015, 92, 085201.

Weston, L.; Janotti, A.; Cui, X
Stampfl, C.; Van de Walle, C. G. Ac-
ceptor doping in the proton conductor
SrZrO3. Phys. Chem. Chem. Phys. 19,

11485-11491.

Rowberg, A. J. E.; Weston, L.; Van de
Walle, C. G. Optimizing proton conduc-
tivity in zirconates through defect engi-
neering. ACS Appl. Ener. Mater. 2019, 2,
2611-2619.

Rowberg, A. J. E.; Swift, M. W.; Van de
Walle, C. G. Understanding carbon con-
tamination in the proton-conducting zir-

conates and cerates. Phys. Chem. Chem.
Phys. 2021, 23, 14205-14211.

Blochl, P. E. Projector augmented-wave
method. Phys. Rev. B 1994, 50, 17953—
17979.

Kresse, G.; Joubert, D. From ultra-
soft pseudopotentials to the projector

g;lmented—wave method. Phys. Rev. B
999" 59, 1758 1775.

Alaydrus, M.; Sakaue, M.; Kasai, H. A
DFT+ U study on the contribution of 4f
electrons to oxygen vacancy formation and

migration in Ln-doped CeO,. Phys. Chem.
Chem. Phys. 2016, 18, 12938-12946.

Momma, K.; Izumi, F. VESTAS3 for three-
dimensional visualization of crystal, vol-
umetric and morphology data. J. Appl.
Crystal. 2011, 44, 1272-1276.

Henkelman, G.; Jonsson, H. Improved
tangent estimate in the nudged elastic
band method for finding minimum energy
paths and saddle points. J. Chem. Phys.
2000, 113, 9978-9985.

Henkelman, G.; Uberuaga, B. P
Jonsson, H. A climbing image nudged

https://doi.org/10.26434/chemrxiv-2024-gtmx2 ORCID: https://orcid.org/0000-0002-2928-6917 Content not peer-reviewed by ChemRxiv. License: CC BY-NC-ND 4.0


https://www.energy.gov/eere/fuelcells/technical-targets-high-temperature-electrolysis
https://www.energy.gov/eere/fuelcells/technical-targets-high-temperature-electrolysis
https://www.energy.gov/eere/fuelcells/technical-targets-high-temperature-electrolysis
https://doi.org/10.26434/chemrxiv-2024-gtmx2
https://orcid.org/0000-0002-2928-6917
https://creativecommons.org/licenses/by-nc-nd/4.0/

(52)

(53)

(55)

(56)

(57)

(58)

(59)

elastic band method for finding saddle
points and minimum energy paths. J.
Chem. Phys. 2000, 113, 9901-9904.

Freysoldt, C.; Grabowski, B.; Hickel, T.;
Neugebauer, J.; Kresse, G.; Janotti, A.;
Van de Walle, C. G. First-principles cal-
culations for point defects in solids. Rew.
Mod. Phys. 2014, 86, 253.

Freysoldt, C.; Neugebauer, J.; Van de
Walle, C. G. Fully ab initio finite-size cor-
rections for charged-defect supercell cal-
culations. Phys. Rev. Lett. 2009, 102,
016402.

Freysoldt, C.; Neugebauer, J.; Van de
Walle, C. G. Electrostatic interactions be-

tween charged defects in supercells. Phys.
Status Solidi B 2011, 248, 1067-1076.

Van Zeghbroeck, B. J. Principles of Semi-
conductor Devices; Boulder: University of
Colorado, 2011.

Chase Jr, M. W. NIST-JANAF ther-
mochemical tables. J. Phys. Chem. Ref.
Data, Monograph 1998, 9, 1.

French, R. H.; Glass, S. J.; Ohuchi, F. S.;
Xu, Y. N.; Ching, W. Y. Experimental
and theoretical determination of the elec-
tronic structure and optical properties of
three phases of ZrO,. Phys. Rev. B 1994,
49, 5133-5142.

Rao, A.; Kearney, R. Logarithmic deriva-
tive reflectance spectra of BaO and SrO.
Phys. Stat. Sol. B 1979, 95, 243-250.

Kennedy, B. J.; Howard, C. J.; Chak-
oumakos, B. C. High-temperature phase
transitions in SrZrOs. Phys. Rev. B 1999,
59, 4023.

Zhang, A.; Lii, M.; Wang, S.; Zhou, G.;
Wang, S.; Zhou, Y. Novel photolumines-
cence of SrZrO3 nanocrystals synthesized
through a facile combustion method. J.

Alloys Cmpnd. 2007, 433, L7-L11.

20

(60)

(62)

(63)

(64)

(65)

(69)

Lee, Y.; Lee, J.; Noh, T.; Byun, D. Y.;
Yoo, K. S.; Yamaura, K.; Takayama-
Muromachi, E. Systematic trends in the
electronic structure parameters of the 4d
transition-metal oxides SrMOj; (M= Zr,
Mo, Ru, and Rh). Phys. Rev. B 2003, 67,
113101.

Matsuda, T.; Yamanaka, S.; Kurosaki, K.;
Kobayashi, S.-i. High temperature phase
transitions of SrZrOs. J. Alloys Cmpnds.
2003, 351, 43-46.

de Ligny, D.; Richet, P. High-temperature
heat capacity and thermal expansion of
SrTiO3 and SrZrOjz perovskites. Phys.
Rev. B 1996, 53, 3013-3022.

Wang, Y.; Cai, C.; Li, L.; Yang, L;
Zhou, Y.; Zhou, G. Oxygen vacancy or-
dering induced displacements of cations in
yttria-stabilized zirconia. AIP Adv. 2016,
6, 095113.

Bogicevic, A.; Wolverton, C.; Cros-
bie, G. M.; Stechel, E. B. Defect ordering
in aliovalently doped cubic zirconia from
first principles. Phys. Rev. B 2001, 6/,
014106.

Kilo, M.; Argirusis, C.; Borchardt, G.;
Jackson, R. A. Oxygen diffusion in yt-
tria stabilised zirconia—experimental re-
sults and molecular dynamics calcula-
tions. Phys. Chem. Chem. Phys. 2003, 5,
2219-2224.

Kushima, A.; Yildiz, B. Oxygen ion dif-
fusivity in strained yttria stabilized zirco-
nia: where is the fastest strain? J. Mater.
Chem. 2010, 20, 4809-4819.

Lide, D. R. CRC handbook of chemistry
and physics. 12J204 2012,

Huntelaar, M.; Booij, A.; Cordfunke, E.
The standard molar enthalpies of for-
mation of BaZrOs(s) and SrZrOs(s). J.
Chem. Thermodyn. 1994, 26, 1095 — 1101.

Konings, R. J.; Benes, O.; Kovacs, A.;
Manara, D.; Sedmidubsky, D

I

https://doi.org/10.26434/chemrxiv-2024-gtmx2 ORCID: https://orcid.org/0000-0002-2928-6917 Content not peer-reviewed by ChemRxiv. License: CC BY-NC-ND 4.0


https://doi.org/10.26434/chemrxiv-2024-gtmx2
https://orcid.org/0000-0002-2928-6917
https://creativecommons.org/licenses/by-nc-nd/4.0/

(75)

(76)

(77)

(78)

Gorokhov, L.; Torish, V. S.; Yung-
man, V.; Shenyavskaya, E.; Osina, E.
The thermodynamic properties of the
f-elements and their compounds. Part 2.

The lanthanide and actinide oxides. J.
Phys. Chem. Ref. Data 2014, 43.

Limpijumnong, S.; Van de Walle, C. G.
Diffusivity of native defects in GaN. Phys.
Rev. B 2004, 69, 035207.

Guo, Z.; Zhu, L.; Zhou, J.; Sun, Z. De-
sign principles of tuning oxygen vacancy
diffusion in SrZrQO; for resistance random
access memory. J. Mater. Chem. C' 2015,
3, 4081-4085.

Kreuer, K.-D. Proton-conducting oxides.
Annu. Rev. Mater. Res. 2003, 33, 333—
359.

Labrincha, J.; Frade, J.; Marques, F. De-
fect structure of SrZrOs. Solid State Ionics
1993, 61, 71-75.

Beschnitt, S.; Zacherle, T.; De
Souza, R. A. Computational study
of cation diffusion in ceria. J. Phys.

Chem. C 2015, 119, 27307-27315.

Korfer, S.; Bonkowski, A.; Kler, J.; Hat-
ton, P.; Uberuaga, B. P.; De Souza, R. A.
The sluggish diffusion of cations in
CeOy probed through molecular dynamics
and metadynamics simulations. Adv. Eng.
Mater. 2023,

Vineyard, G. H. Frequency factors and iso-
tope effects in solid state rate processes. J.
Phys. Chem. Solids 1957, 3, 121-127.

Maier, J. Physical chemistry of ionic ma-
terials: tons and electrons in solids; John
Wiley & Sons, 2004.

Labrincha, J.; Marques, F.; Frade, J.
Protonic and oxygen-ion conduction in
SrZrOs-based materials. J. Mater. Sci.
1995, 30, 2785-2792.

21

(79) Ahamer, C.; Opitz, A. K.; Rupp, G;

Fleig, J. Revisiting the temperature de-
pendent ionic conductivity of yttria stabi-
lized zirconia (YSZ). J. Electrochem. Soc.
2017, 164, F790.

https://doi.org/10.26434/chemrxiv-2024-gtmx2 ORCID: https://orcid.org/0000-0002-2928-6917 Content not peer-reviewed by ChemRxiv. License: CC BY-NC-ND 4.0


https://doi.org/10.26434/chemrxiv-2024-gtmx2
https://orcid.org/0000-0002-2928-6917
https://creativecommons.org/licenses/by-nc-nd/4.0/

