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In the present contribution, we assess the efficiency of the alkali metals (Na, K, Rb and Cs) as A-site acceptor
dopants in proton conducting BaZrOs by first principles calculations. The calculated acceptor—proton
complexes become weaker with increasing dopant size, with binding energies ranging from —0.33 eV for
Na to —0.10 eV for Cs, which is in the range of, or even lower than, those found for B-site doped
BaZrOs. By mapping out all relevant minimum energy pathways for the proton, we reveal that the
highest migration energy barrier for most of the alkali metals is comparable or even lower than that of Y.
Further, all A-site dopants display more exothermic hydration enthalpies compared to that of Y-doped
BaZrOs, ranging from —131 kJ mol™ to —83 kJ mol~* for Na and Cs, respectively. The calculated dopant
solubility increases in the order Na < Cs < Rb < K, with the predicted solubilities of the two latter being in
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Accepted 24th April 2016 the range of that of e.g. Y. Although Cs would lead to the highest proton mobility, the higher solubility of
K and Rb renders them more attractive A-site dopants for BaZrOs. Overall, our results suggest that alkali

DOI: 10.1035/c6ta01446a metals as A-site dopants may enhance the bulk proton conductivity of BaZrOs, compared to Y-doped

www.rsc.org/MaterialsA BaZrOs.

1 Introduction

Acceptor doped BaZrO; is currently considered the most
promising electrolyte for proton conducting solid oxide fuel
cells and electrolysers operating at intermediate temperatures
(400-700 °C)." These acceptors are charge compensated by
oxygen vacancies (vyy) or protons (OHP) under dry or wet
conditions, respectively, in which the relative dominance of the
two defects is given by the hydration reaction;

H,0(g) + vg 4+ O5 S20HS, 1)

The thermodynamics of this equilibrium, or the enthalpy
(AnyarH°) and entropy (ApyqrS°) of hydration, is strongly mate-
rials dependent, and has for BaZrO; been shown to vary with
both type and amount of acceptor dopant.»® The dopant
dependency of ApyqH° is closely related to the strength of the
complexes between the negatively charged acceptors and
protons and oxygen vacancies, which again depends on the
chemical mismatch between the dopant and the host ion.*

Bulk Y-doped BaZrOj; exhibits a maximum proton conduc-
tivity of ~0.01 S em™"' at 600 °C.° However, the practically
achievable conductivity is often significantly lower and poorly
reproducible. This has been attributed to a plethora of effects
including large grain boundary resistances,® Ba loss and partial
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Y dissolution on the A-site,”® and complex formation and
trapping.®** While undoped bulk BaZrO; exhibits an activation
energy of proton mobility of merely 0.16-0.20 eV,>*""> nearly all
B-site acceptor dopants (e.g. Sc, Y, Gd, Nd) increase this
considerably due to complex formation between the acceptors
and the mobile protons, thus lowering the proton conductivity.
In this contribution, we explore A-site acceptor doping by alkali
metals as a possible strategy to reduce the degree of proton
trapping in BaZrO;, and thereby increase the proton
conductivity.

Although A-site doping of BaZrO; has been largely over-
looked in literature, it has been shown to reduce the degree of
defect trapping significantly compared to B-site doping in
other oxides such as LaScOj;, LaGaO; and LaNbO,.***” Addi-
tionally, experimental work on BaZrO; co-doped with K on the
A-site and Y on the B-site demonstrated that the partial
proton conductivity was enhanced relative to that of Y-doped
BaZrO;. However, due to the presence of multiple dopants, it
is difficult to ascertain how these compositions are actually
affected by K-doping.'®'® Recently, Sherafat et al.>* measured
the electrical conductivity of 15 mol% K-doped BaZrO;, from
which they evaluated its transport and defect chemical
properties. K was shown to yield a hydration enthalpy of
—90 kJ mol™*, which is more negative than that of Y-doped
BaZrOs;, while the activation energy of the proton conductivity
was argued to be somewhat higher than that of Y-doped
BaZrO;. However, these parameters were extracted by curve-
fitting a defect chemical model to the total conductivity,
which is often overshadowed by the grain boundary
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contribution in the temperature interval investigated
(550-700 °C), and may therefore not represent the true bulk
properties of BaZrOj;.

In this contribution, we therefore assess the efficiency of the
alkali metals (M = Na, K, Rb and Cs) as A-site acceptor dopants
in BaZrO; from first principles calculations. We determine their
tendency for proton and oxygen vacancy trapping, and evaluate
the relevant minimum energy pathways for the proton around
the dopants, thus addressing the dopant effect on both the
proton conductivity and hydration thermodynamics. Further,
the dopants' effect on the chemical expansion properties of
BaZrOs;, and solubilities under typical synthesis conditions, are
estimated.

2 Computational methodology

All first principles calculations were performed using Density
Functional Theory (DFT) as implemented in the VASP code.?*??
We applied the GGA-PBE exchange correlation functional® and
the core potentials were treated by the projector augmented-
wave (PAW) method.** The electronic wave functions were
expanded using a set of plane waves with a constant plane-wave
cut-off energy of 500 eV. The defect calculations were carried out
using a 3 x 3 x 3 supercell (135 atoms) expansion of an opti-
mised unit cell of cubic BaZrO;. Electronic integration was
performed using a 2 x 2 x 2 Monkhorst-Pack k-mesh for the
supercell. Additional test calculations using 4 x 4 x 4 super-
cells (320 atoms) yielded similar results suggesting that the
supercell expansions used were large enough in correspon-
dence with other computational work on BaZrO;.*® Ionic and
electronic relaxations were carried out using convergence
criteria of 0.02 eV A™' and 107° eV for self-consistency,
respectively.
The defect formation energies were calculated by

AfEdeléct = :i[;i'ecl - ;tnoe;fect - E Aniui + (1(€f + AS) (2)

where Egrec: is the total energy of a supercell with a defect in
charge state g, while E;‘étrfect represents the total energy of the
host supercell. An; is the difference in the number of constit-
uent atoms with chemical potential u; between the defect and
perfect supercells. ¢¢is the Fermi level while Ac¢ is the shift in the
core potentials of the perfect and defective supercell to correct
shifts in the band edges due to the jellium background
charge.

The enthalpies of hydration of v in undoped and A-site
acceptor doped, i.e. (Mg,vo)®, were calculated according to

t tot tot tot
AhydrHvz)’ = 2EtOOHz) - Ev(g; - Epzrfect - EI—?ZO (3)
_ tot tot tot tot
Al*lydrILI(vaO)‘ = 2E(OMB“0H0)X - E(OMBAVQ). - E(:/IBAOO)’ - EI-(I)ZO
(4)
tot tot tot tot tot
where Egy. , Eg, B Mp00) " EMy0Ho)* and Ey, . are  the

total energies of the defect supercell for the proton, oxygen
vacancy, dopant, the proton-dopant and oxygen vacancy-
dopant complexes, respectively. E;Oetrfect is the total energy of the

perfect supercell while Eff', is the total energy of a single water
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molecule as determined by DFT. Note that the total energies in
eqn (3) and (4) have been adjusted with the potential alignment
term in (2), although this is not explicitly included in the
expressions. Proton migration pathways were evaluated for all
dopants by the climbing image nudged elastic band (CI-NEB)
method.>**”

Upon defect formation, the lattice may chemically expand or
contract, which for a defect i can be expressed through the
volumetric chemical expansion coefficient;

where V; and V, are the volumes of the defective and perfect
supercell, respectively, while 6 is the number of defects per
formula unit.

Free energies of dopant dissolution have been evaluated
under the assumption that the dopants dissolve from M,0 as
binary oxides are commonly used as starting materials for the
synthesis of BaZrO;. We further assume ZrO, rich conditions as
BaO evaporation is often encountered in the fabrication of
BaZrO;,>*” and that the acceptors are fully charge-compensated
by oxygen vacancies

2Bay, + Og + M,O(s) + 2ZrO;(s) = 2Mp, + vg + 2BaZrO;(s)

(6)
with the dissolution free energy determined by
AdissG = ZAfGM/Bu + Ava-O- (7)

A¢G,, and A¢G.. are given by the following expressions,
Ba
respectively

1 1
AfGM;;L\ :EM;“ - Eperfecl + #B‘dZTO3 - /‘LZrOZ - EMMZO - Zﬂoz (8)
- (€f + As)
1
Ava(')' = Ev;)' — Eperfect + 5”’0: + 2(8{ + Ae) 9)

The temperature dependency of the chemical potentials,
Um,0r Mzro, and Upazro,, were taken from the HSC Chemistry
8.2.0 database.”® For vy, we have also included vibrational
contributions to the formation energy as reported in previous
work.> For the dopants, the vibrational contributions were
found to be negligible, and were therefore disregarded.

Further, the dopant solubilities have been estimated from
the corresponding equilibrium constant

2
CXp( _ AdissG) _ [M;Bd] [V(.).} aBaZrO;(s)z
RT [Bag,| | [Og] am0(5az:0,)?
with the following site restrictions imposed for the concentra-
tion of regular sites

(10)

[Baz,] =1 [Mp,] (11)

[06] =3 - [v5] - [OHy] (12)

This journal is © The Royal Society of Chemistry 2016
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where 1 and 3 (mole fractions) are the concentrations of Ba and
O lattice sites, respectively.

3 Results and discussion
Defect configurations and complex formation

In the perfect BaZrO; structure, there is only a single distinct
oxygen site with four symmetrically equivalent proton configu-
rations.' A-site doping reduces the symmetry, resulting in two
distinct proton configurations within the first coordination
sphere of the dopant, one pointing towards the dopant and one
away from it. In addition to these nearest-neighbour (N) posi-
tions, we have evaluated two distinct configurations within the
second coordination sphere (NN) (Fig. 1).

The calculations reveal that for all A-site dopants, the proton
is always most stable in configuration 1, ie. closest to the
acceptor dopant, while configurations 2-4 are less favourable
(see Fig. 1). For instance for Rb, the relative energies of
configurations 1-4 are 0, 0.12, 0.11 and 0.10 eV, respectively.

Fig. 2 compares the local atomic relaxations around a proton
in its most stable configuration in undoped, B-site doped and
A-site doped BaZrOj;. The lattice distortions are significantly
larger in the B-site doped structure compared to that of the
undoped system. The distortion extends far beyond the neigh-
bouring atoms, causing a minor tilting of all surrounding
octahedra. In the A-site doped system, on the other hand, the
lattice distortion is minimal and barely affects the two neigh-
bouring zirconium ions, which may indicate a local trapping
effect for the A-site acceptor doped systems. Similar effects of
lattice distortions on ionic conductivity have previously been
observed for oxide ion transport in e.g. CeO,, where the lattice
strain caused by doping increases the activation energy of oxide
ion mobility by as much as 0.3 eV.*

The effect of the dopant on the activation energy of proton
and oxygen vacancy mobility can be estimated by evaluating
the binding energies of the complexes formed between
the acceptors and protons or oxygen vacancies
(Mp,OHop)™ and (Mg,vo)®. This is determined by the formation

e H
® o
/’\] 7r

=2
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energy differences between the complexes and isolated point
defects;

Eina(Mp.OHo)" = ArEy, om0 — Aty — Aropy  (13)
Ebind(MBaVO). = AI‘E(MBuVO)' — AfEM;h — AvaE)' (14)

The calculated binding energies of (Mg,OHo)™ and (Mgavo)®
are presented in Fig. 3(a) and (b), respectively, as a function of
the ionic radius of all the A-site dopants studied. These energies
are calculated by placing the positive defects either in the
nearest (1-2) or next nearest (3-4) neighbour positions to the
dopant, resulting in two separate binding energies for both
vy and OHg. Only the most stable nearest (N) and next nearest
(NN) configurations to the dopant are used. The dashed vertical
line represents the ionic radius of Ba**, for reference, while the
horizontal dotted line denotes zero associations between the
defects, i.e. Ening = 0. Additional calculations taking the relative
energy differences between defects placed near and far away
from the acceptors in the same supercell yielded similar values.
As the figure demonstrates, almost all binding energies are
exothermic, reflecting that the formation of complexes is fav-
oured over the isolated point defects. For the proton, the
binding energies for the nearest neighbour (N) configuration
show an almost linear trend with respect to the ionic radii of the
dopant, becoming less exothermic with increasing size ranging
from —0.33 to —0.10 eV for Na to Cs, respectively. These values
are also of a similar magnitude to what has been reported for B-
site doped BaZrO;.>'>'**" For the next nearest neighbour (NN)
configurations on the other hand, the binding energies are
virtually independent of the dopant. Furthermore, the binding
energies for the oxygen vacancy, regardless of the coordination
sphere (N or NN), generally become more exothermic with
larger differences in the ionic radii between the dopant and the
host (Ba) in correspondence with other computational work on
B-site doped perovskites.>*'*'*' These binding energies are
otherwise very weakly exothermic with a minimum value of
—0.08 eV for Cs, and are thus significantly less negative than all

Fig. 1 The four proton configurations within the first (1 and 2) and second (3 and 4) coordination spheres considered in this work along two
different projections. Note that configurations 1’ and 2’ are symmetrically equivalent to 1 and 2, respectively.

This journal is © The Royal Society of Chemistry 2016
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Fig. 2 Local atomic relaxations around the proton in undoped, B- and A-site doped BaZrOs (nearest neighbour configuration). B-site doping
causes the most significant lattice distortions, while A-site doping results in less distortion than in undoped BaZrOs. Note that Y and K have here
been chosen as B- and A-site dopants, respectively, and the relaxations are similar for the other dopants.
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(a) Calculated binding energies for the proton for A-site doped BaZrOsas a function of the ionic radius of the dopant, M, and (b) the

corresponding binding energies for the oxygen vacancy. These consider the most stable nearest (N) and next nearest configurations (NN) to the
dopant. The vertical line denotes the ionic radius for Ba>* for reference, while the horizontal line represents zero associations.

work on the B-site doped counterparts, which typically display
values between —0.3 and —0.5 eV.>"°

Proton migration

To address the influence of the A-site dopants on proton
mobility, minimum energy pathways for the rotation (R) and
transport (T) of the proton for all dopants investigated have
been mapped out. Similar proton migration pathways for
Y-doped BaZrO; have also been included for comparison. All
pathways considered are shown in Fig. 4 along with the corre-
sponding energy profiles. While R1 and R2 refer to 90° rotations
of the proton in the first and second coordination sphere of the
dopant, respectively, T1 represents proton transport (migration)
between two symmetrically equivalent sites in the nearest
neighbour position. T2 and T3, on the other hand, involve
proton transport further away from the dopant where in the
case of T2, the proton moves from the first to the second
coordination sphere of the dopant. As the results in Fig. 4
demonstrate, the highest proton migration energy barrier for
the A-site dopants is associated with the rotation away from the
dopant in the nearest neighbour configuration, and the barrier
decreases with increasing size of the A-site cation, ranging from

9232 | J Mater. Chem. A, 2016, 4, 9229-9235

0.24 to 0.56 eV for Cs to Na, respectively. The energy barriers for
all other migration pathways are otherwise of a similar magni-
tude (~0.15-0.25 eV) being comparable to that of undoped
BaZrO; " thus indicating that A-site acceptor dopants only act
as local proton traps. This is in clear contrast to that of B-site
dopants where the highest energy barrier involves a rotation
away from the dopant in the next nearest neighbour (¢f Y in
Fig. 4). Also, the highest migration energy barriers for all the
alkali metals, except that of Na (R1), are either similar to or even
lower than the highest corresponding barrier for Y-doped
BaZrO; (R2), where the latter is 0.3 eV. Ultimately, this indicates
that alkali metals as A-site acceptor dopants may improve the
proton conductivity compared to that of Y-doped BaZrO;.

Hydration thermodynamics

Fig. 5 presents the calculated hydration enthalpies for all the
A-site dopants studied as a function of the ionic radius of the
dopant. The horizontal dotted line indicates the hydration
enthalpy for 10 mol% Y-doped and undoped BaZrO; deter-
mined experimentally.>*> The hydration enthalpies have been
calculated by considering the most stable proton and oxygen
vacancy positions. The enthalpies become increasingly negative

This journal is © The Royal Society of Chemistry 2016
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Fig. 4 NEB proton migration pathways and associated energy barriers for all A-site dopants considered (top structure) along with Y-doped
BaZrOs (bottom structure) for comparison. The calculated points have been fitted to a modified Bézier curve to serve as a guide to the eye.
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Fig. 5 Calculated hydration enthalpies of A-site doped BaZrOs as
a function of the ionic radius of the dopant (M = Na, K, Rb and Cs). The
dashed horizontal line represents experimentally determined hydra-
tion enthalpies for undoped and 10 mol% Y-doped BaZrOz.**?

with decreasing ionic radius, ranging from —83 kJ mol ' to
—131 kJ mol ! for Cs and Na, respectively. These values are all
consistently more negative than those of undoped and Y-doped
BaZrO;, suggesting that A-site doping may thermodynamically
stabilise the protons to higher temperatures. This is also in
agreement with experimental work on K-doped BaZrO; by
Sherafat et al.*® where the hydration enthalpy was determined to
be —90 kJ mol~’. Interestingly, the more negative hydration
enthalpies actually stem from an instability of the oxygen
vacancies compared to in e.g. Y-doped BaZrOs;, which makes
them easily hydrate according to (1).

This journal is © The Royal Society of Chemistry 2016

Chemical expansion

Chemical and thermal compatibility between the different
components in a fuel cell or an electrolyser is essential to avoid
cracking or delamination upon thermal cycling and hydration/
dehydration. Y-doped BaZrOj; exhibits a rather large chemical
expansion upon hydration,* and a further enhancement of this
expansion should be avoided when choosing alternative
acceptor dopants.

The chemical expansion coefficients of OHg, and vy in the
A-site acceptor doped systems have been calculated from their
most stable configurations. Since the dopant concentration can
be assumed frozen in at lower temperatures, the cell with
a single isolated acceptor dopant is taken as the perfect refer-
ence (i.e. Vo in (5)). From eoy; and ey , the volumetric chem-
ical expansion upon hydration (per mole of v{;) is given by

Ehydr = 2€OH6 - ev;)' (15)

As shown in Table 1, the formation volume is negative for
both defect complexes, with the oxygen vacancy formation
leading to the largest contraction of the cell, similar to what is

Table 1 Formation volumes of OHg and vg, and the corresponding
chemical expansion of hydration (en,q) for A-site acceptor doped
BaZrOs, compared with similar values for undoped and Y-doped
BaZrOs taken from Bjerheim et al.?

.3 .3
Ag V(MnaOHo)x /A Ag V(Mnavo)' /A

Ehydr
Na —5.04 —18.5 0.111
K —4.84 —18.2 0.112
Rb —4.48 —18.2 0.121
Cs —3.53 ~17.6 0.138
Undoped? —4.48 —-18.1 0.122
\'a —6.2 —21.9 0.125
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Fig. 6 Dissolution free energies and resulting equilibrium solubilities as a function of temperature according to (10) for the alkali metals in

BaZrOs.

previously reported for the undoped and B-site acceptor doped
system.>**** These formation volumes lead to a slightly positive
chemical expansion upon hydration for all four dopants, which
increases with increasing dopant radii. Rb displays the smallest
change in epyq, compared to the undoped system, which can be
attributed to Rb having a similar ionic radius to Ba.

Dopant solubility

Our results so far suggest that the use of alkali metals as A-site
acceptor dopants in BaZrOj; is a promising strategy to increase its
bulk proton conductivity, with the alkali metals displaying more
exothermic hydration enthalpies and similar, if not better, proton
migration energies compared to Y-doped BaZrO;. However, the
implementation of these dopants requires them to be readily
soluble under normal experimental conditions. Fig. 6 presents
the calculated dissolution free energies and solubilities of the A-
site dopants calculated according to (10)-(12).

All dissolution energies increase with increasing tempera-
ture due to the negative entropy change associated with (6).
There is in addition a noticeable effect of the dopant type on the
dissolution energy, which generally decreases in the order
Na < Cs < Rb < K. While Na exhibits dissolution energies in
excess of 200 k] mol~", that of K is exothermic throughout
major parts of the temperature interval. This is reflected in the
estimated solubilities in Fig. 6(b), with K, and to some extent
Rb, reaching solubilities close to those of common B-site
acceptor dopants such as Y. While Na is predicted to barely
dissolve in BaZrOj3, Cs will only dissolve to a limited extent, at
least when BaZrO; is in equilibrium with Cs,O. One may
however speculate whether for instance ion implantation, or
a low temperature synthesis route where the dopant dissolves in
combination with protons, could be used to promote Cs
dissolution in BaZrO;.

In summary, although Cs both shows the lowest proton
binding energies and proton migration barriers (¢f Fig. 3(a)
and 4), its predicted equilibrium solubility is most likely too low
for practical applications. K and Rb, on the hand, are highly

9234 | J. Mater. Chem. A, 2016, 4, 9229-9235

soluble and exhibit similar proton migration barriers to that of
Y-doped BaZrOj; rendering them as interesting candidates to
increase the partial proton conductivity of BaZrO;.

4 Conclusions

In this contribution, we have investigated the use of alkali
metals as A-site acceptor dopants in BaZrOj3, as alternatives to
common B-site dopants such as Y. First principles calculations
reveal that all selected A-site dopants give rise to more negative
hydration enthalpies compared to both undoped and Y-doped
BaZrO;. All dopants exhibit exothermic proton binding ener-
gies, which increase in the order Cs < Rb < K < Na, while the
oxygen vacancy binding energies are significantly smaller. All
relevant proton minimum energy pathways for the A-site
dopants investigated have been mapped out and demonstrate
that alkali metals only act as local proton traps where the largest
barrier is associated with the rotation away from the dopant in
the nearest neighbour configuration. Furthermore, the calcu-
lations reveal that the highest migration energy barrier for most
of the alkali metals is comparable or even lower than that of Y.
The calculated dopant dissolution energies increase in the
order K < Rb < Cs < Na, and K and Rb are predicted to exhibit
solubilities similar to those of e.g. Y, while that of Cs and
especially Na will be limited. Although Cs, which displays the
lowest proton migration energy barriers, would be the preferred
A-site dopant in BaZrO; to maximise the proton mobility, the
higher equilibrium solubility of Rb renders it a more optimum
overall candidate. Not only does Rb exhibit similar proton
migration energy barriers to that of Y-doped BaZrO3, but it also
displays a hydration enthalpy that is almost 30% more negative
than Y-doped BaZrOj;, and would therefore stabilise protonic
defects to higher temperatures. Lastly, all dopants show similar
chemical expansion properties upon hydration to those of e.g.
Y-doped BaZrO; and are therefore predicted to be thermally
compatible with anodes/cathodes developed for Y-doped
BaZrO;.

This journal is © The Royal Society of Chemistry 2016
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