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Ionic/Electronic Conductivity, Thermal/Chemical Expansion and
Oxygen Permeation in Pr and Gd Co-Doped Ceria

PrGdy 1Cep.9x01.95.5

Shiyang Cheng,” Christodoulos Chatzichristodoulou, Martin Sggaard, Andreas Kaiser,
and Peter Vang Hendriksen**

Department of Energy Conversion and Storage, Technical University of Denmark, DTU Risp campus, DK-4000
Roskilde, Denmark

The oxygen permeation flux of Cep9Gdg 1 O1 95.5 (CGO)-based oxygen transport membranes under oxidizing conditions is limited by
the electronic conductivity of the material. This work aims to enhance the bulk ambipolar conductivity of CGO by partial substitution
of Ce with the redox active element Pr. A series of compositions of PryGdy 1Ce9.xO1.95-5 (x = 0, 0.02, 0.05, 0.08, 0.15, 0.25,
0.3 and 0.4) was prepared by solid state reaction. X-ray powder diffraction (XPD) indicates that Pr is completely dissolved in the
fluorite structure up to 40 at.%. Pronounced nonlinear thermal expansion behavior was observed as a function of temperature, due
to the simultaneous contributions of both thermal and chemical expansion. The electronic and ionic conductivities were measured
as a function of temperature and oxygen partial pressure. Within the range from 10 to 15 at.% Pr, a drastic drop of the activation
energy of the hole mobility and an abrupt increase of the hole conductivity at low temperature was observed. The behavior could be
rationalized by a simple percolation model. Oxygen permeation fluxes through disk shaped samples fed with air on one side and N,
on the other side were also measured. The oxygen flux through Prg 9sGdg 1 Cep.g501.95.5 Was higher than that for CGO by one order
of magnitude owing to the enhanced electronic conductivity albeit the flux is still limited by the electronic conductivity. In terms
of the electronic and ionic conductivity, the estimated maximum oxygen permeation flux of a 10 pm Prp4Gdg 1 Ce 9O 955 -based
membrane exceeds 10 Nml cm™2 min~! at 900°C under a small oxygen potential gradient (0.21/10~3 bar) which is promising for use
in oxygen production and in oxy-fuel combustion. Also the material may be well applicable to SOFC/SOEC composite electrodes
where mixed conductivity is also desirable.
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Dense ceramic oxygen transport membranes (OTMs) could po-
tentially be applied for production of high purity oxygen for medical
purposes, supply of oxygen in the steel industry, oxy-fuel combustion
schemes, as well as in the cement and glass industries. Also, impor-
tantly, OTMs can beneficially be integrated with a biomass gasifier,
allowing production of syngas (CO and H,), which is a precursor for
a variety of high value chemicals.’

Besides being applicable for OTMs,” acceptor doped-ceria has
been intensively studied for use in a number of other applications
e.g. solid oxide fuel cells (SOFCs),? solid oxide electrolysis cells
(SOECs)* and for electrocatalysis.” In particular, acceptor doped ce-
ria (e.g. CGO) is interesting owing to high oxide ion conductivity
(0.12 Secm™! for Gdg;Ceg90;.05.5 at 900°C®), appreciable electrocat-
alytic activity, high electronic conductivity under reducing conditions,
and excellent chemical stability under harsh reducing and even cor-
rosive gaseous conditions.®’ Kaiser et al.® reported that the oxygen
permeation flux of a 27 pm asymmetric 10 at.% Gd-doped ceria-based
membrane exceeds 10 ml cm~2 min~! under a gradient of air/H, at
850°C,” which is promising for applications provided that sufficient
lifetime can be achieved. However, the ambipolar conductivity of ceria
is relatively low when only mildly reducing conditions are imposed
because of the low electronic conductivity under these conditions (<1
x 1073 Sem™! at 900°C in air'®). The low electronic conductivity also
results in the slow oxygen surface exchange rate,'"'> which further
limits the achievable oxygen flux. To provide technologically relevant
oxygen fluxes for high pO, applications, such as production of pure
oxygen and in oxy-coal combustion conditions, the electronic con-
ductivity of CGO needs to be enhanced preferably to a value close to
that of the ionic conductivity so that ambipolar conductivity can be
maximized.

Doping redox active elements is a feasible strategy to enhance
the electronic conductivity of ceria.’*'® Among rare earth elements,
Praseodymium (Pr) and Terbium (Tb) show significant redox activity

*Electrochemical Society Member.
“E-mail: cheng_shiyang @foxmail.com; pvhe @dtu.dk

under mildly reducing conditions (pO, = 1 x 10781 bar). Upon the
reduction of Pr and Tb, electrons can migrate between the trivalent and
tetravalent Pr/Tb, giving rise to an enhanced electronic conductivity.
For instance, the p-type electronic conductivity of 3 at.% Pr-doped
Gdp,Ceps0;9.5 is enhanced by approximately 10 times relative to
pure CGO in the temperature range from 600°C to 750°C."3 The
electronic conductivity of Tb and Pr dual-doped ceria can be modified
by changing the ratio between the two dopants: higher relative amount
of Pryields higher electronic conductivity, but leads to larger chemical
expansion.'® Chatzichristodoulou et al.'® and Bishop et al.'® also found
that doping Pr in ceria induces large chemical expansion, which will
affect the thermomechanical stability of the material. It is thus of
importance to examine the possible existence of an optimum amount
of Pr in ceria that ensures satisfactory thermomechanical stability
along with sufficient electronic conductivity.

When dissolved in the ceria lattice, Prexists in two valence states.'°
Upon increasing pO, and decreasing temperature, the concentration of
Pr** increases, accompanied by a decrease of oxygen vacancy concen-
tration (2Prl., + 120, + V* = 2Pr%, + 07). In order to achieve, si-
multaneously, considerable oxygen vacancy and electron hole concen-
trations, various concentrations of Pr were doped in Gdy;Ce 901955
(partial Pr-substitution for Ce) and the effects were studied. Consider-
able oxygen vacancy concentration is expected in order to compensate
the charge of the aliovalent dopants Gdée and Prée. The influence of
dopant concentration on the electronic and ionic conductivity was
investigated using ion-blocking Hebb-Wagner polarization in con-
junction with electrochemical impedance spectroscopy. Also effects
on the achievable oxygen permeation fluxes were addressed to assess
the potential of these materials for OTMs.

Theoretical Consideration

In Pr,Gdy ;1 Cep9.xO1.95.5, 0Xygen vacancies are formed to compen-
sate effectively negatively charged Gd>*, Pr’* and Ce®* that partially
substitute Ce**. Assuming ideal behavior for the reduction of Pr and
Ce in the lattice (invariant values of reaction entropies and enthalpies),
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the expected defect reactions and mass action laws are:

Gdy 0532 2Gd., + Ve +30% (]
2Pry, + 05 < 2Pre, + V§' +1/20:(5) [2]

r2 gl [p]

K = exp ( AHD — TAsgr> -
pPr = - =
RT [05]- [Pre.]’
2Cet, + 03 — 2Cel, + V5 +1/20:(9) [4]
1 2
/ (1]
K exp ( AHg, — TAS&) P022 el [Ceée] (5]
Ce = - =
RT [05]-[cet]

Mass and site balances and electroneutrality requires:

[cg/a] n [pr/a} n [Gdée] —2[vg] [6]
[cet,]+ [pee.] + [Gal )+ [cer ]+ [Pre] =1 17)
[Prt.] + [Pre] = [8]

[ve']+[06] =2 &

[Gdt.] =01 [10]

Under oxidizing conditions, where [C e/C(,] < [Ceg,], the coex-
istence of Pr), and Pr}. leads to p-type electronic conductivity.?*?!
Assuming the reduction of cerium under oxidizing conditions to be
negligible, the variation in oxygen non-stoichiometry (3) (arising from
redox of Pr only) can be calculated by the following equation:

1
/
_ polasy
(1.95 — 8) (x — 28)*

The equilibrium constant for the reduction reaction of Pr can be
obtained by fitting Eq. 11 to oxygen nonstoichiometry vs. pO, —data
(at high pO,, pO, > 1 x 107 bar), as will be shown in 4.4.

(11]

KPr

Experimental

Sample preparation and phase identification.—The specimens
in this work were synthesized by solid state reaction. Stoichiometric
amounts of precursors of Ce(NOs3); - 6H,0 (Sigma Aldrich 99.99%),
Gd,0;5 (Alfa Aesar 99.9%), PrgO;; (Alfa Aesar 99.9%) and Co3;04
(Alfa Aesar 99.9%, for cobalt containing samples) were mixed by ball
milling in ethanol for 24 hours. The resultant mixed powders were
dried at 80°C for 10 hours and subsequently calcined at 1000°C for 5
hours. The calcined powders were then uniaxially cold pressed at 400
MPa followed by isostatic pressing at 600 MPa. Cobalt-containing
and cobalt-free pellets were sintered at 1200°C and 1600°C for 10
hours, respectively.

The crystal structures of the material (crushed sintered pellets)
were characterized by X-ray powder diffraction (XRD). The XRD
patterns were obtained with Cu Ka radiation using a Bruker Robot
operating in Bragg-Brentano geometry in the 26 range from 20° to
90°. The obtained XRD patterns were indexed with the ICCD (Interna-
tional Centre for Diffraction Data) database by means of the software
named DIFFRAC plus. Scanning electron microscopy (SEM) was
carried out on a FE-SEM Zeiss Supra 35 electron microscope using
an acceleration voltage of 15 kV.

Thermogravimetry.—Thermogravimetric analysis (TGA) was
performed using a Netzsch STA 409CD thermogravimeter and a Net-
zsch TG 439 thermal balance. The samples were prepared by uniax-
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ially pressing the powder into pellets at a pressure of 400 MPa in a
capillary die (¢ = 0.5 cm). Porous samples were obtained by sintering
the green sample at 1000°C for 3 hours at heating and cooling rate
of 2°C min~!. Buoyancy effects were corrected for by measuring the
mass change of an Al,O3 powder sample with the same volume under
the same conditions.

Dilatometry.—Dilatometry measurements were performed using
a differential contact dilatometer (DIL 402CD, NETZSCH GmbH,
Germany). The samples were rectangular bars with a dimension of
1 x 1 x 10 mm>. An Al,O; reference with a similar dimension was
tested simultaneously with the sample. The heating rate was kept at
3°C min~! to a final temperature of 1000°C. All the measurements
were conducted in air with a total gas flow of 50 ml min~! controlled
by a mass flow controller.

Impedance spectroscopy.—The total conductivity of each spec-
imen was measured by Electrical Impedance Spectroscopy (EIS).
Prior to the electrical measurements, symmetric (Lag ¢S1¢.4)0.99C003.5
(LSC) electrodes were screen printed on both sides of a 1-mm thick
polished pellet (¢ = 10 mm), followed by sintering at 1000°C for 2
hours to obtain good adhesions between the specimen and the elec-
trodes. The LSC electrodes were then covered with Pt layers (current
collector) by hand painting to eliminate any contact resistance. EIS
was carried out in the temperature range from 600°C to 900°C using
a Solartron 1260 impedance spectrometer within the frequency range
from 3 MHz down to 0.1 Hz under a fixed fluctuation voltage of 20 mV.
Impedance spectra were plotted and fitted by the software package “Z-
view” and “Z-plot”. The specimens were placed in a closed alumina
chamber in which oxygen partial pressure was varied and monitored
by controlling the flow of air and nitrogen by mass flow controllers.
The oxygen partial pressure around the samples was measured by a
zirconia-based sensor placed in close proximately to the sample.

Microelectrode  ion-blocking  Hebb-Wagner polarization
measurements.—The electronic conductivity of each sample was
measured by means of a microelectrode ion- blocking Hebb-Wagner
polarization method. Prior to the measurements, 1-mm thick dense
circular samples (¢ = 10 mm) were polished by SiC #300 sand
papers, followed by further polishing using SiC #1000 and #1600
sand papers. The Hebb-Wagner measurement cell is schematically
illustrated in Fig. 1. Similar setups have been used in a number of
papers in the past.'>?>"2 A Pt microelectrode with a contact radius
of 100-500 wm was placed on the sample under an external load.
The periphery of the Pt microelectrode was sealed with a customized
glass sealant (MgO/sodium aluminosilicate glass composites, 30/70
vol. %). The Hebb-Wagner cell was sandwiched with two Pt current
collectors. The whole cell was finally placed inside a furnace in
which the oxygen partial pressure was maintained at 0.21 atm by
flowing 100 ml min~' of air. The cell was initially heated up to
950°C at the rate of 1°C min~! to soften the glass sealant, followed
by cooling down to 750°C at the same rate to achieve a gastight
solidified glass. The polarization measurement was then performed
by stepwise varying voltage in 25 mV steps in the range from —800
to 200 mV. The steady state was achieved by dwelling for 12 minutes
(more than 100 times the theoretical time needed to reach the steady
state) in each step. The oxygen partial pressure in the vicinity of the
microelectrode can be calculated by the Nernst equation:

4FV
A0y,micro = A0y,ref CXP (ﬁ) [12]

where ag, micro and ao, rr is the oxygen activity near the microelec-
trode and reference electrode, respectively. V is the polarization volt-
age applied on the microelectrode relative to the reference/counter
electrode. The sum of electron and electron hole conductivity in
the vicinity of the ion-blocking microelectrode can, under a set of
assumptions,'>?*?® be calculated in terms of the derivative of the
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Figure 1. (a) Schematic illustration and (b) image of the Hebb-Wagner polarization setup.

steady state [-V curve:

al
v znrc(oz + 0'h) [13]

av
where r, is the radius of the spherical microelectrode. If the micron-
sized contact is circular rather than spherical, the factor 2nr, is re-
placed by 4r..%*

Oxygen permeation measurements.—Oxygen permeation mea-
surements were performed in the customized test configuration dis-
played in Fig. 2. Before the flux measurements, circular samples
(¢ ~12 mm) were polished by SiC #500 sand papers to achieve a
thickness of approximately 1 mm. To mitigate the effect of slow
surface exchange, a highly porous circular Lag¢Sry4CoOs5 (LSC)-
based catalytic layer (¢ ~5 mm) was applied on the dense samples by
screen printing with a LSC-based ink. The as-prepared catalytic layers
were then calcined at 900°C for 1 hour to obtain good adhesion with
the membrane surface. The area covered with the catalytic layer is
~0.8 cm?.

b)

a ) Applied mechanical
pressure

Sweep gas in/out
Thermal couple’
Sweep gas manifold

Cooling water []

Membrane

Cooling water
Clay sealing
Feed gas out

Thermal couple Feed gas in

Feed gas manifold

Sweep gas compartment

Sweep gas to compartment

The samples were sealed between two alumina tubes using a 30/70
vol.% mixture of a MgO and sodium aluminosilicate glass. The feed
side tube below the membrane was supplied with gas from the feed
side manifold, which featured a feed gas inlet and outlet. Similarly, the
permeate side of the membrane was purged with gas from a “permeate
side” manifold. The feed side was flushed with air with a constant flow
rate of 100 Nml min~!, and the permeate side was flushed at various
flow rates of N, (from 30 to 300 Nml min~"). All gas flows were
measured by mass flow controllers. The net oxygen permeation flux
can be deduced from the pO, difference between inlet and outlet
gases. The pO, was monitored by two customized YSZ-based oxygen
sensors. The total leak in the system was assessed by means of a mass
flow meter on the permeate stream. When perfect sealing is achieved,
the outlet gas flow rate is equivalent to the inlet flow plus the flow of
the permeated oxygen. If there are leaks in the membrane or pinholes
or cracks in the glass encapsulation, the flow rate of the outlet gas will
be lower than that of the inlet gas. Typically, when a significant leak is
observed during the permeation measurement, a thermally activated
increase in oxygen flux is not observed. In the data reported here,

d—'_'_—-_~

\

Membrane

Feed side

Sweep gas
compartmentg

Sweep gas

\

Figure 2. (a) Schematic illustration of the membrane test rig. (b) Local enlargement of the heated part of the membrane test rig.
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Figure 3. SEM micrographs (Back-scattered electrons) of polished and thermally etched surfaces of the investigated samples. (scale bar = 2 pm).
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Table I. Sintering temperature, density and grain size of pure and Pr-doped CGO.

Abbreviated Theoretical Measured geometrical Relative
name Composition Ts/°C density/gem™3 density/g cm™3 density% dg/pm
CGO Gdp.1Ce 901 95 1600 7.20 7.10 98.6 30£1.0
CPGO2 Pro02Gdp.1Cep8301.95-5 1600 7.18 6.90 96.1 40+1.0
CPGO5 Pr0A05Gd0‘1Ce().g501A95_5 1600 7.24 6.95 96.0 50+£1.0
Co2CPGO5 Co0.02Prp,05Gdg.1Cen8501.95- 1200 7.24 7.02 97.0 0.2-0.5
Co5CPGO5 C00‘05 Pr0,05 Gd0'1C60A8501.955 1200 7.25 7.05 97.2 0.2-0.5
CPGOS8 Pro03Gdo.1 Cen.8201.95-5 1600 7.22 7.10 98.3 40+1.0
CPGO15 Prg.15Gdo.1 Cep.7501.95-5 1600 7.13 6.60 92.6 40+1.0
CPGO25 Prg25Gdg.1 Cen.6501.95-5 1600 7.03 6.50 92.5 50+£1.0
CPGO30 Pro3Gdo.1Cep.601.95-5 1600 6.92 6.20 89.6 6.0+ 1.0
CPGO40 PI‘()'4Gd0‘1CC()_501_95.5 1600 6.70 6.30 94.0 6.0+ 1.0

the inlet and outlet flows were identical (within 1% uncertainty) and
a thermal activated oxygen permeation flux was observed, indicating
close to perfect sealing. The maximum leak originating from pinholes
in the sealant and from other sources of oxygen in the permeate
flow through the membrane is estimated to be lower than 5% of the
measured oxygen flux at low temperature (600°C). Below 600°C a
large leak appeared as a result of sealant failure driven by thermal
expansion mismatch between membrane and manifold tubes.

Results

Sintering.—Fig. 3 displays the microstructure of thermally etched
samples of different composition. Table I summarizes the specific
composition, sintering temperature (Ts), theoretical density, measured
density, relative density and average grain size of the specimens ana-
lyzed. The average grain size of the cobalt oxide free samples sintered
at 1600°C lies in the range from 2 to 5 pm, and shows a slightly
increasing tendency with increasing Pr content. The cobalt oxide con-
taining samples sintered at 1200°C are completely dense with rel-
atively small average grain size (200-500 nm). This elucidates that

cobalt oxide serves as an effective sintering aid in doped ceria, which
is well in line with literature.?’

X-ray diffraction.—XRD patterns of crushed dense pellets of
PrGdy 1 Cep 9401955 (x = 0.02, 0.05, 0.08, 0.15, 0.25, 0.3 and 0.4)
and Co,Pry05Gdg 1 Cesp 8501955 (x = 0.02 and 0.05) are shown in Fig.
4. Zero shifts were compensated for using an internal standard (LaBg
powder). No significant shift of the (111) reflection was detected,
indicative of an insignificant influence of the addition of the dopant
on the lattice parameter. No indication of secondary phases originat-
ing from side reactions or precipitation of insolvable dopants can be
detected within the resolution limit of the XRD, indicating that the
solubility limit of Pr in CGO is more than 40 at.%, which is in accor-
dance with the solubility limit of 70 at.% reported by Taksu et al.?® for
partial Pr-substitution for cerium in PryCe; O, ¢ 5« at 1400°C. Co304
and CoO phases could not be indexed from the diffractograms of
CoxPr0.0sGdy.1Cep 501955 (x = 0.05). Due to the high temperature
(1200°C) used to sinter the cobalt-containing samples, any cobalt ox-
ide not dissolved in the fluorite phase may likely react with trivalent
Gd, Pr cations, forming small amounts of GdCoOj; or PrCoO; phases

| | | T | P I .La.B° 1 = LaB,
5 | L I Jgeatd | b | GCO10
> fa ) I SN K OFE0s0, | ~ N__ cPeo30
@ o A A CPGO25 A\ cPco2s
g J A i CPGO15 CPGO15
h— A :
£ L, . L __ Co5CPGOS | A Co5CPGOS
> | i A Co2CPGO5 A Co2CPGO5
Q L l |\ i I jl I }L A - WA ACPG08.~_ / CPGO8
4 N N P ~ /\___ ©PGOs
Lo ) ) CPGO2 W, CPGO2
20 30 40 50 60 70 80 90 27 28 29 30
26/ degree 26/ degree

Figure 4. Powder X-ray diffraction patterns of PryGdp 1Cep.9-xO1.95.5 (x = 0.02, 0.05, 0.08, 0.15, 0.25, 0.3 and 0.4) and CoxPrp05Gdp.1Cep 8501955 (x = 0.02

and 0.05). Inset: zoom corresponding to the (111) reflection in the 26 range from 27 to 30 degree.
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Figure 5. Experimental and calculated lattice parameters vs. Pr concentration.
Inset: lattice parameter vs. X in CoxPrg 05Gdo.1Cep.901.95-5-

for which the highest intensity peaks (26~32°, PrCoO;:PDF#25-1069
and GdCoOs5:PDF#25-1057) would be “hidden” by the peak of the
(200) crystal planes from the main phase.

Lattice parameter and microstructure.—The lattice parameter
obtained from XRD is shown in Fig. 5 along with calculated lattice
parameters obtained by Kim’s empirical formula®

a=0.5413+ " (0.022Ar, + 0.00015Az;)m; [14]
k

where a is the unit cell parameter of the fluorite oxide at room temper-
ature, (Ar, = ry-ry,) is the difference in ionic radius of the kth dopant
(r) and the host cation (r3,) in eight-fold coordination from Shannon’s
compilation,® (Az; = z;-z;) is the valence difference between dopant
and host, and my, is the mole fraction of the kth dopant in the form of
PrOx (x = 1.5/2).

As displayed in Fig. 5, the experimentally observed lattice param-
eter lies closer to the calculated values for Pr being tetravalent (Pr*+)
in the materials than when assuming Pr’*. McCullough reported that
praseodymium is readily oxidized to Pr** in the presence of Ce**.3!
This suggests that the concentration of tetravalent Pr prevails at room
temperature in the Pr-doped CGO (slow cooling in air). Due to the
similar ionic radii between Pr** (CN = VIII 0.96 A*) and Ce*" (CN
= VII10.97 A%), the lattice parameter does not vary significantly with
increasing dopant concentration, which is similar to the trend observed
in purely Pr-doped ceria.’? The lattice parameter of the Co-containing
samples does not deviate from the Co-free comparable specimens.

Journal of The Electrochemical Society, 164 (13) F1354-F1367 (2017)

Table II. The thermodynamic parameters for the reduction of Pr
in CPGO15, CPGO25, CPGO30 and CPGO40.

Sample AHp; /kJ mol ™! ASp /T K™ mol™! Ref.
CPGO3 200 + 34 158 434 This work
CPGO15 204 +25 156 =+ 24 This work
CPGO25 132415 108 + 14 This work
CPGO30 130 + 14 108 + 14 This work
CPGO40 112410 93+ 12 This work
CPO10 137 n/a 35
CPO20 140 83 20

is not influenced by the addition of cobalt oxide because the cobalt is
effectively insoluble in the CGO lattice.

Oxygen nonstoichiometry.—Fig. 6 displays the oxygen nonsto-
ichiometry data of the samples along with the best least square fit
curves (0.90<R?<0.99) using the ideal defect model (Eq. 11). In the
investigated pO, regime (blue regime) the oxygen nonstoichiometry
(8) increases with decreasing oxygen partial pressure until it reaches
a plateau (at 8 = x/2), where all the Pr is trivalent. The equilibrium
constants (Kp;) at each temperature were obtained from the fit of the
defect model to the data. The equilibrium enthalpy and entropy were
obtained from the slope and intercept of the linear fit to the data of
-In(Kp,) vs. 1/T according to the equation:

AHp.  ASp
In Kp, = RT R [15]
The thermodynamic parameters thus deduced for each composi-
tion are summarized in Table II. It is noteworthy that the enthalpy of
reduction of Pr decreases with increasing Pr concentration, indicating
a more facile reduction of Pr and release of oxygen with increasing
Pr concentration or oxygen nonstoichiometry. Chatzichristodoulou
et al.'® also found that reduction is facilitated with increasing oxygen
nonstoichiometry in Pr and Tb co-doped ceria. Stefanik et al.** also
pointed out that the reduction enthalpy of Pr decreases with increas-
ing Pr concentration, indicating higher Pr concentration gives rise to
higher reducibility, which is consistent with the general trend observed
in th is work.

Thermal  expansion.—Thermal expansion curves of
PryGdo1Cep9.x0;9s5smeasured on cooling the samples from
900°C to room temperature in air are shown in Fig. 7a. Below 400°C,
all the samples show linear expansion. However, the curves display a
non-linear behavior with an inflection point in the range from 500°C
to 600°C, particularly for the samples with 15 at.% Pr or more. It is
evident that Pr-doped CGO follows a similar tendency as Pr doped
ceria where the strain increases with increasing Pr concentration

Lewis et al.* reported a similar result that the lattice constant of CGO in the specimen. The increased and highly non-linear apparent
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Figure 6. Fit of the ideal defect model to the oxygen nonstoichiometry data of (a) CPGOS, (b) CPGO15, (c) CPGO25, (d) CPGO30 and (e) CPGO40 measured

by TGA.
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Figure 7. (a) Thermal expansion curves for PryGdy Cep9.xOj 95.5in air. The strain of CPO20 is the data taken from Ref. 16 (b) Temperature dependence of
oxygen nonstoichiometry, thermal expansion and estimated chemical expansion curve of CPGO40. c¢) Estimated chemical expansion of CPGO as a function of

temperature.

TEC in Pr-doped ceria is primarily ascribed to the chemical strain
originating from the combination of slight contraction of the unit cell
upon formation of oxygen vacancies and expansion of the unit cell
upon partial reduction of Pr.'®3¢ The total expansion (the measured
quantity) is the sum of the thermal and the chemical expansion
(stoichiometric expansion®”), which can be written:

e =aAT + BAS [16]

where a is the thermal expansion coefficient (TEC), and  is the stoi-
chiometric expansion coefficient.’” Assuming a constant thermal and
stoichiometric expansion coefficient®” at a given oxygen partial pres-
sure, the non-linear total expansion curve can be fitted by a linear
thermal expansion curve and a nonlinear chemical expansion curve
(Fig. 7b). Values of the thermal expansion and chemical stoichiomet-
ric expansion coefficients deduced from this type of fitting are listed in
Table III. The chemical expansion coefficient is observed to decrease
with increasing dopant concentration. For samples doped with similar
Pr concentration (Pry,Ceys0;.95 vs. CPGO25), the chemical expan-
sion coefficients are very close. (0.084 mol~' for Pry,Ce50;'® and
0.08 mol~! for CPGO25). It should be noted that Eq. 16 applies in
general to small perturbations; p is best determined at constant tem-
perature with a change in 3 driven by varying pO,, and o should be
determined at fixed 3. We did not conduct such differential measure-
ments (isothermal dilatometry). In the analysis presented, leading to
estimates of § (Table III), one assumes that the o value determined
at low temperature (where changes 8 in are small) is constant in the
whole temperature range.

Electronic conductivity (blocking electrode measurement).—The
contact area of the Pt microelectrode was determined using Newman’s

Table III. Integrated thermal and expansion chemical expansion
coefficients (200-900°C).

B/mol~!

Abbreviated name s/ K™ herm/K ™! (600-900°C)
CGO 12.5 x 107© 12.5 x 107° n/a
CPGO2 13.2 x 1076 12.5 x 107¢ n/a
CPGO5 13.8 x 107° 12.5 x 107° n/a
CPGO8 14.0 x 107° 12.5 x 107° 0.05
CPGO15 21.5 x 107¢ 12.5 x 107© 0.13
CPGO25 23.4 x 107° 12.5 x 1070 0.08
CPGO30 24.0 x 107° 12.5 x 107© 0.07
CPGO40 26.5 x 1076 12.5 x 1076 0.06
Pry2Ceos01.0.5'0 227 x 1070 n/a 0.08
Tbg2Cep301.9-5'° 182 x 107 n/a 0.09

formula’®

1
" 4R

re [17]
where r, is the radius of the micro-electrode, R; is the serial resistance
found from the intercept with the real axis at the high frequency of
the impedance spectra and o is the conductivity of the sample. The
contact radius thus determined was typically between 100 pum and 500
pm, in good agreement with Ref. 24 where similar conditions were
applied. The contact radius evaluated by impedance spectroscopy was
as expected not sensitive to the temperature or oxygen partial pressure.

The plots of the steady state current density of CPGO8 measured
in the blocking electrode geometry versus the potential at 700°C,
800°C and 900°C are presented in Fig. 8. A current plateau in the
range of —0.4-0 V is observed. Excellent coincidence of the branches
recorded in the negative and positive polarization direction upon re-
peated cycles indicate that any hysteresis arising from creep of the
Pt micro-electrode and/or sluggish equilibrium between the redox of
Pr’* and Pr** is negligible, and accordingly confirms that the I-V
curves are obtained in the steady state.

Total and electronic conductivity versus pO,.—The oxygen activ-
ity dependence of the partial electronic and total conductivity of each

sample is presented in Fig. 9. The electronic conductivity of CGO
measured in this work agrees well with the electronic conductivity of

0~2 T b T 4 T ) T % T % T

o.o- J

I /mA

-0.8 1 N 1 . 1 N 1 . 1 N 1
-0.8 -0.6 -0.4 -0.2 0.0 0.2

E/V

Figure 8. Steady state current voltage polarization curve at 700°C, 800°C and
900°C using air at the reference Pt electrode.
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Figure 9. Logarithm of electronic (open symbols) and total conductivity (half filled) of PryGdy Cep9.xO1.95.5 (x =0, 2, 5, 8, 15, 25, 30 and 40) versus log pO,

at 900°C, 800°C and 700°C.

CGO reported by Chatzichristodoulou et al.>* In general, the electronic
conductivity of CPGO is dominated by n-type and p-type under low
and high oxygen partial pressures, respectively. The minimum point at
intermediate pO, corresponds to the transition from n-type to p-type
conductivity. It is noteworthy that the minimum point shifts toward
lower oxygen partial pressure with increasing Pr concentration.

In contrast to the electronic conductivity of CGO which follows

1 1

a typical relationship of o, = o)p0, * + o pO,, the electronic
conductivity of CPGO possesses a more varied pO, dependency. The
slope of the n-type electronic conductivity of slightly doped samples
(CPGO2, CPGO5, CPGOS8 and CPGOL15) at low pO, approaches
f%, whereas for the heavily doped samples (CPGO25, CPGO30 and
CPGO40) the slope is depressed especially at low temperature.

Under oxidizing conditions, the slopes vary within the range from
1/4to 1/8, in agreement with Ref. 13. Evidently, the p-type electronic
conductivity strongly increases with increasing Pr concentration. In
particular for CPGOA40, the p-type electronic conductivity is higher
than that of CGO by two orders of magnitude at 700°C. The observed
enhancement of p-type conductivity upon Pr substitution is in line
with previous literature.'>'%340 It is also seen that the electronic
conductivity becomes insensitive to the temperature for these heavily
doped samples (> 15 at.%), which coincides with previous findings by
Chatzichristodoulou et al.>* and Schmale et al.>> This can be explained
by the decreased concentration of Prr,, at elevated temperature which
counteracts the increased mobility of the electron holes.?*
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The total conductivity is insensitive to the change of oxygen partial
pressure in the range from 1 x 10~ bar to 0.21 bar for Pr substitu-
tions lower than 8 at.% whilst it shows detectable pO,-dependence
for Pr concentrations larger than 15 at.%. The pO,-dependence be-
comes more pronounced with increasing Pr concentration because the
electronic conductivity is sufficient to influence the total conductivity
and the ionic conductivity decreases with decreasing pO, (as shown
in Fig. 10).

In Fig. 10, the oxide ion conductivities were obtained by sub-
tracting the electronic conductivities from the total conductivities (see
Fig. 9). It can be observed that the oxide ion conductivity is invariant
over the full pO, range for the samples doped with less than 15 at. % Pr
but steadily decreases with decreasing pO, for the more heavily doped
samples (>15 at. % Pr). As pO, decreases, the concentration of ac-
ceptor dopants increases because of the increasing Pr/Cg concentration.
Oxygen vacancy concentration accordingly increases to counterbal-
ance the increased charge of acceptor dopants. The unchanged (CGO,
CPGO2, CPGOS5 and CPGO8) or decreased conductivity (CPGO15,
CPGO25, CPGO30 and CPGO40) with decreasing pO, must be as-
cribed to a decreasing oxide ion mobility with increasing oxygen va-
cancy concentration and increasing concentration of Pr**. One does,
in terms of ionic conductivity not benefit from doping beyond the 10
at.% Gd. This is well in line with literature on optimal conductivity
in acceptor doped ceria which typically points to a maximum in ionic
conductivity at doping levels between 10 and 20%.*' The maximum
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Figure 10. Logarithm of oxide ion conductivity versus log pO, for each composition. The lines were obtained by linear fitting to the data.

ionic conductivity in this doping regime is due to the trade off between
the increased oxygen vacancy concentration and the development of
deep vacancy association induced by electrostatic interaction.’

Calculated and measured oxygen permeation fluxes.—Fig. 11
displays the calculated and measured oxygen flux for CPGOS,
Co5CPGOS5 and CGO as a function of temperature under a fixed
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Figure 11. Calculated and measured oxygen permeation flux for CGO,
CPGOS5 and Co5CPGOS.

oxygen partial pressure difference (In(pO,’/p0O,’’) = 7). All samples
in the flux measurements were coated on both sides with porous LSC
layers (c.f. Oxygen permeation measurements section). The calculated
fluxes were obtained from Wagner’s equation using the measured elec-
tronic and ionic conductivity (see Figs. 9 and 10). It is noteworthy that
the calculated flux is consistent with the measured flux. This indicates
that the measured oxygen flux is limited by bulk ambipolar diffusion
in the 1-mm thick pellet investigated rather than surface exchange.
Another noticeable feature is that the oxygen flux of CPGOS is higher
than that of CGO by a factor of five at 900°C. It has previously been
reported that cobalt oxide containing ceria based membranes show en-
hanced oxygen flux compared to the corresponding cobalt oxide free
membrane because percolating cobalt oxide forms along the grain
boundaries enhancing electronic conductivity without influencing the
ionic conductivity.!”*>** The enhanced oxygen flux is reported to be
due to the enhanced electronic conductivity. However, we did not
observe enhanced flux for the cobalt-containing sample, instead the
opposite trend was observed. The slightly decreased oxygen flux in
cobalt oxide containing samples in this work may be due to the forma-
tion of discrete CoOy-rich segregations at the grain boundaries result-
ing from the high sintering temperature (1200°C) instead of forming

a continuous percolating network as found in other studies. 7?43
Discussion
Electronic  conductivity —under oxidizing conditions.—

Praseodymium oxides (PrO,) exist in variable compositions (x
in the range from 1.5 to 2) at elevated temperatures where the valence

Downloaded on 2017-11-14 to IP 192.38.90.17 address. Redistribution subject to ECS terms of use (see ecsdl.org/site/terms_use) unless CC License in place (see abstract).


http://ecsdl.org/site/terms_use

F1362

state of Pr thus varies between Pr** and Pr**. As the reduction of Pr
occurs, the electrical conductivity of PrOy significantly increases, up
to a value of 1.4 Scm™! at 850°C.** The electrical conductivity of
PrOy at high temperature is assigned to electronic conductivity, which
originates from electron hopping between mixed-valence Pr3*/Pr+
cations present in the lattice. Unlike PrOy, Gd-doped ceria is an oxide
ion conductor with negligible p-type electronic conductivity under
oxidizing condition. As observed (Figs. 8 and 9), a combination
of PrOy and Gd-doped ceria; making a Pr/Gd co-doped ceria solid
solution gives rise to mixed ionic-electronic conductivity.

The mechanism for the mixed ionic-electronic conductivity of Pr
in ceria has been rationalized in many papers in terms of band theory.
Stefanik et al. proposed that Pr-substitution for cerium forms discrete
acceptor levels (Pr 4f) for the lightly doped ceria (below 10 at.%).3*3
The discrete states are not capable of giving rise to considerable
electronic conductivity. Liibke et al.'* proposed that the Pr 4f states
lie much closer to the O2p valence edge than the Ce 4f conduction
band. At sufficiently high temperature, electrons in the O2p state will
be thermally excited and subsequently localized in the Pr 4f states,
resulting in formation of holes in the valence band. Furthermore, at
high temperatures and/or decrease pO,, oxygen is released from the
lattice increasing the electron occupation of the Pr 4f states. Here, we
shall analyze the experimental results in a “chemical picture” relating
the conduction to electronic defects associated with the Pr sites.

In several studies,'?>? it has been reported that the electronic
conductivity of Pr-doped ceria can be well described by a small po-
laron mechanism. Hence, mobility and conductivity will scale with
temperature according to:**

(1— [Pr{,r])eazvo Ey
W polaron = k—T exp <_ﬁ> [18]
0—polamn =N I:Prl/)r:l W polaron€ [19]
e2a*v, Ey
0‘palarun =N |:Pr]/)r:| (1 - I:Prér]) kT eXp <_k7> [20]

[Pr]
o= e ey

where W poaron 15 the mobility of the small polaron, [Pr/cg] is the
fractional occupancy of electrons trapped on Pr ions. [Pr’*] is the
concentration of trivalent Pr, NV is the volumetric density of Pr atoms in
the material (mol cm~3). vy is the jump frequency, Ey is the activation
energy for hopping of the electron hole (electron hole migration),
and a is the hopping distance. Eq. 20 can be rewritten to a simpler
Arrhenius type expression;

(21]

En 1

1mlaronT) = 77 ? + ln C [22]

In (0
where C is (C = Ne2[Pr) ](1 — [Py ])k~'a*vo). The electronic con-
ductivity is thus influenced by both the concentration of Pr** and
Pr**. When the concentration of Pr3* prevails the material is a p-type
conductor; where concentration of Pr** prevails it becomes n-type.
In the following discussion we concentrate on the p-type electronic
conductivity which is typically observed under practically realizable
conditions. For comparison of mobilities and activation energies be-
tween the compositions we shall compare data at a fixed Pr3*/Pr*
ratio. The choice of 2.7 for Pri*/Pr** ratio relates the available pO,
range for achieving a fixed ratio at all temperatures for all composi-
tions. The oxygen partial pressures in equilibrium with a fixed ratio
of (Pr**/Pr*t & 2.7 as observed by TGA) in the different samples are
listed in Table IV.

Fig. 12A shows Arrhenius plots of electronic conductivity with a
fixed Pr3*/Pr** ratio and corresponding linear fittings. The activation
energies and pre-exponential constants of electronic conductivity ob-
tained by linear fittings in Fig. 12A are shown in Figs. 12C and 12D,
respectively. As indicated by Eq. 21, the activation energy in Fig. 12C
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Table IV. Oxygen partial pressure for the fixed ratio between Pr3+
and Pr* (Pr3*/Prt = 2.7) of CPGO at 700, 800 and 900°C.

Temperature /°C 900 800 700
CPGO40 1.70 bar 0.08 bar 9.0e-3 bar
CPGO30 0.76 bar 0.04 bar 5.6e-4 bar
CPGO25 0.20 bar 0.01 bar 5.0e-4 bar
CPGOI15 0.10 bar 8.9e-4 bar 2.5e-5 bar

corresponds to the migration enthalpy of the electron hole whilst the
pre-exponential factor is associated with the jump frequency vy, hop-
ping distance a and doping level. A noticeable feature in Fig. 12B is
that there is a marked change in the scaling of the logarithm of the
conductivity versus the Pr concentration around 10 at.% Pr especially
at low temperature. An abrupt decline of the activation energy (Fig.
12C) and pre-exponential factor (Fig. 12D) is observed in the same x
range.

The Pr-doped CGO solid solutions can be viewed as PrO; clusters
homogenously embedded in the Gdy;Cey 90O 95,5 matrix. Electronic
charge carriers (electrons or holes) are localized preferentially in the
PrOy units and migrate via them upon thermal excitation. For samples
doped with low Pr concentration, the distance among the discrete PrOy
clusters is relatively long imposing a high energy barrier for electrons
to jump across the CeO,/Gd,0;-based zones, which are electronic
“insulating”. This results in low electronic conductivity and high acti-
vation energy for x<0.1 samples, as shown in Fig. 12C. Furthermore,
the high value of the pre-exponential constant for the 0<x<0.1 sam-
ples is indicative of a long electron hole hopping distance (ain Eq. 19).

As the dopant concentration increases, the distance between the
Pr ions decreases, resulting in decreased effective hopping distance
and decreased activation energy. The transient behavior in the range
0.08<x<0.15 is akin to the percolation effect that is generally found
in composite materials consisting of an electrical conductor and an
insulator. That is, the abrupt increase of electrical conductivity occurs
when the amount of the electrical conductor surpasses the percolation
threshold above which a continuous electrical conduction pathway
penetrates all the way through the composite. The same phenomenon
is observed also in solid solutions. Swider and Worrell*> employed
a percolation model to explain the n-type electronic conductivity of
Ti-doped YSZ. A theoretical percolation threshold of 12.5% for Ti-
YSZ was proposed on the basis of bond percolation in the crystal
structure. Kim et al.*® recently developed a simple cubic percolation
model to interpret the non-linear increment of electrical conductivity
in perovskite structured BaZrO;-BaFeO; solutions. Generally, the
percolation threshold (Pc) for a close-packed crystal structure e.g.
FCC is a function of the site coordination number Z, and can be
simply evaluated as*’

15

P. >

[23]

The shortest possible jump distance will be achieved when the
electronic defect localized on a given Pr dopant located on a corner
of the cubic unit cell has at least one other Pr among the 12 nearest
neighbor sites on the cubic face centers. A possible percolating Pr-Pr
pathway is illustrated in Fig. 13. The cation coordination number in the
FCC structure equals 12 (Z = 12 in Eq. 23). Therefore, by the simple
model described in Ref. 47, the percolation threshold is ~12.5%,
which means that the electronic defect may hop continuously among
nearest Pr cations when 12.5% of the cation sites are occupied by Pr.
The observed transition range (8 at.% —15 at.%) lies close to the one
predicted by this simple percolation model. From the conductivity data
plotted in Fig. 12 it is evident that a strong correlation exists between
the structural connectivity of the Pr dopants and the migration enthalpy
for the electron holes.

Due to the influence of activation energy and the pre-exponential
factor, we herein plot the extrapolated conductivity at high tem-
perature (e.g. 800°C) to pinpoint the abrupt change of electrical
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Figure 12. (A) Arrhenius plots of the electronic conductivity for CPGOX at a fixed Pr3+/Pr*t. (B) Electronic conductivity as a function of dopant concentration
from 500°C to 1000°C. Apparent activation energy and (D) pre-exponential factor of the electronic conductivity versus x obtained from the linear fitting in (A).
The dotted lines are plotted to guide the eye. The vertical line indicates a percolation threshold for Pr in the structure (see text).

conductivity arising from the migration enthalpy. In Fig. 14, the ex-
trapolated electronic conductivity at 800°C was fitted by the percola-
tion model proposed by Kim et al.* In this model, the conductivity for
x<Pc and x>Pc is phenomenologically described by the expressions:

Forx < P., o(x) = cccoxl/z(Pc —x)° [24]

For x > P,, o(x) = opro,(x — P.) [25]

Figure 13. Schematic illustration of a (100) plane of a2 x 2 matrix. A possible
percolation path of Pr-Pr nearest neighbors is also shown.

where s and ¢ are the universal size scaling exponents for the non-
percolation matrix and the percolation phase, respectively. o, and
Opro, are the electronic conductivities of CGO and PrO,** at 700°C,
respectively. Pc is the percolation threshold being treated as a fitting
parameter. s and ¢ are the two fitting parameters where ¢ is theoreti-
cally limited to lie in the range from 1.65 to 2 for the simple cubic
percolation model. The best fit of the model to the data in Fig. 14 gives
t=1.80, Pc = 0.125 and s = —1.11, with the R? equals to 0.93. The
model seems to satisfactorily fit the data in this work, which further
elucidates that the electronic behavior can be well explained by the
percolation model.

Chemical expansion (CE) under oxidizing conditions.—The
chemical expansion of CGPO is related to the volumetric dilation upon
changes in oxygen stoichiometry. The cell lattice parameter expands
with the increase of the concentration of Pr’*. Chatzichristodoulou
et al.’’ has estimated that when relating unit cell volumes to the ionic
radii of the constituting ions the size of an oxide vacancy in fluo-
rites is smaller than that of the oxide ions. The chemical expansion
of CPGO is thus in this picture a consequence of lattice dilation due
to the increased radius of the cations partially counterbalanced with
oxygen vacancy induced lattice contraction. The lattice parameter as
calculated by Kim’s formula includes the sum of the two effects. The
relative chemical expansion can be simply calculated by a Vegard’s
law type relationship between lattice dimension and fraction of Pr3+
or Pr** in CPGO:

[Prl/)r] aps+ + (1 - [Prl/)r]) Apgt+ — AXRD

AaAxRD

Ecal,chem -

[26]

where aps+ and apga+ are the calculated lattice parameters for only
Pr3* or Pr**in CPGO, respectively (see Fig. 5). axgp is the lattice pa-
rameter obtained by XRD refinement (cf. Fig. 6), [Prl/,r] is the fraction
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Figure 14. Electronic conductivity (fixed Pr3*/Pr*t = 2.7) at 800°C as a
function of x. The data is fitted with a simple cubic percolation with charge
carriers donated by dopants (Eq.24 and 25). The percolation threshold (P.)
is estimated to be x~0.13 in the fitting. The electronic conductivity of
CPGOI10 (Pry.1Gdg.1Cep 801 95) and PrOy are taken from Ref. 25 and Ref. 44
respectively.

of Pr3* calculated by the thermodynamic parameters outlined in Table
II. Fig. 15 shows the relative chemical expansion (CE) from the exper-
imental dilatometry data and the CE calculated by Eq. 24. Overall, the
calculated CE in this simple model reproduces the general trend of the
experimentally deduced CE well. Note that Eq. 26 is consistent with
a type of expression as Eq. 16 i.e. it predicts proportionality between
€chem and 3.

A transition is seen experimentally around 12.5% Pr. Below this the
chemical expansion is small, above stronger. There are three reasons
for this as seen when comparing the experimental data to the curve
calculated from Eq. 26 and considering the AH, AS and p values
reported in Tables II and I11. Firstly; the overall expansion will increase
with the fraction of the cation sites that are occupied by Pr (Fig. 5).
Secondly, for a given T, pO, condition (900°C, air) the fraction of
the Pr that is reduced increases with increasing Pr concentration (see
Table II and Fig. 6). Thirdly, there is a weak tendency that above the
percolation threshold the lattice responds even stronger to the change

1 T T T ! J ' l
d
o1l = [ ] 3
e 001 il 3
e [ . 0 i A
o 1E:3 | HAE S * ;
0 --m---900 °C
1E-4. |--@--800 °C 3
---A---700 °C
1E-5 ' ’ '
0.0 0.1 0.2 0.3 0.4
xin PrGd, Ce,, O, .
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Figure 15. Dependence of relative chemical expansion on Xx in
PryGdp.1 Cep.9-xO1.95.5. Calculated values of relative chemical expansion using
Kim’s formula in conjunction with thermodynamic parameters are also shown.
The value of Prg 1Gdg 1CepgOj.95 calculated by Heidenreich et al.*® is also
included.

in ionic radius than below the threshold (the experimental data lies
above the Eq. 26 trend line for x = 15, 25 and 30 but below for x = 8).
It should be noted, that the relative chemical expansions listed in Fig.
15 are estimates only and thus encompassed with some uncertainties.
They are derived from the measured total expansion (well determined)
by subtracting an estimated thermal expansion, which is calculated
under assumption of a constant thermal expansion coefficient (o) (see
discussion in Thermal expansion section).

Besides the uncertainty introduced by this assumption, the data for
the low Pr contents may be encompassed with an uncertainty due to
incomplete equilibration with the atmosphere during the temperature
sweeps. For these samples full oxygen equilibration, which is limited
by electronic conductivity, might not have been achieved at the given
cooling rate. This would add to exaggerate the change in behavior
around the percolation threshold.

Electronic conductivity under reducing conditions.—Consis-
tently, all the samples show n-type electronic conductivity under re-
ducing conditions (<1 x 10~'3 bar). The n-type regime is associated
with partial reduction of Ce** as described in Eq. 4. However, for the

b) 300 — . 1 T .

- -1 |
2501, é\ ~@-p0,= 1x10" bar

200

150 | RN I

= 100 - 1

E |/ kJ mol”

50 1

0 1 I I
0.0 0.1 0.2 0.3

xinPr Gd Ce , O

X 1.95-3

Figure 16. (a) n-type electronic conductivity of CPGO under pO; = 1 x 10~'5 bar as a function of x at 700, 800 and 900°C. (b) Apparent activation energy of

the electronic conductivity under pO, = 1 x 10~!5 bar.
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samples with high Pr concentration, the n-type electronic conductivity
is partly overshadowed by the considerable p-type electronic conduc-
tivity (Fig. 9). The “net” n-type electronic conductivity at a given
pO, (1 x 107" bar) is thus obtained by subtracting the extrapolated
p-type electronic conductivity based on the slope of the p-type at high
pO, branch from the total electronic conductivity. It is observed that
the apparent activation energy of “net” n-type electronic conductivity
decreases with increasing Pr concentration. Liibke et al."* found a
slight decrease of the activation energy in CGO doped with 3 at.%
Pr relative to that in CGO. Navarro et al.* also found that the 2 at.%
Pr-doped CGO20 shows slightly decreased n-type conductivity rela-
tive to CGO20, in agreement with our results. In contrast to the trend
observed in the pO, range dominated by p-type electronic conduc-
tivity, the n-type electronic conductivity under reducing conditions
steadily decreases with increasing Pr concentration. The decrease of
n-type electronic conductivity is more pronounced at high temperature
(900°C). It is generally agreed that the n-type electronic conductiv-
ity in ceria is correlated with the electron hopping on the ceria sites
(Ce**/Ce**). The mobility will thus be proportional to the concen-
tration of Ce.?* Here, partial substitution of Pr for Ce decreases the
concentration of ceria (Ce**/Ce*"), accounting for the lower n-type
electronic conductivity because of the decreased number of sites. Un-
der strongly reducing conditions, Pr** is completely reduced to Pr3+
which increases the oxygen vacancy concentration owing to the sum-
mation of now two acceptor dopants ([Pr/Ce] and [Gdég])A The high
oxygen vacancy concentration is further unfavorable to the electron
migration,’*>! resulting from the more severe association between
Ce/Ce and V3* upon a larger oxygen vacancy concentration.’? This
effect also contributes to the reduction of the n-type conductivity in
the Pr-containing samples.

The activation energy of the n-type electronic conductivity was also
observed to decrease with increasing Pr concentration. The apparent
activation energy is composed of two terms: E = H,, +1/4H_, where
H,, is the enthalpy of electron migration and H, is the standard
reaction enthalpy. According to literature,> the enthalpy of electron
migration increases with increasing oxygen vacancy concentration
in ceria. Although H,, of the materials in this work is not known,
increased H,, values are expected with increasing Pr concentration.
This indicates that Ce will be more readily reduced upon a higher
Pr concentration. A similar trend was also observed in purely Pr-
doped ceria®® and purely Gd-doped ceria.> It is also found that the
reducibility of Ce** and Pr** in ceria tends to be facilitated by the
increasing oxygen nonstoichiometry, leading to a non-ideal reduction
behavior.'® We herein attribute the decreased enthalpy of reduction of
Ce to the high oxygen nonstoichiometry in heavily Pr-doped CGO.

Ionic conductivity.—For Pr and Gd co-doped ceria, more oxygen
vacancies will form to compensate the increased concentration of
negatively (compared to Ce*") charged aliovalent dopants (Pr/Ce and

Gdée). In analogy with purely Pr-doped or Gd-doped ceria,’ the ionic
conductivity of Pr and Gd co-doped ceria does not monotonously
increase with increasing oxygen vacancy concentration as illustrated
in Fig. 17. Instead, a maximum ionic conductivity occurs around an
acceptor dopant concentration of 25 at.% (11.4 at% Pr’t, 3.6 at.%Pr*t,
10 at.% Gd and volumetric oxygen vacancy concentration equals to
1.07 x 102 cm™3). According to Dholabhai’s DFT calculations,>* 20
at. % dopant content in ceria shows the maximum ionic conductivity
for 10 at.% Pr and 10 at.% Gd co-doped ceria, in good agreement with
the experimental results in this work. Another noticeable feature is that
the decrease of oxide ion conductivity above 25 at.% is associated with
an increase in the apparent activation energy. The large activation
energy of the electrical conductivity in heavily acceptor doped ceria
is observed in several studies.>> It is likely due to the association
between the extrinsic dopants and oxygen vacancies;>

ZACCéL, +Vy = I:Acc/Ce V(;.ACC/CL,] or
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Figure 17. Apparent activation energies of oxide ion conductivity in pure Nj
(pO2~0.001 bar) as a function of Pr content. The lines were plotted to guide
the eye. Inset: The oxide ion conductivity measured at 800°C as a function
of acceptor dopant concentration for different ceria solid solutions from Refs.
35,56,57. The ratio of Pr3*/Pr*t at 800°C in Nj is in the range of 4-9.

/
Accée +Vy - I:Acc/CeVg':I

where Acc/Ce represents the acceptor dopants Gdée and Pré(, whereby
some of the oxygen vacancies are trapped by the immobile dopants.
As illustrated in Fig. 17, where the data for several different acceptor
doped ceria compounds are compared, the defect association results
in an increased apparent activation energy for oxide ion conductivity
for the heavily doped samples.

Oxygen permeation flux.—The maximum achievable oxygen flux
occurs when the oxide ion and electronic conductivity in a MIEC are
both high and equal (transport number = 0.5). As shown in Fig. 18a
where calculated transport numbers are shown, the transport number
of CPGO approaches to 0.5 when the Pr concentration is in the range
from 30 at.% to 40 at.%. Shuk et al.’® also found nearly equal elec-
tronic and ionic conductivity for Pry3Cey70;855 at 700°C, in good
agreement with this work. The maximum achievable theoretical oxy-
gen permeation flux can be calculated in terms of electronic and ionic
conductivity using the Wagner’s equation:

Inpo}

RT o;
Jo, = / %% 51n po, [27]
16F2L et o,

0

Inpoy/

The calculated oxygen permeation flux (here any losses at the two
surfaces are neglected) follows the trend of 7, (Fig. 18b), due to the
fact that the oxygen permeation flux of Pr,Gdj;Ce 90955 is domi-
nantly limited by the electronic conductivity until a Pr concentration
of approximately 40 at.%, where the maximum oxygen permeation
flux is predicted for the here considered composition range (0-40
at.% Pr). Despite the reduced ionic conductivity when exceeding 25
at.% doping concentration, considering the bulk diffusion exclusively,
the maximum oxygen flux for a 10-pm thick Pry4Gdy;Cep90;.95.5
based membrane may reach up to 10 Nml cm~2 min~' at 800°C un-
der the driving force of 0.21 bar/0.001 bar approaching the required
level for being commercially interesting.”® However, the consider-
able chemical expansion of CPGO40 (Fig. 7) is a severe challenge in
terms of ensuring mechanical integrity and limits the applicability of
the material.® To reduce risks of mechanical failure originating from
chemical strain, very low thickness (1-10 pwm) would be needed and
the oxygen pressure gradient over the materials should be carefully
controlled. A discussion of the consequence of chemical strain in
supported membrane architectures can be found in Ref. 60—63.

Downloaded on 2017-11-14 to IP 192.38.90.17 address. Redistribution subject to ECS terms of use (see ecsdl.org/site/terms_use) unless CC License in place (see abstract).


http://ecsdl.org/site/terms_use

F1366

- m- 900 °C
-® 800 °C 1
A 700°C

(azm : . . : .

r

e

(=]
T

S
o
.

Transport numbe
o
H

a2
0.2+ .
R ST o
ool bt
0.0 0.1 0.2 0.3 0.4
Xin Prde0.1ce0.9-xO1.95-8

Conclusions

The investigations of the transport properties of Pr,Gd-doped ceria

presented here has led to the following conclusions;

Doping Prin CGO (Pr,GdyCe 901 .95.5) significantly enhances
the electronic conductivity (0.04 Scm™"' for Pry4Gdy,;Ce 501 055
vs. 5.6 x 107* Sem™! for Gdg;Ce( 90 5.5 at 900°C when pO,
= 0.21 bar) under high oxygen partial pressures (pO,>10"%) and
decreases slightly the n-type electronic conductivity (0.03 Scm™!
for Pr0.4GdoA1CCOA501A95,3 vs. 0.3 Scm’l for GdO,ICeo_gOI,%_B at
900°C when pO, = 1 x 107" bar) under low oxygen partial
pressures (pO,<107%).

Doping Pr in CGO (10 at.% Gd) leads to a slight enhance-
ment of the maximum oxide ion conductivity when the total
dopant concentration is lower than 30 at.% (0.083 Scm~! for
PT().15Gd0‘1C6()_7501A95_5 vs. 0.067 Scm’l for Gdoilceogolggg at
800°C when pO, = 1 x 1073 bar).

The apparent thermal expansion increases with increasing Pr
concentration, due to increased chemical expansion (14.5 x
107% K-! for Pr05sGdy1Ceps501955 vs. 12.5 x 107¢ K~ ! for
Gdy.1Ce 90955 in the range from 200°C to 900°C). The chemi-
cal expansion coefficient varies in the range from 0.05 to 0.09.
The enthalpy of the Pr** to Pr’* reduction reaction de-
creases with increasing Pr concentration (112 £ 10 kJ
mol~! for Pry4Gdy;CeysO;9s5 vs. 200 £ 34 kJ mol~! for
Pr03Gdo.1Ceo.8201.95-5)-

An abrupt decrease of the electron hole migration enthalpy is
observed when the Pr concentration increases from 8 to 15 at.%,
which is likely associated with the establishment of a percolation
path between the Pr atoms as the chance of finding a continu-
ous path of Pr atoms in the nearest neighbor positions strongly
increases at this substitution level. The percolation threshold can
be interpreted in a simple cubic percolation model.

No beneficial effect of adding 3% Co to the achievable permeation
flux is observed but the Co is found to be a good sintering aid.
The Gd/Pr co-doped material may be applied in composite elec-
trodes (SOFC cathodes) where the simultaneous increase in ionic
and electronic conductivity on Pr substitution in the CGO will be
beneficial and the large chemical expansion may be tolerable if
only used in nanoparticulate form. The large chemical expansion
introduced by the co-doping limits application for membranes,
as to bring the electronic conductivity in the range of the ionic
one needs more than 12.5 at.% Pr addition, which also makes the
material prone to problems related to the large chemical (stoi-
chiometric) expansion.

The achievable oxygen permeation flux of CGO is enhanced by
co-doping with Pr because of the enhanced electronic conductiv-
ity. CPGO40 is predicted to show the largest achievable flux as the
electronic conductivity approaches the ionic one. As a trade-off,

"”8
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N
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Figure 18. (a) Calculated transport number and (b) calculated oxygen permeation flux as a function of x in PryGdg 1 Ce.9.xO1.95.5 at 700, 800 and 900°C.

CPGOS is a promising material for OTMs in terms of enhanced
oxygen flux and low chemical expansion.
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