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Sr;Fe; sMog 506-5 - Smy,Cey 3019 Composite Anodes for
Intermediate-Temperature Solid Oxide Fuel Cells

Beibei He,? Ling Zhao,* Shuxiang Song,* Tong Liu,? Fanglin Chen,”* and Changrong Xia**

“CAS Key Laboratory of Materials for Energy Conversion, Department of Materials Science and Engineering,
University of Science and Technology of China, Hefei, Anhui 230026, China
bDepartment of Mechanical Engineering, University of South Carolina, Columbia, South Carolina 29208, USA

SraFe; 5sMog 506—5 (SFM) perovskite is carefully investigated as an anode material for solid oxide fuel cells with LaGaO3-based
electrolytes. Its electronic conductivity under anodic atmosphere is measured with four-probe method while its ionic conductivity
is determined with oxygen permeation measurement. Samaria doped ceria (SDC) is incorporated into SFM electrode to improve
the anodic performance. A strong relation is observed between SDC addition and polarization losses, suggesting that the internal
SFM-SDC contacts are active for Hp oxidation. The best electrode performance is achieved for the composite with 30 wt% SDC
addition, resulting in an interfacial polarization resistance of 0.258 Q cm? at 700°C for Lag gSrg2GaggsMgo203_s supported single
cells. Electrochemical impedance spectroscopy analysis indicates that the high performance of SFM-SDC composite anodes is likely
due to the high ionic conductivity and electro-catalytic activity of SDC by promoting the ionic exchange processes. Redox cycle
treatment shows that SDC addition can even improve the redox tolerance of SFM anodes.

© 2012 The Electrochemical Society. [DOI: 10.1149/2.020206jes] All rights reserved.
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Traditional Ni-based cermets anode has been extensively stud-
ied over the years to provide high performance for solid oxide fuel
cells (SOFCs). However, Ni is susceptible to degradation by sul-
fur poisoning, coking, segregation of other impurities at the three-
phase boundaries (TPBs), coarsening, and can be severely dam-
aged by reduction-oxidation (redox) cycles due to Ni-NiO phase
transitions.' Ceramic materials offer a number of potential ad-
vantages over metals for anode applications, such as mixed ionic-
electronic conductivity (MIEC), redox stability and fine microstruc-
tures. Many ceramics have thus been investigated as potential anode
materials, mainly chromite- and titanate-based perovskites such as
(Laj_4Sry).9CrosMnosO3_s>¢ perovskite and doped strontium tita-
nium oxides.”-® In addition, molybdenum-based double perovskites,
which have a general formula of Sr,MMoOg (M = Mg, Fe, Co, and
Ni), have been explored as anodes in SOFCs operating with both H,
and CH, fuels.” '

Recently, a novel perovskite Sr,Fe; sMogsOg_s (SFM) has been
reported to show high electrochemical performance as cathode as well
as the anode materials for SOFCs.!>-'8 However, when SFM alone is
used as the anode, the performance is limited. For example, the per-
formance of the fuel cells with SFM anode, LaggSry,Gagg3Mgo.1703
(LSGM) electrolyte and Lag Sty 4Cog2Fey 303 (LSCF) cathode gen-
erate peak power density of 0.291 W cm~2 at 800°C when wet Hj, is
used as the fuel. The power density can be increased significantly when
the anode is modified with Ni under the same testing conditions.'® Ni
addition increases the anodic electronic conductivity as well as cat-
alytic activity. In this work, Sm(,Ce30;9 (SDC) is introduced to
enhance the ionic conductivity and catalytic activity so as to increase
the anodic activity. SDC is not only a good catalyst for electrochem-
ical redox reaction but also an excellent oxygen ion conductor. The
oxygen ion conductivity of SDC at 700°C is 0.041 S cm™!.!* The in-
troduction of oxygen ion-conducting materials into SOFC electrodes
often results in a spatial expansion of the electrochemical reaction
zone along the electrode/gas and electrode/electrolyte interfaces, thus
reducing the cell polarization losses.?° Further, the electrochemical
reaction kinetics may be improved with SDC since they depend di-
rectly on the electrode ionic conductivity, which influences the relative
roles of adsorption/desorption as well as charge and mass transfer in
the electrode bulk and along the surfaces.?'»?? In addition, the ionic
conductivity of SFM is determined with oxygen permeation mea-
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surement and the electrical conductivity of SFM-SDC composites in
anodic atmosphere is systematically determined.

Experimental

Fuel cell materials preparation and fuel cell fabrication.—
The materials used in this work include Sr,Fe;sMogsOg_s
(SFM), LagsSrp2GagsMgo203_5 (LSGM), Smgs5SrosCo0;3 (SSC),
Smy,Ceps0;19 (SDC), and CeO,. SFM powders were synthesized
by a glycine-nitrate combustion process.?* All the starting chemicals
have analytical grade, purchased from Sinopharm Chemical Reagent
CO., Ltd. SI'(NO})z, FC(NO3)3 9H20 and (NH4)6M07024 4H20 were
used as the metal precursors. Citric acid was used to adjust the pH
value of the solution and to prevent precipitation from hydrolyzation,
while glycine was used as the fuel for combustion. After being stirred
for several hours, the solution was heated in a microwave oven un-
til self-ignition. The combustion product, dark ashes, was collected
and subsequently calcined at 600°C for 2 h and then at 1000°C for
5 h to remove any organic residues to obtain a cubic structure. SSC
and SDC powders were also synthesized through the glycine-nitrate
process.”> The LSGM electrolyte powders were synthesized through
a citric acid-EDTA process.?* The crystalline phase study was con-
ducted by X-ray diffraction (XRD, Philips X’ pert PROS diffractmeter)
analysis using CuKa radiation (D/Max-gA) at room temperature. The
microstructure was characterized via a scanning electron microscope
(SEM, JSM-6700F, JEOL).

LSGM electrolyte substrates were formed by dry-pressing the
LSGM powders into pellets with 15mm in diameter under 300 MPa
and then sintered at 1450°C for 5 h to form dense electrolytes. The
sintered substrates were about 12 mm in diameter and 0.6 mm thick.
For symmetrical cell study, the anode material was applied on both
sides of the LSGM electrolyte. An electrode ink consisting of SFM,
SDC and terpineol was applied to the LSGM surface using a screen-
printing method, and fired at 1000-1200°C in air for 3 h to form
porous electrodes. The resulting electrodes were 60 wm thick. Ag
slurries were attached to the electrode surface for current collec-
tion. LSGM Electrolyte supported single cells with SFM-SDC an-
odes and SSC-SDC cathodes were fabricated for electrochemical
performance and redox stability characterization. SFM-SDC com-
posite anodes were fabricated with the same process as that for
the symmetrical cells. SSC-SDC powders with 30 wt% SDC were
grounded with 10 wt% ethylcellulose-terpineol binder to make cath-
ode slurry. The slurry was then painted on the other side of the
LSGM electrolyte surface and fired at 950°C for 2 h to form the SSC-
SDC cathode. The cathode area was 0.238 cm?. The cell fabrication
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process was controlled as consistent as possible so that similar ca-
thodic polarization resistance could be achieved for cells with various
anodes.

Oxygen permeation measurements.— The SFM powders were
pressed under 200 MPa and sintered at 1400°C in air for 5 h to
obtain dense pellets for oxygen permeation measurements. Both
sides of the sintered disk were polished and the final thickness was
1.24 mm. After sealed with a glass ring at 1000°C, the membrane
has a final effective permeation area of 0.44 cm?. Oxygen permeation
through the SFM dense disk was measured by exposing one side of
the disk to the ambient air and sweeping the other side with either
helium or carbon monoxide. The effluent was analyzed by an online
gas chromatography (1690, KeXiao, China and GC9750, FuLi, China)
equipped with a thermal conductivity detector and one column filled
with 60-80 mesh GDX-502 for CO, detection and the other filled
with 60—80 mesh SA molecular sieves for the other gases detection.
The schematic representation of the oxygen-permeation measurement
system was described elsewhere.?’

Electrical conductivity.— Electrical conductivity of the SFM sam-
ple was measured using a direct current four-probe method. The
pressed green bar was first sintered at 1400°C for 5 h and then re-
duced at 800°C in wet H, (3% H,O) for 5 h before the conductivity
measurement. The electrical conductivity of the porous SFM-SDC
composite electrodes was measured by the Van der Pauw method?®?’
from 600 to 800°C. Four Pt contacts (A, B, C, D) were placed on the
electrode surface forming an inscribed square in the circular electrode
surface to measure two resistances, Rapcp = Vep/Iap, and Rpcpa
= Vpa/lgc (HP 34401A Digital Multimeter). When difference be-
tween the Rapcp and Rgcpa is small enough, the electrical conduc-
tivity (o) can be obtained with the following Equation

In2 2
o= — X —————
nd  Rap.cp+Reepa
Where d is the electrode thickness. In the testing configuration, the
SFM-SDC composites were applied on one side of the electrolyte

with an area of 1.14 cm?. Pt contacts distance was 0.943 cm and the
electrode thickness was about 60 pwm.

(1]

Electrochemical performance and redox-stability
characterization.— Electrochemical —measurements were con-
ducted with a Zahner Imé6ex electrochemical workstation. Ag paste
(DAD-87, Shanghai Research Institute of Synthetic Resins) and Ag
wires were used to ensure good electronic contact. The impedance
of a symmetrical cell was measured in H, (3% H,0), typically in
the frequency range of 1 MHz to 0.01 Hz with signal amplitude
of 10 mV over a temperature range of 600-800°C. Area specific
polarization resistance, R,, was determined by the difference of the
low and high frequency intercepts of the impedance spectra with the
real axis. Single cells were sealed onto alumina tubes with silver
paste. Humidified (3% H,0O) hydrogen was used as the fuel with a
flow rate of 50 mL min~! and ambient air as the oxidant. The cell
current-voltage curve was obtained by using a galvanostatic mode.

Redox tolerance of the SFM-SDC composite anode was measured
in single cells with the cell configuration of SFM-SDC ILSGMISSC-
SDC by keeping the cells at 700°C to eliminate the cycling effect.
After the cell power density measurement was done but prior to re-
oxidation treatment, the anode was first purged with N, to displace H,
fuel and then the anode gas was changed to air. After the SFM-SDC
anode was exposed to air for 12 h, the air was again changed to N,
followed by changing to humidified H,. Current-voltage curves and
impedance spectra were recorded after each redox cycle. A total of
four redox cycles have been conducted on the SFM-SDC anode.

Results and Discussion

Electrical and oxygen ionic conductivities of SEFM.— XRD anal-
ysis shows that a cubic perovskite structure without any impurity has
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Figure 1. (a) Total conductivity of SrpFe; sMogsOg_s as a function of tem-
perature in wet Hp. (b) Arrhenius plots of oxygen permeation fluxes through
SraFe | sMog 506-—5 and the calculated ionic conductivity under air/He gradient
and (c) under air/CO gradient.

been obtained for the Sr,Fe; sMoy506-5 (SFM) powders calcined at
1000°C in air for 5 h. The calculated lattice parameter is 7.925(0)
A, which is consistent with the previous report.'> Upon reduction at
800°C in H,, SFM shows a perovskite structure with no impurity peak
detectable from the XRD studies. Fig. 1a shows the total conductiv-
ity measured in reducing atmosphere as a function of temperature.
The conductivity increases with the temperature in the range of 400—
800°C. Above 600°C, the conductivity increases dramatically, and a
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distinct slope change has been found on the curve. The conductivity
enhancement may be attributed to a change in the valence state of
Fe and Mo. At elevated temperatures, Fe>* /Mo®* electronic config-
uration decreases, the contribution of Fe’t /Mo®* increase and result
in an increase in the conductivity.”> At 600°C, the conductivity is
20.9 S cm™!, suggesting that SFM is suitable for anode material of
SOFCs operating above 600°C.?® It is noted that the conductivity is
higher than that of Lag7551925CrosMngs03 (1.5 S cm~! at 900°C in
5% H,/Ar) and Sr;MgMoOg_s (9.3 S cm™' at 800°C in H,), but lower
than that of Srgs6Y00sTiO3 (82 S cm™! at 800°C and oxygen partial
pressure of 107!° atm) and Lag 4Sro¢TiO3 (360 S cm™! at 1000°C and
oxygen partial pressure of 107!% atm).!%29-32

The oxygen ionic conductivity of SFM is calculated from the
oxygen permeation fluxes Jo, through a pellet of the thickness L by
means of the following Wagner equation

_ 16F,,L
RTIn( Py /i)

oo [2]
) 16F2Jo,L

o= ; . (3]
RT In (Pglzr/Pg;rbon momyxlde)

(o2

Where F'is the Faraday’s constant, R is the universal gas constant and T’
is temperature. The difference between the two equations is the oxygen
partial of the sweeping gas. Fig. 1b shows the Arrhenius plots of
oxygen permeation fluxes through SFM under air/He gradient. It also
shows the ionic conductivity calculated with the flux using equation
2. The ionic conductivity under the air/He gradient is relatively small,
less than 1073 S cm™! in the temperature range studied. For example,
it is 2.06 x 107* S cm™! at 800°C, a value similar to that of the
manganites, but is significantly lower than that of the cobaltites (~
0.1 S cm™' at 800°C).* Fig. 1c shows the temperature dependence
of the oxygen permeation rate and the calculated ionic conductivity
under air/CO gradient. SFM exhibits higher oxygen permeability and
conductivity when the sweep gas is changed to CO. The oxygen ionic
conductivity at 800°C (po, &~ 1072? atm) increases to 0.007 S cm™!,
which is one order of magnitude higher than that obtained under the
air/He gradient. This might be caused by oxygen vacancy formation
associated with Fe’* partial reduction under the reducing atmosphere
(Fe** being partly reduced to Fe?*):

2Fey, + Of =2Fey, + V5 +1/20,

Therefore, the oxygen ionic conductivity under reducing atmo-
sphere is higher than that in air. The ionic conductivity is beneficial
for the anodic reaction, which occurs at the site where oxygen ions
are available.

Effect of the SFM anode sintering temperature.— Fig. 2 shows the
effect of SFM firing temperature on the electrode performance mea-

0504 O
NA
£ 045
(6]
o 0.40- O
s - .0
0.35- o
1000 1050 1100 1150 1200

Sintering temperature (°C)

Figure 2. Dependence of the interfacial polarization resistance of pure SFM
anode as a function of sintering temperature. The measurement was conducted
with symmetrical cells under open circuit conditions in wet Hp,

sured at 800°C in wet H, with symmetrical cells. The polarization
resistance, R, varies significantly with the SFM anode sintering tem-
perature. It can be seen that the R, is about 0.356 Q cm?, the lowest
when the electrodes are fired at 1150°C. Sintering temperature below
1100°C might be too low for SFM particles to form good connec-
tion and strong bonding with the electrolyte. When the temperature
increases from 1150°C to 1200°C, R,, also increases, probably due to
the reduction of the electrode porosity and/or the decrease in active
SFM surface areas because of the higher anode sintering temperature.
Accordingly, an electrode with SFM fired at 1150°C would possess
a microstructure that can balance its porosity and adhesion between
electrode and electrolyte. Thus in the following sections, 1150°C is
used as the sintering temperature for both pure SFM as well as SEM-
SDC composite electrodes.

Effect of SDC addition to SFM on anode performance in sym-
metrical cells.— Although the ionic conductivity of SFM in anodic
atmosphere is higher than that in air, it is still much lower than those
of ceria-based electrolytes such as SDC, which is about 0.017 S cm™!
at 600°C." It is known that LSGM, SFM and SDC do not react up
to 1400°C in air."® Therefore, SDC has been incorporated to SFM for
form SFM-SDC composite anodes to improve the ionic transport in
the anode. However, the total electrical conductivity of SDC is sev-
eral orders of magnitude lower than that of SFM, even in strongly
reducing atmospheres.>*3> As a result, the addition of SDC in SFM
would increase the electrode ionic conductivity while decrease the
total electrical conductivity.

The total conductivity has been investigated for porous SFM-SDC
electrodes with various SDC contents. Fig. 3 shows their Arrhenius
plots for conductivities measured in wet H, (~3% H,O) in the tem-
perature range of 600-800°C. The conductivity decreases gradually
with the increase of the SDC content. At 700°C, the total electrical
conductivity is 5.21 S cm™! for pure SFM electrode. It drops to 1.42 S
cm~! when 30 wt% SDC is added. When the SDC content increases
to 50 wt%, the value further reduces to 0.79 S cm~!. Although the
total electrical conductivity is reduced while SDC is added, it is still
high enough to achieve reasonable cell performance. For example, for
a 60 pm thick anode, a conductivity of 0.79 S cm~! results in an area
specific resistance of 0.006 © cm?, which is negligible to the total
cell resistance typically observed for an operating fuel cell.*® Con-
sequently the electrical conductivity of the SFM-SDC anodes is still
high enough to achieve acceptable cell performance at intermediate
temperatures.

Impedance spectra for SFM electrodes with various SDC contents
are measured with a symmetrical cell configuration in wet H, (~3%
H,0). Fig. 4a is the effect of SDC addition on R, for these electrodes

Temperature (°C)
800 750 700 650 600

—0— pure SFM —0— SFM-SDC(10 wt.%)
—A— SFM-SDC(20 wt.%) —v— SFM-SDC(30 wt.%)
—O— SFM-SDC(40 wt.%) —<I— SFM-SDC(50 wt.%)

10? : . : : :
090 095 100 1.05 1.10 1.15

1000/T (K™

Figure 3. Electrical conductivities of the porous SFM-SDC composite anodes
with various SDC amount.
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Figure 4. (a) Dependence of interfacial polarization resistance for electrodes
with various SDC amount in composite anodes as a function of temperature
in wet Hy. (b) Impedance spectra of the cells with pure SFM and SFM-SDC
(30 wt%) anodes measured under open circuit conditions at 700°C. (c) The
slope of the curve in the Arrhenius plots.

on LSGM electrolytes at 600—800°C. SDC addition has significant
effect on reducing R,, In the range of 0~30 wt%, more SDC addition
results in smaller R,. For example, R, at 700°C of the pure SFM
electrode is 0.84 © cm?. It decreases to 0.48 © cm? with 10 wt%
SDC addition; and further to 0.45 € c¢cm?, about only half of that
for pure SFM, when 30 wt% SDC is added, indicating that the elec-
trode performance is substantially improved by incorporating SDC
into SFM. Adding SDC would significantly extend the triple phase
boundaries for the electrochemical oxidation reaction of the fuel, and

consequently reduce the electrode polarization resistance. Further ad-
dition of SDC (40-50 wt%) results in slightly increase of R,,, which
might be caused by the decrease of electrochemical reaction sites with
the decrease of SFM, and/or the blockage of the electronic seepage
channel of SFM by a large amount of SDC.

Fig. 4b shows the impedance spectra at 700°C for the symmetrical
cells with the pure SFM and SFM with SDC (30 wt%) composite
electrode. The impedance spectra consist of two arcs. The high fre-
quency impedance responses are likely related to the ionic exchange
processes, while the low frequency impedance to the non-charge pro-
cesses including oxygen surface exchange and diffusion reactions.’”3
To identify these steps, equivalent circuit, LRo(RyCPE)(R,CPE,),
is applied to fit the impedance spectra using Zview program. The
pure SFM electrode presents a larger high-frequency arc than the low
frequency one. The resistance associated with the high frequency pro-
cess, Ry = 1.328 Q cm?, is much larger than the resistance with the
low frequency process, Ry = 0.325 © cm?. The result suggests that the
polarization of pure SFM electrode is dominated by the ionic transfer
process. When 30 wt% SDC is added, the impedance responses at high
frequency decreases significantly, and Ry is only 0.639  cm?®. The
substantial decrease in high frequency resistance clearly demonstrates
that adding SDC in SFM can significantly improve the ionic exchange
kinetics of the SFM anodes. It is noted that the impedance responses
at low frequency also slightly decreases when SDC is added, Rp =
0.282 © cm?, very close to that of pure SFM electrode. Thus, the
addition of SDC not only promotes the O>~ incorporation process at
the interface between electrolyte and SFM-SDC anode, but also the
02" transport in the anode bulk, consequently enhancing the electro-
chemical oxidation reaction. Similar results are also obtained when
gadolinium-doped ceria is incorporated with LSCM anodes.*

Another evidence for the increased O>~ incorporation rate is
the calculated pseudo capacitance Cy of RyCPEy. For the pure
SFM electrode, the corresponding pseudo capacitance, Cy, is about
0.0103 F cm~2. When 30 wt% SDC is added, it increases by a factor
of 4 to about 0.0378 F cm~2. The high frequency process links with
the TPB, larger capacitance indicates larger TPB area, and larger TPB
area means more parallel O>~ incorporation paths.*0:4!

According to the binary-random-sphere packing model and per-
colation theory, the maximum TPB length is a function of the two
phase composition and particle size ratio of electronic to oxygen ionic
conductors.*? When the two phase particles have the same size, the
maximum TPB length is obtained at the content of equal volume
fraction; when the particle size of the ionic phase is smaller than the
electronic phase, the maximum TPB length is obtained at the content
with the volume fraction of the ionic conductor less than 50%. For
the optimized composition with 30 wt%SDC, the volume fraction of
SDC is 28%. The results are consistent with the theoretical prediction
since the particle size of SDC is smaller than SFM, which can be seen
from the SEM images (Fig. 5).

Fig. 4c shows that the slope of the curve in the Arrhenius plots
is very close to each other for all the SFM-SDC composite anodes.
Therefore, SDC addition has negligible effect on the activation en-
ergy, suggesting that introducing SDC into the SFM anodes does not
significantly change the mechanism of the electrochemical oxidation
of hydrogen.

The electrochemical performance depends critically on the elec-
trode microstructure.*>»* Fig. 5 presents the SEM micrographs of the
SFM-SDC composites with various compositions. For pure SFM, the
particle size is in the range of 1-2 wm (Fig. 5a). When 10 wt% SDC
is added, the microstructure does not change obviously. Small SDC
particles present clearly when SDC content increases to 30 wt%. Fur-
ther addition of SDC (50 wt%) results in increased porosity (Fig. 5d).
This may be caused by the reduced grain growth of the SFM phase
due to the inhibiting effect of SDC phases. The microstructure is also
characterized by large SFM particles embedded in fine SDC particles.
Consequently, the connectivity of SFM gradually reduces with the
increase of SDC content, leading to reduced electronic conductivity
(Fig. 3). The microstructure change might also explain the increased
value of R,, for the SFM-SDC composites with 50 wt% SDC (Fig. 4).
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Figure 5. SEM micrographs of cross-sectional views of (a) pure SFM, (b) SFM (90 wt%)-SDC (10 wt%), (c) SFM (70 wt%)-SDC (30 wt%) and (d) SFM

(50 wt%)-SDC (50 wt%) anodes.

Effect of SDC addition to SFM anode on single cells
performance.— The effect of SDC cooperation is further investigated
with single cells consisting of SFM-SDC anodes, LSGM electrolytes,
and SSC-SDC cathodes. Fig. 6 shows the peak power density of these
cells using SFM-SDC composite anodes with various SDC contents.
The power density changes with the SDC content, indicating that the
anodic activity varies with the composition since the electrolytes and
cathodes are the same for these cells. The highest power density is

« 600 - .o v
= 500 - v v800°Q
E
= . o
> 4004 - Lo © .
g v .° "0750°0
8 300 A o a4 oa
= LA -
Q A g © o

- O
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0o-+—" . . . . .
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SDC content (wt.%)

Figure 6. Maximum cell power densities of single cells using SFM-SDC
composite anodes as a function of SDC amount in the composite anodes.

achieved with 30-40 wt% SDC addition. This generally agrees with
the result for interfacial polarization resistance obtained with sym-
metrical cells shown in Fig. 4. With SEM-SDC (30 wt%) composite
anodes, the peak power density at 700°C is 279 mW cm~2. The LSGM
electrolyte used in the single cell testing is around 600 wm. The cell
power density is expected to be substantially improved if the elec-
trolyte thickness is further reduced according to the cell performance
shown in Fig. 7.

In addition to providing ionic conductivity, ceria can also en-
hance the electrode performance by providing catalytic activity*>-4°
since ceria is an excellent oxidation catalyst widely used in this role
in automotive three-way catalysis.*”*® To examine the role of SDC
more closely, CeO, and LSGM are added to SFM to form compos-
ite anodes, both having 30 wt% oxide additions. Fig. 7a shows the
cell power density of single cells using hydrogen as the fuel. Single
cells with SEFM-CeO,, SFM-SDC and SFM-LSGM composite anodes
produce peak cell power densities of 197, 272 and 166 mW cm™>
at 700°C, respectively. The corresponding interfacial polarization
resistances under open-circuit conditions are 0.458, 0.338 and
0.562 © cm?, respectively, as shown in Fig. 7b. Compared with cells
using SFM-CeO, and SFM-LSGM anodes, the cell with SFM-SDC
anode exhibits smaller arcs for interfacial polarization resistance.
Since the three cells have the same electrolytes and cathodes, the
differences in the cell impedance spectra may be attributed to the
anodes. At 700°C, the conductivity of LSGM is similar to that of
SDC,* but LSGM is not catalytically active for hydrogen reduction.
Although CeO, is also highly electro-catalytically active, its ionic
conductivity is much lower than that of SDC, even in the reducing
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Figure 7. (a) Typical I-V and /-P curves measured at 700°C for single cells
based on SFM-CeO,, SFM-SDC and SFM-LSGM composite anodes with
humidified H, as the fuel and ambient air as the oxidant and (b) impedance
spectra of single cells measured under open circuit conditions.

atmosphere. Among these three oxides, SDC has the properties of
high catalytic activity and oxide ionic conductivity, therefore, cells
with SFM-SDC anodes show the lowest interfacial polarization resis-
tance and highest power density. This also agrees with those obtained
in previous studies in which the use of acceptor-doped cerium dioxide
exhibits a significant mixed ionic-electronic conductivity under reduc-
ing conditions,’®3! and demonstrates better performance compared to
the undoped Ce0,.%

Redox tolerance of SFM-SDC composite anodes.— In contrast
to cermets anode such as Ni-based cermets, an advantage of oxide
anode is the tolerance against redox cycling. Therefore, oxidation
tolerance of the SFM-SDC (30 wt%) composite anode is examined.
Since this work focuses on intermediate temperature operation, redox
cycle is conducted at 700°C. Fig. 8a shows the performance of the
fuel cells after the redox cycles. In contrast to Ni cermet anode, which
is permanently damaged after re-oxidation treatment, evidently, the
power density of the cell does not decrease, but slightly increases
by oxidation treatment. The redox performance is further studied
using electrochemical impedance spectroscopy. Fig. 8b shows the
impedance plots of single cells before and after redox treatment. It is
also noted that the ohmic resistance (Rg) is slightly decreased. The
Rg, value is 0.560 € cm? for the fresh cell, and reduces to 0.550
cm? after four redox cycles. The interfacial polarization resistance at
700°C is 0.263 © cm? for the fresh cell but decreases to 0.206 © cm?
after four redox cycles.

As there might be the formation of new compounds during the
redox cycling, which might be active to the anode reaction leading
to reduced interfacial polarization resistances, XRD measurement is
performed on the SFM-SDC anodes before and after the redox treat-
ment. It can be seen in Fig. 9 that the XRD patterns of the SEFM-SDC
anodes are basically the same and no secondary phases are observable
during the redox treatment, suggesting good chemical compatibility
of SFM with SDC in the anodic atmosphere under the fuel cell oper-
ating conditions. Since new compounds are not formed, the improved
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Figure 8. (a) I~V and I-P curves measured at 700°C for the single cells
using SFM -SDC (30 wt%) as composite anodes after exposure to air showing
changes over 4 redox cycles and (b) impedance spectra measured under open
circuit conditions.

cell performance might be the caused by the activation polarization of
the freshly prepared SSC cathode. The cathode activation effect has
been found with typical cathodes, which can be significantly activated
with current passing and result in much smaller interfacial polariza-
tion resistance.”® Consequently, cathodic activation might be one of
the reasons for the improved cell performance observed during the
redox cycling.

It is generally known that reduction leads to the volume ex-
pansion, so volume change is reasonably expected for SFM-SDC
composite anode during redox treatment. It has been reported
that (Lag 75S1925)CrosMngsO;_s anode can dramatically change mi-
crostructure from filmlike dense structure to porous structure with

* % SFM ASDC
— After 4 redox cycles
S5 A
e b
B J bt A J & Y I
c
2
£ A Before redox
J‘ * |
% A Ay *
B i A
20 30 40 50 60 70

26 (degree)

Figure 9. XRD patterns of SFM-SDC (30 wt%) composite anodes on LSGM
electrolyte before and after redox treatment.
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o

SEM-SDC

Figure 10. Cross-sectional views of LSGM-electrolyte and SFM-SDC (30 wt%) composite anodes before and after redox cycle. (a) anode and electrolyte interface
cross section before redox cycle, (b) high magnification SEM images of anodes before redox cycle; (c) anode and electrolyte interface cross section after the forth
re-oxidation cycle, (d) high magnification SEM images of anodes after the forth re-oxidation cycle.

very small particles by redox cycles.”* The morphologic modifica-
tion of the anode surface with redox cycle would suggest a change in
lattice volume caused by a mixed valence state of Mn and Fe. There-
fore, a similar broken surface of SFM-SDC anode is also expected
as the results of Fe?* /Mo®* and Fe**/Mo>* variation. XRD analysis
shows that there is a change to the size of the cubic structure, from
a=7.925(0) A in air to a = 7.928(4) A in anodic atmosphere. The par-
tial reduction, Ce** — Ce** in SDC might also cause microstructure
change. Fig. 10 shows the change in the microstructure of SFM-
SDC (30 wt%) composite anode before and after redox cycling. Evi-
dently, the surface morphology of the particle changes but the particle
size keeps unchanged. Delamination is not observed between the an-
ode and electrolyte after four redox cycles. Consequently, SFM-SDC
(30 wt%) composites demonstrate high activity to the anode reaction
but also are stable against redox cycling.

Conclusions

SFM is examined as an anode material for LSGM electrolyte sup-
ported intermediate temperature SOFCs. In anodic atmosphere of hu-
midified Hy, SFM has a total conductivity of 20.9 S cm~! at 600°C. Its
oxygen ionic conductivity is relatively low. SDC is thus incorporated
to increase its anodic performance. Adding SDC has substantially in-
creased the TPB as well as electrode catalytic activity, and reduced
the interfacial polarization resistance, from 0.84 Q cm? to 0.45 Q
cm? at 700°C when 30 wt% SDC is added. In addition, higher cell
power density and smaller cell interfacial polarization resistance have

been achieved in single cells using SFM-SDC (30 wt%) anodes com-
pared with those using pure SFM anodes. Furthermore, this study has
demonstrated that the SFM-SDC composite anodes are highly tolerant
against redox cycling. Consequently, SFM-SDC composite are highly
promising ceramic anodes for intermediate temperature SOFCs.
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