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ABSTRACT: Application of anode-supported solid oxide fuel
cell (SOFC) with ceria based electrolyte has often been limited
by high cost of electrolyte film fabrication and high electrode
polarization. In this study, dense Gd,;Ceyo0, (GDC) thin
film electrolytes have been fabricated on hierarchically oriented
macroporous NiO—GDC anodes by a combination of freeze-
drying tape-casting of the NiO—GDC anode, drop-coating
GDC slurry on NiO—GDC anode, and co-firing the
electrolyte/anode bilayers. Using 3D X-ray microscopy and
subsequent analysis, it has been determined that the NiO—
GDC anode substrates have a porosity of around 42% and

‘Hierarchically oriented
macroporols anode

channel size from around 10 um at the electrolyte side to around 20 gm at the other side of the NiO—GDC (away from the
electrolyte), indicating a hierarchically oriented macroporous NiO—GDC microstructure. Such NiO—GDC microstructure shows
a tortuosity factor of ~1.3 along the thickness direction, expecting to facilitate gas diffusion in the anode during fuel cell
operation. SOFCs with such Ni—GDC anode, GDC film (30 um) electrolyte, and La, ¢Sr,,Co,,Fe,s0;—GDC (LSCF—GDC)
cathode show significantly enhanced cell power output of 1.021 W cm™ at 600 °C using H, as fuel and ambient air as oxidant.
Electrochemical Impedance Spectroscopy (EIS) analysis indicates a decrease in both activation and concentration polarizations.
This study has demonstrated that freeze-drying tape-casting is a very promising approach to fabricate hierarchically oriented

porous substrate for SOFC and other applications.
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1. INTRODUCTION

Solid oxide fuel cells (SOFCs) have attracted great attention as
one of the most promising next generation energy conversion
systems for stationary and portable applications due to the
unique merits of high efficiency, low emissions and fuel
flexibility." Yttria stabilized zirconia (YSZ) electrolyte has been
extensively used by most SOFC developers due to its superior
chemical stability and almost pure oxygen-ionic conductivity
over a wide range of temperature and oxygen partial pressure.
Unfortunately, the ionic conductivity of YSZ becomes relatively
low when the operating temperature is reduced, resulting in a
substantial increase in the ohmic resistance from the electro-
lyte.” In addition, lowering the cell operating temperature will
lead to a rapid increase in the interfacial polarization resistance
from the electrodes.” However, reducing the operating
temperature of SOFCs to the intermediate temperature range
of 500—600 °C is beneficial to significantly lower the cost and
improve the reliability of the SOFC system. Therefore, it is
critical to develop highly conductive electrolyte materials as
well as optimize the electrode microstructure so that the
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performance in both the electrolytes and electrodes can be
enhanced.

Gd-doped ceria (GDC) is a promising electrolyte best suited
for intermediate temperature (500—600 °C) SOFCs due to its
much higher ionic conductivity compared to that of YSZ as well
as chemical compatility with the state-of-the-art electrode
materials. One challenge to fabricate ceria thin film electrolyte
in SOFCs is the densification problem. The stringent powder
fabrication process limits a broad application of dense ceria film
electrolyte in SOFCs. Most of the ceria powders used in those
thin film preparations were nanosized, made through hydro-
thermal,* solution combustion,® or co-precipitation.’ The
densification of thin electrolyte layer deposited on anode
substrate can be greatly influenced by the shrinkage of the
anode substrate.” In this work, a simple and cost-effective co-
firing process has been applied in fabrication of dense GDC
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film deposited on freeze-drying tape-casted anodes using cost
effective commercial GDC powders.

The traditional sponge-like porous anode substrates have
been investigated extensively and proven to be benificial for the
densification of electrolyte or interconnector film by drop-
coating.®~'* However, such morphology is not ideal for gas
diffusion because of the high tortuosity factor, consequently
limiting SOFC cell perofrmance. Although the pore structure
can be modified by changing the morphology or packing of the
pore formers,'' the tortuous microstructure of the electrode
still limits the cell performance.'” Recently, a freeze-drying
tape-casting method has been developed as a novel technique
to form hierarchically oriented channels/pores in the SOFC
electrodes.”>™"° Further, the substrates prepared by freeze-
drying tage-casting in this study have the following unique
features:">'® (i) the green tapes have adequate mechanical
strength to handle for the subsequent drop-coating without the
need of presintering due to the existence of organic additives;
(ii) the shrinkage of the anode substrate is much higher upon
sintering the green tape instead of the pre-sintered one,
providing more compressive driving force to facilitate
densification of ceria film; (iii) the surface of the green tapes
are porous after the freeze-drying step, making a good
interlocking interface between the anode and the electrolyte
during the drop-coating and co-firing process. All these merits
make the fabrication of dense GDC thin film electrolyte on
freeze-drying tape-casted substrates possible.

In this study, freeze-drying tape-casting and co-firing have
been combined to fabricate anode-supported SOFCs with
hierarchically oriented macroporous anode and dense GDC
thin film electrolyte. The application of these cost-effective
fabrication techniques has great potential to dramatically reduce
the cost of SOFC fabrication, offering a simple and economic
solution for development of high performance intermediate
temperature SOFCs.

2. EXPERIMENTAL STUDY

2.1. Fabrication of Anode Substrates and Cells. NiO (Sigma-
Aldrich, USA), Lag4Sry4Coy,Fey30; (LSCF) and Gd,,Cey,0,
(GDC) powders (both from Fuel Cell Materials, USA) were
purchased for this study. A NiO—GDC (mass ratio of 60:40) anode
substrate was prepared by a freeze-drying tape-casting process as
reported in our previous study.''” The GDC electrolyte slurry was
directly deposited on the green NiO—GDC anode substrates by a
drop-coating process. The electrolyte/anode bi-layer was then sintered
at 1400, 1450, and 1500 °C for 12 h at a heating rate of 1 °C min™"
before 600 °C and then at 2 °C min™" after 600 °C. LSCF—GDC
(mass ratio of 1:1) cathode with an active area of 0.33 cm?® was
prepared on the GDC electrolyte surface by screen-printing and then
fired at 1050 °C for 2 h. For comparison, NiO—GDC anode substrate
with 20 wt % graphite was prepared by dry-pressing® Anode
supported cells using the anode by dry-pressing with the cell
configuration of NiO—GDCIGDCILSCF—GDC have also been
fabricated and evaluated. The preparation methods for electrolyte
and cathode are kept the same.

2.2. Characterization. The surface of the GDC electrolyte film,
anode substrate and cross-sectional view of the single cells were
characterized using both scanning electron microscopy (SEM) (FEI
Quanta 200) and 3D X-ray microscopy. The unique feature of three-
dimensional (3D) X-ray microscopy is that it is nondestructive (as
opposed to destructive techniques such as SEM/FIB-SEM) and hence
allows following of a specimen before and after any changes (such as
reduction or loading). In-house Matlab code was developed to
calculate porosity along the thickness direction and the tortuosity
factor of the NiO—GDC anode substrate fabricated from the freeze-
drying tape-casting process."® Hydrogen (with 3 vol % H,0) was used

5131

as a fuel while ambient air was used as an oxidant. The hydrogen flow
rate was controlled at 40 sccm using a mass flow controller (APEX,
Alicat Scientific). The current density-voltage curves as well as
electrochemical impedance spectra (EIS) of the single cells were
measured with a four probe method using a multichannel Versa STAT
(Princeton Applied Research) at the operating temperature from 500
°C to 600 °C. The electrochemical impedance spectra of cells were
measured under open circuit voltage over a frequency range of 1 MHz
to 0.01 Hz. The ohmic resistance (Rg) was determined from the high
frequency intercept of the impedance spectra with the real axis while
the cell interfacial polarization resistance (Rp) was determined from
the difference between the low and high frequency intercepts of the
impedance spectra with the real axis in the Nyquist plot.

3. RESULTS AND DISCUSSION

During solidification of aqueous NiO—GDC slurry, formation
of ice from water rejects not only organic additives but also
inorganic ceramic powders."”” Subsequent removal of ice
crystals by sublimation during the freeze-drying process results
in the formation of pores. The substrates obtained from freeze-
drying tape-casting always show a graded porous structure due
to the exaggerated growth of ice crystal."**° In the freeze tape-
casting, ice crystals first nucleated on the surface of chilling
polymer film (=70 °C in this study) and then grew upwards
through the temperature gradient, causing the crystals to
diverge, forming continuous graded pores/channels, in which
some of them spanned the entire thickness of the substrate,
resulting in a less tortuous structure. Microscopic images in
Figure 1 display the morphology of NiO—GDC substrate made
through freeze-drying tape-casting after sintered at 1450 °C for
12 h.

Figure 1. (a) Typical cross-section view of sintered substrate made
through freeze-drying tape-casting; (b) surface view of the top part in
panel a; (c) surface view of the bottom part in panel a (microbar = 100
um); (d) 3D X-ray microscopy image of the anode substrate with
dimensions of 3.03 X 3.72 X 0.55 mm.

Figure la shows the cross-section SEM view of the anode
substrate, showing the characteristic graded open pores/
channels, similar to previous reports.'®>' The top part of the
micrograph is the area away from the Myler polymer film,
where the NiO—GDC tape is exposed to the environment,
while the bottom part is the area close to the polymer film in
the casting bed, on which ice nucleation started. Figure 1b,c
shows the surface views of top part and bottom part in Figure
1a, respectively. Both top and bottom surface show an acicular
morphology of ice crystals/pores, typical feature for freeze-
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Figure 2. Reconstructed 3D microstructure images from the three different subdomains (a, b, and c) of porous NiO—GDC substrates. The blue/
blank regions within the 3D images represent solid/pore phases. (d) Distribution of the local porosity along z-axis for the three different subdomains

(a, b, and c).

drying tape-casting.'® The pore/channel size (width) changes
from about 10 #m on the bottom part to 20 ym on the top part
of the NiO—GDC substrate shown in Figure 1la, indicating a
gradient in size along the thickness direction. Figure 1d displays
the 3D X-ray microscopic image of the anode substrate with
dimensions of 3.03 X 3.72 X 0.55 mm. The bottom part in
Figure 1d is the area close to the chilling Myler polymer film
during the freeze tape-casting process, similar to that shown in
Figure 1la.

To further study the NiO—GDC anode structure quantita-
tively, a 3D microstructure has been reconstructed by directly
stacking the raw X-ray gray images along the x-axis in sequence.
The interval step between images is 4.53 pm, the same as the
resolution of the image. Figure 2a,b,c shows the reconstruction
results for three different regions of the NiO—GDC substrate.
To obtain the porosity distribution along the thickness
direction (z-axis as shown in Figure 2ab,c), two-dimensional
(2D) slices are extracted from the segmented 3D matrix
perpendicular to the z-axis, and then the 2D stereological
method is employed.”* Local porosity is caculated as the
number fraction of pore pixels in the 2D slice. Figure 2d
presents the porosity results, showing that local porosity is
around 42% distributed along the thickness direction, similar to
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our previous results (49.01%) obtained from the mercury
intrusion method."

In general, the tortuosity factor of a conducting medium
(solid phase for char%e transport or pore phase for gas
diffusion) is defined as”

T = ¢oy/ o

(1)

where ¢ is the volume fraction of conducting medium, ¢, is the
conductivity or diffusivity of the pure conducting medium, and
O is the effective conductivity or diffusivity of the porous
conducting medium. o can be “measured” numerically by
solving potential field within the conducting network. The
potential obeys Laplace’s equation:**

Apy=0 2

By enforcing a constant potential difference on the domain
boundaries of z-axis, y-axis, or x-axis, the potential field
distribution for a particular boundary condition is solved, and
then the current or flux density through the network can be
calculated. The conductivity or diffusivity ratio, 6,/6.¢ can then
be obtained, which is independent of boundary conditions.
Accordingly, the corresponding tortuosity factor in a particular
direction can be calculated. A detailed description is published
elsewhere.'®
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In-house Matlab code has been developed to solve the
Laplace’s equation within a 3D network. Three 896 X 896 X
550 pm subdomains are extracted randomly from three
different regions shown in Figure 2a,b,c followed by calculation,
verifying that the domain size of 896 X 896 X S50 um is
sufficient to accurately calculate the tortuosity factor. Table 1

Table 1. Tortuosity Factors of Pore Phases along z-, y-, and
x-Axises”

pore phase
sample No. = T, A
1 1.270 39.182 2.359
2 1.328 7.464 4.767
3 1.235 16.587 3.640

“Three subdomains with a size of 896 X 896 X 550 pm are extracted
randomly from the scanning regions for calculation.

substrates before and after high-temperature co-sintering. As
shown in Figure 3, for the half cell sintered at 1450 °C for 12 h,
the shrinkage of freeze-drying tape-casted substrate is about
19%, whereas the shrinkage of dry-pressed substrate is only
12%. Higher shrinkage of the anode substrate facilitates the
densification of GDC film,” confirmed by the higher open
circuit voltage. The more shrinked cell shows an OCV value of
0.88 V at 600 °C, much higher than that (0.79 V at 600 °C) for
less shrinked cell under similar testing conditions. In addition,
the porous surface of the green freeze-drying tape-casted
substrate makes the connection between anode and electrolyte
much better during drop-coating and co-sintering. In this study,
for cell preparation, GDC film was prepared by co-firing GDC
green film on the green freeze-drying tape-casted NiO—GDC
substrates at 1450 °C for 12 h.

Figure 4 shows the microstructure feature of the cell after
electrochemical peformance measurement. The dense 30 ym

shows the calculation results of tortuosity factors for the three
different subdomains. Along the thickness direction, a
tortuosity factor of around 1.3 is obtained, which is much
smaller than that for those sponge-like structured substrates
(with a tortuosity factor value of 6—10).>* From Table 1, it can
also be seen that 7, < 7, < 7, for the pore phases. The x-axis is
the casting direction as shown in Figure 1. Although the NiO—
GDC composite electrode is geometrically anisotropic, different
region shows similar porosity or tortuosity factor along the
thickness direction. The tortuosity factor in this study along the
thickness direction is smaller than any other direction. It is
expected that the gas diffusion resistance along the thickness
direction will be substantially reduced during the fuel cell
operations.

Figure 3 shows the shrinkage of the NiO—GDC substrates
made through either freeze-drying tape-casting or the conven-
tional dry-pressing method with thin GDC film after sintering
at different temperatures. Insets are SEM images of the surface
of GDC film on freeze-drying tape-casted anode substrate. The
shrinkage was calculated by measuring the diameter of

50 . . : .
—b— Fréeze-dryinb tape-cas'ting
454 —m— Dry-pressing
1400 °C 1450 °C 1500 °C
X
~—
O
(o))
©
X
£ 20
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W 15

10

1450

Temperature / °C

Figure 3. Shrinkage of GDC film on NiO—GDC sintered at different
temperatures with NiO—GDC substrates made by either freeze-drying
tape-casting or dry-pressing. Insets are surface views of GDC film on
freeze-drying tape-casted substrate sintered at different temperatures.
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Figure 4. SEM images of cross sectional view of the cell after fuel cell
testing.

thick GDC electrolyte film is well adhered to both the anode
(~550 pm) and the cathode (~30 ym). As shown in Figure 4,
the hierarchically oriented straight pores/channels are expected
to facilitate mass transport in the anode.

Figure Sa shows the cell voltage, current, and power density
curves of cells at different operating temperatures. The open
circuit voltages (OCVs) of the cell are 0.929, 0.908, and 0.882
V at 500, 550, and 600 °C, respectively, which could be
attributed to the minor electronic conduction of the GDC
electrolyte due to the reduction of Ce*" at the reducing
atmosphere. But thegr are in good agreement with the values
reported by others.”'> By contrast, at same conditions, the
OCYV values (for example, 0.79 V at 600 °C) for those through
dry-pressing are lower, indicating that the freeze-drying tape-
casted cell has a better electrolyte film.

As shown in Figure 5a, the maximum cell power densities
(P,,.,) achieved are 0.292, 0.622, and 1.021 W cm™ at 500, 550,
and 600 °C, respectively, almost 2 times higher than the values
for either the dry-pressed cell (at 600 °C, P, for dry-pressed
cell is only 0.489 W cm™2) or other reported cell performance
with similar cell materials and under similar testing conditions
but with the traditional sponge-like microstructure of the
anode.*® The cell power output in this study using LSCF—
GDC cathode is also comparable to the cell power output with
Ba, sSrysCopsFep,0; (BSCF) cathode,” which has been
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Figure S. a IV and IP curves of cell measured at different operating
temperature using hydrogen as fuel and ambient air as oxidant; b
impedance spectra of cells tested at different temperature under open
circuit conditions; (c) comparison of EIS for the cell with anode
substrate through dry-pressing and freeze-drying tape-casting.

reported to have much higher catalytic activity than LSCF
cathode, further demonstrating that high cell performance can
be obtained by simply modifying the anode microstructure.
Figure 5b shows the electrochemical impedance spectra of cells
measured at different temperature under open circuit
conditions. The ohmic resistance is 0.189, 0.096, and 0.061
Q cm?® at 500, 550, and 600 °C, respectively. The interfacial
polarization resistance is 1.743, 0.6108, and 0.2672 Q cm?® at
500, 550, and 600 °C, respectively. Both the cell power density
and interfacial polarization resistance obtained in this work are
much better than those reported by others using similar cell
materials but with cells fabricated from different processes
(shown in Table 2). For example, a maximum power density of

only 0.578 W cm™? and an interfacial polarization resistance of
0.7 Q cm™ have been reported for SOFCs with a sponge-like
porous Ni—GDC anode using the conventional uniaxial dry-
pressing method, LSCF—GDC as cathode, and even much
thinner GDC electrolyte film (10 um).*® For directly
comparison, Ni—GDC anode supported cells with GDC film
and LSCF—GDC cathode have also been prepared by dry-
pressing, drop-coating and screen-printing. The composition
and thickness for anode, electrolyte and cathode are kept same.
The only difference is the anode microstructure. At 600 °C, the
dry-pressed cells only show a peak power density of 0.489 W
cm™? and interfacial polarization resistance of 0.64 Q cm?® under
same conditions.

Figure Sc shows the difference of impedance spectra for the
cell prepared by dry-pressing and freeze-drying tape-casting. It
is generally accepeted that the impedance in the high-frequency
range corresponds to a combination of anode and cathode
charge transfer processes,”® while the impedance in the low-
frequency range is associated with a gas diffusion process.””
Because the electrolyte and cathode are kept the same for the
cells made by freeze-drying tape-casting and dry-pressing, the
difference in the two cell impedance spectra could be attributed
to the anode. The comparison of these two cell spectra
provides further evidence that both the activation and
concentration polarization resistances have been decreased by
applying a hierarchically oriented macroporous anode substrate
made from the freeze-drying tape-casting process. The gas
diffusion resistance through the anode can be estimated by the
following equation:***'

E)Zl 1osf1 1

2F N

Rdifﬁlsion(amde) = ( aD
H,0,H, A\ Py,

Py,o

-1
P

x (1.0133 x 105—a)
atm

(©)

where Riiusion,,,.., 15 the gas diffusion resistance in the anode, R

is the universal gas constant, T is the absolute temperature, F is
the Faraday’s constant, [, is the anode thickness, Dy oy, is the

binary diffusion coeflicient for a mixture of H,O and H,, 7, is
the tortuosity factor of anode, and p, is the volume fraction
porosity of the anode, py, and py o are the partial pressure of

hydrogen and water vapor in the anode. Therefore, the gas
diffusion resistance in anode could be decreased because the
lower tortuosity and high porosity, similar as our previous
report.15

The activation polarization loss from the anode can be
written as>>

Table 2. Comparison of Maximum Cell Power Desnity and Interfacial Polarization Resistance Measured at 600 °C of Anode
Supported Cells Based on GDC or Smy,Ce( 30, (SDC) Thin Film Electrolytes

cell configuration Py W em™

Ni—GDC/GDC(10 ym)/LSCE—GDC 0.578
Ni—SDC/SDC(20 um)/BSCF 1.01
Ni—GDC/GDC(16 um)/LSCF 0.65
Ni—GDC/GDC(19 um)/LSCF—GDC 0.39
Ni—GDC/GDC(3 yum)/LSCF 0.99
Ni—GDC/GDC(30 ym)LSCF—GDC 0.489
Ni—GDC/GDC(30 pm)/LSCF—GDC 1.021
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R, Q cm? ref.
~0.7 26
27
34
0.50 35
36
0.64 this study (dry-pressing)
0.2675 this study (freeze-drying tape-casting)
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n

ﬂact,anode

4)

where 7, anode is the activation loss from anode, n is the
electron transferred per reaction, i is current density, and i, is
the exchange current density. The exchange current density i,
could be determined by the following equation:>®

%

A
iy = nPcfffleXp(— RCI;" )

()

where ¢ff is the reactant surface concentration, f; is the decay
rate to products, AG* is the activation barrier. The ¢ff may be

described by
il

a

 nFDg

CR = Cr

(6)

where ¢y is the flow channel reactant concentration, D4 is the
effective reactant diffusivity within catalyst layer. The effective
diffusivity is normally determined by the porosity and tortuosity
of the electrode (similar to eq 1) as the following equation:

A

Deff . D, 0 (7)
where D, is the diffusivity of fuel in pure pore phase. The
tortuosity factor of pores for the hierarchically oriented NiO—
GDC anode has been determined to be as low as 1.3 along the
thickness direction, much smaller than that (typically 6—10) of
the sponge-like porous anode,” consequently increasing the
exchange current density and decreasing the anode activation
polarization loss. Therefore, the hierarchically oriented pores in
the Ni—GDC anode are expected to result in a lower resistance
to mass transport of fuel (H,) into and transport of reaction
product (H,O) away from the active area of the anode and
increase the exchange current density in the anode/electrolyte
interface, thus accelerating the reaction rate in the anode TPB
area and enhancing the cell performance.

4. CONCLUSION

In summary, dense GDC film has been sucessfully fabricated on
a hierarchically oriented NiO—GDC substrate by a simple and
cost-effective combination of drop-coating and co-firing. The
porosity distribution and tortuosity factor value along thickness
direction have been determined both qualitatively and
quantitatively from actual microstructure obtained nondestruc-
tively via 3D X-ray microscopy. This is new as, traditionally,
such calculation could be only done based on either a 2D
microstructure or an idealized 3D microstructure. The cells
consisting of hierarchically oriented porous Ni—GDC anode,
dense GDC thin film electrolyte and LSCF—GDC cathode
show a high cell power output of 1.021 W cm™ at 600 °C,
which is almost 2 times higher than the values previously
reported for cells with similar cell materials but with different
Ni—GDC anode microstructure. Hierarchically oriented pores/
channels in the anode lead to a low interfacial polarization
resistance and consequently high cell power output. The
method to fabricate a dense thin film on a hierarchically
oriented porous substrate developed in this study can have
broad applications in fuel cells and gas separation membranes.
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