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Tailoring gadolinium-doped ceria-based solid
oxide fuel cells to achieve 2 Wem ~ 2 at 550 °C

Jin Goo Lee!, Jeong Ho Park! & Yong Gun Shul'

Low-temperature operation is necessary for next-generation solid oxide fuel cells due to the
wide variety of their applications. However, significant increases in the fuel cell losses
appear in the low-temperature solid oxide fuel cells, which reduce the cell performance. To
overcome this problem, here we report Gdg;Cep90105-based low-temperature solid oxide
fuel cells with nanocomposite anode functional layers, thin electrolytes and core/shell fibre-
structured BagsSrgsCog gFeg 203 5-Gdg1CepoOq95 cathodes. In particular, the report
describes the use of the advanced electrospinning and Pechini process in the preparation
of the core/shell-fibre-structured cathodes. The fuel cells show a very high performance of
2Wcem~2 at 550°C in hydrogen, and are stable for 300h even under the high current
density of 1A cm ~2. Hence, the results suggest that stable and high-performance solid oxide
fuel cells at low temperatures can be achieved by modifying the microstructures of solid oxide
fuel cell components.
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ow-temperature solid oxide fuel cells (LT-SOFCs) have

attracted significant attention because of their potential

long-term stability, shorter start-up times and economic
competitiveness for a large number of applications, such as small-
scale portable devices, auxiliary power units for automobiles and
large distributed power generation systems!™. However,
significant increases in the fuel cell losses, especially ohmic and
activation losses, appear in the LT-SOFCs, which reduce the cell
performance. The ohmic and activation losses are mainly due to
oxygen ion transport through the electrolyte and the slow
reaction kinetics on surfaces of the electrodes, respectively. The
approaches to reducing such losses at low temperatures can be
easily found in the equations for forward current density and
ohmic resistance®: using electrolyte materials with fast ionic
conductivity at low temperatures, reducing electrolyte thickness,
increasing the reactant concentration and the number of possible
reaction sites and decreasing the activation barrier.

A number of electrolyte materials have been developed to reduce
ohmic resistance at low temperatures. Among these materials,
ceria-based materials, especially gadolinium-doped ceria (GDC),
have been considered strong candidates for LT-SOFC electrolytes
due to their high ionic conductivity at intermediate and low
operating temperatures. However, the ceria-based electrolyte can
introduce electronic conduction by partially reducing CeO, to
CeO,_; at low oxygen partial pressures, which restricts the
reduction of the electrolyte thickness’~. For that reason, studies on
the fabrication of thin electrolytes have focused on yttria-stabilized
zirconia, which has been widely used as an electrolyte material at
high temperatures, rather than the ceria-based electrolytes!®-13,
When using the thin ceria-based electrolytes, buffer layers should
be applied to protect the materials from reduction by preventing
contact with the reducing gas'*!°. The former often uses expensive
deposition devices, such as pulsed laser deposition!? that many
researchers have chosen to prepare the thin film, and the latter
requires complex cell fabrication processes and has the possibility
of thermal expansion mismatch between the GDC and the buffer
layers. The dip—coating method is one of the most cost-effective
wet-coating processes'®~18, but accurate thickness control and thin
layer fabrication are limited. Accordingly, we attempted to deposit
the GDC thin electrolyte by controlling the compositions of the
electrolyte slurries in the dip-coating method in order to reduce the
ohmic loss.

To reduce the activation loss, the number of possible reaction
sites has been increased by modifying the electrode microstruc-
tures or by introducing anode functional layers (AFLs). An AFL
has been applied to the anode side for the purpose of increasing
triple phase boundary (TPB) sites where reactants, electrolyte and
catalyst are in contact!>??. In the cathode part, the perovskite-
type materials, such as SmgsSry5CoO;_s (SSC)?!  and
Lag ¢Sr0.4Co; _ Fe,O5 _ 5 (LSCF)?* have been mainly used for
low-temperature operation. Shao and Haile recently reported
Ba 551y 5Cop sFep 03 _ s (BSCF) as a new cathode material for
LT-SOFCs?%, and as a consequence, a number of studies have
focused on the physical and electrochemical properties of the
BSCF cathode depending on its microstructure and composition,
as the reaction kinetics on the surface of inorganic materials are
specific to their compositions and configurations?*~33, In recent
years, we confirmed that the nanocomposite Ni-GDC AFL3* and
the core/shell fibre structured BSCE-GDC cathode have positive
influences on the cell performance at low temperatures. In
particular, the advanced electrospinning & Pechini (AE&P)
process to fabricate the inorganic core/shell fibres is described
here by preparing the core/shell-fibre-structured BSCF-GDC
cathode, which has many advantages, such as direct use of
inorganic particles including ceramic oxides as precursors,
decreased shrinkage rate of the mats, simplification of the
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entire electrospinning process and time saving in the preparation
of inorganic fibres.

Despite the numerous studies on each part (anode, cathode
and electrolyte), high-performance LT-SOFCs, especially ceria-
based LT-SOFCs**738, have been rarely reported with few
exceptions: Wachsman et al.* reported 2Wcm ~2 at 650°C in
a cell with an Erg4Bi; 603-Gdg.1Ce 901 95 bilayer and a bismuth
ruthenate bismuth oxide (BRO7-ESB) composite cathode, Yan
et al. reported ~1W cm ~2 maximum power density at 550 °C
using a LagoSrg1GagsMgp,03_5 (LSGM) electrolyte with a
CepsSm,0,_ 5 (SDC) buffer layer39 and Choi et al* and
Park et al.*! recently reported over 1.2 W cm ~ 2 at 550 °C in a cell
with a PrBag sSry5Co; sFeq 505 5 (PBSCF05) cathode. Here, we
report an original cell design, the core/shell-fibre-structured
BSCF-GDC cathode | thin GDC electrolyte | nanocomposite
Ni-GDC AFL | Ni-GDC anode fuel cell to achieve high and stable
performance  GDC-based LT-SOFCs. The GDC-based
LT-SOFCs exhibit an outstanding performance of approxi-
mately 2Wcem 2 at 550°C, which is stable for 300h even
under the high current density of 1Acm ™2 (Supplementary
Figure 1 represents the apparatus for anode-supported cell tests in
this study). As a result, it demonstrates that modifying the
microstructures of solid oxide fuel cell components is necessary
for low-temperature operation, and the GDC-based LT-SOFCs
with the nanocomposite AFL, thin electrolytes and core/shell fibre
structured BSCF-GDC cathodes can be promising to achieve the
high and stable performance at low temperatures.

Results

BSCF-GDC core/shell fibres. We have developed the fibrous
cathode via the advanced electrospinning (AE). In our previous
study, the electrospun Lag ¢Srg 4Cop 2Feq g-Gdg 1Ce 90195 (LSCE-
GDC) cathode with the well-connected fibrous networks and the
high porosity reduced the activation loss, decreasing the resis-
tances with respect to charge transfer, oxygen surface exchange
and gas diffusion*>*4, To upgrade the fibrous cathode, we
recently developed the core/shell fibre structured BSCF-GDC
cathode via the AE&P process. Figure 1 shows the whole
processes for the fabrication of the BSCF-GDC core/shell fibres
via the AE&P process, including their optical and scanning
electron microscopy (SEM) images. In the first step, the
electrospun PVP-BSCF mixtures formed hair-like nanowires
(Fig. 1a). The diameter of the nanowire was about 100 nm, which
was tangled over one another to produce a fine web (Fig. 1b). The
sol-gel-derived electrospun mats typically show significant
shrinkage as indicated by the yellow dot box in Fig. 1c, which
limits the application of ceramic nanowires by generating strong
stress during the calcination process*’. However, the BSCF core
fibre mats rarely shrank during the calcination at 500 °C, and the
fibrous shape also remained in the calcined BSCF core fibres
(Fig. 1d). Besides, Pechini synthesis (Fig. le) for covering the
BSCF core fibres with the GDC nanoparticles is accompanied
with vigorous stirring and weak explosion, but Fig. 1f clearly
shows that the BSCF-GDC core/shell fibres calcined at 600 °C still
retain the fibrous shapes. The formation of the BSCF-GDC core/
shell fibres via the AE&P process can be conjectured based on
the following: (1) as-synthesized core/shell fibres had only
the perovskite structures corresponding to the BSCF, while the
perovskite structures of the BSCF as well as cubic fluorite
structures of the GDC appeared after calcination at 600°C
(Fig. 2a) and (2) the difference in the weight losses between the
BSCF core fibres (10%) and the BSCF-GDC core/shell fibres
(20%) could be mainly caused by the polymers included in the
GDC shell particles (Fig. 2b). More specific confirmation of the
core/shell fibre structures is discussed in the next section.
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Figure 1| Fabrication and scanning electron microscopy (SEM) images of the BSCF-GDC core/shell fibre (a), advanced electrospinning step

based on dispersed particles and an optical image of the as-electrospun Bag 5Srg5Cog.gFeo. 203 _ 5 (BSCF) core fibre, (b), SEM image of the as-electrospun
BSCF core fibre (the inset represents the SEM image at high magnification), scale bars, Tum and 100 nm (inset), (c), colour photograph of the BSCF
core-fibre mats calcined at 500 °C, (d), SEM image of the BSCF core fibres calcined at 500 °C, scale bar: 10 um, (e), flow chart of Pechini step, (f), SEM
image of the Bag sSro5C0op.gFeq 203 _ 5-Gdo1Cep 90195 (BSCF-GDC) core/shell fibres calcined at 600 °C after Pechini step, scale bar, 10 um.

Confirmation of the core/shell fibre structures. The BSCF-GDC
core/shell fibre structures were confirmed by using SEM and
high-resolution transmission electron microscopy (HRTEM) as
shown in Fig. 3. The BSCF core fibre was approximately 1 pm in
diameter, and BSCF particles with 100-200-nm size were closely
connected to each other to form the fibres (Fig. 3a). After the
covering process, the diameters of the fibres slightly increased to
1.2-1.5 pm, which could be caused by the polymeric Gd and Ce
nanoparticles surrounding the BSCF core fibre (Fig. 3b). Com-
pared with the BSCF core fibre in Fig. 3a, the fibres in Fig. 3b had
smoother surfaces. The pores existing between the linked BSCF
particles in the core fibres would be filled by the synthesized
polymeric nanoparticles, which can demonstrate that the poly-
meric nanoparticles were wrapped up around the core fibres.
Figure 3c shows the polymeric Gd and Ce nanoparticles around
the BSCF fibre cores were decomposed and changed into the
metal oxide, GDC, after calcination at 600°C. Small pores
appeared again on the surfaces of the BSCF core fibre, and the
fibre thickness also decreased after the decomposition of the
polymers. To precisely observe the pores and the morphologies of
the BSCF-GDC core/shell fibres in Fig. 3¢, magnified SEM images
were collected using energy-dispersive X-ray spectroscopy (EDX)
point measurements (Supplementary Fig. 2 and Supplementary

Table 1), which clearly show that the GDC nanoparticles tightly
covered the BSCF fibre core. The EDX point measurement
indicated not only the elements in the BSCF fibre core but also
the Gd and Ce elements, which supports the above discussion.
Considering the fibre cores were prepared using BSCF particles,
the existence of Gd and Ce elements on the fibre means the GDC
nanoparticles cover the BSCF core fibre. Furthermore, the
amount of each element corresponded to the stoichiometric ratio
of Bag 5Sry5C0.sFep,03_ s and GdyCepo0; 05 at the time the
materials were fabricated and synthesized. Figure 3d-g show
transmission electron microscopy (TEM) and HRTEM images of
the BSCF-GDC core/shell fibre after calcination at 600 °C. The
BSCF-GDC core/shell fibre had a diameter of 1 um, which was
similar to the size observed in the SEM images (Fig. 3d). Figure 3e
shows the HRTEM image obtained from box 1 in Fig. 3d, which
clearly shows that the bright nanoparticles were attached around
the dark fibre core. Figure 3f,g show the magnified image from
box 2 in Fig. 3e and the electron diffraction image obtained from
Fig. 3f. The bright nanoparticles had a d-spacing value of
approximately 2.6A. The electron diffraction patterns and
Debye-Scherrer rings of the bright nanoparticles can be con-
sistentlg indexed as those of GDC with a cubic fluorite struc-
ture®’, which demonstrates that the bright GDC nanoparticles
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Figure 2 | X-ray diffractometre (XRD) patterns and thermogravimetric
analysis (TGA)/differential scanning calorimeter (DSC) curves of the
BSCF-GDC core/shell fibre. (a), XRD patterns of the BagsSrgs5Cog g
Fep.203 _ 5-Gdp1Cen.901.95 (BSCF-GDC) core/shell fibres before and after
calcination at 600 °C, and (b), TGA/DSC curves of the BSCF core fibres and
BSCF-GDC core/shell fibres obtained before the calcination process. The
TGA/DSC was measured in a temperature range from 100 to 1,000 °C

in air atmosphere.

attached around the BSCEF fibre core and the core/shell fibres can
be prepared simply via the AE&P process without their structures
collapsing during the process.

Symmetrical cell tests on the core/shell fibre electrodes. The
conventional and core/shell fibre structured BSCF-GDC electro-
des were applied to the symmetrical cells. The electrode thick-
nesses were approximately 10 pm in both cells (Supplementary
Fig. 3). First, Fig. 4a shows that good linearity of the area-specific
resistance (ASR) of the cathodes versus the reciprocal tempera-
ture was observed over the operating temperature range from 450
to 600°C, and the derived activation energies were ~105 and
~114kJmol ~! in the core/shell fibre-structured BSCE-GDC
cathode and the conventional BSCF-GDC cathode, respectively,
which are almost similar to the oxygen surface exchange step
(113 £ 11k mol ~ 1)23. This result suggests that oxygen surface
exchange is still the rate-limiting step at low temperatures in both
electrodes. The cathode ASR was determined from raw
impedance plots, where the high-frequency offset is due to the
electrolyte resistance and the radius of the impedance arc is due
to the cathode resistance. The ASR of the core/shell fibre
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structured BSCF-GDC cathode is noticeably lower than that of
the conventional BSCF-GDC cathode: 0.552Qcm? at 550 °C in
the core/shell fibre-structured cathode and 1.115Qcm? at the
same temperature in the conventional cathode (Fig. 4b). The
results are much higher than the ASR (~0.19 Q cm? at 550 °C on
about 20 um-thick electrodes) reported by Shao and Heile??, but
it may result from the thinner electrode thickness (~ 10 pm) in
both cells?>*8, Table 1 shows the comparison of the ASRs and
summit frequencies between the two electrodes at different
temperatures, obtained from the raw impedance spectra in
Supplementary Fig. 4. The cathode ASRs for both types of the
electrodes were greatly increased from 500 °C. We believe that it
is largely associated with the nature of the BSCF material.
However, the limit of this material property was improved by the
structural modification in this study. The ASRs of the
conventional BSCF-GDC electrode were changed from 1.115 to
3.361 Q cm? and from 3.361 to > 12,000 Q cm? with a decrease in
the temperature from 550 to 500 °C and from 500 to 450 °C,
while the ASRs of the BSCF-GDC core/shell fibre electrode
decreased from 0.552 to 1.284Qcm? and from 1.284 to
4.717Qcm? with decreases in the temperatures from 550 to
500°C and from 500 to 450 °C, respectively. Shao and Haile??
reported that increase in the area over which the surface exchange
could occur, for example, an increase in the cathode thickness
results in decreases in the ASR without a change in the activation
energy. Despite the same thickness of both electrodes
(Supplementary Fig. 3), a significant decrease in the ASR of the
core/shell fibre-structured BSCF-GDC cathode demonstrates that
the area over which the surface exchange occurs can be
significantly increased by the core/shell fibre structures
modified in this study. Furthermore, low-frequency
contributions with respect to the oxygen surface exchange
occur in both electrodes, which support the claim that the core/
shell fibre electrodes with lower ASR have better oxygen surface
exchange kinetics. Here, two contributions to this improvement
can be largely expected: large specific surface area and
morphological characteristics of the core/shell fibre-structured
BSCF-GDC cathode. Figure 4c,d certainly prove the former,
indicating the larger specific surface area (Sggr) of 1.697 m? g~ !
in the BSCE-GDC core/shell fibres than the Spgr of 0.667 m? g 1
in the conventional BSCF-GDC particles (Supplementary Fig. 5).
The latter can be explained using the SEM images that
correspond to the schematic diagrams of both the particle and
core/shell fibre electrodes in Fig. 4c,d. The differences in the
microstructures between the conventional and core/shell fibre
BSCE-GDC electrodes are clearly shown in the insets from
Fig. 4c,d. For the conventional BSCF-GDC electrode, the GDC
particles with 100-200nm sizes were irregularly and sparsely
attached to the large BSCF particles with 500-800nm sizes
(Fig. 4c¢). In addition, the GDC particles that support oxygen ion
transfer should be attached to the BSCF particles, but they were
coupled not only to the BSCF particles but also to the GDC
particles. This combination of GDC particles may degrade the
cathodic properties of the BSCF-GDC electrode. Interestingly, the
core/shell fibre-structured BSCF-GDC electrode via the AE&P
process maintained their core/shell fibre structures even after
application in the electrode (Fig. 4d). The GDC shell particles
with regular 100-nm sizes were uniformly attached around the
BSCF fibre cores with diameters of approximately 1um. The
BSCF fibre cores act as the primary structure for transferring
electrons and oxygen ions by being closely connected. The GDC
shell nanoparticles play a role in facilitating oxygen ion transfer
because they are attached to the BSCF fibre cores. In addition, the
homogeneous distribution of the GDC shell particles on the BSCF
core fibres may promote oxygen ion transfer from the BSCF core
fibres and the neighbour GDC nanoparticles to the electrolyte.
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Figure 3 | Scanning electron microscopy (SEM) images including schematic diagrams and high-resolution transmission electron microscopy
(HRTEM) images. (a), SEM image of the Bag sSrg5Cog gFen 03 _ 5 (BSCF) core fibre after calcination at 500 °C, (b), SEM image of the BagsSro s

Coo gFe0.203 _ 5-Gdo 1Cen.901.95 (BSCF-GDC) core/shell fibre right after polymeric synthesis, and (¢), SEM image of the BSCF-GDC core/shell fibre
after calcination at 600 °C, scale bar, Tum (a, b and ¢). (d), transmission electron microscopy (TEM) image of the BSCF-GDC rod with different brightness,
displaying the shape characteristics of the fibres, scale bar, Tum, (e), HRTEM image from box 1 in d, showing the bright Gdg1Ceo.901.95 (GDC) shell
particles attached to dark BSCF core fibres, scale bar, 10 nm, (f), HRTEM image from box 2 in e, showing the random arrangement of the GDC lattices, scale

bar: 5nm, and (g), the electron diffraction pattern from f.

Table 1 | Symmetrical cell tests.

Types Temperature ASRs Summit
(°C) (Qem 2 frequency (Hz)

Particle 600 0.462 25.10
550 M5 4.49
500 3.361 1.06
450 >12 <0.10

Core/shell fibre 600 0.224 55.37
550 0.552 19.93
500 1.284 7.68
450 4717 1.58

ASR, area-specific resistance.

The ASRs and summit frequencies of the symmetrical cells with the Bag sSro5Cog.gFen 203 _ 5~

Gdo1Cep.00195 (BSCF-GDC) particle electrodes and with the BSCF-GDC core/shell fibre

electrodes at different temperatures.

This schematic diagram corresponds well to the SEM images of
the core/shell fibre-structured BSCF-GDC electrode in Fig. 4d.
Further analysis of the ASRs in the BSCF-GDC core/shell fibre
electrode and LagSrg4Cog,Fens0s — 5-Gdg1Cep 90195 (LSCF-

GDC) single-fibre electrode is represented in Supplementary
Discussion with Supplementary Fig. 6 and Supplementary Table 2.

First- and second-generation GDC-based LT-SOFCs. On the
basis of the improved electrochemical properties of the core/shell
fibre-structured BSCF-GDC cathode, we prepared two types
GDC-based LT-SOFCs: first generation—the core/shell fibre
structured BSCF-GDC (~24um) | GDC (~9pm) | Ni-GDC
(800 um) fuel cell (Fig. 5a) and second generation—the core/
shell-fibre-structured BSCF-GDC (~30pum) | GDC (~5um) |
nanocomposite Ni-GDC AFL (~10pm) | Ni-GDC (~ 800 um)
fuel cell (Fig. 5b). As shown in Fig. 5a,b, the core/shell fibre-
structured BSCF-GDC cathode via the AE&P process was
reproducible in terms of their structures. The first and second
generation cells were 0.908 and 0.923 V in the open circuit voltage
(OCV), which is acceptable for GDC-based cells (Fig. 5c).
Compared with approximately 0.65-0.7 W ¢cm ~ 2 at 550 °C based
on Ni-SDC | SDC (20 um) | BSCF cells reported by Shao and
Haile?> and 0.86 W cm ~2 at 550 °C based on Ni-GDC | GDC
(10 um) | sol-gel-derived BSCF cells reported by Liu et al.>!, the
maximum power densities were dramatically increased in both
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Figure 4 | ASR of the symmetrical cells under air. (a), ASR of the conventional and core/shell fibre Bag sSro5C00.gFe0203 _ 5-Gdo1Cen 00195 (BSCF-
GDC) electrodes as a function of temperature, and (b), a typical impedance spectrum, as obtained from the two electrodes with a thickness of about 10 pm,
symmetrical cell at 550 °C (raw impedance data have been multiplied by the cathode area, 0.785 cm?, so that the cathode ASR corresponds directly to the
diameter of the arc associated with the cathode response). Surface scanning electron microscopy (SEM) images of the electrodes applied to the
symmetrical cells: (¢€), conventional BSCF-GDC particle electrode (the inset represents the SEM image at low magnification), scale bars, 100 nm and Tum
(inset), and (d), the core/shell fibre structured BSCF-GDC electrode (the inset represents the SEM image at low magnification), scale bar: 100 nm

and 1pm (inset). The corresponding schematic diagrams of the electrochemical reactions on the BSCF-GDC particle electrode and the BSCF-GDC
core/shell fibre electrode: fast oxygen ion transfer from the electrode into the electrolyte occurs in the BSCF-GDC core/shell fibre electrode due to
well-distributed Gdg1Cep.901.95 (GDC) particles and well-connected BSCF-GDC core fibres, while the BSCF-GDC particle electrode may suffer from the
slow oxygen ion transfer due to random distribution of the GDC and BSCF particles.

first and second generation cells, showing 1.14 and 1.97 W cm ~2

at 550°C, respectively. The first generation cell had an
approximately 9-pm-thick electrolyte, which is similar to the
thickness in the study of Liu et al!. The fact that, despite the
similar electrolyte thickness, higher peak power densities
appeared in the first generation cell substantiates the improved
performance of the core/shell fibre cathode in terms of oxygen
surface exchange. In particular, the second generation cell is
worthy to note that the cell performance of approximately
2Wcem ~2 at 550°C has not been reported yet for LT-SOFCs
fabricated using cost-effective and straightforward processes.
Furthermore, the cell performance of 0.84 W cm ~ 2 at 450 °C in
Table 2 and Supplementary Fig. 7 can match the three-
dimensional nanostructured bilayer solid oxide fuel cell with
13Wem~2 at 450°C via atomic layer deposition recently
reported by An et al'*. The marked difference in the peak
power density between first and second generation cells can be
explained from Fig. 5d. First, ASRypmic of the second generation
cell was significantly decreased from 0.11 to 0.05Qcm? by the
reduction of the electrolyte thickness from 9 to 5um. Although
Steele reported that the minimum thickness for dense
impermeable films is approximately 10-15pm in terms of
reliable mass production using relatively cheap ceramic
fabrication routes’, in this study, it was possible to obtain only
5-pm-thick electrolyte using the cost-effective dip-coating process
for reliably mass production. The helium permeability of the

GDC thin film was 2.06 x 10 ~? molm ~2s~ ! Pa~! at 0.25 Mpa
(Supplementary Fig. 8), which indicates that the film is
sufficiently gas tight as the SOFC electrolyte?®. Second, as
shown in the SEM images (Fig. 5b), the nanocomposite AFL of
the second generation cell would reduce the ASRejectrode (the sum
of the anode and cathode contributions) from 0.059 to
0.043Qcm? at 550°C, based on the contribution of the core/
shell fibre BSCF-GDC cathode as referred to earlier. The positive
effects of the nanocomposite AFL on the electrochemical
properties in the anode side were already described in our
previous study>%. Moreover, we could avoid the constriction effect
that makes the actual ohmic resistance higher than the calculated
one based on the electrolyte thickness by controlling the AFL
thickness. Considering the constrictions within the flow of
current through the electrolyte occur at the triple phase
boundary at the electrode-electrolyte interface and create the
competition between mass and electronic transport losses®*>3, in
our previous study, the constriction resistance could result from
the 23-pm-thick and dense nanocomposite AFL (ASRgpmic:
0.11Qcm? on the 7-um-thick electrolyte) that can limit the
mass transport in the anode side. Thus, we attempted to reduce
the AFL thickness, and consequently, the reduction in the AFL
thickness into 10 pm (ASRopmic: 0.05Q cm? on the 5-pm-thick
electrolyte) was effective for preventing the constriction effects.
The difference in the cathode thickness may also have influences
on the ASRgctrodes but it cannot be exactly confirmed in this
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Figure 5 | Scanning electron microscopy (SEM) images and performances on the first and second generation cells. (a), SEM image of the first
generation cell in configuration of the core/shell fibre structured Bap sSro.5Coo.gFe0.203 _ 5-Gdo1Cep. 90105 (~24um) | Gdp1Cep 90105 (~9um) |
Ni-Gdo 1Ce0.901.95 (800 um), Scale bar, first generation cell image—10 um and core/shell fibre image—100 nm, (b), SEM image of the second generation
cell in configuration of the core/shell-fibre-structured Bag sSro.sCoo.gFe0 203 5-Gdo1Cep.901.95 (~30um) | Gdo1Cep.901.95 (~5um) | nanocomposite
Ni-Gdo1Cen.901.95 anode functional layer (AFL) (~10 um) | Ni-Gdg1Cep 90195 (~800 um), Scale bar, second generation cell image—10 um, AFL
images—1pum (top) and 100 nm (bottom), core/shell fibre images—10 um (left) and 100 nm (right), and electrolyte image—1pum, (c), cell voltage and
power density as functions of current density and (d), a typical impedance spectrum measured under open circuit conditions. The tests were carried
out at 550 °C. Air was supplied to the cathode (300 mImin~") and H, was supplied to the anode (80 mlmin~—T).

Table 2 | Single-cell tests.

Sample Temperature OCV Maximum  Ohmic Electrode

(§9) (V)_ power resistance resistance
density (Qecm?) (Qcm?)
(Wem—2)

Second- 600 0.86 21 0.03 0.016

generation 550 0.92 1.97 0.05 0.043

GDC-based 500 0.96 1.58 0.07 0.069

LT-SOFC 450 0.99 0.84 0 0.195

LT-SOFC, low-temperature solid oxide fuel cell; OCV, open circuit voltage.

Performance obtained from the core/shell fibre-structured Bag sSrosCoggFeq 203 _ s-

Gdp1Cep 90195 (BSCF-GDC; ~30um) | Gdo1Ceo 90195 (GDC; 5um) | nanocomposite Ni-
Gdo1Cep 90195 anode functional layer (AFL; ~10 um) | Ni-Gdg 1Ce 90195 (~800 um) fuel cell
at different temperatures.

study due to the different cell configurations between the first and
second generation cells. However, we assume that the AFL
contributions to decrease in the electrode resistance may be offset
by increase in the resistance of the thick cathode because a slight
drop in the ASRgectrodes despite the nanocomposite AFL and
thicker cathode from 24 to 30 pm (Fig. 5a,b), occurred in the
second generation cell. Sasaki et al.*® reported that the cathode
thickness more than about 25 um increased both the ohmic and
electrode resistance, which can support our assumptions.
Therefore, the optimization of the BSCF-GDC cathode

thickness should be required to achieve higher performance
than our present results.

Reproducibility and durability of the GDC-based LT-SOFC.
Figure 6a-d show the results of the multiple cell tests to
confirm the reproducibility of the GDC-based LT-SOFCs.
The peak power densities were about 1.705 + 0.405, 1.562 + 0.405,
1.192+0.391 and 0.655+0.185Wcm 2 at 600, 550, 500
and 450 °C, respectively (Fig. 6a). The ASRsqpy;c Were approxi-
mately  0.046+0.01, 0.060£0.006, 0.079£0.008 and
0.118 £0.008 Qcm? at 600, 550, 500 and 450°C and the
ASRSjectrode Were approximately 0.035+0.019, 0.061 +0.018,
0.129£0.060 and 0.314+0.119Qcm? at 600, 550, 500 and
450 °C, respectively (Fig. 6b). The majority of the cells showed
approximately 1.7-1.9 W cm ~ 2 of the maximum power density
at 550 °C, but one or two tests produced large deviations, which
could be attributed to the low OCV (0.84-0.85V at 500 °C).
Although the OCV should increase with a decrease in the
operating temperature, the OCVs of the cells barely increased
with the decrease in the temperature, which agrees with the
results reported by Ding et al>* 0.85V (2 um) and 0.96 V (4 pm)
at 500 °C. Most of the cells had uniform and thin electrolytes with
a thickness of 5-6 pm, but undesired dents appeared in the low
OCV cells. The section where the electrolyte subsided was only
3pum in thickness (Supplementary Fig. 9). The raw I-V curves
and impedance spectra obtained from the typical five times cell
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Figure 6 | Reproducibility and durability of the GDC-based LT-SOFC. Performance obtained from the core/shell-fibre-structured

Bao 5Sr0.5C00.8Fe0 203 _ s-Gdo1Cep.901.95 (~30 um) | Gdo1Cep 90195 (~5um) | nanocomposite Ni-Gdg 1Ceq.904.95 anode functional layer (~10 um) | Ni-
Gdp1Cep.901.95 (~800 um) fuel cell at different temperatures. Air was supplied to the cathode (300 ml min~") and H, was supplied to the anode

(80 mImin—T). (@), OCVs and maximum power densities as a function of temperature on the multiple cell tests (Error bars indicate s.d. of the results based
on the multiple tests under the same conditions.) (b), ohmic and electrode ASRs as a function of temperature on the multiple cell tests (Error bars
indicate s.d. of the results based on the multiple tests under the same conditions.) (¢), cell voltage and power density as functions of current density in the
five times multiple tests at 550 °C, (d), impedance spectra on the five times multiple tests at 550 °C under open circuit conditions, and (e), short-term
test at 550 °C. Air was supplied to the cathode (250 mImin~"), and H, was supplied to the anode (60 mlmin~7).

tests clearly prove that the GDC-based LT-SOFCs had the
reproducible  performance at 550°C, showing about
1.8+01Wem~2 (a margin of error of about only 5%) in a
maximum power density and about 0.058 % 0.004Q cm?
and 0.051%0.008Qcm? in the ASRsypmic and ASRSecctrode
respectively (Fig. 6c,d). For that reason, we believe that the
high-performance GDC-based LT-SOFCs are reproducible in
this study.

A short-term test was carried out on the GDC-based LT-SOFC
to verify the durability and the structural stability. On the basis of
the high maximum power density at low temperatures, a high
current density of 1Acm ™2 was applied to the GDC-based
LT-SOFC. Figure 6e shows the stability of the GDC-based
LT-SOFC at a current density of 1 A cm ~ 2 starting at 0.756 V for
approximately 250h and, thereafter, at a current density of
0.5 A cm ~ 2 starting from 0.776 V for the next 50 h. Considering
that the unmodified GDC-based cells commonly show 0.7V at
0.3-0.4 A cm ~ 2, the tailored GDC-based LT-SOFCs can reduce
the number of unit cells required for SOFC stacks, which would
be beneficial for the auxiliary power units in automobiles. The
voltage degradation was approximately 5.6% over 250h with a
degradation rate of 0.00017 Vh ~!. Hagen et al.>® reported that
the voltage degradation was fairly linear at lower current
densities, and it was more exponential at higher current
densities. However, although the high current density of
1 Acm ™~ 2 was applied, the GDC-based LT-SOFC was stable for
the tested time period of approximately 250 h. Compared with the
voltage degradation rates between the applied current densities of

8

1 and 0.5A cm ~2, less voltage degradation occurred under the
latter conditions. The voltage degradation at 0.5Acm ~2 was
approximately 0.6% over 50h with a degradation rate of
0.00010 Vh~ 1. These results show that stable and high
performance at low temperatures can be obtained using the
GDC-based LT-SOFC in a configuration of the core/shell
fibre-structured BSCF-GDC cathode | GDC electrolyte (5um)
| nanocomposite Ni-GDC AFL | Ni-GDC anode.

In summary, the GDC-based LT-SOFC in configuration of the
core/shell fibre-structured BSCF-GDC cathode (~30pum) | GDC
electrolyte (5pm) | nanocomposite Ni-GDC AFL (~10 um)
|Ni-GDC anode (~ 800 Lm) was prepared, which showed a high
performance of approximately 2 W cm ~ 2 at 550 °C in hydrogen.
It could be attributed to the decrease in both the ohmic loss and
the activation loss, resulting from a combination of the thin GDC
electrolyte, the nanocomposite AFL and the core/shell fibre-
structured BSCF-GDC cathode. The GDC thin electrolyte was
successfully deposited on the AFL using the cost-effective dip-
coating method. The nanocomposite AFL and the core/shell-
fibre-structured BSCF-GDC cathode had reproducible structures.
Particularly, the core/shell-fibre-structured BSCF-GDC cathode
via the AE&P process significantly reduced the activation losses at
low temperatures. Nearly all the tailored GDC-based LT-SOFCs
were reproducible and stable for 300h even under the high
current density of 1Acm ™2 These results allude to the
possibility that the stable- and high-performance LT-SOFCs can
be achieved simply by modifying the microstructures of the SOFC
components based on the traditional cell configurations.
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Therefore, we suggest that the original cell design of the core/
shell-fibre-structured BaQ.ssr0.5C0048F60‘203 _ 5-Gd0‘1C60‘901.95
cathode | thin Gdy;Cep 90,95 electrolyte | nanocomposite Ni-
Gd1Ce901.95 AFL | Ni-Gdg1Ce 901 95 anode can not only be a
good guide for the fabrication of stable and high-performance
LT-SOFECs but also benefit the development of the LT-SOFCs.

Methods

Nanocomposite Ni-GDC AFL. Nanocomposite Ni-GDC AFL powders were
prepared using the Pechini**. The AFL powders (10 g) calcined at 600 °C were
ball-milled with EFKA 4340 (0.4 ml) as a dispersant in a mixed toluene/isopropyl
alcohol (IPA; 100 ml) for 12h. Thereafter, Di-n butylphthalate (2ml) as a
plasticiser, Triton-X (0.4 ml) as a surfactant and polyvinyl butyral (0.5g) as a
binder were added to the suspension, and then the AFL slurry was ball-milled
for 24 h.

GDC thin electrolyte. To reduce the GDC electrolyte thickness through a
dip-coating process, we manipulated the compositions of the electrolyte slurries.
Commercial Gdy;Ce 90,95 powders with surface areas of 10-14 m? g land
particle sizes (d50) of 0.1-0.4 pm (GDC, Fuel cell materials) were used as an
electrolyte material. The GDC powders were ball-milled with EFKA 4340 as a
dispersant in a mixed toluene/IPA for 12h. Next, Di-n butylphthalate as a plas-
ticiser, Triton-X as a surfactant and polyvinyl butyral as a binder were added to the
suspension, and then the GDC slurry was ball-milled for 24 h. The slurries 1, 2 and
3 were different in the amount of the GDC powders and toluene/IPA solvent
(Supplementary Table 3). The viscosities of the slurries decreased with a decrease in
the amount of the GDC powder, reaching approximately 5.3+ 0.1, 2.5+ 0.1 and
2.3%0.1cP at 100 r.p.m. in slurries 1, 2 and 3, respectively (Supplementary Fig. 10).
The dip-coating process was carried out on the anode supports without the AFL.
When slurries 1, 2 and 3 were used in the dip-coating process, the GDC electrolyte
thicknesses were approximately 13, 7 and 3 pm, respectively. The minimum
thickness throughout the dip-coating process was approximately 3 pm. However,
the electrolytes of the GDC-based LT-SOFCs were fabricated using slurry 2

due to the obscurity of the interface between the 3-um-thick electrolyte and the
anode support.

BSCF fibre cores. The advanced electrospinning based (AE) on dispersed parti-
cles, which was developed in our previous research®3, was carried out in this study.
Bay 5Srp 5Cog gFep .03 — s powder (Kceracell, Sppr = 5-10 m? g 1 PSD (d50) =0.3-
0.6 um) and poly vinyl pyrrolidine (PVP yerage & 1,300,000, Sigma Aldrich) were
mixed in ethanol under vigorous stirring for 1h. The weight ratios of PVP to
ethanol and PVP to the BSCF powders were 1:10 and 1:1, respectively. The
viscosity of completely dissolved PVP/ethanol solution was 100-150 cP. The
viscous suspension for electrospinning was injected using a syringe with a thin
needle (30 G, 0.15 mm inner diameter) at a constant rate of 30 pl min ~ 1 An
electric field of 15kV was applied between a collector and needle tip, sustaining a
temperature of 20 °C and humidity of 35%. The PVP-BSCF nanowires were
calcined at 500 °C for 6h in an air atmosphere at a heating rate of 1°Cmin L.

BSCF-GDC core/shell fibres. The BSCF-GDC core/shell fibres were prepared
using the Pechini method. Gd(NO3); - 6H,O (Sigma Aldrich) and Ce(NO;); - 6H,0
(Sigma Aldrich) were used as metal precursors. First, Gd(NO;); - 6H,0 and
Ce(NO3); - 6H,O were dissolved in distilled water with molar fractions of 0.1:0.9.
After stirring for 3h at room temperature, citric acid (CA; Duksan) and ethylene
glycol (EG; Sigma Aldrich) were added into the solution containing the metal salts
(M) ([CA]/[M] =1 and [EG]/[CA] =4). The calcined BSCF fibre cores were added
into the GDC solution, and then vigorous stirring was carried out at 70 °C. The
weight ratio of the BSCF fibre cores to the GDC shell particles is 7:3. The polymeric
sol was burned out at 200 °C to obtain the BSCF-GDC core/shell fibres. The core/
shell fibres were calcined at 600 °C for 3 h. The core/shell fibre-structured
BSCF-GDC powders were fabricated to the cathode paste. To compare with

the BSCE-GDC core/shell fibre cathode in the symmetrical cell tests, the conven-
tional BSCF-GDC powders were prepared by ball-milling in ethanol with the
same weight ratio as the BSCF-GDC core/shell fibres. Bag 5Srg.4Cog sFeo 205 — 5
(Kceracell, Sppr = 5-10 m? g 1 PSD (d50) =0.3-0.6 um) powders and
Gdy1Cep501.05 (Rhodia, ULSA grade) powders with surface area of <10m?g~
and particle size (d50) of about 1 pum were used as the materials for the conven-
tional BSCF-GDC cathode. The conventional BSCF-GDC powders were fabricated
into the cathode paste.

1

Symmetrical cells. Gd,;Ce 40, 95 (Fuel cell materials) was used as an electrolyte
material. GDC powders were pressed under 98 MPa to form disk-like pellets
with diameters of 3.6 cm and thicknesses of 1.5 mm. The electrolyte supports were
sintered at 1500 °C for 5h. The BSCF-GDC core/shell fibre cathode and
conventional BSCF-GDC cathode pastes were coated on the both side of the
electrolyte surfaces by screen-printing method. All symmetrical cells were sintered
at 950 °C for 2h.

GDC-based LT-SOFCs. NiO (99%, J. T. Baker), Gdy;Ce 90, 95 powders (Rhodia,
ULSA grade; 60:40 by weight) and a carbon black (10 wt. % for the NiO-GDC
powder) were ball-milled in ethyl alcohol (99.9%, Duksan Pure Chemical) to
fabricate Ni-GDC anode supports. The NiO-GDC powders were dried at 80 °C for
24 h and pressed under 88 MPa. The disk-like NiO-GDC anodes with diameter of
3.6 cm and thickness of 1.5 mm were partially sintered at 1,100 °C for 3 h. The
nanocomposite AFL slurry was coated on the disk-like NiO-GDC anode supports
by dip-coating method to make the second generation cells. The dip-coating
process was carried out once for the AFL. The holding time is 15, and the velocity
at which the anode support layer was removed from the slurry is 1.6 mm s~ . The
anode supports with the AFL were sintered at 1,100 °C for 3 h. The prepared GDC
electrolyte slurry 2 was coated on the AFL using a dip-coating method, and then
the half-cells were fully sintered at 1500 °C for 3 h. The electrolyte coating was
carried out three times at the same condition as the AFL coating. The anode side of
the half-cells was polished to a thickness of 800 um. The core/shell fibre cathode
paste was coated on the electrolyte side of the half-cells using a screen-printing
method, and then the cells were sintered at 950 °C for 2 h. The first generation cells
were prepared by the same procedures as the second generation cells except the
AFL coating. The complete cells had approximately 800 um in the anode thickness
and 2.6 and 1 cm in the anode and cathode diameters, respectively.

Characterizations. The crystal structures of the BSCF-GDC core/shell fibres were
measured by X-ray diffractometer (Rigaku, Miniflex model) with Cu Ka radiation
at room temperature. The weight loss and heat flow of the BSCF-GDC core fibres
and BSCF core/shell fibres were detected in a temperature range from 100 to
1000 °C in air atmosphere by thermogravimetric analysis and differential scanning
calorimeter (Mettler Toledo, 1100 SF) before the calcination process. Field Emis-
sion Scanning Electron Microscopy (FE-SEM) (JSM-7001F) equipped with EDX
(FE-SEM, JEOL, JSM-7001F model) was used to observe the morphologies and
compositions of the BSCF-GDC core/shell fibres, the GDC-based LT-SOFC and
each component. Field emission transmission electron microscopy (FE-TEM or
HRTEM; JEOL, JEM 2100-F model) was used to distinguish the GDC shell
nanoparticles from the BSCF core fibres. The specific surface area of the BSCF-
GDC particles and core/shell fibres calcined at 950 °C for 2h were measured by
Brunauer-Emmett-Teller (BET) isotherm technique with nitrogen adsorption
using a surface area analyser (BELSORP mini-II, BEL Japan, Inc.). The symmetrical
cell tests were carried out between 450 and 600 °C under an air atmosphere. The
single-cell tests were also conducted between 600 and 450 °C under the following
conditions: air was supplied to the cathode (300 ml min ~ 1) and H, was supplied to
the anode (80 mlmin ~!). Pyrex ring and Pt paste were used as a sealant and
current collector, respectively. A FC Impedance metre (Kikusi, KFM 2030) and
versatile multichannel potentiostat (Biologic, VMP3B-10) were used for the elec-
trochemical analysis of the GDC-based LT-SOFCs. The impedance spectra were
measured in a frequency range from 0.1 to 1 MHz with signal amplitude of

10 mV 1, under open circuit condition. The short-term test was carried out at
550°C at a current density of 1 Acm ~2 and the following conditions: air was
supplied to the cathode (250 mImin ~!) and H, was supplied to the anode

(60 mImin ~1).

References

1. Singhal, S. C. The SOFC-XIII Satellite Seminar, SOFC Market and
Commercialization: overview, Okinawa 10 (2013).

2. Foger, K. The SOFC-XIII Satellite Seminar, Challenges in Commercialization of
Ceramic Fuel Cells Highly Efficient Residential Generator BlueGen in Europe,
Okinawa 10 (2013).

3. Kordesch, K. V. et al. Environmental impact of fuel cell technology. Chem. Rev.
95, 191-207 (1995).

4. Wachsman, E. D. et al. Lowering the temperature of solid oxide fuel cells.
Science 334, 935-939 (2011).

5. Brett, D. J. L. et al. Intermediate temperature solid oxide fuel cells. Chem. Soc.
Rev. 37, 1568-1578 (2008).

6. O’Hayre, R et al. Fuel Cell Fundamentals (John Wiley & Sons, New York, 2006).

7. Steele, B. C. H. & Heinzel, A. Materials for fuel-cell technologies. Nature 414,
345-352 (2001).

8. Haile, S. M. Fuel cell materials and components. Acta Mater. 51, 5981-6000
(2003).

9. Steele, B. C. H. Appraisal of Ce;,Gd,O,.y/, electrolytes for IT-SOFC operation
at 500 °C. Solid State Ionics 129, 95-110 (2000).

10. Su, P. et al. Solid oxide fuel cell with corrugated thin film electrolyte. Nano Lett.
8, 2289-2292 (2008).

11. Chao, C. et al. Improved solid oxide fuel cell performance with nanostructured
electrolytes. ACS Nano 5, 5692-5696 (2011).

12. Infortuna, A. et al. Microstructures of CGO and YSZ thin films by pulsed laser
deposition. Adv. Funct. Mater. 18, 127-135 (2008).

13. Ishihara, T. et al. Electrophoretic deposition of Y,0;-stabilized ZrO, electrolyte
films in solid oxide fuel cells. J. Am. Ceram. Soc. 79, 913-919 (1996).

14. An, J. et al. Three-dimensional nanostructured bilayer solid oxide fuel cell with
1.3 Wem ~ 2 at 450 °C. Nano Lett. 13, 4551-4555 (2013).

| 5:4045 | DOI: 10.1038/ncomms5045 | www.nature.com/naturecommunications 9

© 2014 Macmillan Publishers Limited. All rights reserved.


http://www.nature.com/naturecommunications

ARTICLE

15.

16.

17.

18.

19.

20.

2

—

22.

23.

24.

25.

26.

27

28.

29.

30.

31.

32.

33.

34

35.

36.

37.

38.

39.

40.

Ahn, J. S. et al. Development of high-performance ceria/bismuth oxide
bilayered electrolyte SOFCs for lower temperature operation. J. Electrochem.
Soc. 157, B376-B382 (2010).

Leng, Y. J. et al. Low-temperature SOFC with thin film GDC electrolyte
prepared in-situ by solid-state reaction. Solid State Ionics 170, 9-15 (2004).
Chen, M. et al. Fabrication and performance of anode-supported solid oxide
fuel cells via slurry spin coating. J. Membrane Sci. 360, 461-468 (2010).
Gestel, T. V. et al. Assembly of 8YSZ nanoparticles into gas-tight 1-2 um thick
8YSZ electrolyte layers using wet coating methods. J. Eur. Cream. Soc. 32, 9-26
(2012).

Wang, Z. et al. Improved SOFC performance with continuously graded anode
functional layer. Electrochem. Commun. 11, 1120-1123 (2009).

Ahn, J. S. et al. Performance of IT-SOFC with Ce¢Gdy 10195 functional layer
at the interface of CeyoGdy 10, 95 electrolyte and Ni- Ceg9Gdg ;01,95 anode.
Fuel Cells 9, 643-649 (2009).

. Nicholas, J. D. & Barnett, S. A. Measurements and modeling of

Smy 5519 5C00; — x—Cey9Gdy 101,95 SOFC cathodes produced using infiltrate
solution additive. J. Electrochem. Soc. 157, B536-B541 (2010).

Wang, W. G. & Mogensen, M. High-performance lanthanum-ferrite-based
cathode for SOFC. Solid State Ionics 176, 457-462 (2005).

Shao, Z. P. & Haile, S. M. A high-performance cathode for the next generation
of solid oxide fuel cells. Nature 431, 170-173 (2004).

Liu, B. et al. A high-performance, nanostructured Ba, 5Sro 5Cog gFeq 203 — 5—
Gdy.1Ce 901 95 cathode for solid-oxide fuel cells. Adv. Energy Mater. 1,
343-346 (2011).

Burriel, M. et al. BSCF epitaxial thin films: electrical transport and oxygen
surface exchange. Solid State Ionics 181, 602-608 (2010).

Ahmadrezaei, M. et al. Electrochemical and microstructural characteristics of
nanoperovskite oxides Bag 5Srg5sCog gFep 03 5 (BSCF) for solid oxide fuel
cells. Ceram. Int. 39, 439-444 (2013).

. Kwak, C. et al. Stabilization of high-cobalt-content perovskites for use as

cathodes in solid oxide fuel cells. RSC Adv. 3, 10669-10672 (2013).

Jun, A. et al. Thermodynamic and electrical properties of

Bag 5519 5C00 sFey 205 _ 5 and Lag ¢Sty 4Cog,Fep 303 _ 5 for intermediate-
temperature solid oxide fuel cells. Electrochim. Acta 89, 372-376 (2013).
Chen, Z. H. et al. Assessment of BagsSro5Co; _,Fe,O5 _5 (y=0.0-1.0) for
prospective application as cathode for IT-SOFCs or oxygen permeating
membrane. Electrochim. Acta 52, 7343-7351 (2007).

Zhou, W. et al. A novel efficient oxide electrode for electrocatalytic oxygen
reduction at 400-600 °C. Chem. Commun. 5791-5793 (2008).

Liu, Q. L. et al. High-performance low-temperature solid oxide fuel cell with
novel BSCF cathode. J. Power Sources 161, 123-128 (2006).

Chen, C. H. et al. Electrochemical and microstructure characteristics of

Bag 5S10.5C0g sFeq 205 — 5 (BSCF) cathodes prepared by citrate precursor
method for SOFCs. Mater. Chem. Phys. 115, 478-482 (2009).

Yung, H. et al. Polarization promoted chemical reaction between

Bag 5S10.5C00 sFeq 205 — 5 cathode and ceria based electrolytes of solid oxide fuel
cells. J. Electrochem. Soc. 159, F794 (2012).

. Lee, J. G. et al. Nano-composite Ni-Gd, ;Ce 40O 95 anode functional layer for

low temperature solid oxide fuel cells. Electrochim. Acta 129, 100-106 (2014).
Leng, Y. J. et al. Low-temperature SOFC with thin film GDC electrolyte
prepared in situ by solid-state reaction. Solid State Ionics 170, 9-15 (2004).
Misono, T. et al. Ni-SDC cermet anode fabricated from NiO-SDC composite
powder for intermediate temperature SOFC. J. Power Sources 157, 754-757
(2006).

Oishi, N. et al. Fabrication of an anode-supported gadolinium-doped ceria solid
oxide fuel cell and its operation at 550 °C. J. Am. Ceram. Soc. 88, 1394-1396
(2005).

Xia, C. & Liu, M. Low-temperature SOFCs based on Gd, ;Ce 9O, o5 fabricated
by dry pressing. Solid State Ionics 144, 249-255 (2001).

Yan, J. et al. High-power SOFC using Lag ¢Sty ;Gag sMg .05 _ s/
CepSmy 0, _ 5 composite film. Electrochem. Solid-State Lett. 8, A389-A391
(2005).

Choi, S. et al. Highly efficient and robust cathode materials for low-temperature
solid oxide fuel cells. Sci. Rep. 3, 2426 (2013).

4

—_

. Park, S. et al. A collaborative study of sintering and composite effects
for a PrBag sSro 5Co; 5Feq 505 4 5 IT-SOFC cathode. RSC Adv. 4, 1775-1781
(2014).

42. Lee, J. G. et al. Direct methane fuel cell with La,Sn,0,-Ni-Gd, ;Ce 60, o5
anode and electrospun La ¢Srg 4C0g2Feq 303 — 5—Gdg 1Ce 901 95 cathode. RSC
Adv. 3, 11816-11822 (2013).

43. Lee, J. G. et al. Performance evaluation of anode-supported Gd, ;Ce 9O o5 cell
with electrospun Lag ¢Srg 4Cog 2Feq 303 — 5—~Gdo 1Ce 901 05 cathode.
Electrochim. Acta 108, 356-360 (2013).

44. Lee, J. G. et al. Electrochemical characteristics of electrospun Lag ¢St 4Cog 2Feq s
05 _ 5-Gd,Ce 90, o5 cathode. Ceram. Int. 40, 8053-8060 (2014).

45. Thavasi, V. et al. Electrospun nanofibers in energy and environmental
applications. Energy Environ. Sci. 1, 205-221 (2008).

46. Xu, J. et al. Size-dependent oxygen buffering capacity of ceria nanocrystals.
Chem. Commun. 46, 1887-1889 (2010).

47. Kim, S. W. & Ahn, J. P. Polycrystalline nanowires of gadolinium-doped ceria
via random alignment mediated by supercritical carbon dioxide. Sci. Rep. 3,
1606 (2013).

48. Sasaki, K. et al. Microstructure-property relations of solid oxide fuel cell
cathodes and current collectors: cathodic polarization and ohmic resistance.
J. Electrochem. Soc. 143, 530-543 (1996).

49. Ding, C. et al. A simple, rapid spray method for preparing anode-supported
solid oxide fuel cells with GDC electrolyte thin films. J. Membrane Sci. 350, 1-4
(2010).

. Pereira, J. R. S. et al. Composite electrodes for ceria-carbonate intermediate
temperature electrolytes. Electrochim Acta 90, 71-79 (2013).

. Fleig, J. & Maier, J. The influence of current constriction on the impedance of
polarizable electrodes. J. Electrochem. Soc. 144, 1L302-L305 (1997).

52. Fleig, J. et al. Inhomogeneous current distributions at grain boundaries and
electrodes and their impact on the impedance. Solid State Ionics 113-115,
739-747 (1998).

53. Nelson, G. J. & Haynes, C. L. Continuum-level solid oxide electrode
constriction resistance effects. J. Power Sources 195, 5487-5492 (2010).

54. Ding, C. et al. Effect of thickness of Gdy;Ce( 40 g5 electrolyte films on
electrical performance of anode-supported solid oxide fuel cells. J. Electrochem.
Soc. 195, 5487-5492 (2010).

55. Hagen, A. et al. Degradation of anode supported SOFCs as a function of

temperature and current load. J. Electrochem. Soc. 153, A1165-A1171 (2006).

5

o

5

—

Acknowledgements

This work was supported by the National Research Foundation of Korea Grant funded
by the Korean Government (MEST) (NRF-2012M1A2A2671711). We are grateful to
LTC Co., LTD for technical assistance.

Author contributions

J.G.L. and Y.G.S. conceived and designed the experiments. J.G.L. prepared the gadoli-
nium-doped ceria-based solid oxide fuel cells with the nanocomposite anode functional
layer, thin electrolyte and core/shell fibre cathode, conducted the experiments and
analysed the data. J.H.P. prepared the electrospun inorganic fibres and confirmed the
fibrous networks. Y.G.S. supervised the work. J.G.L. wrote the manuscript.

Additional information
Supplementary Information accompanies this paper at http://www.nature.com/
naturecommunications

Competing financial interests: The authors declare no competing financial interest.

Reprints and permission information is available online at http://npg.nature.com/
reprintsandpermissions/

How to cite this article: Lee, J. G. et al. Tailoring gadolinium-doped ceria-based
solid oxide fuel cells to achieve 2 W cm ~ 2 at 550 °C. Nat. Commun. 5:4045
doi: 10.1038/ncomms5045 (2014).

| 5:4045 | DOI: 10.1038/ncomms5045 | www.nature.com/naturecommunications

© 2014 Macmillan Publishers Limited. All rights reserved.


http://www.nature.com/naturecommunications
http://www.nature.com/naturecommunications
http://npg.nature.com/reprintsandpermissions/
http://npg.nature.com/reprintsandpermissions/
http://www.nature.com/naturecommunications

	Tailoring gadolinium-doped ceria-based solid oxide fuel cells to achieve 2 W cm−2 at 550 °C
	Introduction
	Results
	BSCF-GDC core/shell fibres
	Confirmation of the core/shell fibre structures
	Symmetrical cell tests on the core/shell fibre electrodes
	First- and second-generation GDC-based LT-SOFCs
	Reproducibility and durability of the GDC-based LT-SOFC

	Methods
	Nanocomposite Ni-GDC AFL
	GDC thin electrolyte
	BSCF fibre cores
	BSCF-GDC core/shell fibres
	Symmetrical cells
	GDC-based LT-SOFCs
	Characterizations

	Additional information
	Acknowledgements
	References


