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Featured Application: Lanthanum strontium cobalt ferrite oxide (LSCF) based composite materials
were used as a cathode for low temperature solid oxide fuel cells. Many studies have been
reported in literature concerning their performance in improving the oxygen ion conducting
behavior at temperatures below 600 °C. However, studies concerning the effect of samarium doped
ceria—carbonate (SDCC) composite electrolyte content on the electronic network over the LSCF
cathode surface are still limited. Therefore, the present study aims to fill the research gap with
respect to SDCC content and its effect on the in-plane electronic conducting behavior at the surface
of the LSCF cathode at low operating temperatures (i.e., 400-650 °C). Composite cathode was prepared
by mixing LSCF cathode and SDCC composite electrolyte powders at different weight percentages
(i.e., 70:30 wt %, 60:40 wt %, and 50:50 wt %) to determine the effect on the overall electrochemical
performance under real fuel cell operating conditions.

Abstract: Perovskite-based composite cathodes, Lag 6Srp 4Cog2Fe §Os.5 (LSCF)-Cep gSmg 204 o-carbonate
(SDCC), were investigated as cathode materials for low-temperature solid-oxide fuel cells. The LSCF
was mixed with the SDC—carbonate (SDCC) composite electrolyte at different weight percentages
(i.e., 30, 40, and 50 wt %) to prepare the LSCF-SDCC composite cathode. The effect of SDCC
composite electrolyte content on the diffraction pattern, microstructure, specific surface area, and
electrochemical performances of the LSCF-SDCC composite cathode were evaluated. The XRD
pattern revealed that the SDCC phase diffraction peaks vary according to its increasing addition
to the system. The introduction of SDCCs within the composite cathode did not change the LSCF
phase structure and its specific surface area. However, the electrical performance of the realized cell
drastically changed with the increase of the SDCC content in the LSCF microstructure. This drastic
change can be ascribed to the poor in-plane electronic conduction at the surface of the LSCF cathode
layer due to the presence of the insulating phase of SDC and molten carbonate. Among the cathodes
investigated, LSCF-30SDCC showed the best cell performance, exhibiting a power density value of
60.3-75.4 mW/cm? at 600 °C to 650 °C.

Appl. Sci. 2020, 10, 3761; doi:10.3390/app10113761 www.mdpi.com/journal/applsci


http://www.mdpi.com/journal/applsci
http://www.mdpi.com
https://orcid.org/0000-0001-7657-7904
https://orcid.org/0000-0002-2619-7556
https://orcid.org/0000-0002-1599-8964
https://orcid.org/0000-0002-0788-4190
http://dx.doi.org/10.3390/app10113761
http://www.mdpi.com/journal/applsci
https://www.mdpi.com/2076-3417/10/11/3761?type=check_update&version=2

Appl. Sci. 2020, 10, 3761 20f 14

Keywords: SOFC; perovskite; composites; cathode; electrical performance

1. Introduction

Solid oxide fuel cells (SOFCs) are the most promising electrochemical devices for the generation of
clean energy in the near future [1]. However, they actually operate at high temperatures, i.e., between 700
and 1000 °C [2]. These high operating temperatures can cause very serious thermal and chemical
instability issues at the electrolyte—electrode and sealant-interconnect interfaces, thus limiting their
application [3-5]. Therefore, numerous researchers have focused their studies on reducing the operating
temperature below 600 °C [6-8]. Low operating temperature SOFCs could minimize the durability and
reliability issues, consequently increasing their life expectancy and range of application [9]. However,
at reduced operating temperatures, the kinetics of thermally activated oxygen reduction reaction (ORR)
at the cathode side were found to slow down the electrochemical reactions between the cells, and thereby
contribute to high interfacial polarization resistance [10]. The functional requirements of a good cathode
material must include high catalytic activity towards ORR, high electronic and ionic conductivity, adequate
porosity (=30%), and excellent thermal stability with the other cell components. Therefore, it is necessary to
develop new cathode materials compatible with the other cell components and with high electrocatalytic
activity towards ORR at low operating temperatures [11]. Perovskite oxide Lag ¢Srg 4Cop2FepgOs.5 (LSCF)
is one of the most promising cathode materials due to its high conductivity and excellent electro-catalytic
activity for ORR at intermediate temperatures (600-800 °C) [12]. Furthermore, LSCF also exhibits excellent
chemical and thermal compatibility with doped ceria electrolytes such as samarium-doped ceria (SDC)
and gadolinium—doped ceria (GDC) materials, which are both promising electrolyte materials at reduced
operating temperatures [13-16]. However, LSCF cathode possesses severe microstructural and structural
degradation at temperatures above 600 °C under fuel cell operating conditions [17]. To prevent or
control the LSCF cathode degradation, researchers have adopted different strategies, such as surface
enhancement treatment and nanostructured architecture [18,19].

Constructing the composite cathode by mixing LSCF with pure ionic conducting electrolyte
material is an effective strategy for suppressing the compositional changes within the LSCF structure.
However, the presence of pure ionic conducting materials, such as SDC electrolyte, could affect
the electronic network at the surface of the LSCF cathode, thus causing significant decreases in the
electronic conductivity of the LSCF cathode material itself [20]. This eventually increases the charge
transfer resistance at the LSCF cathode during the fuel cell operation, consequently affecting the overall
performance of the cell. This is because the electrochemical reactions at the LSCF cathode consists of
two physicochemical processes: (1) charge transfer process associated with incorporation of O?~ ion at
the cathode/electrolyte interface and electronic transfer at the interconnect/cathode interface, and (2)
oxygen dissociation/adsorption on the cathode surface [21]. This electrochemical process at the cathode
can be enhanced by introducing oxide ion conducting or superionic conducting materials to their
microstructure. Many studies proved that the presence of eutectic carbonate salts ((Li/Na/K),COj3) in
the SOFC component backbone improved the overall performance of the fuel cell below 600 °C [22-26].
These carbonate based SOFC exhibited the highest cell performance, ranging from 300 mW/cm? to
1100 mW/cm? at 400 °C to 600 °C [27]. Therefore, the addition of carbonates to LSCF cathode material
could improve its structural stability due to its melting characteristics at low temperatures.

LSCF based composite cathodes have been widely studied with SDC—carbonate (SDCC) electrolyte
materials to improve its oxygen-ion conduction and structural stability at low operating temperatures.
For instance, Rahman et al. reported single cell performance based on SDC—carbonate (SDCC) and
LSCF composite cathode and found that the composite cathode exhibited power densities as high as
117.9 and 120.4 mW/cm? at an operation temperature of 550 °C [28]. In addition, Rahman et al. [29]
also proposed that different powder mixtures of SDCC influenced the surface area and thermal
expansion coefficient of the prepared composite cathode powder. However, studies on the effect of
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SDCC composite electrolyte content on the electronic network over the LSCF cathode surface are still
very limited. Therefore, this study aims to analyze the effect of SDCC composite electrolyte content
on the in-plane electronic conducting behavior at the surface of the LSCF cathode at low operating
temperatures (400-650 °C). The composite cathode is prepared by mixing LSCF with SDCC composite
electrolytes at different weight percentages (i.e., 70:30 wt %, 60:40 wt %, and 50:50 wt %) to determine the
effect on the overall electrochemical performance under real fuel cell operating conditions. The phase,
microstructure, particle size distribution, BET specific surface area, and electrochemical performance
of the LSCF-SDCC composite cathodes pellets were deeply analyzed in this study.

2. Experimental Procedure

2.1. Synthesis and Characterization of the Powder

The LSCF cathode and SDC electrolyte were prepared via glycine—nitrate and citric acid-assisted
sol-gel processes, respectively. The detailed descriptions of the preparation procedures of LSCF cathode
and SDC electrolyte powders are available in our previous publications [30,31]. The LSCF-SDCC
composite cathode was realized by using the following procedure: Firstly, the SDCC composite
electrolyte powder was prepared by mixing the prepared SDC powder and 30 wt % binary carbonates
Lij 34Nag 66CO3 via high-speed ball milling technique to prepare the SDCC composite electrolyte [32].
Secondly, the prepared SDCC composite electrolyte powder was mixed with the LSCF at different
weight percentages. Finally, the resulting mixture was calcined at 680 °C for 1 h to obtain the
desired LSCF-SDCC composite cathode powders. The weight percentages of the SDCC composite
electrolyte content within the LSCF cathode varied from 30 wt % to 50 wt % in order to investigate the
effect of SDCC content on the electrochemical performance of the LSCF-SDCC composite cathode.
The prepared LSCF-SDCC composite cathode powders were labeled as LSCF-30SDCC, LSCF-40SDCC,
and LSCF-50SDCC. Conversely, the anode powders were prepared by mixing nickel oxide (NiO) with
40 wt % SDCC via high-speed ball milling technique to obtain NiO-SDCC composite anodes [33].

The X-ray diffraction (XRD) patterns of the prepared LSCF-SDCC composite cathode powders
were collected by using an X-ray diffractometer (Shimadzu XRD-6000, D8-Advance, Bruker, Germany)
under the following conditions: CuKa (A = 0.15418 nm) radiation, and 26 varying from 10° to 80°.
Energy-dispersive X-ray (EDX) spectroscopy was conducted to determine the elemental composition
of the synthesized electrolyte, cathode, and anode powders, as shown in Figure 1. The EDX spectra
confirmed the presence of Sm, Ce, La, Sr, Fe, Co, Ni, and Na peaks, detected from the synthesized
powders. However, the Li peak cannot be detected easily by using a conventional EDX instrument, due
to use of a beryllium filter. The cross-sectional microstructure of the fabricated single cells was observed
through field emission scanning electron microscopy (FESEM, Merlin Compact, ZEISS, Germany).
The specific surface area of the composite powders was determined using a BET surface area analyzer
(Micrometritics, ASAP 2010, Norcross, Georgia USA). A laser particle sizer (Fritsch Analysette 22) was
used to determine the particle size distribution of the prepared composite cathode powders.
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Figure 1. Energy-dispersive spectra and SEM images (insert) of (a) samarium doped ceria—carbonate
(SDCC) electrolyte, (b) LaggSrg4CogrFepsOs.5/samarium-doped ceria-carbonate (LSCF-SDCC)
composite cathode, and (c) nickel oxide/ samarium-doped ceria-carbonate (NiO-SDCC) composite
anode powders.

2.2. Electrochemical Characterization

The anode, electrolyte, and cathode were uniaxially pressed into a pellet (25 mm in diameter and
1.3 mm thickness) at a pressure of 200 MPa. The green pellet was co-sintered at 600 °C for 1 h in the
air (Figure 2a). The thicknesses of the anode, electrolyte, and cathode layers were 0.5 mm, 0.5 mm,
and 0.3 mm, respectively (Figure 2a). The effective working area of the pellets was 0.78 cm?, and their
cell structures are as follows:

NiO-SDCC|SDCC|LSCF-30SDCC Cell A
NiO-SDCC|SDCC|LSCF-40SDCC Cell B
NiO-SDCC|SDCC|LSCF-50SDCC CellC

The prepared single-button cells were tested by using a computerized SOFC test station (Chino,
Japan). Current (I)-voltage (V) and power density (P) measurements performed at operating temperatures
ranging from 500 °C to 650 °C using hydrogen and air were used as fuel and oxidant, respectively.
The hydrogen flow rate was approximately 60 mL/min, and the air flow rate was maintained at
100 mL/min under 1 atm pressure.
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Figure 2. Cross-section FESEM images of (a) uniaxially pressed single-cell solid oxide fuel cell
(SOFC), (b) SDCC composite electrolyte, (¢) LSCF-SDCC composite cathode, and (d) NiO-SDCC
composite anode.

3. Results and Discussion

3.1. Powder Characterizations

The XRD patterns of the LSCF-SDCC composite cathode with varying SDCC composite electrolyte
contents are shown in Figure 3. The XRD pattern of the LSCF-SDCC composite cathode comprised LSCF
and ceria peaks for all the samples and did not exhibit any phase change or formation of any secondary
impurity phase upon mixing and calcination. The standard peaks of the perovskite-structured LSCF
(space group R-3C [167], JPCDS PDF# 01-081-9113) and cubic fluorite SDC (space group Fm-3m [225],
JPCDS PDF# 00-034-0394) were identified. The crystallite size (Dxrp) of the calcined powders were
determined using the Scherrer equation [31]. Table 1 shows the Dxgp of the prepared composite
cathode powders. The Dxrp values of the LSCF and SDCC starting powders were 31 and 63 nm,
respectively. The XRD results show that the Dxgrp of the LSCF-SDCC composite cathode increased.
This increase indicates the occurrence of LSCF and SDCC crystallization during calcination at 680 °C
for 1 h. However, the addition of SDCC composite electrolytes to the LSCF powders did not reveal any
change in their phase structure, thus confirming the purity of the prepared LSCF-SDCC composite
cathode powder [28]. However, the intensity of SDC diffraction peaks increased with SDCC composite
electrolyte content, whereas that of the LSCF peaks decreased accordingly. This result can be considered
as evidence of the increased SDCC nominal content in the composite cathode.
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Figure 3. XRD patterns of LSCF-SDCC composite cathodes with different SDCC electrolyte contents:
(a) LSCF-30SDCC, (b) LSCF—-40SDCC, and (c) LSCF-50SDCC.

Table 1. Properties of the composite cathode LSCF-SDCC powders.

Surface Area Average Particle Crystallite Size (nm)
Samples (m?/g) Size (nm)
LSCF SDCC
LSCF-30SDCC 7.42 560 42 81
LSCF—-40SDCC 4.39 642 49 102
LSCE-50SDCC 4.04 655 48 99

Specific surface area (Spgt) of the pure LSCF and SDCC powders were 11.8 and 4.24 mZ/g,
respectively. A considerable difference was observed in the Sgpr of the LSCF powders after mixing
SDCC composite, due to increase in different powder particle size. In fact, the mean particle sizes of the
pure LSCF and LSCF-50SDCC composite powders were 78 and 642 nm, respectively. This difference
can be attributed to the presence of the macro-sized carbonates in the SDCC composite electrolyte
and the formation of loose agglomerated particles upon synthesis and thermal treatment. The Sggr
of the LSCF-SDCC composite cathode also gradually decreased with the increase in SDCC content.
This result corresponded with the large particle size that resulted in small Sgpt [34]. Table 1 shows
that the average particle size of the LSCF-SDCC composite cathode gradually increased with the
SDCC composite electrolyte content. Therefore, the SDCC composite electrolyte content influenced
the Spgr and the particle size of the LSCF-SDCC composite cathode significantly more than the ball
milling process and calcined temperature. The obtained Sggt of the LSCF-SDCC composite cathode is
comparable with that in the literature [28].

3.2. Microstructure Characterization and Single Cell Performance

The cross-sectional microstructure of the single cell and its components are shown in Figure 2.
Figure 2b shows dense morphology with no pores for the SDCC electrolyte layers, whereas the
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anode and cathode layers exhibited loosely agglomerated and porous microstructures. The presence
and distribution of the carbonate crystals in the microstructure were evident in all three layers.
The carbonates formed a continuous network and homogenously dispersed on the SDC, LSCFE, and
NiO particles. However, identifying the individual constituent elements of LSCF, SDC, and NiO from
the microstructure images of Figure 2c,d was difficult due to the presence of carbonate in the mixture
and its melting characteristics.

The relationship between the SDCC composite electrolyte content and the properties of the
LSCF-SDCC composite cathode was studied using I-V and I-P measurements in air and hydrogen.
A schematic setup for single-cell electrochemical tests to measure the I-V and I-P characteristics of the
single cell is shown in Figure 4. The carbonate-based fuel cells must be operated beyond the melting
temperature of the carbonate, which is between 500 °C and 650 °C [35]. Therefore, the performances
of the single button cells of cells A, B, and C were investigated between 500 °C to 650 °C, as shown
in Figure 5a—c. The open-circuit voltage and power density of all the fabricated cells increased with
temperature [36]. The influence of the LSCF-SDCC composite cathode composition on the single-cell
performance was significant at different SDCC contents. The increase in SDCC composite electrolyte
content in the LSCF cathode worsened the single-cell performance at all the operating temperatures.
When the electrolyte content was below 40 wt %, cell A with 30 wt % SDCC composite electrolyte
exhibited the highest performance, with a measured power density value of 75.4 mW/cm? at 650 °C.
Therefore, the LSCF-SDCC composite cathode resistance can be reduced by using lower SDCC content
(30 wt %) in the cathode microstructure. However, decreasing the SDCC content below 30 wt %
could cause severe thermal expansion coefficient mismatch between the cathode and electrolyte
components [29]. This could induce thermo-mechanical failure between the components during the
operational conditions, thus causing cell failure.
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Figure 4. Schematic of the SOFC testing chamber.



Appl. Sci. 2020, 10, 3761 8 of 14

The results obtained from this study were comparable with those of previous reports on single
cells based on the LSCF composite cathode. For example, Zhang et al. reported a maximum density
of 75 mW/cm? for a LSCF-SDC-Ag composite cathode-based fuel cell at the operating temperature
of 650 °C [37]. In another study, Liu et al. obtained maximum power densities of 35 and 60 mW/cm?
at 550 °C and 600 °C, respectively [38]. However, the power density values obtained here were
significantly lower than those earlier reported in the literature on the single cell based on SDCC
composite electrolytes, as shown in Table 2. This difference in performance of the single cell based
on SDCC composite electrolytes can be ascribed to the choice of electrode materials and carbonates
and their compositions and fabrication conditions. Therefore, the SOFC single-cell performance
can be improved by optimizing the physical properties and microstructure of the cell components.
Developing high performance materials and adopting cost-effective fabrication techniques to produce
thin films can improve the performance of low temperature solid oxide fuel cells (LT-SOFC) [39].
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Figure 5. Performance of single cell at 500 °C, 550 °C, 600 °C, and 650 °C: (a) cells A, (b) B, and (c) C.
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Table 2. Comparison of single-cell performance based on doped ceria—carbonate composite electrolyte materials.

Electrolyte Cathode Anode (Anodel:/tgalthode) Colle?cltlirrl;;nlfayer Tem(:)E::?:lil'r;g(O Q) Po(wnf‘/l;f]/?:f:llzs)ity Reference

Lj]ngl:l?:())zlgc/Ck SDCI—‘ISJicll.:;jl\OI:(I;gé)C03 SDC—NLii(l);i(l)\gé.ZZcm Hy/air - 650 754 This study
S(IEICI\;;% g(t):/ ° NiO_SDhgf(fiefh)z co, NiO-SDC—~(LiNa),CO; H,/O, - 575 600 8]
CNnCo, DO LNy SDCALNaCO: /0, Silver s 1204 s
TR e N e,
SD?\I—;}fé% v3vt % ihintod E&Zﬁg th % SNDi(C)_‘lfI(;:VC* 0/3 Hy/air Silver 550 342 [41]
SDC—(LiNa),CO5 LiNiCuZnO LiNiCuZnO-SDCC Hy/air - 600 617 [26]
SDC—(LiNa),COj3 LiNiCuZnO-SDCC LiNiCuZnO-SDCC H,/O, Silver 580 520 [42]
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Under fuel cell conditions, multi-conduction paths or mobility of various ions from the constituent
phases (suchasLi*,Na*, K", H, CO;52~, and O%") co-existinside the composite electrolyte materials [43].
This mixed-ionic property of carbonate-based electrolyte materials leads to superionic conduction
behavior, thus exhibiting superior ionic conductivity at low operating temperatures. Moreover,
the presence of the molten carbonate phase in the electrode microstructure could minimize the
electrolyte—electrode interface polarization resistance, by enlarging the triple-phase boundary [44].
This condition contributes toward the fast ion transport of O>~ and H* ions at the electrolyte-electrode
interface, consequently increasing the overall cell performance [45]. The presence of a molten carbonate
enhances the oxygen adsorption (Equations (1)—(3)) and promotes the oxygen reduction reaction
process (Equation (4)) with the formation of intermediate products (COﬁ_ and COE_) from CO%‘ and
O, [46].

CO; +0, & COZ™ (1)
COZ™+CO%™ & 2CO%~ @)
2CO5™+0, & 2CO5 3)

COZ +2e” & COY +0* 4)

However, incorporating this mixed multi-ionic conducting SDCC composite electrolyte to electrode
materials could eventually suppress the electronic conduction behavior of the LSCF cathode materials
and thereby deteriorate the oxygen reduction reaction (ORR) kinetics at the surface [47]. This condition
is attributable to the carbonates because they do not conduct or prevent electrons from moving from one
ceria particle to another [45]. Moreover, carbonates are generally added to the doped ceria electrolytes
to avoid localized electron conduction in ceria at temperatures above 600 °C. The electronic conduction
contribution in ceria is due to the partial reduction of Ce** to Ce3* in reducing environment, which
decreases the overall cell efficiency and contributes to enhancing mechanical stability issues [26,48].
Dissociation/ionization of adsorbed oxygen molecules required electrons to diffuse oxygen (O?~) ions
through the bulk of the cathode microstructure and the interface region. This reaction can be expressed
by using the Kroger—Vink notation:

1/20,+2e7+Vy = Of (5)

When hydrogen and air are used as fuel, H/O?~ ion conduction occurs in the carbonate-based
fuel cells, leading to superior cell performance. The possible ion electrode reaction mechanism at the
cathode side can be expressed as follows [49]:

H* ion conduction at the cathode side:

1/20,+2H"4+2e~ — H,O* . (6)
Ton conduction at the cathode side:
1/20,42e~ — O, @)

Reactions (6) and (7) show that the ORR reaction requires electrons (e”) for the ionization of
adsorbed oxygen molecules, and ORR kinetics are associated with the number of oxygen molecules
adsorbed on the LSCEF surface [50]. The composite cathode microstructure (Figure 2c) reveals that the
particle connectivity among LSCF particles was poor due to the presence of molten carbonate and
SDC particles. This finding could considerably affect the electronic network over the LSCF surface,
consequently blocking the conduction paths between the LSCF and SDCC particles, and decreasing
the single-cell performance [20]. The results of our study proved that the single-cell performance
decreased with increased SDCC composite electrolyte content. Therefore, this finding suggests that
the formation of O%~ ions at the surface of the composite cathode probably affected the ORR rate [16].
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Shah et al. also reported a similar finding for LSCF-based composite materials [51]. However, in-plane
electronic conductivity for the rapid formation of O>~ ions by electron conduction can be enhanced by
printing or depositing a thin current-collecting layer (CCL) on the LSCF-SDCC composite cathode
surface [52]. As shown in Table 2, Ag was used as a CCL on the electrode surface to improve the in-plane
electronic conductivity and achieve high performance at low operating temperatures. For instance,
Rahman et al. reported a higher power density value of 120.4 mW/cm? at 750 °C for a single cell
fabricated with LSCF-50 wt % SDCC composite cathode by using Ag as CCL [28]. This shows that the
presence of CCL could help to minimize the rate-limiting factor associated with the surface exchange
reaction, and the formation and diffusion of H*/O?~ ions at the composite cathode side. Therefore,
adding SDC—carbonate composite electrolyte materials to the LSCF cathode system could considerably
influence the performance of the single LT-SOFC cell with the presence of a thin CCL layer on the
surface of the cathode functional layer.

4. Conclusions

The effect of different SDCC composite electrolyte contents (30, 40, and 50 wt %) on the
phase structure, microstructure, specific surface area, and electrochemical performance of the
LSCF-SDCC composite cathodes were investigated in view of a possible real application for LT-SOFCs.
The electrochemical performance showed that the composite cathode with 30 wt % SDCC exhibited
the highest value of power density equal to 75.4 mW/cm? at 650 °C. Increasing the amount of the
SDCC content in the composite cathode decreased the overall performance due to poor in-plane
electronic conduction at the surface of the LSCF cathode layer. The FESEM results revealed that
the LSCF particles were covered with the SDC and molten carbonate phase. This condition limited
the LSCF particle-to-particle connectivity, decreasing the overall performance of the single cell for
increasing contents of SDCC composite electrolyte. Therefore, the ionization of the adsorbed oxygen at
the surface of the LSCF cathode was hindered, thus leading to a significant performance degradation
of the LT-SOFC cathode.
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