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Oxygen evolution reaction (OER) is a key step in energy storage devices. Lanthanum cobaltite (LaCoO3)
perovskite is an active catalyst for OER in alkaline solutions, and it is expected to be a low-cost
alternative to the state-of-the-art catalysts (IrO, and RuO;) because transition metals are abundant and
inexpensive. For efficient catalysis with LaCoOs3, nanosized LaCoOs with a high surface area is desirable
for increasing the number of catalytically active sites. In this study, we developed a novel synthetic route
for LaCoO3z nanoparticles by accumulating the precursor molecules over nanocarbons. This precursor
accumulation (PA) method for LaCoOs nanoparticle synthesis is simple and involves the following steps:
(1) a commercially available carbon powder is soaked in a solution of the nitrate salts of lanthanum and
cobalt and (2) the sample is dried and calcined in air. The LaCoOsz nanoparticles prepared by the PA
method have a high specific surface area (12 m? g~%), comparable to that of conventional LaCoOs
nanoparticles. The morphology of the LaCoOz nanoparticles is affected by the nanocarbon type, and
LaCoOsz nanoparticles with diameters of less than 100 nm were obtained when carbon black (Ketjen
black) was used as the support. Further, the sulfur impurities in nanocarbons significantly influence the
formation of the perovskite structure. The prepared LaCoOs nanoparticles show excellent OER activity

owing to their high surface area and perovskite structure. The Tafel slope of these LaCoO3z nanoparticles
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Accepted 2nd June 2021 is as low as that of the previously reported active LaCoOs catalyst. The results strongly suggest that the

PA method provides nanosized LaCoOs without requiring the precise control of chemical reactions,
harsh conditions, and/or special apparatus, indicating that it is promising for producing active OER
catalysts at a large scale.
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Solid-state synthesis (i.e., heat treatment of solid reactants)
is a conventional method for preparing perovskites. Although

1. Introduction

Oxygen evolution reaction (OER) is a key step in energy storage
devices such as those based on water electrolysis and photo-
induced water splitting.”™* OER is known to be a sluggish four-
electron oxidation reaction that leads to a large overpotential.
IrO, and RuO, are the most effective catalysts for OER in alka-
line media;>® however, the high cost of such noble metals
restricts their large-scale commercial applications.

In this regard, perovskite-type oxides (ABO; structure) have
attracted attention as alternative OER catalysts. For example,
LaCoO; is known to promote OER in alkaline media.”™*
Furthermore, Ba, 551, 5C0, sFey,05_5 and Lag ¢Sty ,C0g 5Feg 505_
s have been reported as active OER catalysts with activities
comparable to those of the state-of-the-art noble metal
catalysts. '+
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this method is simple and enables the synthesis of a variety of
perovskites, the surface area of the products is low because the
harsh sintering condition induces inter-diffusion of ions
between the solids. In order to apply perovskites as catalysts,
their active sites should be increased considerably; that is,
perovskite nanoparticles with a high surface area, which favors
catalytic activity, should be developed. In this regard, low-
temperature processes have been pursued to synthesize perov-
skite nanoparticles.

The sol-gel method is a well-known solution-based process
for producing perovskite nanoparticles with a high surface area.
In this method, different metal cations are homogeneously
mixed in a gel by forming a chelate complex with organic
molecules, typically citric acid and ethylene glycol (this process
is also known as the citrate or Pechini method).**** The
homogeneous mixing of metal cations allows the fabrication of
perovskite nanoparticles by low-temperature calcination. In
addition, other solution-based methods such as co-precipita-
tion,***® flame-spray pyrolysis,***' templated synthesis,***** and

RSC Adv, 2021, 11, 20313-20321 | 20313


http://crossmark.crossref.org/dialog/?doi=10.1039/d1ra03762e&domain=pdf&date_stamp=2021-06-07
http://orcid.org/0000-0003-0623-664X
http://orcid.org/0000-0001-6232-6354
http://orcid.org/0000-0001-8113-0680
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1ra03762e
https://pubs.rsc.org/en/journals/journal/RA
https://pubs.rsc.org/en/journals/journal/RA?issueid=RA011033

Open Access Article. Published on 07 June 2021. Downloaded on 4/7/2026 1:33:53 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

RSC Advances

1) Removal of excess solution
2) Drying ethanol in carbon

Carbon immersed

View Article Online

Paper

1) Removal of carbon
2) Formation of perovskite

Carbon accumulated

Carbon > . ‘e ] LCoO
(a) Dropping in precursor solution (b) Suction with precursors (c) Calcination
precursor filtration in air at 923 K
solution

La(NO,),/6H,0 Co(NO,),6H,0

Scheme 1 Synthesis of LaCoOs3z nanoparticles by the PA method.

hydrothermal synthesis***° have also been reported for the
synthesis of perovskite nanoparticles.

Our research group has previously reported a liquid-phase
process referred to as the precursor accumulation (PA)
method to synthesize oxide nanomaterials.**** As shown in
Scheme 1, in the PA method, the metal precursors are loaded on
the surface of carbon, and nanostructured oxides are formed by
the removal of carbon as well as the decomposition of the
precursors via a calcination process. Here, we first demonstrate
that LaCoO; nanoparticles can be synthesized by the PA method
in the simple steps (see Scheme 1). In the first step, commer-
cially available carbon powder is soaked in a solution of
lanthanum and cobalt nitrates and then the precursor-loaded
carbon sample is dried and calcined in air. LaCoO; nano-
particles were formed without the need for precisely controlling
the chemical reactions, harsh processing conditions, and/or
special apparatus. Based on the physicochemical properties of
the prepared LaCoO; nanoparticles, we discuss the effect of
nanocarbon type on the formation of LaCoOs;. Finally, the OER
activity of the LaCoO; nanoparticles is compared with that of
the LaCoO; nanoparticles prepared by a conventional sol-gel
method.

2. Experimental section
2.1.

La(NO3);-6H,0, Co(NO3),-6H,0, La(CH3C00);-nH,0,
Co(CH3COO0),-4H,0, citric acid, 0.1 M KOH aqueous solution
(Wako Pure Chemical Industries, Ltd.), ethanol (Kanto Chem-
ical Co., Inc.), Ketjen black (C-ECP; Lion Specialty Chemicals
Co., Ltd.), carbon nanofibers (graphitized, iron-free; Sigma-
Aldrich), Vulcan XC-72 (Cabot Co.), activated carbon (Strem
Chemicals Inc.), and 5 wt% Nafion perfluorinated resin solution
(Sigma-Aldrich) were used as received.

Materials

2.2. Synthesis of LaCoO; by the PA method

A schematic of the PA method is shown in Scheme 1. A solution
of La(NO;);-6H,O (0.1 M) and Co(NO;),-6H,O (0.1 M) in
ethanol was used as the precursor solution. Carbon (200 mg)
was placed on a membrane filter (polytetrafluoroethylene, pore
size 0.5 pm) over a glass funnel (Kiriyama Glass Works Co.,
21 mm in diameter). In this study, Ketjen Black, carbon
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nanofibers, Vulcan XC-72, and activated carbon were used as
carbon materials (these are hereafter referred to as KB, CNF, XC-
72, and AC, respectively). Then, ~4 mL of the precursor solution
was dropped onto the carbon powder (Scheme 1a), and then the
excess solution that was not absorbed by the carbon powder was
removed by suction filtration using a diaphragm vacuum pump
(DTC-22; ULBAC Inc.) for 1 h (Scheme 1b). During the filtration
process, ethanol absorbed by the carbon powder evaporated,
and the precursors accumulated as precipitates on the surface
of the nanocarbon. Subsequently, the sample was dried
completely in a convection oven at 403 K and ground in
a mortar. The obtained powder was then calcined in air for 4 h
using an electric furnace at 923 K (ramping rate: 5 K min
Scheme 1c), during which carbon was completely removed (C +
0, — CO,) and a perovskite structure was formed. The samples
obtained using KB, CNF, XC-72, and AC as carbon sources are
denoted as LCOkg, LCOcnr, LCOxc.72, and LCO,¢, respectively.

2.3. Synthesis of LaCoO; by the sol-gel method

La(CH3COO0)3-nH,O (2 mmol) and Co(CH3COO),-4H,0 (2
mmol) were dissolved in water. Then, citric acid (12 mmol) was
added, and the mixture was stirred magnetically on a hot plate
at 403 K for 2 h. The solution turned into a red-purple sol and
then a gel. Subsequently, the gel was calcined at 623 K for 4 h
and then at 923 K for 4 h (ramping rate: 5 K min~'). The so-
obtained sample is denoted as LCOcgjtrate-

2.4. Characterization

X-ray diffraction (XRD) patterns of the LCO samples were
recorded on a D2 Phaser X-ray diffractometer (Bruker) using Cu
Ko radiation. For recording the XRD patterns of the carbons,
liquid paraffin was used to fix the carbon on the sample holder.
X-ray photoelectron spectroscopy (XPS) was performed on an
AXIS-NOVA (Shimadzu) with a monochromatic Al Ka source at
15 kv and 20 mA. C 1s binding energy (284.8 eV) was used as the
reference for charge correction. Field-emission scanning elec-
tron microscopy (FE-SEM) was conducted on an S-4800 micro-
scope (Hitachi High-Technologies) at 15 kV. Transmission
electron microscopy (TEM), scanning transmission electron
microscopy (STEM), and energy-dispersive X-ray (EDX) spec-
troscopy were performed on a JEM-ARM200F-B equipment

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fig.1 FE-SEM images of (a) KB, (b) CNF, (c) XC-72, and (d) AC.

(JEOL Ltd., Japan) operated at 200 kV. Nitrogen adsorption/
desorption measurements were performed on a Belsorp II
(MicrotracBEL) sorption analyzer at 77 K. Before the measure-
ments, carbon and LCO samples were degassed under vacuum
at 403 K. The specific surface area of the samples was calculated
using the Brunauer-Emmett-Teller equation.
Thermogravimetry/differential thermal analysis (TG/DTA) was
performed on a TA-60 (Shimadzu) under flowing air (100

mL min~") using a ramp rate of 10 K min~".

2.5. Electrochemical measurements

The OER activity of the LCO samples was evaluated using
a three-electrode cell. A glassy carbon disk electrode
(0.196 cm?), a Hg/HgO electrode (internal solution: 1 M NaOH;
+0.118 V vs. reversible hydrogen electrode (RHE)), and a Pt wire
were used as the working, reference, and counter electrodes,
respectively. A catalyst ink was prepared by sonicating a mixture
of the catalyst (5 mg), ethanol (1 mL), deionized water (30 pL),
and 5 wt% Nafion perfluorinated resin solution (20 pL). Then,

Intensity / a.u.

540 535 530 525
Binding energy / eV

Fig. 2 (a) O 1s and (b) S 2p XPS profiles of KB, CNF, XC-72, and AC.
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4 pL of the catalyst ink (concentration, 97 pg cm ™) was dropped
on the glassy carbon disk electrode and dried at room temper-
ature. An O,-saturated KOH aqueous solution (0.1 M; pH = 13)
was used as the electrolyte. Linear sweep voltammetry (LSV) was
performed at 10 mV s ' scan rate using a potentiostat/
galvanostat (HAB-151A, Hokuto Denko). The measured poten-
tials were calibrated with respect to RHE using the following
equation:

E(vs. RHE) = E(vs. HZ/HgO) + 0.118 + 0.059 pH

The pH of the 0.1 M aqueous KOH solution was taken as 13.

3. Results and discussion

3.1. Physicochemical properties of nanocarbons

As shown in Scheme 1, carbon plays an important role in the PA
method; therefore, the physicochemical properties of the used
carbon materials were analyzed first. Fig. 1 shows the FE-SEM
images of KB, XC-72, CNF, and AC. KB, a typical carbon black
sample, is composed of nanoparticles ranging from 30 to
50 nm. CNF has a fibrous structure with fiber diameters of 100~
200 nm. XC-72 is also a carbon black candidate; however, unlike
in the case of KB, its nanoparticles appear to be adhered to one
another. AC consists of large blocks of carbon particles. The
specific surface areas estimated by the nitrogen adsorption
method for KB, CNF, XC-72, and AC are 835, 17, 218, and
1334 m” g, respectively. Fig. S1T shows the XRD patterns of
the carbon sources. Whereas CNF clearly shows diffraction
peaks that can be assigned to graphite, the other carbon
samples do not show distinct peaks of graphite, indicating that
they have an amorphous structure.

Fig. 2 shows the O 1s and S 2p XPS profiles of the carbons.
All the carbon samples show O 1s peaks (see Fig. 2a), indi-
cating the presence of oxygenated functional groups on their
surfaces. The peak at 532 eV is associated with hydroxyl or
ether groups.***” Among the samples, only AC shows a peak at
536 eV, which is attributed to adsorbed water.*>*” In the S 2p
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XPS profiles, no peak was detected for KB and CNF, whereas
two distinct peaks appeared at 164.0 (S 2p,;3) and 165.1 eV (S
2p4s,) for XC-72 and AC. Thus, the S 2p XPS profiles suggest
that XC-72 and AC contain sulfur on their surfaces. It has been
previously reported that XC-72 contains sulfur;*®* for
example, Swider and Rolison analyzed the S 2p XPS data of XC-
72 and found an S 2p;/, peak at 163.9 eV, which was assigned
to S° species.®® As discussed in the following section, sulfur
present on the carbon surface significantly affects the forma-
tion of the LaCoO; perovskite structure.

3.2. Combustion of nanocarbons in the presence of
precursors

Before the characterization of the formed LCO samples, the
combustion of carbons during their calcination was analyzed.
Fig. 3 shows the TG/DTA curve of KB and precursor/carbon
composites (i.e., lanthanum nitrate and cobalt nitrate accu-
mulated on KB). The TG/DTA curves for other carbons are
shown in Fig. S2.1 An exothermic peak as well as a large weight
loss was observed for all the samples, indicating the combus-
tion of carbon (C + O, — CO,). For each precursor/carbon
composite, the exothermic peak shifted to a much lower
temperature than that of the corresponding carbon. These TG/
DTA results provide some insights on the combustion process.
First, the decrease in the combustion temperature suggests that
the metal precursors promoted the combustion of carbons; that
is, the precursors acted as catalysts for the oxidation of carbons.
Further, it also suggests that the precursors and carbon were in
good contact. Second, the TG/DTA data indicate that the
carbons were completely combusted at temperatures lower than
850 K in the presence of the precursors. In the PA method, the
materials were calcined at 923 K, and the TG/DTA data indicates
that this calcination temperature is sufficient for completely
removing carbon from the composite.
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Fig. 3 TG/DTA curves of carbon supports and precursor/KB
composites (the perovskite precursors were accumulated on KB).
Precursors: La(NO3)3-6H,0 and Co(NOs),-6H,0; Drying temperature
for precursor/carbon: 403 K.
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3.3. Characterization of LaCoO; nanoparticles prepared by
the PA method

Fig. 4 shows the XRD patterns of LCOgg, LCOcnr, LCOac,
LCOxc.72, and LCOgitrate- FOr LCOgp and LCOgitrate, ONly the
diffraction peaks of LaCoO; are observed. This result strongly
suggests that the PA method enables the synthesis of LaCoO3
perovskite when KB is used as the support. Further, although
the XRD pattern of LCOcyr indicates that LaCoO; was formed
predominantly, it also indicates the formation of small
amounts of by-products such as La(OH); and Co30,. In the
cases of LCOxc.7, and LCO,¢, no diffraction peaks of LaCoO;
are observed; instead, the peaks of (LaO),(SO,) and Co30, are
observed. As noted earlier, the S 2p XPS profiles of XC-72 and AC
revealed the presence of sulfur species on their surfaces
(Fig. 2b). In the PA method, precursors accumulated on the
surface of carbon are thermally decomposed; therefore, it is
likely that the precursors reacted with the sulfur species on the
carbon surface. According to a previous report,* (LaO),(SO,) is
formed when a mixture of lanthanum nitrate and sodium
dodecyl sulfate is calcined in air at 873 K. Hence, it can be
deduced that the calcination of the precursor/carbon compos-
ites of XC-72 and AC at 923 K in the PA method results in the
formation of (La0),(SO,).

Fig. 5a shows the O 1s XPS profiles of the LCO samples. For
LCOkg, LCOgjtrate; and LCO¢nr, two peaks are observed at 528.8
and 531.5 eV, which can be assigned to the surface lattice
oxygen and adsorbed oxygen species, respectively.”’** In
contrast, LCOxc.7, and LCO,¢ show a peak at ~532 eV, which is
assigned to the oxygen species in sulfate.>* Moreover, in the S 2p
XPS profiles (Fig. 5b), a strong peak appeared in the range of
169.0-169.2 eV for LCOxc.7, and LCOac, which are also assigned
to sulfate.”*** In the Co 2p XPS profiles (Fig. 5c), all the LCO
samples show peaks at 780 and 795 eV, corresponding to the Co

* :C030, ¢ :(La0)y(SO,) o :La(OH),
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Fig. 5 (@) O 1s, (b) S 2p, and (c) Co Zp XPS profiles of LCOcitrate: LCOkg, LCOcnE, LCOxc-75, and LCOpc.

2ps3;, and Co 2p,,, levels of the trivalent cobalt species,
respectively.®*

The surface composition and oxidation state determined by
XPS are in good agreement with the bulk structure deduced
from the XRD patterns (Fig. 4). The diffraction peaks of LaCoO;
were detected in the XRD patterns of LCOgg, LCOcjtrate, and
LCOcnr, and peaks of surface lattice oxygen and adsorbed
oxygen species, which are typical signals for LaCoO;, were
observed in the O 1s XPS profiles.*** For LCOxc.7, and LCOxc,
the XRD patterns revealed the formation of (LaO),(SO,), and
their O 1s and S 2p XPS data indicated the presence of sulfate.
Furthermore, the Co 2p XPS profiles of all the LCO samples were
similar, despite the different crystalline compounds formed
(LaCoO; for LCOkg, LCOcitrate, and LCOcng; C030, for LCOxc.72
and LCO,c), because the signals of the trivalent cobalt species
in LaCoO; and Co3;0, are indistinguishable in the Co 2p XPS
profiles.>

FE-SEM images of the different LCO samples are shown in
Fig. 6. LCOkg consists of nanoparticles with a diameter of 10-
80 nm. LCOcyr consists of aggregated nanoparticles. In our
previous study,***>** the PA method provided nanotubes of
oxides such as SiO, and Al,0; when CNF was used as the
template; however, in the current case, LaCoO; nanotubes were
not formed. It is likely that LaCoO; sinters more easily than SiO,
and Al,O;, and hence, a aggregated nanoparticle structure was

© 2021 The Author(s). Published by the Royal Society of Chemistry

obtained instead of nanotubes. Furthermore, the SEM image of
LCOxc.72 shows nanoparticles with morphological features
similar to those of the carbon precursor used as the support,
XC-72 (Fig. 1c). In the SEM image of LCO,, large block-like
particles are observed, similar to those of the original AC
(Fig. 1d). Comparison of the SEM images of the LCO samples
and carbons used as supports indicate that the morphology of
LCO was influenced by the morphology of the original carbon.
The similarity in the morphologies of LCO and carbon support
indicates that LCO was formed on the carbon surface. The FE-
SEM image of LCOciuate in Fig. 6e and f reveals that nano-
particles with diameters of less than 100 nm formed a network-
like structure, similar to that previously reported for LaCoO;
nanoparticles synthesized by the sol-gel method.***” Fig. 7a
shows the TEM and electron diffraction pattern of LCOgg. The
TEM image clearly shows that LCOxg consists of nanoparticles
that are less than 100 nm in size, and the electron diffraction
pattern indicates that the nanoparticles are single-crystalline.
Further, the STEM and EDX mapping images in Fig. 7b-
d reveal that La and Co are homogeneously distributed in the
nanoparticles. Thus, the TEM and EDX results suggest that the
PA method provides single-crystalline LaCoO; nanoparticles.
The synthesis route of the PA method is fundamentally
different from those of other previously reported methods. In
the sol-gel method, a gel is formed by interconnecting different

RSC Adv, 2021, 11, 20313-20321 | 20317
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Flg 6 FE-SEM images of (a) LCOKB, (b) LCOCNF, (C) LCO)(C_72, (d) LCOAQ and (e and f) LCOCitrate-

precursors with the aid of a complexing ligand (typically, citric
acid). This is the key step in the synthesis of perovskite nano-
particles in the sol-gel method. The homogeneously mixed
precursor gel allows calcination at a low temperature, facili-
tating the formation of nanosized complex oxides such as the
perovskite. In contrast, the PA method uses nanocarbons
instead of the complexing ligands; therefore, no gel was formed.
Instead, the precursors intermix at the atomic level during their

———30 nm

IMG1(framel)

Fig. 7

20318 | RSC Adv, 2021, 1, 20313-20321

accumulation on the surface of the nanocarbon supports. Thus,
the precursor/nanocarbon composite could be calcined at a low
temperature to obtain perovskite nanoparticles.

Furthermore, carbonaceous materials have previously been
used to synthesize perovskites. For example, the pores of AC or
mesoporous carbon were used to confine precursors and form
nanosized oxide (nano-casting method).*** In contrast, the PA
method does not require the pore structure of carbon; indeed,

———30 nm LaL ———30 nm Co K

(a) TEM image and electron diffraction pattern. (b) STEM image and EDX mapping images for (c) La and (d) Co in LCOg.

© 2021 The Author(s). Published by the Royal Society of Chemistry
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CNFs that have no pores provided LaCoO; nanoparticles.
Moreover, in our previous work, nanotubes of various oxides
were formed via the PA method using CNFs without pores.*"*>

Fig. S3f shows the nitrogen adsorption/desorption
isotherms of the LCO samples. All the samples show a Type II
adsorption/desorption isotherm, indicating that the formed
LCO has no micro- or mesopores. The specific surface areas of
LCOkg, LCOcnr, LCOxc.72, and LCO,¢ were calculated to be 12,
13,29, and 9 m? g, respectively, which are comparable to that
of LCOgjrate (8 m* g7'). As shown in Fig. 3 and S2,} TG/DTA
analyses indicated that the carbons were completely removed
by the calcination process; therefore, it can be inferred that the
specific surface areas of the LCO samples were not influenced
by the type of carbon used.

Based on the results of various characterizations, the
following conclusions can be drawn on the synthesis of LaCoO;
nanoparticles via the PA method:

(1) The surface chemical composition of carbon has
a significant influence on the bulk structure of the formed
oxides. KB containing no sulfur species provides a pure LaCoO;
phase.

(2) The formed oxide reflects the morphological features of
the original carbon support, and LaCoO; nanoparticles of less
than 100 nm size can be synthesized using KB.

(3) From the viewpoint of the specific surface area, the PA
method is comparable to conventional synthesis methods.

(4) Based on (1)-(3), the PA method using KB as the support
is suitable for preparing LaCoO; nanoparticles with a high
surface area.

3.4. Catalytic activity of LCO in OER

Fig. 8a shows the LSV curve for OER on various LCO samples in
0.1 M KOH saturated with O,. The onset potentials of the LCO
samples at the current density of 0.1 mA cm > are as follows:
1.51 V (LCOgg), 1.51 V (LCOgiace)y 1.54 V (LCOcny), 1.59 V
(LCOx¢.72), and 1.72 V (LCO4c). LCOcitrate and LCOkp exhibited
the same onset potentials, indicating that their catalytic activi-
ties in OER are similar. For LCOxc.7, and LCOuc, the onset

20
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potentials are more positive than those of the other samples.
Moreover, the increase in the current density with positive
polarization was modest. The LSV curves indicate the following
trend of the OER activity of the LCO samples: LCOxp =
LCOcitrate = LCOcnr > LCOAc > LCOxc.7». The Tafel plots of the
LCO samples are shown in Fig. 8b. The Tafel slopes of
LCOgitratey LCOkg, LCOcnE, LCOAc, and LCOx¢.7» are 81, 74, 71,
106, and 107 mV dec™ ', respectively. The Tafel slopes of
LCOcitratey LCOkgs, and LCOcyr prepared in this study are in the
range of the Tafel slope of 70-75 mV dec ™" reported for LaCoO;
nanoparticles.”*® The Tafel slopes show a similar trend as the
LSV results; the high Tafel slopes of LCO,¢ and LCOx¢.7, indi-
cate their low OER activity. Furthermore, the trend of electro-
chemically active surface area (ECSA) of the LCO samples was
similar to that of OER activity (Fig. S4, Table S1t). The chro-
noamperometry for LCOxs was shown in Fig. S5.f A stable
current was observed, which indicates LCOgg has stability for
OER.

The OER test results are in good accordance with the results
of characterization. LCOcjtrate; LCOkg, and LCO¢nr showed high
activity in OER, because these samples consist of LaCoO;
perovskite nanoparticles. The low activities of LCOxc.7, and
LCO,c are due to the formation of (LaO),(SO4), which is
intrinsically not an effective OER catalyst and is low electrical
conductivity. The electrochemical analysis suggested that
although the PA method is a simple process in which the
precursor solution is simply dropped onto nanocarbons and the
resulting sample is calcined in air, the formed LaCoO; sample is
comparable to that prepared by the conventional sol-gel
method.

The synthesis of LaCoO; nanoparticles by using only metal
precursors and nanocarbon has not been reported. Many of
solution-based methods utilized chemical reagents. For
example, in the sol-gel method, the key chemical reaction is the
formation of a gel with the help of chelating complexes and
organic molecules (typically citric acid and ethylene glycol). The
solution-based method enables the production of perovskite
nanoparticles by low-temperature calcination because the metal

1.85
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1.60 —
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155
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(a) LSV profiles and (b) Tafel plots of LCOcitrate. LCOkg, LCOcnr, LCOxc_72, and LCOac for OER in an O,-saturated 0.1 M KOH solution.
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cations are uniformly mixed by chemical reactions. In contrast,
the PA method does not rely on chemical reactions. The accu-
mulation of precursors on nanocarbon is a physical process; the
metal cations are uniformly mixed on the nanocarbon. As
a result, the PA method provides nanosized LaCoO; without the
requirements of the precise control of chemical reactions, harsh
conditions, and/or special apparatus, indicating that it is
a promising process for preparing active OER catalysts on
a large scale.

4. Conclusions

We presented a simple synthetic process for LaCoO; nano-
particles based on the accumulation of precursors on nano-
carbon supports. The precursor solution was dropped onto the
nanocarbon powder, and then the solvent was evaporated to
accumulate the precursors (lanthanum nitrate and cobalt
nitrate) on the surface of the nanocarbon. By removing the
nanocarbon via the calcination process, single-crystalline
LaCoO; nanoparticles were formed. The type of nanocarbon
strongly affected the morphology and structure of the formed
oxide. A pure LaCoO; phase was formed when KB was used as
the support. In contrast, AC and XC-72 provided (LaO),(SO,),
because they contained sulfur on their surfaces. The
morphology of the formed oxide was found to be similar to that
of the carbon used as the support. Nanoparticles (diameter:
<100 nm) were obtained upon using KB. The specific surface
area of the formed LaCoO; was found to be comparable to that
of the LaCoO; nanoparticles synthesized by the conventional
sol-gel method. The OER activity of the catalysts indicated that
LaCoOj; prepared using KB has the same activity as the LaCoO;
nanoparticles prepared by the conventional method. Based on
these results, we conclude that the simple PA method would be
an effective alternative process for preparing active OER
catalysts.
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