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10623 Berlin, Germany
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ABSTRACT: Future advances in renewable and sustainable energy require advanced
materials based on earth-abundant elements with multifunctional properties. The design
and the development of cost-effective, robust, and high-performance catalysts that can
convert oxygen to water, and vice versa, is a major challenge in energy conversion and
storage technology. Here we report cobalt oxide nanochains as multifunctional catalysts
for the electrochemical oxygen evolution reaction (OER) at both alkaline and neutral pH,
oxidant-driven, photochemical water oxidation in various pH, and the electrochemical
oxygen reduction reaction (ORR) in alkaline medium. The cobalt oxide nanochains are
easily accessible on a multigram scale by low-temperature degradation of a cobalt oxalate
precursor. What sets this study apart from earlier ones is its synoptical perspective of
reversible oxygen redox catalysis in different chemical and electrochemical environments.
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1. INTRODUCTION

The development of low-cost, naturally abundant, environ-
mentally benign, and highly active catalysts for energy
conversion and storage is of utmost importance and plays a
prime role in renewable energy technologies.1−5 In this context,
the discovery of robust materials for the oxygen evolution
reaction (OER) and oxygen reduction reaction (ORR), that is,
suitable materials for the challenging reactions of water
splitting, fuel cells, metal−air batteries, electrolysis cells, and
solar synthetic reactors, is of particular interest.6−13 The OER
involves a four-step oxidation of water to molecular oxygen and
has been widely used as an anodic reaction in electrolysis cells,
whereas the ORR also supports four-electron reduction of
oxygen and is ubiquitous for cathodic reactions in fuel
cells.14−17 Despite enormous efforts, the development of
oxygen electrode catalysts is still a challenge, since high-
performance electrocatalysts are mostly based on expensive and
noble metals. The best known catalysts of OER are based on
iridium or ruthenium oxides,18−26 while their activity in the
ORR is very moderate.27 However, platinum-based materials
have been most efficient for ORR11,28−33 but are less effective
for the reverse reaction, OER.34−36

Over the years, various non precious metal based materials
have been explored that display higher activities, either for OER

or for ORR (unifunctional).37−45 Nevertheless, a single catalyst
used as bifunctional in both OER and ORR is scarce, as the
bifunctionality requires significantly low overpotentials and
high activities for both reactions. Recently, the development of
low-cost, high-performance, and non precious metal electro-
catalysts have been realized with bifunctionality, especially with
transition-metal oxide and sulfide materials based on cobalt and
manganese.46−50 Jaramillo et al. have shown the electrocatalytic
activities of nanostructured manganese oxides as a bifunctional
catalyst for both OER and ORR with higher activity which they
compare to that of other noble metal catalysts.46,51 Yang et al.
described well-dispersed Co3O4/Co2MnO4 oxide nanocompo-
sites as synergistic bifunctional catalysts that showed moderate
activity toward OER and ORR.52 Similarly, Cheng et al.
synthesized spinels by rapid room-temperature synthesis and
then directed for bifunctional catalysis.53 Meanwhile, Joo et al.
performed OER/ORR catalysis on ordered mesoporous
Co3O4,

54 whereas Yang et al. explored NiCo2O4 for the same
purpose.55 Interestingly, Muhler et al. designed a spinel cobalt
manganese oxide in N-doped carbon nanotubes by oxidative
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cutting that showed superior activity for both OER and ORR
and was comparable that of to noble metal platinum, iridium,
and ruthenium oxide catalysts.56 Earlier, Manthiram et al.
presented lithium cobalt oxides as potential bifunctional
catalysts for metal−air batteries,57 while the dual nature of
nanostructured MnO2 and its structure−property relation was
studied by Suib et al.48 Although OER and ORR on perovskite
type materials has been the main stream of interest of the group
of Shao-Horn for a very long time,58−62 recently, they were
successful in decorating perovskites that exhibited high
performance in both directions.63 On the other hand, some
of the hybrids of transition metal oxides and sulfides grown on
graphene have also been investigated lately, in which the cobalt
oxide on nitrogen (N) doped graphene as synergistic catalyst,
reported by Dai et al.,64 and the cobalt monooxide with
crumpled graphene have been shown to be very efficient
toward both OER and ORR.65 The CoFe2O4 with graphene
nanohybrid for OER/ORR has also been shown to be effective
by Strasser et al.66 Although bifunctional catalysts have been
rarely reported, multifunctional catalysts for electrochemical
OER at both alkaline and neutral pH, oxidant-driven and
photochemical water oxidation as well as for the ORR have
never been obtained until now. Therefore, it has been
particularly challenging to design and to develop high-
performance multifunctional catalysts which are capable of
unifying the OER and ORR for energy conversion and storage
applications.
The recent perspective article of Lewis and Gray clearly

reveals the essential factors in commercializing solar fuel
technologies, where they state that it is not sufficient to design
devices for solar fuels but rather efforts have to be made to
control certain constraints involved in the viable integrated
system.67 According to them, efficiency, stability, and scalability
are three main system requirements that are needed to
overcome constraints. In this respect, we directed ourselves
to have a catalyst that is not only highly active but also highly
stable, facile, robust, and easily scalable.
Our recent activities in the area of bioinspired water

oxidation catalysts and the production of highly active OER
and ORR catalysts on a larger scale fostered us to explore the
single-source precursor (SSP) approach toward the preparation
of a multifunctional cobalt oxide catalyst.68−73 In general, the
SSP route can be very advantageous due to the relatively low
temperature synthesis and precise control of the composition
and of the oxidation states of the metals in the system.
Moreover, the SSP approach allows us to have control of the
morphology and electronic properties of desired materials that
can be tuned by molecular design.74−79 Here we report the
unification of high-performance OER and ORR catalysis in the
cobalt oxide material, employing the inverse micelle precursor
approach to generate nanochains.
In the present work, nanochains of cobalt oxide (Co3O4)

were synthesized by relatively low temperature degradation of
the cobalt oxalate dihydrate (CoC2O4·2H2O) precursor, which
turned out to serve as a highly active multifunctional catalyst for
electrochemical OER and for oxidant-driven and photo-
chemical water oxidation as well as for ORR. In fact, the as-
prepared Co3O4 nanochains show excellent electrocatalytic
OER activity at low overpotentials in both alkaline and neutral
medium and also high performance in oxidant-driven and
photochemical water oxidation. We additionally synthesized
nanostructured Co3O4 under solvothermal conditions as well as
compared the activities of commercially available cobalt oxides

of various morphologies to show why the presented nanochain
morphology is essential in order to achieve activity higher than
that of the other nanotypes. Strikingly, the ORR activity of
carbon-supported Co3O4 nanochains exhibits high performance
which is comparable to that of the carbon-supported platinum
system in alkaline medium. In addition to this, it is now
possible to directly compare the oxygen redox catalysis
performance of Co3O4 under different operating conditions.

2. RESULTS AND DISCUSSION

The cobalt oxalate precursor was synthesized via an inverse
micelle approach. Thereafter, the formed oxalate precursor was
thermally treated at a relatively lower temperature to produce
the Co3O4 phase. The physical properties of both the precursor
and the oxide were systematically investigated by powder X-ray
diffraction (PXRD), inductively coupled plasma atomic
emission spectroscopy (ICP-AES), elemental analyses, scanning
electron microscopy (SEM), transmission electron microscopy
(TEM), energy dispersive X-ray spectroscopy (EDX), Fourier
transform infrared spectroscopy (FT-IR), Raman spectroscopy,
nitrogen adsorption−desorption Brunauer−Emmett−Teller
analysis (BET), thermogravimetric analysis (TGA), temper-
ature-programmed reduction (TPR), and X-ray photoelectron
spectroscopy (XPS). Details on the instrumental part are given
in the Supporting Information.
All reflections obtained from the precursor by PXRD could

be indexed on the basis of an orthorhombic phase of CoC2O4·
2H2O (JCPDS 25-0250, space group Bbmb), whereas the
reflection peaks of the oxide phase were solely attributed to the
cubic cell of Co3O4 (JCPDS 42-1467, space group Fd3m) with
a lattice constant of 8.08 Å (Figures S1 and S2 in the
Supporting Information). The crystal structure of CoC2O4·
2H2O consists of one-dimensional chains with each cobalt atom
coordinated by two bidentate oxalate ligands and two water
molecules and the Co3O4 has a normal spinel AB2O4
(Co2+Co2

3+O4) structure in which the Co atoms are distributed
among the tetrahedral (A) and octahedral (B) sites (Figure S3
in the Supporting Information).80 Further, SEM and TEM
images displayed that the one-dimensional nanorods of the
precursor have been completely transformed to Co3O4 after the
thermal treatment (Figure S4 in the Supporting Information).
The chemical composition and the quantification of the
elements of lower atomic number (C, H, N) of both precursor
and as-prepared oxide was confirmed by EDX, ICP-AES, and
elemental analysis (Figure S5 and Tables S1 and S2 in the
Supporting Information). The thermal degradation of the
precursor was examined by TGA (Figures S6 and S7 in the
Supporting Information) that exhibited two-step mass loss
corresponding to two structural water molecules and liberation
of carbon dioxide before complete transformation into CoO
and Co. The FT-IR and Raman spectra of the precursor and
oxide are characteristic for metal oxalates and metal oxides
(Figures S8−10 and Table S3 in the Supporting Information).
SEM and TEM images of Co3O4 revealed that the material
consists of small edge-sharing nanocrystals (20−60 nm) that
form an unprecedented network of nanochains (Figure 1). The
BET surface area of 16 m2/g for the oxalate precursor was
found to be congruent with the oxide phase (12 m2/g). The
TPR was conducted to study the reduction behavior of cobalt
oxide which shows that Co3O4 undergoes a two-step reduction
process (CoO and Co) between 300 and 600 °C; related
details are given in Figure S11 in the Supporting Information.
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The detailed bonding states of the Co(II) oxalate precursor
and Co(II,III) oxide materials were further characterized by
XPS measurements. The Co(II) and Co(III) sites have almost
similar 2p binding energies, but ultimately, they can be
differentiated by the Co 2p1/2−2p3/2 spin−orbit level energy
spacing.81 This difference is 16.0 eV for high-spin Co(II) and
15.0 eV for low-spin Co(III) and matches perfectly with values
for synthesized Co(II) precursor and Co(II,III) oxide.82 The
binding energies of cobalt for the oxalate precursor were found
to be 797.3 eV for Co 2p1/2 and 781.3 for Co 2p3/2 and are
consistent with Co(II). The O 1s binding energy peaks can be
deconvoluted into two different carbon−oxygen functional
groups. The peak at 533.9 eV corresponds to the binding
energy of a C−O bond or water ligands, and the peak at 532.2
eV could be assigned to the CO bond. The deconvoluted C
1s spectrum comprises of three binding energy peaks at 284.9,
286.4, and 288.8 eV. The peaks at 284.9 and 286.4 eV are
attributed to the carbon in C−C and C−O environments. The
peak at 288.8 eV could be assigned to the CO from the
oxalate anion.83,84 The corresponding results of Co 2p, O 1s, C
1s spectra are presented in Figure S12 in the Supporting
Information.
For Co3O4 nanochains, two peaks are located at binding

energies of about 780.0 eV for Co 2p3/2 and 795.1 eV for Co
2p1/2. The Co 2p3/2−2p1/2 energy separation is approximately
15.1 eV, which is consistent with the literature--reported values
of Co(II,III).81,85 The absence of the prominent shakeup
satellite peaks in the Co 2p spectra indeed suggests the
presence of a dominating Co3O4 phase. The O 1s spectrum is
deconvoluted into three main peaks. The peaks at 530.1, 531.8,
and 533.0 eV are correlated to the oxygen atoms of cobalt
oxide, physisorbed and chemisorbed water at or near the
surface, and the hydroxide species, respectively.86−88 The
overview of Co 2p and O 1s spectra are shown in Figure 2.
Thin films of Co3O4 nanochains were first deposited on the

FTO surface (Figure S13 in the Supporting Information), and
the OER catalytic activity was measured in 0.1 M KOH (pH
13) and 0.1 M phosphate buffer (pH 7) solutions. To illustrate

the catalytic activity for OER and ORR, the linear sweep in the
potential ranging from −0.5 to 2 V vs RHE was measured in
the anodic direction, as shown in Figure 3. During initial

scanning at 1 mV/s, the Co3O4 thin film was found to be highly
active for OER with low overpotential in KOH as well as in
phosphate buffer solution. The current-onset overpotential
displayed here is better than those of the well-established
benchmark CoPi catalyst (0.28 V at pH 7), cobalt-based oxides,
and other highly active catalysts based on precious metals.89−99

Figure 1. SEM (a) and TEM (b) images of Co3O4 nanochains, edge-
sharing of the nanoparticles with lattice planes (c), and the electron
diffraction pattern (d).

Figure 2. Co 2p (top) and O 1s (bottom) XPS spectra of nanochains
of Co3O4.

Figure 3. Linear sweep voltammetry at 1 mV/s in 0.1 M KOH at pH
13 and 0.1 M phosphate buffer at pH 7 (the results shown are the
average of the forward and backward scans).
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A pronounced activity was also observed for ORR in basic
medium by applying the reverse potential under the same
conditions (note that ORR was performed in air-saturated
solutions at ambient pressure). In order to understand both
OER and ORR phenomena, the thin films of Co3O4 were
investigated separately by the traditional established routes to
evaluate the actual performance.
Figure 4 shows the cyclic voltammograms (CVs) measured

at a scan rate of 20 mV/s. The anodic current started growing

at 0.66 V at pH 13 and 1.05 V at pH 7 (vs the normal hydrogen
electrode, NHE). The maximum current density of 7.4 mA
cm−2 was attained at 1.06 V at pH 13, whereas 3.6 mA cm−2 at
1.44 V was observed at pH 7. It can be seen that the
synthesized Co3O4 nanochains are highly active for OER and
the current densities start growing at very low onset potentials.
The overpotentials obtained here are superior than those of
most of the known benchmark transition-metal oxide water
oxidation catalysts.100−106

The pH dependence of the electrode potential at three
anodic current densities, 3, 10, and 30 μA cm−2, were also
studied at pH 7 in phosphate buffers (Figure 5). The plots
show a slope of 60 mV per pH unit and thus indicate a pH-
independent electrochemical overpotential, as previously found

also in other water oxidation catalysts based on first-row
transition metals.41,89−91,107

Furthermore, the stability of the Co3O4 thin films was
confirmed by chronopotentiometric measurements at a current
density of 0.5 mA cm−2 over a 1 h period, resulting in
overpotentials of 0.34 and 0.51 V at pH 13 and pH 7 (Figure
S14 in the Supporting Information). After the chronopotentio-
metric test, the films were characterized by SEM, TEM, and
XPS analyses (Figure 6 and 7 and Figures S15−S17 in the

Supporting Information). The SEM images of both films
showed that the nanochains of Co3O4 stayed mostly intact and

Figure 4. Cyclic voltammograms (sweep rate 20 mV/s) of nanochains
of cobalt oxide thin films in 0.1 M KOH (pH 13) and 0.1 M
phosphate buffer solution (pH 7).

Figure 5. pH dependence of the electrode potential of the Co3O4 film
measured at three anodic current densities (in 0.1 M phosphate
buffer). The solid lines correspond to a slope close to 60 mV/pH unit,
indicating a fully pH independent electrochemical overpotential.

Figure 6. TEM (left) and HRTEM (right) images of the surface of
Co3O4 thin film after chronopotentiometric measurements in 0.1 M
KOH solution (pH 13).

Figure 7. XPS spectra of the nanochains of Co3O4 thin film after
chronopotentiometric measurements in 0.1 M KOH (pH 13) solution.
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no distinct changes in the surfaces of the films were discerned
by preserving the morphology and crystallinity. A closer look at
the TEM images (Figure 6) revealed that there is no visible
amorphous layer formation on the surface of the film or
detectable dissolution from the surface as reported for other
materials.108−110 However, the Co 2p spectrum in XPS
exhibited a significant increase in Co3+ character (∼780 eV at
Co 2p3/2 and ∼795 eV at Co 2p1/2) from the deconvolution
area which shows that a large amount of surface Co2+ in the
structure of Co2+Co2

3+O4 has been oxidized to Co3+ (Figure 7
and Figure S17). The corresponding O 1s core level spectrum
also indicated possible structural changes and was deconvoluted
into three peaks. The peaks at 530 eV could be assigned to the
oxygen atoms of Co3O4, whereas a large dominance of −OH
species absorbed on the surface were observed at the binding
energy of 532.1 eV. A small peak at around 535.5 eV can be
correlated to the absorbed water molecules.86−88

It is essential to compare the OER activities of nanochains of
cobalt oxide synthesized by the reverse micelle route to those of
other cobalt oxides with various morphologies (Figures S18 and
S19 in the Supporting Information). Therefore, we solvother-
mally synthesized a Co3O4 catalyst (18 m2/g) that displayed
cubic type morphology. In addition to this, we evaluated the
activities of commercially available Co3O4 (49.4 m2/g) and
CoO (25.5 m2/g). The commercial Co3O4 particles display
irregular shaped morphology, whereas CoO exhibits multi-
faceted particles.
The OER activities of the solvothermally synthesized and

commercial cobalt oxides were measured under conditions
similar to those of Co3O4 nanochains prepared by micelle and
are shown in Figure 8. The current-onset potential of

solvothermal cube-shaped Co3O4 nanoparticles started at 0.45
and 0.60 V and reached a current density of 1.83 mA cm−2 at
1.05 V and 1.11 mA cm−2 at 1.45 V for pH 13 and pH 7,
respectively. Similarly, in the case of irregularly shaped
commercial Co3O4 and multifaced CoO particles, a significant
increase in the respective current-onset potential was observed,
which started at ∼0.66 and ∼0.58 V and reached a maximum
current density of 1.47 and 0.83 mA cm−2 at 1.05 and 1.06 V
for pH 13. In the case of pH 7, the current started growing at
considerably higher potentials: i.e, 0.95 and 0.80 V for

commercial Co3O4 and CoO. The maximum current densities
achieved here were 0.50 and 0.30 mA cm−2 at 1.44 V.
The overpotentials determined at 0.5 mA cm−2 from the CV

of Figure 8 are displayed in Table 1, indicating that the

nanochains of Co3O4 have overpotentials much lower than
those of the solvothermally synthesized and commercial cobalt
oxides of various morphologies at both pH 13 and pH 7.
Oxidant-driven water oxidation experiments (see the

Experimental Section) were carried out in deoxygenated
aqueous solution containing Co3O4 nanochains and ceric
ammonium nitrate (CAN). The standard chemical potential of
Ce(IV) (E° = 1.7 V vs NHE) is quite sufficient to oxidize water
to oxygen under acidic conditions. Figure 9 shows the dissolved

oxygen content in the reactant solution monitored for 15 min
at room temperature. The rate of the oxygen evolution was
determined from the slope of the linear fitting for the first 60 s
and was found to be 1.49 mmolO2

molCo
−1 s−1. Similarly, the

CAN experiments were also carried out for solvothermally
synthesized Co3O4 (0.59 mmolO2

molCo
−1 s−1), commercial

Co3O4 (0.51 mmolO2
molCo

−1 s−1), and CoO (0.08 mmolO2

molCo
−1 s−1). The rates of oxygen evolution for Co3O4

nanochains were 3 times higher than that of cubic nano-
particles, whereas commercial materials showed moderate
activity (see Table 2). In addition, the value obtained here
for nanochains is higher than those of other known reported
cobalt oxides and the supported cobalt oxide catalysts (highest

Figure 8. Cyclic voltammograms (sweep rate 20 mV/s) of Co3O4
synthesized under micelle and solvothermal conditions along with
commercial Co3O4 and CoO in 0.1 M KOH (pH 13) and 0.1 M
phosphate buffer (pH 7) solution (catalyst loading is 3 mg cm−2).

Table 1. Summary of the OER Catalytic Activities of Cobalt
Oxides of Various Morphologies

overpotential (mV) at 0.5
mA cm−2

catalyst SBET
c pH 13 pH 7

Co3O4 micelle 12 320 410
Co3O4 solvo

a 18 511 590
Co3O4 commb 49.4 531 630
CoO commb 25.5 572 -

aSolvothermal. bCommercial. cSurface area (m2/g).

Figure 9. Dissolved oxygen concentrations measured with a Clark
electrode in deoxygenated aqueous solutions containing cobalt oxide
catalysts and 0.5 M ceric ammonium nitrate (CAN) as an oxidant
(catalyst amount is 1 mg).
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known 0.60 mmolO2
molCo

−1 s−1 for KIT-6 supported
Co3O4).

111−115

The photocatalytic activity of water oxidation for the Co3O4
nanochains was investigated in the presence of a two-electron
acceptor (Na2S2O8) and a photosensitizer ([Ru(bpy)3]

2+) in
various buffer solutions (Scheme S1 in the Supporting
Information).43,101,116,117 In the Ru(bpy)3]

2+−S2O8
2−system,

[Ru(bpy)3]
2+ absorbs visible light and generates electron−hole

pairs on the surface of the catalyst. The electrons produced
were ejected by the sacrificial electron acceptor S2O8

2− by
further oxidizing the [Ru(bpy)3]

2+ to [Ru(bpy)3]
3+ and

reducing S2O8
2− to SO4

2− and a sulfate radical (SO4
•−). As a

result, the formed radical can subsequently further oxidize
[Ru(bpy)3]

2+ to yield [Ru(bpy)3]
3+. Hence, the [Ru(bpy)3]

3+

molecule donates its holes to the catalyst and reverts back to
[Ru(bpy)3]

2+, where two water molecules are oxidized to form
one oxygen molecule. The dissolved O2 content was analyzed
by a Clark oxygen electrode system. The maximum rate of
oxygen evolution of nanochains of Co3O4 was calculated as
1.45 mmolO2

molCo
−1 s−1 in phosphate buffer (Figure 10) and,

remarkably, is clearly larger than that of previously reported
cobalt oxides (6 times higher than that of the recently reported
active mesoporous Co3O4) and comparable to that of cobalt
oxide supported on silica.111,115,118,119

Measurements were performed to check the effect of catalytic
activity and stability in various buffer solutions, including
carbonate (pH 4.7), acetate (pH 5.8), phosphate (pH 7), and
borate (pH 9), and are shown in Figure S20 in the Supporting

Information. Using the borate buffer, especially high rates of O2
formation were detected in the presence of the Co3O4
nanochains, but significant rates were detectable also in the
absence of the Co3O4 catalyst (Figure S21 in the Supporting
Information), the latter likely being explainable by photo-
sensitizer degradation and formation of catalytic RuO2, due to
the high oxidation potential of [Ru(bpy)3]

3+ at pH 9.
Therefore, the phosphate buffer was chosen to get the best
results in terms of stability as well as catalytic activity. Clearly,
less oxygen evolution was detected for solvothermally
synthesized (0.59 mmolO2

molCo
−1 s−1) and commercially

available cobalt oxide (0.29 mmolO2
molCo

−1 s−1) and cobalt

monoxide (0.08 mmolO2
molCo

−1 s−1), even though the surface
area was much higher for the commercial oxides (Figure 10 and
Table 2).
The oxygen evolution trend displayed in photocatalytic

experiments is also very similar to that of oxidant-driven water
oxidation. The corresponding surface area normalized plots for
all cobalt oxides are shown in Figure S22 in the Supporting
Information. No oxygen was detected when the catalysts were
not present in the photochemical reaction.
In a separate set of experiments of nanochains of Co3O4 in

phosphate buffer (see the Supporting Information), the oxygen
gas collected in the head space of the reaction mixture was
quantitatively analyzed by a gas chromatograph (GC). A
maximum oxygen yield of 0.05 mL h−1 of O2 was detected
(Table S4 in the Supporting Information). H2

18O labeling
studies on Co3O4 were also performed using a GC equipped
with a mass spectrometer, which confirm that water is the
source of the evolved dioxygen (Figure S23 in the Supporting
Information).
After the oxidant-driven and photochemical water oxidation

of highly active Co3O4 nanochains, the products obtained were
washed thoroughly with water and subjected to PXRD, TEM,
EDX, and XPS (Figures S24−S28 in the Supporting
Information) analysis. PXRD and TEM revealed that the
morphology and the crystallinity of the nanochains were
preserved even after treatment with CAN as well as after
photolysis. EDX measurements of the products after both
reactions confirm the presence of only cobalt without any
additional elements. The Co 2p spectrum in XPS confirmed the
oxidation states of cobalt and showed a dominating increment
of Co3+ character as displayed for electrochemical OER. The
deconvoluted O 1s spectrum displayed three peaks related to
oxygen atoms of Co3O4 (∼530 eV), −OH species absorbed on
the surface (∼532 eV), and chemisorbed oxygen or adsorbed
water molecules (∼534 eV).86−88 The increase in the −OH
peak in the O 1s spectrum is possibly due to the changes in the
surface groups and in the bulk material.
We further compared the trend followed for the oxygen

production in photochemical (for 60 s) and electrochemical (at
1.45 V vs NHE) water oxidation experiments at pH 7, by taking
their respective ratios. In both experiments, the ratios of oxygen
formation matched closely, indicating that the nanochains of
Co3O4 are indeed suitable catalysts to drive both reactions
efficiently, even though different mechanisms are involved in
the processes of photochemical and electrochemical OER.
Furthermore, we prepared the corresponding oxalate

precursor without the micelle route, which was then subjected
to thermal treatment to form spherically dispersed particles of
cobalt oxide (Figure S29 in the Supporting Information). The
oxidant-driven and the photocatalytic tests on the spherical

Table 2. Summary of the Oxidant-Driven and Photochemical
Activities of Cobalt Oxide Catalysts

O2 evolution rate (mmolO2
molCo

−1 s−1)

catalyst SBET
c oxidant driven photochemicald

Co3O4 micelle 12 1.49 1.45
Co3O4 solvo

a 18 0.59 0.59
Co3O4 comm

b 49.4 0.51 0.29
CoO commb 25.5 0.08 0.08

aSolvothermal. bCommercial. cSurface area (m2/g). dMeasured in
phosphate buffer. The oxygen evolution rate was determined for the
first 60 s.

Figure 10. Dissolved oxygen concentration of cobalt oxide (0.5 mg)
catalysts measured by a Clark electrode in the S2O8

2−−Ru(bpy)32+
system using phosphate (pH 7) buffer (300 W Xe lamp with 395 nm
cut off filter).
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particles confirmed that the edge-sharing nanochains have
significantly higher activity, evidencing the importance of
morphology in the catalytic activity (Figures S30 and S31 in
the Supporting Information).
Since the nanochains of Co3O4 exhibited very high

performance for electrochemical OER and oxidant-driven and
photochemical water oxidation, we considered exploring this
catalyst further in the direction of ORR. It is already well
known that the unsupported transition metal oxide nano-
particles do not show a well-defined diffusion part at more
negative potentials due to the poor transfer of substrate (O2)
and products (H2O). Usually, in the case of non precious metal
based electrocatalysts, especially for those with low electrical
conductivity, mixing of carbon provides paths for the flow of
electrons in the electrocatalytic system.120−122 Therefore, the
nanochains of Co3O4 were first mixed with carbon black
(Vulcan XC-72R) to overcome electronic conductivity
limitations.
To evaluate the ORR activity, linear sweep voltammetry

(LSV) of carbon-supported Co3O4 nanochains (20 wt % Co3O4
on Vulcan X-72) was recorded using a rotating-disk electrode
(RDE) in O2-saturated 0.1 M KOH solution with a sweep rate
of 10 mV/s and were compared with commercial carbon-
supported Pt benchmark catalysts with a Pt loading of 20% by
weight. Figure 11 evidences that the ORR activity of the

Co3O4/C catalyst in the kinetic region between 0.8 and 0.95 V
approaches that of the Pt reference catalyst. Differences in
catalyst film thickness accounted for the varying diffusion-
limited current densities below 0.75 V. The electrochemical
half-wave potential of Co3O4/C, a key activity metric, was 0.84
V and is very similar to the reference Pt/C (0.86 V) catalyst
better than a recently reported highly active N-doped graphene
supported Co3O4 (0.83 V) and CoO catalysts (0.81 V).64,65 In
addition, the potential assessed by the nanochains of Co3O4/C
reported herein represents oxygen reduction capacity clearly
higher than that detected in any other nanostructured cobalt-
containing oxides, including so far known highly active
mesoporous Co3O4/C,

54 Co3O4/graphene,
123 CoxOy embed-

ded N-doped carbon,124 Mn−Co oxide carbon nanotubes,56

3D crumpled graphene cobalt oxide,65 lithium cobalt oxide,57

and covalent hybrids of Mn−Co/graphene catalysts125 as well
as Co3O4/N-doped graphene.64

A high-performance ORR catalyst not only must show an
enhanced activity but also must be stable under ORR
conditions.126,127 The chronoamperometric curve of presented
Co3O4/C is shown in Figure S32 in the Supporting
Information. The catalysts maintained 93.6% and 93% of
their initial ORR current values for over 2 h of continuous
operation at a constant potential of 0.8 V. After chronoampero-
metric tests, the Co3O4 catalyst showed an overpotential
increase commensurate with that of benchmark catalysts
(Figure S33 in the Supporting Information).
The number of transferred electrons (n) is a key parameter

while evaluating the selectivity of the catalysts in ORR. The
RDE current−potential curves of Co3O4/C with various
rotation speeds (800−2200 rpm) were recorded at a scan
rate of 10 mV/s and are presented in Figure 12.

Additional kinetic analyses using the Koutecky−Levich (K-L)
formalism of the Co3O4/C catalyst addressed the number of
transferred electrons (Figure 13; see the Supporting

Information for the equation). The K-L plots are obtained
from the inverse current density J−1 as a function of the inverse
square root of the rotation rate (ω1/2). The slope of the straight
line from a K-L plot referred to as a “B factor” was 0.455 mA
cm−2 S1/2 for Co3O4/C (the theoretical “B factor” for a direct
four-electron process is 0.46 mA cm−2 S1/2). This shows that
the calculated electron number is 3.95 for Co3O4/C that favors
the 4e oxygen reduction process similarly to the Pt reference
catalyst.

Figure 11. Linear sweep voltammograms (LSVs) of nanochains of
Co3O4/C and Pt/C and C (Vulcan) in oxygen-saturated 0.1 M KOH
with a scan rate of 10 mV/s (at 1500 rpm, the Co3O4 loading is 45 μg
cm−2).

Figure 12. LSVs of Co3O4/C in oxygen-saturated 0.1 M KOH at
different electrode rotating rates at a scan rate of 10 mV s−1.

Figure 13. Koutecky−Levich (K-L) plot for ORR in O2-saturated 0.1
M KOH solution for Co3O4/C. The calculated slope was 0.45 (B).
The experimental “B factor” was calculated and averaged at various
voltages from the slope of the K-L plot.

ACS Catalysis Research Article

DOI: 10.1021/cs501724v
ACS Catal. 2015, 5, 2017−2027

2023

http://pubs.acs.org/doi/suppl/10.1021/cs501724v/suppl_file/cs501724v_si_001.pdf
http://pubs.acs.org/doi/suppl/10.1021/cs501724v/suppl_file/cs501724v_si_001.pdf
http://pubs.acs.org/doi/suppl/10.1021/cs501724v/suppl_file/cs501724v_si_001.pdf
http://pubs.acs.org/doi/suppl/10.1021/cs501724v/suppl_file/cs501724v_si_001.pdf
http://pubs.acs.org/doi/suppl/10.1021/cs501724v/suppl_file/cs501724v_si_001.pdf
http://dx.doi.org/10.1021/cs501724v


As already discussed, cobalt oxide has the normal spinel
structure Co2+Co2

3+O4, where Co3+ ion in the formula unit
occupies the octahedral sites, while Co2+ ion is in the
tetrahedral site.128 In the crystal structure of Co3O4, the
{001} and {111} planes (facets) are comprised of Co2+,
whereas the {110} plane consists of Co3+.123,129,130 It has been
shown recently that the surface octahedral Co3+ site is the
actual active site for OER and a similar trend has been seen in
substituted cobalt oxides.125 Further, the observation made by
XANES has also suggested that Co3+ is indeed the active site of
water oxidation of cobalt-based spinel-type materials.131−133 In
addition, Xie et al. and others have previously demonstrated
that the {110} planes in cobalt oxide have the highest catalytic
activity toward CO oxidation due to their highest density of
Co3+ ions, which is in line with the presented results.134,135

Conversely, Guo et al. investigated the surface structure
dependent activity of various types of cobalt oxide nano-
particles and reported that the catalytic active sites for ORR
should be from the surface of Co2+ (tetrahedral sites) ions that
was followed by the presence of {111} lattice planes on the
surface of the nanocrystals and could also be the case in the
presented material.123

Furthermore, most of the high-performance catalysts of
transition metal oxides were produced on a smaller scale that is
difficult to scale up. The use of the single source precursor
approach to nanochains of cobalt oxide enables us to explore
high-performance catalysts for reversible oxygen redox catalysis
and overcomes the problem of large scale production.
Inexpensive and abundant starting materials and easier handling
make this catalyst a prime candidate for heterogeneous water
oxidation and oxygen reduction reactions and is an alternative
to most of the conventional and strenuous synthetic catalysts.
This method can easily be extended for other transition metals
in designing and shaping catalysts, and interestingly, the result
presented here fulfils the key requirements needed for the
practical applications as described in the Venn diagram of Lewis
and Gray.67

3. CONCLUSION
In conclusion, this is the first report that one and the same
catalyst was tested, compared, and contrasted for electro-
chemical OER (at neutral and alkaline pH), oxidant-driven and
photochemical water oxidation (at various pHs), and ORR in
alkaline media. The multifunctional Co3O4 nanochains derived
from the inverse micelle precursor approach exhibited superior
activities and remarkable stability toward OER in both alkaline
and neutral solution. In addition, retention of the crystallinity
and morphology was observed even after chronopotentiometric
measurements. In addition to the electrochemical OER
experiments, oxidant-driven water oxidation in CAN solution
and photochemical water oxidation in the S2O8

2−−[Ru-
(bpy)3]

2+ system in various buffer solutions were investigated
and the detected catalytic rates were clearly higher than the
solvothermally synthesized, commercial cobalt oxides of various
morphologies as well as the other transition metal based
catalysts. The ORR was carried out in an alkaline medium, and
results obtained here outperformed the benchmark of precious
metal catalysts in terms of catalytic activity and chronoampero-
metric stability. For the first time, a direct comparison of the
oxygen redox catalysis performance under different operating
conditions was described. The employed precursor strategy
opens a new avenue for the development of new materials
which unifies properties in the field of energy materials. In

addition, the synthesized Co3O4 nanochains can easily be scaled
up commercially and can be designed for industrial
applications.

4. EXPERIMENTAL SECTION
4.1. Synthesis of Oxalate Precursor. Microemulsions

containing cetyltrimethylammonium bromide (CTAB, 2.0 g) as
a surfactant, 1-hexanol (20 mL) as cosurfactant and hexane (35
mL) as the lipophilic phase were first prepared and were mixed
separately with an aqueous solution of 0.1 M cobalt acetate and
0.1 M ammonium oxalate. Both microemulsions were mixed
slowly and stirred overnight. The pink precipitate then obtained
was centrifuged and washed with a 1/1 mixture of chloroform
and methanol (200 mL) and subsequently dried at 60 °C for 12
h.

4.2. Synthesis of Cobalt Oxide Nanochains. The cobalt
oxalate precursor was heated to 400 °C at a rate of 2 °C/min in
dry synthetic air (20% O2, 80% N2) and kept at 400 °C for 8 h
in a tubular furnace and then cooled to ambient temperature
normally.

4.3. Solvothermal Synthesis of Cobalt Oxide Cubic
Particles. In a beaker, 2 g of cobalt acetate tetrahydrate was
dissolved in 35 mL of water. A 5 mL portion of 25% NH3
solution was added to the above solution, which was then
transferred into a 50 mL Teflon autoclave. The autoclave was
heated to 180 °C for 24 h and subsequently cooled to room
temperature. The product was washed with a water/acetone
solution and dried at 60 °C in air.

4.4. Irregular Shaped and Multifaceted Cobalt Oxide
Nanoparticles. The irregularly shaped Co3O4 and the
multifaceted CoO nanoparticles were purchased and used as
received from Sigma-Aldrich.

4.5. Oxidant-Driven Oxygen Evolution from Water.
Chemical oxygen evolution experiments were carried out using
aqueous solutions containing ceric ammonium nitrate (CAN)
as the sacrificial one-electron acceptor. The oxygen evolution
was measured using a Clark-type oxygen electrode system
(Strathkelvin, 1302 oxygen electrode and 782 oxygen meters).
Prior to the experiments, the electrode was calibrated in an air-
saturated water solution and in zero oxygen (sodium sulfite in
water) solution. In a typical reaction, 1 mg of the catalyst was
placed in the reactor, which was then degassed by purging
nitrogen for 30 min. An anaerobic solution (2 mL) of 0.5 M
CAN was then injected into the reactor to initiate the chemical
water oxidation, and oxygen evolution was monitored with a
Clark electrode under stirring. In each case, the maximum rate
of oxygen evolution was calculated using the amount of oxygen
after the first 60 s of reaction.

4.6. Photocatalytic Oxygen Evolution from Water.
Photochemical water oxidation experiments were performed in
a 10 mL quartz reactor fitted with a water jacket by maintaining
the temperature at 20 ± 0.5 °C. Na2S2O8 was chosen as the
sacrificial electron acceptor and Ru(bpy)3]

2+ as the photo-
sensitizer. Various buffer solutions, including carbonate
(Na2SiF6−NaHCO3; pH 4.7), acetate (CH3COONa−
CH3COOH; pH 5.8), phosphate (Na2HPO4−KH2PO4; pH
7), and borate (H3BO3−Na2B4O7; pH 9), were tested, and the
phosphate buffer under neutral conditions was found to be
most suitable, not only due to its stability but also because of its
higher rates of oxygen evolution. A typical run was carried out
using 1.5 mg of [Ru(bpy)3]Cl2·6H2O, 3.5 mg of Na2S2O8 and 1
mL of phosphate buffer along with 0.5 mg of catalyst. The
reactants were purged with nitrogen for almost 1 h to remove
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all dissolved oxygen from the aqueous solution. The quartz
reactor was then illuminated with a continuous output xenon
lamp with a power of 300 W. Visible light was achieved by
placing a long-pass filter of 395 nm between the quartz reactor
and the light source. Dissolved oxygen formed during the
reaction was measured by a Clark electrode, and the maximum
rate of oxygen evolution was calculated similar to that of
chemical water oxidation. All photochemical reactions were
performed at least three times to ensure good reproducibility
and reliability. Oxygen evolution was only observed when all
constituents, i.e., the catalyst, the light source, the sacrificial
electron acceptor, and the catalysts, were involved in the
reaction. The catalytic activities were leveled after 3 min of
photolysis due to the use of lower concentrations and the
consumption of the sacrificial electron acceptor and decom-
position of [Ru(bpy)3]

2+. Replacing the solution with sacrificial
acceptor and readjusting the pH to 7 resulted in continued
water oxidation at the same rate, as known for previously
studied materials.69,70,111,136

4.7. Oxygen Detection by GC. A separate set of
controlled experiments were carried out under conditions
similar to those above to quantify the oxygen gas in
photochemical water oxidation by placing 30 mg of the
catalyst, 25 mg of [Ru(bpy)3]Cl2·6H2O, 100 mg of Na2S2O8,
and 6 mL of phosphate buffer solution in a quartz reactor with
a headspace of 15 mL. The reactor was then irradiated for 2 h
using a xenon lamp (300 W, cut off filter 395 nm), and the O2
molecules in the head space were sampled twice and
quantitatively analyzed by a gas chromatograph (GC).
4.8. Oxygen Detection with H2

18O by GC-MS. Labeled
oxygen studies were also performed using conditions similar to
those for oxygen detection by GC. A 30 mg portion of catalyst,
25 mg of Ru(bpy)3]Cl2·6H2O, 100 mg of Na2S2O8, 5.8 mL of
phosphate buffer, and 0.2 mL of H2

18O solution were placed in
a quartz reactor with a headspace of 15 mL. After an irradiation
period of 2 h (300 W Xe lamp, cut off filter 395 nm), the
resulting values of m/z 36 (18O18O), m/z 34 (16O18O), and m/
z 32 (16O16O) were systematically monitored using a gas
chromatograph equipped with a mass spectrometer (GC-MS).
4.8. Electrochemical Oxygen Evolution Reaction

(OER). The catalytic activity of the cobalt oxide was tested in
0.1 M phosphate buffer (pH 7.0) and in freshly prepared 0.1 M
KOH (pH 13.0) solution using a single-compartment three-
electrode electrochemical cell. The working electrode was
prepared by dissolving 3 mg of the Co3O4 powder in 2 mL of 2-
propanol and then slowly drop-coating the solution on the
fluorinated tin oxide (FTO) surface (∼3 mg cm−2). A few
drops of 5 wt % Nafion were also drop-coated on the surface to
ensure the enhancement of mechanical stability of the
electrodes. A high-surface-area Pt mesh was used as the
counter electrode and Hg/HgSO4 (saturated) as the reference
electrode. The electrochemical experiments were performed at
room temperature using a potentiostat (SP-300, BioLogic
Science Instruments) controlled by the EC-Lab v10.20 software
package. Test runs were carried out with an electrolyte
resistance (including the electrode) of about 40 Ω; iR
compensation at 80% was applied. The solution was not
stirred during the experiments. To investigate the pH
dependence, chronopotentiometric measurements maintaining
a preset current (3, 10, and 30 μA cm−2) were performed.
4.9. Electrochemical Oxygen Reduction Reaction

(ORR). Electrochemical measurements of the prepared catalyst
were carried out in a standard three-electrode electrochemical

glass cell connected to a Pine Potentiostat Instrument
Company electrochemical analysis system at room temperature.
The working electrode was a glassy-carbon (GC) disk (5 mm
diameter), while RHE and platinum gauze were used as
reference and counter electrodes, respectively. Freshly made 0.1
M KOH solution as the alkaline electrolyte was flushed with
highly pure nitrogen and oxygen gases for measurements. The
working electrode was coated with a 10 μL drop of the catalyst
and dried at 60 °C to create a thin and homogeneous film on
the electrode surface (9 μg). The ink formulation, which was
optimized for these measurements, was the following: 5 mg of
Co3O4/C (20 wt % of Co3O4 on Vulcan C) and 100 μL of 5 wt
% Nafion were ultrasonically dispersed in 1 mL of a mixture of
water and 2-propanol (5/1) for 15 min to form a homogeneous
ink. The ORR activity of the prepared film was tested in an O2-
saturated solution with linear sweep voltammetry (LSV) with a
scan rate of 10 mV s−1 at 1500 rpm. To investigate the
selectivity of the ORR on the catalyst active sites for the four-
electron pathway resulting in water production, the diffusion
part was studied by recording LSV at different rotating speeds
from 800 to 2200 rpm. Chronoamperometric stability tests
were performed under a constant potential of 0.8 V vs RHE at a
stationary electrode in N2-saturated electrolyte for 6000 s. All of
the results have been compared with the benchmark reference
Pt/C (20 wt % Pt on Vulcan carbon, E-TEK) with a loading of
10 μg cm−2.
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