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ABSTRACT: Spinel cobalt-based oxides are a promising
family of materials for water splitting to replace currently used
noble-metal catalysts. Identifying the highly active facet and
the corresponding coordinated structure of surface redox
centers is pivotal for the rational design of low-cost and
efficient nanosized catalysts. Using high-resolution trans-
mission electron microscopy and advanced X-ray techniques,
as well as ab initio modeling, we found that the activity of
Co3+ ions exhibits the surface dependence owing to the
variability of its electronic configurations. Our calculation shows that the Co3+ site in {100} facet of nanosized Li2Co2O4
exhibits an impressive intrinsic activity with low overpotential, far lower than that of the {110} and {111} facets. The unique,
well-defined CoO5 square-pyramidal structure in this nonpolar surface stabilizes the unusual intermediate-spin states of the Co3+

ion. Specially, we unraveled that oxygen ion anticipates the redox process via the strong hybridization Co 3d−O 2p state, which
produces a 3dz2

1.1
filling orbit. Finally, a spin-correlated energy diagram as a function of Co−O distance was devised, showing

that the covalency of Co−O significantly affects the spin state of Co3+ ions. We suggest that the nonpolar surface that contains
CoO5 units in the edge-sharing systems with the short Co−O bond distance is a potential candidate for alkaline water
electrolysis.

1. INTRODUCTION

The oxygen evolution reaction (OER) is a critical step in the
energy conversion and storage, usually dominating the
performance of fuel cells, water electrolyzers, photochemical
solar cells, and metal−air batteries.1−3 However, the kinetics of
OER are sluggish, requiring the use of an electrocatalyst to
overcome the high energy barrier of the O−O bond formation
in commercial devices.4,5 Currently, IrO2 and RuO2 have been
identified as the most active catalysts for the OER, but the
scarcity and high cost of each limit their wide application.
Therefore, it is highly desirable yet challenging to develop an
active and earth-abundant catalyst.6 Among the wide variety of
3d transition metal oxides, spinel (AM2O4, M denoting
transition metal) cobalt-based oxides, with “cubane”-like
structure, are of particular interest, as they have intrinsic
activities comparable to noble-metal catalysts, such as
NiCo2O4,

7−9 MnCo2O4,
10,1110,11 Co3O4,

12−1412−14 and
Li2Co2O4.

15,16 These nanocatalysts exhibit morphology-
dependent OER activities, implying that surface trivalent
cobalt ions in different crystal planes possess a distinct intrinsic
activity.17−20 Therefore, identifying the active facet, which
remains unknown for spinel cobalt-based oxides to date, is

pivotal for the rational synthesis of efficient nanosized OER
catalysts.
Generally, the different reactivity and selectivity of nano-

catalysts depend greatly upon the different arrangements of
surface atoms and the number of dangling bonds on different
crystal planes.21−23 The activity of cationic redox centers
substantially dominates the performance of catalysts, and
desirable catalysts bind reactants to the surface neither too
strongly nor too weakly in terms of the Sabatier principle. The
OER process involves four electron-transfer steps (2H2O →
O2 + 4H+ + 4e−), and accordingly, the binding strength for
oxygen species is crucial. Unfortunately, the binding strength
between oxygen molecules and reaction intermediate species is
difficult to assess experimentally. Recently, experimental
studies have revealed that transition-metal (TM) 3d-band
electron occupation correlates with adsorption energy and, in
turn, reactivity.24 In particular, the occupancy of 3d electrons
with eg symmetry of trivalent ions is the most important, and
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OER performance exhibits a volcano-shaped dependence on
this property, i.e., eg unit occupancy oxides present peak
activity. Suntivich et al. explained that it is essentially with
relation to the two contrary rate-determining steps that *OH
and *OOH species adsorption and unit 3d-eg filling ions could
provide mediated adsorption ability for these reaction
intermediates.25,26 Fundamentally, such correlations between
Co 3d occupancy and catalytic performance illustrate a spin-
dependent OER reactivity. The eg unit occupancy of Co

3+ ions
requires that the trivalent cobalt ion possess an intermediate
spin (IS) state (t2g

5eg
1, S = 1).17 Although this spin-correlated

descriptor has become a widely accepted design principle for
OER catalysts and is usually employed to explain the origin of
good catalytic performance,27−29 the IS state of Co3+ ions is
uncommon and little robust experimental evidence regarding it
has been reported to date.
According to the available data, the trivalent cobalt ions can

be of low spin (LS, t2g
6eg

0, S = 0), high spin (HS, t2g
4eg

2, S = 2),
and even intermediate spin (IS, t2g

5eg
1, S = 1),30 mainly

depending on the coordinated environment symmetry and
Co−O bond length. Most of the crystal structures of trivalent
cobalt oxides contain a CoO6 octahedron, in which the Co3+

ion primarily presents an LS state, such as NaCoO2,
31

LiCoO2,
32 and EuCoO3,

33 and an HS state has rarely been
found, but SrCo0.5Ru0.5O3−δ was reported in recent work.34 An
HS state of the Co3+ ion was also found in a mixed-valence
cobalt oxide YBaCo4O7

35 with CoO4 tetrahedral symmetry and
in Sr2CoO3Cl

36 and BiCoO3
37 with a pyramidal CoO5

coordinated environment. In contrast to the bulk that
possesses rigid crystal structure, a surface has a flexible
structure that usually provides reduced coordinated environ-
ments, such as 5-fold pyramidal38,39 or 4-fold pseudo-
tetrahedral,40 leading to a distinct electronic configuration of
the active sites. Thus, capturing the characteristic CoOx surface
structure for high OER activity is crucial for the design of
highly active, nanosized cobalt-based catalysts. A systematic
investigation of the fundamental, atomic-scale catalytic proper-
ties of these reactions on well-characterized materials is
therefore mandatory.
In the present study, we selected nanosized Li2Co2O4 as a

model for spinel cobalt oxides to identify the highly active facet
and suitable electronic configuration of catalytic sites for OER;
in particular, to establish the intrinsic correlation between
characteristic surface structures and the spin state of Co3+ ions.
Li2Co2O4 material is a desirable system for this study to
exclude the complexities inherent in Co3O4, which contains
mixed-valence states of cobalt ions, and in MnCo2O4 or
NiCo2O4, both of which generally possess inverse spinel
structure in which partial cobalt ions occupy the tetrahedral
sites. Herein, we used high-resolution transmission electron
microscopy (HRTEM) combined with density functional
theory (DFT) calculations to identify the shape and expose
the crystal planes, as well as the percentage of each facet. We
then determined the spin state of Co3+ ions in each facet by
calculating the spin-correlated surface free energy. This
theoretical result is further evidenced by depth-profiling
advanced synchrotron-radiation X-ray spectroscopy. Next,
thermodynamics calculations were employed to assess the
contribution of each facet to OER activity. We identified that
the {100} surface plane has a dominant contribution for
superior OER catalytic performance of this system. Specially,
we observed that oxygen ions directly anticipate the redox
process via Co 3d−O 2p hybridization.

2. EXPERIMENTAL AND CALCULATIONAL SECTION

2.1. Synthesis and Characterization. Powder samples of
nanosized Li2Co2O4 were prepared by a sol−gel reaction
method following a previously published procedure.16 IrO2 was
purchased from Alfa Aesar and Co3O4 was prepared by a
hydrothermal method in a previous study.41 The crystalline
structure of the sample was analyzed by X-ray diffraction on a
D8-Advance Bruker-AXS diffractometer using Cu Kα irradi-
ation and Raman spectra recorded in the backward geometry
on a NIHON BUNKO Ventuno spectrometer (NSR-
1000DT). The sample morphology was characterized by
high-resolution transmission electron microscopy (HRTEM)
on a Tecnai G2 F20 S-TWIN microscope and by high-angle
annular-dark-field (HAADF) scanning transmission electron
microscopy (STEM) using an aberration-corrected Titan G2
60-300 microscope operated at 300 kV. The STEM
convergence semi-angle was approximately 21.4 mrad. The
spatial resolution of STEM is ∼0.07 nm, which offers an
unprecedented opportunity to probe structures with a sub-
angstrom resolution. The valence state of cobalt ions was
obtained by X-ray photoelectron spectroscopy (XPS) on a
Kratos Axis Ultra DLD using a 1486.6 eV Al Kα source.
Magnetization measurements were performed with a super-
conducting quantum-interference device (SQUID, Quantum
Design) in the temperature range 2−300 K.

2.2. Electrochemical Measurements of OER Activities.
The electrochemical measurements of all the samples were
carried out under the same test conditions. Typically, 5 mg of
electrocatalyst powder and 5 mg of carbon black were
dispersed in 1 mL of 1:1 (v/v) deionized water/isopropanol
mix solvent with a 40 μL Nafion solution (5 wt %, Sigma-
Aldrich). The mixture was sonicated in an ultrasonic water
bath for approximately 1 h to form a homogeneous catalyst ink.
Next, 10 μL of the ink was coated onto a glassy carbon disk
with a diameter of 5 mm, at a loading rate of approximately
0.25 mgoxide/cm

2, and dried at room temperature. The glassy
carbon disk electrode was polished with different polishing
powders (1.0 and 0.3 μm α alumina and 50 nm γ alumina, in
order) and thoroughly cleaned with deionized water and
ethanol before loading. All the electrochemical measurements
were performed in O2-saturated 1 M KOH with conventional
three electrodes on an Auto Lab electrochemical station in
which saturated HgO/Hg and platinum wires were used as the
reference and counter electrodes, respectively. Linear sweeping
voltammograms (LSVs) and cyclic voltammetry were obtained
at a scan rate of 5 and 1 mV/s, respectively. Electrochemical
impedance spectroscopy (EIS) was run with alternating
current (ac) voltage with 10 mV amplitude at a potential of
1.58 V versus reversible hydrogen electrode (RHE) within the
frequency range 0.1 Hz to 100 kHz. All the potentials were
corrected to compensate for the effect of solution resistance
measured via high-frequency ac impedance.

2.3. Synchrotron Radiation X-ray Spectroscopy
Measurements. The Co K-edge extended X-ray absorption
fine-structure (EXAFS) data were measured at the beamline 14
W of the Shanghai Synchrotron Radiation Facility (SSRF).
The measurement was carried out with a Si(111) double-
crystal monochromator in the transmission mode. The Co L2,3-
edge X-ray absorption spectroscopy (XAS) spectra were
collected at room temperature at beamlines BL08B and
BL09A2 of the National Synchrotron Radiation Research
Center (NSRRC) in Taiwan, with a photon energy resolution
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of approximately 0.15 and 0.3 eV, respectively. The pellet
sample was fractured in situ in an ultrahigh-vacuum chamber
with a pressure in the 10−10 mbar range. The spectra were
recorded in the total electron yield (TEY) and Auger electron
yield (AEY) modes. The sample drain current was collected for
TEY. AEY was collected with a cylindrical mirror analyzer
using a pass energy of 200 eV.
2.4. Density Functional Theory Calculations. The

surface structure optimized and surface energy calculations
were carried out using the Vienna ab initio simulation
package.42,43 All the spin-polarized DFT calculations were
performed using projector-augmented wave pseudopotentials
and the revised-Perdew−Burke−Ernzenhof exchange correla-
tion functional. The Hubbard U model was applied for a better
description of the Co 3d electrons, and the value of Ueff was set
to be 3.52 eV according to the previous work.44 Periodic slab
calculations were carried out using a plane-wave energy cutoff
of 500 eV and a vacuum spacing of approximately 20 Å. The
experimental lattice constants were adopted. All the surface
structural models had a minimum of 12 atomic layers and a 1
× 1 cell sampled by a 5 × 5 × 1 Monkhorst−Pack k-points
mesh. The geometries were relaxed until a maximum threshold
force of 0.01 eV/Å was fulfilled.
The theoretical overpotentials for Li2Co2O4 surfaces were

calculated based on the conventional single-site OER
mechanism.44 Four elementary steps are considered on the
basis of an acidic environment

+ * → * + + +− +2H O OH H O e H2 2 (1)

+ * → * + + +− +H O OH O H O e H2 2 (2)

+ * → * + +− +H O O OOH e H2 (3)

* → + +− +OOH O e H2 (4)

Thus, the Gibbs free energy differences can be expressed as

Δ = Δ − + Δ +G G U Ge (pH)1 OH H (5)

Δ = Δ − Δ − + Δ +G G G U Ge (pH)2 O OH H (6)

Δ = Δ − Δ − + Δ +G G G U Ge (pH)3 OOH O H (7)

Δ = − Δ − + Δ +G G U G4.92 e (pH)4 OH H (8)

where 4.92 eV is the experimental Gibbs free energy of
formation of two water molecules and ΔGH

+(pH) is
represented by the Nernst equation as ΔGH

+(pH) = −kBT
ln(10) × pH. The Gibbs free energy differences are calculated
using the computational standard hydrogen electrode model.
ΔGOH, ΔGO, and ΔGOOH are calculated in standard conditions
when pH = 0 and U = 0, so the last two terms from each
expression above are equal to zero. Zero point energy and
entropy corrections are also considered according to the
previous work.44

Figure 1. (a) Linear sweep voltammograms at a scan rate of 5 mV/s, (b) current density at 1.58 V (vs RHE), (c) Tafel plots, and (d)
electrochemical impedance spectroscopy (EIS) recorded at 1.58 V (vs RHE) under the influence of an ac voltage of 10 mV of Li2Co2O4, IrO2, and
Co3O4 at 1600 rpm in O2-saturated 1 M KOH solution.
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Finally, the theoretical overpotential ηtheory can be defined
from the Gibbs free energy differences at each step

η =
[Δ Δ Δ Δ ]

−
G G G G

e
max , , ,

1.23 Vtheory
1 2 3 4

(9)

It is worth mentioning that this approach is also applicable to
an alkaline environment because the intermediates are the
same in both acidic and alkaline environments.
2.5. Transition-Metal L2,3-Edge XAS Spectra Simu-

lation. The simulation of transition-metal (TM) L2,3-edge
XAS spectra were performed by employing the successful
configuration interaction cluster model that includes the full

atomic multiplet theory and hybridization with the O 2p
ligands.45 This approach includes both electronic Coulomb
interactions and spin−orbit coupling for each subshell, in
addition to Hartree−Fock estimates of the radial part of the
matrix elements of the Coulomb interaction in terms of Slater
integrals Fk and Gk and the spin−orbit coupling parameters
ζ(2p) and ζ(3d) for the core 2p and valence 3d valence shells.
The hybridization of the TM 3d orbit and O 2p orbit is treated
using a charge-transfer model, in which the 3dn+1L (L denotes
a ligand hole) and 3dn+2L2 configurations above the 3dn

configuration are involved. The energy difference of these
configurations is defined using the charge-transfer energy Δ

Figure 2. (a) Raman spectra for Li2Co2O4 along with LiCoO2 and Co3O4 for comparison. (b) XRPD pattern with experimental data denoted by
red crosses, calculated curve in blue, and difference curve in purple. (c) HAADF-STEM images of Li2Co2O4 viewed down the [110] zone axis. (d)
k-Weighted EXAFS χ(k) function and Fourier transform at the Co K edge for Li2Co2O4. (e) Framework crystal structure. (f) CoO6 octahedron of
Li2Co2O4. Li, Co, and O atoms are shown by purple, blue, and red spheres, respectively. (g) TEM images of Li2Co2O4 nanoparticles. (h) HRTEM
images viewed along the [1 1̅ 0] orientations with inserted microdiffraction patterns. (i) Predicted equilibrium crystal morphology for Li2Co2O4
nanoparticle using Wulff construction.
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and the 3d−3d Coulomb interaction Udd. In this model, the
ground states φ can be written as φ = α|3dn > +β|3dn+1L > +γ|
3dn+2L2>.

3. RESULTS AND DISCUSSION
3.1. Electrochemical Performance. The electrochemical

performance of the studied systems is shown in Figure 1 and
Table S1. The OER catalytic activities of prepared Li2Co2O4
and reference samples were evaluated by linear sweeping
voltammogram (LSV) measurements in a 1.0 M KOH aqueous
solution using a typical three-electrode cell setup, as shown in
Figure 1a. All the potential values are iR-corrected during each
LSV to compensate for the resistance of the solution. It is
important to compare the relative values of the overpotential η
required to achieve a current density of 10 mA/cm2, which is a
metric relevant to solar fuel synthesis. Remarkably, the
Li2Co2O4 catalyst affords such a current density at a
comparably small η value (approximately 0.35 V), which is
more negative than that of nanoparticle Co3O4 showing the
same morphology, as illustrated in Figure 1a,b. Such an activity
of Li2Co2O4 is excellent among those of most state-of-the-art,
highly active cobalt-based OER electrocatalysts that have been
reported in the literature, as shown in Table S2. In addition,
the current density of Li2Co2O4 sharply increases with
increasing potential; for instance, it is nearly 90 mA/cm2 at
1.63 V, extensively larger than that of IrO2, as shown in Figure
S1. The Tafel plots of three catalysts as drawn in Figure 1c
show that the Tafel slopes are 42, 50, and 54 mV/dec
(millivolts per decade of electrical current density) for
Li2Co2O4, Co3O4, and IrO2, respectively. The Li2Co2O4
catalyst exhibits the smallest Tafel slope among the studied
materials. The charge-transfer resistances were determined by
electrochemical impedance spectroscopy (EIS) measurements,
as displayed in Figure 1d. The smaller charge-transfer
resistance (Rct) value of Li2Co2O4 means that it possesses a
faster charge-transfer rate than Co3O4 during the OER process.
3.2. Crystal Structure and Morphology. The crystal

structures of the prepared Li2Co2O4 sample were characterized
by Raman, X-ray powder diffraction (XRPD), and extended X-
ray absorption fine structure (EXAFS). The Raman pattern as
shown in Figure 2a exhibits four peaks corresponding to the
A1g + Eg + 2F2g active modes, indicating a standard Fd3m
symmetry of our sample.46 No impurity phase, such as layered
LiCoO2 or Co3O4, can be detected. The measurement and
calculated XRPD patterns of Li2Co2O4 are shown in Figure 2b.
Rietveld refinement revealed that Li2Co2O4 possesses a cubic
structure with lattice parameters of a = 7.9825(4) Å and a
space group of Fd3m (see Table S3). The cubic phase
structure was further confirmed by aberration-corrected
HAADF-STEM, as shown in Figure 2c, viewed along the
[110] orientations. The Li2Co2O4 system adopts a lithiated
spinel structure {Li2}16c[Co2]16dO4 in which the Co3+ ions
occupy all the 16d CoO6 octahedral sites, whereas the Li

+ ions
occupy all the 16c LiO4 tetrahedral sites of the framework.
Slightly distorted CoO6 octahedrons were found, and they
form a framework by edge sharing in this system, as plotted in
Figure 2e,f. The bond angle of Co−O−Co is nearly 90° and
accordingly leads to a short Co−Co distance, in contrast to
perovskite oxides, which possess 180° of the bond angle of
Co−O−Co.
The Co−O bond length plays a central role in affecting the

valence and spin state of cobalt ions. The XRPD refinement
results identified the value of 1.907 Å, which is further

confirmed by Co K-edge EXAFS data fitting (see Table S4). It
is a very small value among the trivalent cobalt oxides with a
CoO6 coordination environmentnot only extensively smaller
than that in HS systems, such as 1.98 Å in SrCo0.5Ru0.5O2.96

34

and 1.961 Å in LaCoO3 at 1000 K,
47 but also even smaller than

that in mostly LS systems, e.g., 1.925 Å in LaCoO3 at 5 K,47

1.922 Å in LiCoO2,
4848 and 1.918 Å in Ca3Co2O6.

4949 With
such a short distance, the bulk Co ions within the CoO6
octahedrons are subjected to crystal-field strength that
sufficiently large to stabilize the nonmagnetic LS state.
However, the Co ions at the surface possess reduced
coordinated environments, such as 5-fold pyramids or 4-fold
pseudo-tetrahedrons, which, in turn, could have a different spin
state due to the redistribution of 3d electrons.
The morphology of the spinel Li2Co2O4 was studied by

TEM and HRTEM. Figure 2g shows that the as-synthesized
nanoparticles present a cubo-octahedral shape, and that the
average size is approximately 20 nm. The HRTEM image is
viewed along the [1 1̅ 0] orientation. The lattice fringe distance
was measured to be 4.72 Å, corresponding to the {111} facet.
Hence, the dominant exposed planes are {111} and {100}. In
attempts to further estimate the percentage of these exposed
facets, the equilibrium particle shape was constructed using the
Wulff method with the help of the calculated surface free
energies as listed in Table 1, considering the three low index

surfaces {111}, {100}, and {110}. It was found that {111} is
the most energy-stable surface facet, which accounts for the
64.3% of the entire surface area. In turn, the {100} surface
contributes 29.64%. The {110} surface has the largest surface
energy and only accounts for 6.06%.

3.3. Surface Properties and Spin State of Co3+ Ions.
Because the surface cobalt ions have been typically regarded as
the adsorption site and redox center allowing the electron
transfers during water oxidation, we further gained insight into
their electronic configuration at different exposed facets. The
DFT results indicate that all cobalt ions of three facets are
trivalent valence state, as shown in Figure S9. In contrast, the
spin state shows a facet dependence. There are different
coordinate environments of the central metal in different facets
of the crystal. It may cause the change in the surface crystal
field and covalency strength of metal−oxygen bonding, which
can further influence the arrangement of orbital energy levels
and may result in the change in the electronic spin state on the
different facet. Surface energies calculated with specific surface
structures and spin states provide an important criterion to
determine the most stable surface structure and spin state.39

The crystal-field splitting of 3d orbitals and the corresponding
energy levels of Co3+ ions with different coordinated
environments are plotted in Figure 3. The {111} facet is a
polar plane and has two possible surface terminations, i.e., an
O-terminated or Li/Co-terminated structure, as shown in
Figure S9. The former is energy favorable and the optimized

Table 1. Surface Energy of Facets Dependent on Co3+ Spin
State

surface
coordination no. of

oxygen
γ (J/m2)
with HS

γ (J/m2)
with IS

γ (J/m2)
with LS

{100} 5/6 1.601 1.087 1.547
{111} 6 2.714 1.356 1.005
{110} 4/6 2.202 2.493 2.947

6 1.352 1.212 1.187
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surface structure as shown in Figure 3a clearly reveals that
CoO6 octahedrons are preserved and, importantly, no cobalt
ions are exposed on the surface. Co3+ ions on this surface
possess a LS (t2g

6eg
0, S = 0) state. The surface energy is 1.005

J/m2, which is remarkably lower than that of IS (1.356 J/m2)
and HS (2.714 J/m2) configurations. In contrast, the {100} is a
nonpolar plane and has only one Li/Co/O-terminated pattern.
The optimized surface structure is plotted in Figure 3b, from
which we note that cobalt ions are exposed on the surface and
in the CoO4 basal planes, forming CoO5 square pyramids.
Notably, the Co3+ ions exhibit an IS (t2g

5eg
1, S = 1) state, in

which the dz2 orbit is unit occupied. The surface energy
calculation indicates that the IS configuration (1.087 J/m2) is
highly stable compared to the LS configuration (1.547 J/m2).
Finally, the {110} surface has three possible terminated
configurations, as plotted in Figure S9. The most stable
structure of the {110} surface is nearly identical to the LS
configuration of the {111} surface with a CoO6 octahedron.
For the other two possible configurations, however, the Co3+

ion is bare on the surface and in a 4-fold pseudo-tetrahedral
structure, which stabilizes the HS (t2g

4eg
2, S = 2) state, as

shown in Figure 3c.

Figure 3. (a) {111}, (b) {100}, and (c) {110} surfaces of Li2Co2O4. (d) Octahedrally, square pyramidally, and pseudo-tetrahedrally coordinated
Co ions and the corresponding electronic configurations. (Red spheres, oxygen; purple, lithium; blue, cobalt.)

Figure 4. (a) High-energy-resolution fluorescence-detected (HERFD) spectrum of Co K edge and (b) 1s2p RXES plane for Li2Co2O4. (c)
Experimental (solid line) and calculated (dashed line) Co L2,3 edge TEY-XAS spectra of Li2Co2O4 along with EuCoO3 and SrCo0.5Ru0.5O3 for
comparison. (d) Experimental Co L2,3 edge TEY and AEY-XAS spectra of Li2Co2O4, and the difference curve in blue below them.
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To further distinguish the spin state of Co3+ ions in bulk and
at the surface region, we performed the measurements with
different probing depth abilities. First, bulk-sensitive high-
energy-resolution fluorescence-detected (HERFD)-XAS and
1s2p resonant X-ray emission spectroscopy (RXES) measure-
ments were performed, as shown in Figure 4a,b. Their spectral
behaviors are similar to those of the LS-Co3+ ions,50 illustrating
that trivalent cobalt ions in bulk possess a LS state. This
conclusion is also supported by the “L-like” spectra derived by
cutting the RXES plane (see Figure S13). The surface-sensitive
Co L2,3 edge XAS were measured with TEY and AEY modes,
which have typical probing depths of ∼5 and ∼1 nm,
respectively. The line shape of the TM L2,3-edge spectra
strongly depends on the multiplet structure given by the TM
3d−3d and 2p−3d Coulomb and exchange interactions, as well
as by the local crystal fields and the hybridization with the O
2p ligands.31,51−53 This makes the technique extremely
sensitive to the spin, orbital, and valence states of the ions.
Figure 4c depicts the TEY-XAS of Li2Co2O4 and of reference
single-crystal samples including SrCo0.5Ru0.5O2.96 and EuCoO3,
which represent 6-fold octahedral HS-Co3+ and LS-Co3+,
respectively.33,34 To date, no pure IS-Co3+ references have
been reported. In the spectrum of EuCoO3, we note that a
shoulder feature appears in the higher-energy region above the
main peak both for L3 and L2 peaks. This is a characteristic of
LS-Co3+ that can be found in the Co L2,3-edge XAS of
NaCoO2, LiCoO2, and LaCoO3 (measured at 5 K) systems. In
contrast, the shoulder feature in the spectrum of
SrCo0.5Ru0.5O2.96 locates in the lower-energy region both for
L3 and L2 peaks. This HS-Co

3+ characteristic can also be seen
in LaCoO3 (measured at 650 K) and even in Sr2CoO3Cl,

36 a
HS-Co3+ system with a CoO5 pyramidal coordinated environ-
ment. A typical LS state character can be observed in the TEY-
XAS, indicating that the Co ions in the near-surface region still
remain in the LS state. In contrast, the AEY spectrum exhibits
distinct features, as displayed in Figure 4d. Compared to that
in TEY-XAS, the peak at 779 eV gains more intensity and the
features in the L2 regions lose intensity in AEY-XAS.
Moreover, we performed theoretical simulations of Co L2,3-
edge spectra, and it was found that the superposition of 75%
CoO6 signal and 25% CoO5 signal well reproduces the AEY-
XAS spectrum (see Figure S14), proving that the partial Co3+

ions at the surface possess a higher spin state. This existence of
dangling bonds is also evidenced by the magnetic susceptibility
data (see Figure S15).
3.4. Thermodynamics of Water Oxidation and

Adsorption Energy. The effect of surface termination for
Li2Co2O4 cubo-octahedrally shaped nanoparticles on the
theoretical overpotential of the OER is illustrated in Table 2.
Here, we only calculated the surface that has exposed cobalt
ions. For the {110} facets, it was found that the overpotential
of two terminations with different 4-fold coordinated
configurations are 0.57 and 0.82 V, and the limited-rate steps
are the oxidation of OH* and the formation of OH*,
respectively. In contrast, the {100} facet with a 5-fold

coordinated configuration has a lower overpotential of 0.38
V, and the formation of O2 is thermodynamically limited by
the oxidation of OH*, as shown in Figure 5. It is important at

this stage to compare our theoretical results to those of
previous works on cobalt oxides due to the use of the same
method and analogous calculated parameters. The over-
potential of the {100} facet in Li2Co2O4 is extensively superior
to not only that of the {100} facet in a spinel Co3O4 system
(0.48 V),54 but also to that of the {104} facet in the layered β-
CoOOH (0.48 V)44 and γ-FeOOH (0.52 V).55 In the reported
studies, only the dual-metal systems β-NixCo1−xOOH and
FeW-doped CoOOH exhibit comparable performance, pos-
sessing overpotentials of 0.36 and 0.40 V, respectively.44,56

These observations clearly demonstrate the pivotal role that
the {100} facet plays in the OER activity for a nanosized
Li2Co2O4 system. Therefore, it is essential to determine the
underlying cause.
It is well recognized that the activation energy for

elementary surface reactions is strongly correlated with the
affinity of a surface for a reagent.57,58 Specific to OER, the
activity can be plotted as a function of oxygen-binding
energy.59 For this reason, we calculated the adsorption energy
between all the OER intermediates and the {100} facet, as well
as two configurations of the {110} facet, as listed in Table 2.
The binding abilities of the {100} facet and the {110} facet
with a T2 configuration for O* species are very close, weaker
than that of the {110} facet with T1 configurations, yielding to
the substantial variance of the rate-limited step. This
observation is consistent with the approved view that, when
binding oxygen too strongly, the potential is imperfect by the
formation of the HOO* species, whereas for surfaces that bind

Table 2. Calculated Adsorption Energies, Gibbs Free Energy Changes (in Electronvolts), and Overpotentials (in Volts) for the
Surface of Li2Co2O4

surface ΔEO ΔEOH ΔEOOH ΔG1 ΔG2 ΔG3 ΔG4 η

{100} 2.77 0.83 3.67 1.27 1.60 1.34 0.71 0.38
{110} T1 1.95 0.34 3.31 0.78 1.27 1.80 1.07 0.57

T2 2.92 0.53 3.22 0.97 2.05 0.74 1.16 0.82

Figure 5. Schematic of the OER on the {100} surface. The inset plots
the free-energy landscape. (Red spheres, oxygen; purple, lithium; blue,
cobalt.)
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oxygen too weakly, the potential is limited by the oxidation of
OH*. Importantly, the free energy of forming OH* in the
{100} facet is much closer to the optimal value of 1.23 eV,
resulting in the best reactivity.
It is important to clarify the underlying mechanism for the

outstanding OER performance, and especially that the 3d
electron plays a crucial role in the OER process. To this end,
we implemented an analysis based on the density of states
(DOS) and Bader charge of the {100} facet at each step of the
reaction. Figure 6 depicts the partial DOS of the Co 3d state.

For a clean surface, the figure shows that the 3dz2 orbit is a
singlet occupied, whereas the 3dx2−y2 orbit is fully unoccupied,
demonstrating an intermediate spin state of the Co3+ ions.
Upon adsorption, the spin-up 3dz2 state shifts up to above the
Fermi level, whereas the other 3d states are nearly unchanged.
This observation visibly indicates that the valence state of the
surface cobalt ions transfers from a trivalent state to a
tetravalent state once the binding of intermediates ensues, and,
more importantly, only a singlet-occupied 3dz2 orbit partic-
ipates in the bonding process of all the reaction steps that
donate the electron to the intermediates. The Bader charge
analysis supports this conclusion by identifying a depletion of
electronic charge upon adsorption, as listed in Table 3.
Surprisingly, we found a reduction in the oxygen charge in the
surface region, suggesting that lattice oxygens also contribute
electrons in the reaction. This indicates there are both cathodic
and anionic redox processes for the Li2Co2O4 system, which is

consistent with the recent finding that shifting the oxygen p
band closer to the Fermi level enhances the OER activity.27,60

3.5. Energy-Level Diagram of Spinel Trivalent Cobalt
Oxides as a Function of Co−O Bond Length. We have
discovered the IS-Co3+ ions in the {100} facet of Li2Co2O4 and
determined their dominant role in OER reactivity. However,
the IS state of the trivalent cobalt ions is rare and its presence
has been debated for a long time in the field of condensed-
matter physics. Currently, a consensus has been reached that
the ground state of Co3+ ions in an octahedron would never be
an IS state. Few systems, such as LaCoO3, possess a mixture of
LS and HS states at room temperature, which was mistaken as
the IS state. Recent works on OER catalysts proposed that the
IS-Co3+ ions can be stabilized by the CoO5 units that are
induced by the oxygen vacancy at the surface. However, the
available reports show that almost all of the trivalent cobalt
oxides with bulk structure containing 5-fold coordination
exhibit a HS state, such as the Sr2CoO3Cl system36 and
BiCoO3, at ambient conditions.37 These facts illustrate that the
presence of IS-Co3+ requires a strictly coordinated symmetry
and not just the CoO5 units. Theoretically, the spin state of
ions depends on the competition between the crystal field (10
Dq) and the intra-atomic exchange (J), as well as on the effect
of the covalent bond related to the charge-transfer energy. For
a Co3+ ion in an octahedron, it is well recognized that a
transition from the LS to HS state occurs when 10 Dq < 2J.61

When the apex atom is removed to form a CoO5 unit, the 3d
orbits split further, i.e., the energy of the dz2 orbit would be
pulled down and an expected IS state can appear when an
electron transition from the dxy orbit to the dz2 orbit occurs in a
suitable range of crystal field. Because the crystal-field strength
is mainly determined by the bond length, identifying the
characteristic structures, and especially the suitable Co−O
distance range required to stabilize the IS-Co3+ ions, is
mandatory.
To this end, the total energy-level diagram of the cobalt ions

in the CoO6 octahedra and the CoO5 pyramids as a function of
Co−O distance was determined by employing the config-
uration interaction cluster model method. Chen et al. used this
method to successfully calculate an analogous diagram for the
CoO6 octahedron in a perovskite structure with the Co−O−
Co bond angle of nearly 180°. Here, we used a charge-transfer
energy Δ = 4.0 eV derived from the simulation of Co L2,3-edge
XAS. It is a typical value for the trivalent cobalt oxides with a
bond angle of nearly 90°. First, we varied the Co−Oapi distance
but fixed the other Co−O distances to be 1.91 Å in the CoO6
octahedral cluster, as shown in Figure 7a. It was found that the
energy of the LS configuration sharply increases with
increasing Co−Oapi distance. When the Co−Oapi distance is
increased to 2.4 Å, there is a crossover between the LS and HS
state. Further increasing the Co−Oapi distance to 3.5 Å, the IS
configuration can become the ground state. Clearly, this

Figure 6. Density of states of the cobalt and oxygen participating in
the OER at each step of the mechanism according to the scheme
shown in Figure 5. (Red spheres, oxygen; purple, lithium; blue,
cobalt.)

Table 3. Calculated Bader Charge Analysis (in Units of
Electrons) for the Co Empty Site as Well as for Co Sites
Occupied by O, OH, and OOH on the {100} Surface of
Li2Co2O4

{100} surface q(Co) q(Osurface) q(adsorbate)

empty site (*) 1.48 −1.23
O* 1.59 −1.17 −0.52
OH* 1.58 −1.17 −0.42
OOH* 1.57 −1.17 −0.21
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demonstrates that the IS ground state can be stabilized by a
CoO5 square-pyramidal structure, agreeing well with the result
of our DFT calculation. Unfortunately, the most of the 5-fold-
coordinated cobalt oxides possess the distorted CoO5 structure
in which a Co ion deviates from the basal CoO4 plane,
resulting in the energy lowering of the 3dx2−y2 orbit and, in turn,
a HS ground state. Our calculation identified this transition
point to be at 0.15 Å for the out-of-basal-plane Co
displacements, as shown in Figure 7b. Finally, Figure 7c
describes the evolution of a spin state as a function of the Co−
O distance for the CoO5 square-pyramidal structure. It is
important to find that a crossover between the IS and the HS
states occurs at 1.93 Å and that the IS state can become a
ground state in the short Co−O bond length region. According
to the above calculations, we point out that both CoO5 square-
pyramidal symmetry and short Co−O bond length are
essential for the presence of IS-Co3+ ions. This rigorous
requirement implies that it is difficult for most of the
nanoparticles on the surface to stabilize the Co3+-IS state
due to the large structural reconstruction. In terms of our
finding on the {100} facet of Li2Co2O4, we found that its
nonpolar character yields a small surface distortion, thus
playing a significant role in the presence of IS-Co3+ ions. More
importantly, bearing in mind the universality of our calcula-
tional result, this diagram is appropriate for all of the edge-
sharing cobalt-based oxides possessing a Co−O−Co bond
angle of 90°, such as layered oxides and oxyhydroxides. This
can be seen in the finding for layered LiCoO2, in which the IS-
Co3+ ions were found in the {104} facet, which is a nonpolar
surface that also contains a CoO5 square-pyramidal motif.39

3.6. Correlation between OER Performance and Co
3d−O 2p Hybridization. Although surface IS-Co3+ ions play
a significant role in OER performance, the DFT calculation
also revealed the charge depletion of oxygen ions upon
reactant adsorption, illustrating that they participate in the
OER process together with cobalt ions. This finding can be
well understood by molecular orbital theory. In fact, the
electronic states near the Fermi level play an integral role in

catalyzing oxygen, especially for the OER.62 Specific to the
{100} facet in a Li2Co2O4 catalyst, it is the eg* antibonding
orbit that is a major contributor from the Co 3dz2 state and a
minor one from the O 2p state, as shown in Figure 8. The

interaction between surface and reactants strongly depends on
this molecular orbit. For this reason, cobalt and oxygen
together afford a charge variation during OER cycling. In
addition, an antibonding orbit possesses a more extended
spatial distribution than a bonding state, and it would be
further enhanced when mixing with an O 2p state. Such an
extended wave function facilitates the binding ability for
reactants.
We have noted that correlated oxygen is involved in the

OER process with a strong Co 3d−O 2p hybridization. On the
other hand, this issue can be reflected by the electronic ground
state of cobalt ions, φ = 54.6%|3d6 > +40.5%|3d7L > +4.9%|
3d8L2> (L represents ligand hole), obtained by the simulation
performed for Co L2,3 edge XAS data as shown in Figure S8. It
is notable that the ground state has a significant weight of 3d7L
and 3d8L2 components. This highly Co 3d−O 2p hybridization
effect can be quantified by 3dz2 electron occupancy. On the

Figure 7. Spin-correlated energy-level diagram as a function of (a) the Co−Oapi distance in the CoO6 octahedral cluster, (b) the displacement of
Co from the Oab-plane, and (c) the Co−O distance in the CoO5 square-pyramidal cluster. The corresponding schematics of the cluster−structure
changes are shown on top. (Red spheres, oxygen; blue, cobalt.)

Figure 8. Schematic of the formation of a bond between an oxygen
adsorbate level and the molecular orbits of the oxide.
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basis of this ground state, we accurately determined it to be
t2g

5dz2
1.1 dx2−y2

0.4 of cobalt ions in the {100} facet of Li2Co2O4.
In 2011, Shao-Horn and co-workers proposed that the eg filling
number plays an integral role in OER reactivity, and further
pointed out that the optimal value is eg

1.2. Later, this proposal
became a widely accepted design principle for OER catalysts.
However, several works provide a distinct understanding
regarding this fractional occupancy of the eg orbit. Some
investigations realized that it is ascribed to the mixing of Co2+

and Co3+ ions,28,29 whereas other studies regarded it as the
mixing of HS and LS states of the Co3+ ion.63 Herein, we
clarify that this fractional eg filling fundamentally arises from
the highly covalent nature of the Co3+−O bond, involving the
significantly O 2p component. Our understanding is well
supported by the recent observations that the OER perform-
ance can be controlled by the Co−O bond length27 and the
anionic process in this cycling process.60 In brief, we illustrate
that, for trivalent cobalt oxides, the IS state and suitable d−p
hybridization strength are the ingredients for producing a
desirable 3dz2 occupancy, and, in turn, excellent OER activity.

4. CONCLUSIONS

In this work, we unraveled that the OER activity of Co3+ ions
in a cubo-octahedral shape nanosized spinel Li2Co2O4 exhibits
surface dependence owing to the variability of its electronic
configurations. The DFT calculation shows that the {100}
surface containing the unusual Co3+-IS state presents an
impressive intrinsic activity, which is superior to that of the
other two surfaces. Using high-resolution advanced X-ray
techniques combined with ab initio modeling, we obtained the
spin-correlated energy-level diagram as a function of the Co−
O bond length, determining the precondition of the
occurrence of the Co3+-IS state in edge-sharing systems, i.e.,
the square-pyramidal CoO5 structure and the short Co−O
bond length (<1.93 Å) are essential. Our study highlights the
importance of the nonpolar-character facet for the existence of
CoO5 square-pyramidal units. In view of the documented data
of the Co−O bond length, we certainly deduced that the {100}
crystal plane in spinel oxides and the {104} crystal plane in
layered oxides and oxyhydroxides would contain IS-Co3+ ions.
Especially, we found that the lattice oxygen behaves as a
partner in cationic redox couples. This effect could be
understood by the strong Co 3d−O 2p hybridization, which
produces the 3dz2

1.1 occupancy of cobalt ions. This covalent
model provides a better insight into the origin of fractional
occupancy of the Co 3d state, whereas conventional ionic
picture shows that it arises from the mixed Co2+/Co3+ ions.
Our study proposes a direct guideline for designing an efficient
cobalt-based OER catalysts, i.e., by synthesizing the nanosized
system with a high-percentage facet that contains CoO5
square-pyramidal units of short bond length and tuning the
covalency of the Co−O bond to obtain the desirable 3dz2
filling.
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