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electrocatalytic water splitting
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Electrocatalytic energy conversion between electricity and chemical bonding energy is realized through
redox reactions with multiple charge transfer steps at the electrode—electrolyte interface. The surface
atomic structure of the electrode materials, if appropriately designed, will provide an energetically afford-
able pathway with individual reaction intermediates that not only reduce the thermodynamic energy
barrier but also allow an acceptably fast kinetic rate of the overall redox reaction. As one of the most
abundant and stable forms, oxides of transitional metals demonstrated promising electrocatalytic activities
towards multiple important chemical reactions. In this topical review, we attempt to discuss the possible
avenues to construct the electrocatalytic active surface for this important class of materials for two essen-
tial chemical reactions for water splitting. A general introduction of the electrochemical water splitting
process on the electrocatalyst surface with applied potential will be provided, followed by a discussion on
the fundamental charge transfers and the mechanism. As the generally perceived active sites are chemical
reaction dependent, we offer a general overview of the possible approaches to construct or create elec-
trocatalytically active sites in the context of surface atomic structure engineering. The review concludes
with perspectives that summarize challenges and opportunities in electrocatalysis and how these can be
addressed to unlock the electrocatalytic potentials of the metal oxide materials.
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1. Introduction

With the increase of global demand for energy, rapid depletion
of fossil fuels and intensification of environmental concerns,
exploitation of clean and sustainable energy carrier alterna-
tives to fossil fuel with industrial-scale has significantly
attracted universal interests."”> Among the various alternatives,
hydrogen has emerged as a promising energy carrier to fulfil
the increasing energy demand due to its large energy density
per unit mass and eco-friendly production possibilities.’
However, hydrogen does not exist in molecular structures in
nature; thus, efficient and sustainable H, production, conver-
sion technologies and storage technologies are indispensable
for the clean hydrogen cycle. Unlike fossil fuels, hydrogen in
molecular or ionic forms needs to be generated for further
usage/storage. Currently, large-scale H, production involves
steam reforming of fossil fuels with CO, as a by-product.” One
promising approach to accomplish clean and sustainable
hydrogen production is splitting water molecules into hydro-
gen and oxygen molecules driven by renewable energy, such as
wind power and solar energy.* However, the practical appli-
cations of water electrolysis are partly hindered by the large
overpotential and unsatisfactory cost-effectiveness of electrode
materials for anodic oxygen evolution reaction (OER) and
cathodic hydrogen evolution reaction (HER). Implementation
of efficient electrocatalysts is an effective strategy to lower the
large HER, OER overpotentials. Ideal water splitting electroca-
talysts are featured with high activities with low overpotential
to achieve sizeable current density, remarkable robustness and
long-term stability. Nowadays, electrocatalysts based on plati-
num (Pt), ruthenium (Ru) or iridium (Ir) have been the bench-
mark materials for HER and OER in electrolyzers.* However,
the scarcity and high cost of these noble metals greatly limit
their large scale applications in water electrolysis. Thus,
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rational design and scalable preparation of highly active and
stable noble-metal-free electrocatalysts for efficient hydrogen
production have been one of the keys to an industry-scale and
rapid deployment of hydrogen technology for sustainable
clean energy consumption.

Transition metal oxides are a group of materials abundantly
available in Earth’s crust. Several features such as mechanical
and chemical stability, relatively high charge transfer property
even in the amorphous state, and particularly tuneable elec-
tronic structure, make metal oxides one of the most promising
candidatures for water splitting.> Moreover, even though metal
phosphides, sulfides, carbides, nitrides are more active
materials towards HER, when considering overall water split-
ting, metal oxides are generally more stable, especially under
OER conditions.® Also, the fabrication approaches toward
metal oxides can be facile and free from harmful chemicals or
harsh reaction conditions. Based on these unique properties,
metal oxides have been identified as crucial candidates in
practical applications, such as thin-film transistors, solar cells,
catalysis, energy storage. It is expected that the versatility and
functionality of the metal oxides could provide unique oppor-
tunities for water splitting. The unexplored potentials of metal
oxide as catalysts have inspired and driven many recently pub-
lished research articles on these fundamentally essential
groups of materials as electrocatalysts. Part of the key findings
has been summarized in a number of insightful reviews on
HER,”® OER'™ and overall water splitting.">” A compre-
hensive review summarizing the active sites, in situ characteriz-
ation techniques, and material engineering strategies for
earth-abundant metal oxides for the application of water split-
ting (HER and OER) has not been published to date. The infor-
mation provided in the proposed review will allow a timely
overview of the useful approaches and also inspirations
towards the design of high-performance electrocatalysts for
water splitting applications.

In this topical review, we provide an overview of the con-
struction of electrocatalytic active sites (primarily for HER
and OER) on metal oxide surfaces. In section 1, we introduce
the nature of electrocatalytic active sites in general and their
expected features for heterogeneous electrocatalytic water
splitting. This is followed by a summary of the characteriz-
ation techniques for the metal oxides in section 2. The aim
of section 3 is to summarize current approaches that could
achieve the targeted features of metal oxides. The review is
concluded in section 4 with perspectives and outlooks on
the future development of high-performance metal oxide
electrocatalysts. The review aims to provide colleagues in
nanoscience and nanotechnology with a well-established
baseline by summarising recent knowledge advance on struc-
ture-activity relationship and developments in material
engineering strategies for high-performance metal oxide elec-
trocatalysts. We believe the included advancements from the-
ories, characterizations, and strategies surveyed in the review
will inspire ideas and innovations in real-world electrolysis.
The information included herein has broader implications
for the fundamental researches on nanoscale functional
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material, surface chemistry, electrochemistry that extendable
to the aforementioned widespread applications of metal
oxides.

1.1 Water splitting mechanisms

Nowadays, more than 95% of the global hydrogen is produced
by steam reforming natural gas or other fossil fuels.'®
However, the industrial processes produce low purity hydrogen
with a large proportion of carbonaceous species such as
carbon monoxide. In contrast, water electrolysis is an effective
process to produce high-quality hydrogen through the electro-
chemical conversion of water to hydrogen and oxygen.'® The
electrochemical water splitting provides a clean and sustain-
able way to convert abundant and renewable water sources
into high purity hydrogen.”® Overall electrochemical water-
splitting are composed of two essential reactions, i.e., cathodic
HER and anodic OER.

Water splitting occur in two different pathways, in which
the reactions are expressed as:

In acidic solution:

Cathode : 2H™ +2e¢~ « H, (1)

Anode : H,O « 2H' +1/20, +2¢~ (2)

In neutral and alkaline solutions:

Cathode : 2H,0 + 2e~ <« H, + 20H™ (3)
Anode : 20H™ < H,0 + 1/20, + 2e~ (4)

The thermodynamic voltage of water splitting is 1.23 V at
25 °C, 1 atm regardless the water media yet it decreases
with increase of temperature. In practise, nevertheless, to
achieve the electrochemical water splitting, the applied vol-
tages are higher than the thermodynamic potential value.
The overpotential (1) is primarily applied to overcome the
intrinsic activation barriers on both anode (7,), cathode (1)
and some other resistances, e.g,, ohmic drop (foter).- The
practical operational voltage (Eop) for water splitting can be
described as:*

Eop = 1.23 V =+ 5ja + 7e + Nother (5)

7. and 7 can be optimized by applying highly active oxygen
evolution and hydrogen evolution -catalysts. 7omer can be
purposely reduced by the rationally designed electrolytic
cell. Thus, reduction of the overpotentials will make water
splitting reactions more energy-efficient and economically
viable.

1.1.1 HER mechanism. HER is a multi-step electro-
chemical process on the surface of an electrode.” The widely
accepted reaction mechanisms in acidic and alkaline solutions
are either Volmer-Heyrovsky or Volmer-Tafel process:

(1) Electrochemical adsorption (Volmer or discharge reaction)

H' + M* +e  « M-H* (acidic solution) (6)

H,0 + M* + e~ < M-H* + OH (alkaline solution) (7)
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followed by
(2) Electrochemical desorption (Heyrovsky or ion + atom
reaction)

M-H* + H" + e~ < M* + H, (acidic solution) (8)

M-H* + H,0 + e~ < M*+ OH™ + H, (alkaline solution)
(9)

or
(3) Chemical desorption (Tafel or combination reaction)

2M-H* < 2M* + H, (acid and alkaline solutions)  (10)

where M-H* stands for an H atom chemically adsorbed on a
single active site of electrode surface (M). The schematic
mechanism of hydrogen evolution is depicted in Fig. 1a.*!

Although the two mechanisms are applicable in both acid
and alkaline solutions, it should be noticed that reactants and
products are different in various pH values. For example, in
acid, only the reduction of a proton into an H* is involved in
the Volmer step. While in alkaline solution, besides the cre-
ation of the H*, water dissociation is also a critical step for the
entire HER process, which requires a breaking of the strong
H-O-H covalent bond.

1.1.2 OER mechanism. OER on electrocatalysts consists of
four consecutive proton and electron transfer steps. One of the
most widely accepted mechanism is the adsorbate evolution
mechanism (AEM). This reaction mechanism of OER on a
single metal site of metal oxide (M*) can be expressed as:**

In acidic solution:

H,O +M* < M-OH* +H" +e" (11)
M-OH* + M-O* +H' +e” (12)
M-O* + H,0 < M-OOH* +H' +e” (13)
M-OOH* < M+ O, +H" +e” (14)

In alkaline solution:

OH™ +M* < M-OH*+e” (15)
M-OH* + OH™ <~ M-O* + H,O + e~ (16)
M-O* + OH™ «» M-OOH* + e~ (17)
M-OOH* + OH™ <> M*+ O, + H,0 + e~ (18)

The single-site adsorption mechanism of OER is schemati-
cally shown in Fig. 1b.>* It is generally acknowledged that the
OER activity of an electrocatalyst depends strongly on the
bonding strength of the absorbents on the M active site (M-
OH*, M-O* and M-OOH*), of which the adsorption energies
are linearly correlated.

Moreover, another OER mechanism (lattice oxygen
mediated mechanism, LOM, Fig. 1b) that involves the for-
mation of O-O bonds on adjacent metal ions have also been
proven.>*** At first, two HO* on the two neighbouring metal
ions deprotonate and form two M-O*. Then, the two adjacent
O* couple directly with each other, resulting in the formation

This journal is © The Royal Society of Chemistry 2021
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Fig. 1 (a) The schematic of electrocatalytic turn-over of hydrogen evolution on the surface of an electrode.?! (b) The adsorbate evolution mecha-

nism (AEM) and lattice oxygen mediated mechanism (LOM) of oxygen evolution turnover on the surface of catalys

of O-O bond. O, is eventually released, and two vacant metal
sites are occupied by OH™. In contrast to AEM, intermediate
HOO* is not involved in LOM.

1.2 Kinetics and volcano plots

As the mechanisms shown above, a heterogeneous catalytic
reaction consists of a number of coupled reaction steps, ie.,
the adsorption of reactant, surface-mediated activation of the
adsorbed reactant, and surface-mediated recombination and
the eventual desorption of the products from the surface.
Based on the Brgnsted-Evans-Polanyi relationship, the reac-
tion kinetics of two consecutive dissociative chemisorption
steps, the activation energies for each step are estimated to be
linear to the dissociative chemisorption energy:*

Ey =1 AE+ 4 (19)

Eaz = AE +/}2 (20)

As the perfectors «, is positive and a, is negative, one can
see the plots of the curves for overall reaction rate (by convert-
ing the E, and reaction rate r with Arrhenius equation) exhibits
a Sabatier volcano shape, i.e., with a maximal rate curve at the
top of the full solution to the microkinetic model.

Based on the Sabatier principle, for an efficient HER cata-
lyst, its surface ought to allow an interaction strong enough to

t23

absorb H* for facilitating the proton-electron-transfer process,
while also weak enough to promote the bond breakage and
gaseous H, release.”® Nevertheless, it is difficult to establish
the quantitative relationship between the energetics of the H*
intermediate and the reaction rate. From the perspectives of
physical chemistry, the Gibbs free energy change for H*
adsorption on a catalyst surface (AGy-) is a widely accepted
descriptor for the catalysts. According to the Sabatier principle
(a full microkinetic solution for a simple generalized hetero-
geneous catalytic reaction®), if AGy- is zero, the overall reac-
tion has the maximum rate. Furthermore, the relationship
between the experimentally measured exchange current
density (j,) and the quantum chemistry-derived AGy- form a
volcano curve for a wide range of electrode surfaces.””
Following this trend, the relationship between the intrinsic
electrochemical nature and HER kinetics could be built. Pt-
based metals are at the summit of the volcano, as shown in
Fig. 2a,>” which means they have the best activities, and the
hydrogen adsorption energy is close to zero. Furthermore, the
metals to the left of Pt have strong adsorption to the hydrogen
atoms, which blocks the active site and hinders hydrogen
generation. While metals to the right of Pt adsorb the hydro-
gen too weakly, which will not effectively stabilize the inter-
mediate state, thus hindering the occurrence of following
hydrogen generation.>>?’

a 0 b L. 4H'wde
" Pd overlayers (&) 3H 43¢+ +0, o
1 OOH*_|
PATPRY . 4 .
-2 Polycrystallline RS g A ox —— Orguen rodiation
pure metals (®) |Re. ey PR | 2H 42
& -3 0 Pﬂ‘kﬂz d ’Aﬁf"\\“ ) 2 H OMHO | it o
g LT S N o
2 JC - et 23w
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g ’, /Co Ni ‘awooon 95
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7 / \ A
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D77 Np / 4 \ Au
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k. > o o 6
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AGy(eV)

AGY- - AGRo- 1 eV

Fig. 2 (a) A volcano plot of experimentally measured exchange current density as a function of the calculated AGy.?” (b) The free energy diagram
for OER steps (from left to right) at different applied potentials (U). Due to the scaling relation between the free energy of the intermediates (OH*,
O*, OOH?*), they are correlated and thus moved in a concerted manner. At U = 2.55 V, all the OER steps are exothermic (downhill from left to
right).>* (c) Activity trends of the perovskite OER electrocatalysts. The negative theoretical overpotential was plotted against the difference of stan-

dard free energy of the (AGg. — AGjo. ) step.?
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Even though the trends in activity for the HER in alkaline
media have never been established independently from those
results for the HER in acidic media, differences between the
descriptors for alkaline and acid HER have been identified. In
acid solutions, the reaction is mainly controlled by the hydro-
gen recombination (the Tafel step), indicating the strong
relationship between the activity and the AGy-. However, for
HER that occurs in alkaline solutions, the kinetics are deter-
mined by the balance between the water dissociation (Volmer
step) and the accompanying interaction of the water dis-
sociation product (OH*) on the catalysts.>®* > In this regard,
the optimal AGy- as the sole descriptor is insufficient to
describe the HER activity (exchange current in alkaline media
is 2-3 orders of magnitude smaller). Thus, other parameters
should be further involved and optimized to explore the highly
active catalysts. Gong et al. suggested that the water adsorption
energy and the hydroxide anion adsorption energy can also
influence the activity.* Low water adsorption decreases the
number of reactants, and high hydroxide adsorption energy
may result in active site poisoning. Alonso-Vante and co-
workers suggested that the kinetics of HER in alkaline is deter-
mined by OH adsorption.*” Thereby, modification of Pt by
inducing oxophilic metal centres or sp> carbon sites favours
the adsorption of OH at low potentials, removes H,qs inter-
mediate produced in Volmer step, and thus improves the HER
kinetics. Markovic et al., established the relationship overall
catalytic activities for HER in alkaline media as a function of
OH-M>" bond strength using 3d-M hydro(oxy)oxides and
determined that the activity for the established systems follows
the order Ni > Co > Fe > Mn.? Moreover, Markovic's group
identified three parameters based on recent researches, (i) the
proton donor, (ii) the energy of formation of the activated
complex from proton donor, (iii) the availability of active
sites.’® They believed these parameters could be applied in any
aqueous system. These results provided a foundation for the
rational design of catalysts for practical HER in alkaline
electrolytes.

In contrast, for the AEM of OER, free energy (AG) diagrams
have been used to investigate the rate-determining steps based
on Density-functional theory (DFT) calculations (Fig. 2b).**
The AG values of the intermediates at different steps have a
scaling relation and thus change correlatedly.*® In other
words, one free parameter can determine both the free energy
diagram and the activity. Later, the scaling relation between
the adsorption energies of OOH* and OH* was found to be
universal for most of the investigated metal oxide electrocata-
lysts (Fig. 2c).”> When the theoretical thermodynamic overpo-
tentials were plotted against the difference of standard free
energy of the O* and OH* (AG,,. — AGyo. ), a volcano relation
has been obtained. In line with the Sabatier principle, adsor-
bate binds to the electrocatalysts on the left branch of the plot
too strongly and binds to the counterparts on the right branch
too weakly. Also, the (AGg. — AGyy,. ) values of all the good
OER catalysts are constantly about 3.2 eV, compared to the
perfect value of 2.46 eV, indicating a minimum overpotential
of 0.4-0.2 V. This explains the relatively large overpotential of
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OER compared to the HER. To tune the AG,. and AGj.
values through varying the oxide surface or electrochemical
interface may help to improve the OER activities.

On the other hand, in OER pathway following LOM, the
intermediate HOO* is not involved (Fig. 1b).>* Instead, the
direct coupling of the lattice oxygen occurs. It is generally
believed that oxygen vacancy participation plays an important
role in activating the LOM mechanism.>> Thereby, OER follow-
ing LOM breaks the scaling relation of HOO* and HO*, and
surpassing the maximal activities predicted in the volcano plot
in AEM become possible. However, there are still some limit-
ations in the LOM. The process of OER following LOM still
involves oxygen intermediates, HO* and O*. Thereby the
activity in the LOM is affected by the binding energy between
® which means the
optimization of adsorption energies of intermediates is impor-
tant for LOM. For example, Shao-Horn’s group performed DFT
calculations and galvanostatic oxidation test and proposed
that the deprotonation of the surface OH* group was the rate-
limiting step.’” Therefore, a rational-designed OER catalyst fol-
lowing LOM with optimal activities requires both breaking the
scaling relation between HOO* and HO* and optimizing the
adsorption energies of intermediates.

oxygen intermediates and active sites,’

1.3 Activity descriptors

With the established Sabatier volcano plot and surface scaling
relation, one could quantitatively compare the catalytic activity
of different surfaces by assessing the bonding strength
between the active site and the H adsorbate in HER with DFT
calculations. To allow rational design of efficient catalyst,
identification of few microscopic surface properties (descrip-
tors) that could link directly with the bonding strength with
accuracy is essential. As the d-band model is useful for the
understanding of bond formation and prediction of reactivity
among transition metals,>® DFT calculation of the d band
centre (relative to the Fermi level) of the transition state has
been used as one of the useful descriptors for HER. The
higher the d band centre, the more active the metal is (the
lower the transition state energy and strong absorption).*®
Also, it is note that other relevant properties such as the filling
of the d bands and the width of d bands are strongly coupled
and could be used as well. Based on a high-throughput DFT
screening scheme, more than 700 binary surface alloys have
been assessed theoretically. BiPt has been identified to have
high HER activity and this has been experimentally verified.>”
A number of reaction descriptors have been proposed for
the oxygen catalysis (OER and oxygen reduction reaction,
ORR), such as the energy of the metal-OH bond (metals),"®
enthalpy of transition from lower oxide to nominal oxide tran-
sition AH; (metal oxides),"" the delocalization and filling
(occupancy) of the antibonding o* (e,) states (metal
oxides),*>*® the metal-oxygen covalency (metal oxides),*>*
(AGY. — AGyo. ) (DFT, metal oxides),® the number of outer
electrons (DFT, metals and oxides).*” For metal oxide catalyst
in solid oxide fuel cell, the descriptor of O p-band centre rela-
tive to the Fermi level (DFT)*® and oxygen and hydroxyl adsorp-
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tion energies®® have been proposed. A statistical machine
learning and analysis of the descriptors has done by Shao-
Horn et al., who found the number of d electrons, charge-
transfer energy and optimality of e, are important in correlat-
ing the OER activity.*® It should be noted that the utilization
of the above descriptors is limited by the structural type of cat-
alysts, and it is vital to find the appropriate descriptor to
predict and explain the OER activity. For example, the e,
orbital filling and number of d electrons can be the effective
descriptors for perovskite materials, while the e, occupancy of
the cations at octahedral sites can be used for spinel
materials.”**>°

These as-mentioned descriptors will always provide the
theoretical foundations to improve the electrocatalytic activity
towards a specific reaction. Important parameters have been
used to describe the performance of an electrocatalyst, such as
overpotential (i7), Tafel slope, areal activity, mass activity, fara-
daic efficiency (FE) etc.'> However, when comparing the
electrochemical activity, the overpotentials under the same
current density are always influenced by the mass loading.
Compared with other parameters, turnover frequency (TOF) is
the kinetic parameter indicating the intrinsic activity of each
active site. TOF is defined as the number of reactant molecules
that a catalyst can convert to the desired product per active site
in a unit of time. It can be calculated by the equation: TOF =
(J x Na)/(n x Fx T). j stands for the current density, N, is the
Avogadro number, n is the number of transferred electrons, F
is the Faraday constant, and /" represents the number of active
sites. From this equation, it can be deduced that at a given
TOF, the more active sites the catalyst own, the larger the
current density becomes, representing faster kinetics of the
specific reaction. Therefore, it is expected that efficient cata-
lysts possess well-exposed abundant active sites.

These analyses have shown the possibility of fine-tuning of
both intrinsic activity and the number of active sites on metal/
metal oxides. Thus, in the coming section, we will summarize
characterization techniques that have been used for such pur-
poses to allow better constructing the active catalytic sites.

2. In situ characterization methods

As exchange current provides useful yet limited information,
appropriate characterization methodologies should be
involved to study both the electrocatalytic activity and its
origin. Two metrics are usually applied to evaluate the electro-
catalytic performance of a catalyst. One is the apparent total
electrode activity and another is the intrinsic activity of each
active site. The relationship between the intrinsic activity and
the apparent total electrode activity is vital to the insight of the
faradaic charge transfer processes on the electrode surface.
Electrochemical approaches, such as voltammetry, electro-
chemical impedance spectroscopy (EIS) and electrochemical
active surface area (ECSA) are widely applied to investigate the
relationships and processes towards a specific electrochemical
reaction. Other characterizations, including optical spec-
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troscopy and microscopy techniques, are also employed to
investigate the composition and structure of electrocatalysts.
In addition to these experimental measurements, Density
Functional Theory (DFT) calculations are intensively applied to
identify the active sites and build the relationship between the
structure and the electrochemical activity of the electrocata-
lysts. Therefore, DFT studies could pave the way in guiding the
construction of the electrocatalyst with high activity and
stability.

Even though these conventional methods have been proved
to be adequate to gain details of the electrocatalyst, it is note-
worthy that these details are strongly influenced by environ-
mental conditions, such as atmosphere, temperature, and
pressure. Further information is still needed to detect the
actual active sites and reaction mechanism towards a specific
electrochemical reaction those may guide towards the activity
enhancement. Therefore, characterizations at specific voltages
are required, and in situ experiments are designed for this
purpose. Spectroscopic characterizations include Raman spec-
troscopy, X-ray absorption spectroscopy (XAS), X-ray diffraction
(XRD), X-ray photoelectron spectroscopy (XPS), and UV/visible
spectroscopy are useful to in situ capture the structural trans-
formation of the electrode and oxidation state change of the
catalytic species during a specific electrochemical reaction.
While microscopic techniques such as atomic force micro-
scope (AFM) and scanning tunnelling microscope (STM)
provide direct morphological snap shoot of the evolving
electrocatalysts.

The selection of the characterization technique from the
tool box is also subject dependent. Currently, material scien-
tists mainly focus on two aspects to improve the performance
of electrocatalysts. One aspect is exposing or building more
active sites. In this regard, strategies including nanoscale con-
finement, phase engineering, and facet engineering are uti-
lized. Since some new active phases or facets may form during
the electrochemical test, in situ Raman spectroscopy, XRD,
AFM, and STM are effective tools to detect the newly formed
active part and investigate the underlying mechanism. The
other aspect is improving the intrinsic activity of each active
site. Commonly used methods involve heteroatom doping,
defect and strain engineering, etc. These methods often result
in the changes in electronic structure, such as metal d band
and oxygen p band. Therefore, in situ XAS, XPS, and UV/visible
spectroscopy can be useful techniques to study the properties
of metal oxides. The following part illustrates the specific
applications of the aforementioned in situ techniques.

2.1 In situ Raman spectroscopy

Raman spectroscopy is one of the routinely used spectroscopic
techniques to observe the vibration, rotation, and other low-
frequency modes. Since M-OH, M-OH,, and M=0 vibrations
appear in low-frequency range, Raman spectroscopy is a
powerful tool to provide information about structure of metal
oxides and adsorbates on the surface of metal oxides. This
feature endorses it as a useful in situ method for the direct
investigation of structural changes and intermediates under
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Fig. 3 (a) In situ Raman spectra collected in a large wavenumber region from NiFe LDH during HER process in 1 M KOH at various overpotentials vs.
RHE. (b) Magnification of the corresponding orange wavelength region of (a). (c) Schematic illustration. (d—f) In situ Raman spectra of NiFe LDH with
532 nm excitation under OER condition. (d) /n situ Raman spectra collected in a large wavenumber region from NiFe LDH during OER process in 1 M
KOH at various overpotentials vs. RHE. (e) Magnification of the corresponding green wavelength region of (d). (f) Schematic picture.>*

electrochemical reaction conditions. Edvinsson’s group syn-
thesized NiFe-layered double hydroxides as the efficient elec-
trocatalyst towards alkaline water splitting.>" For HER, combin-
ing in situ Raman spectroscopy data and other ex situ charac-
terization results, the author proposed that Ni** centre
adsorbed H,q intermediate (H,q-NiO) and Fe®" centre
adsorbed OH,q intermediate (OH.q-FeO) (Fig. 3a-c).”' A
second H,O would associate with NiO and produce another
adsorbed H atom. The two adsorbed H combined to form H,.
The presence of FeOOH facilitated the formation of the second
hydrogen with optimal bonding energy and improved the
electrocatalytic activity towards HER. For OER, the active phase
was identified as y-NiOOH. The existence of Fe*" introduced
high-valent Ni into y-NiOOH, which was believed to be the
reason for the improvement in OER activity (Fig. 3d-f).>!
Wang’s group developed Pt-WO; as an efficient electrocatalyst
towards HER and utilized in situ Raman spectroscopy to
confirm the real active sites in Pt-WO;.%? The characteristic
peaks of WOj; at 268, 710, and 806 cm™" disappeared and re-
appeared during CV cycles, which proved the phase transition
from WO; to H,WO;. EIS studies further illustrated that the
H,WO; phase facilitated fast electron and hydrogen transfer
and thus acted as the actual active sites towards HER.

Yeo prepared different OER electrochemical catalysts by
depositing Co;0, on various metals and found that substrate
metal with larger electronegativity owned better performance
towards OER.>® In situ Raman spectroscopy results indicated

20330 | Nanoscale, 2021,13, 20324-20353

that at an OER active anodic potential, Co species were oxi-
dized to the valence which was higher than 3 and acted as the
active species for OER. By performing the in situ surface-
enhanced Raman spectroscopy, Smith’s group studied the
electrocatalytic performance towards OER of two Ni-based cat-
alysts (Ni(Fe)-Bi and Ni(Fe)OOH).>* The authors concluded
from the region ca. 900-1150 cm™" that at the potential before
the actual OER occurred, some “active” oxygen sites in Ni(Fe)-
Bi and Ni(Fe)OOH got negatively charged and acted as OER
precursors. Bron’s group also investigated Ni and Ni/Fe thin-
film electrodes by in situ Raman spectroscopy.”® At OER poten-
tials, the peaks at 475 and 557 cm™' in the Raman spec-
troscopy results showed the formation of y-NiOOH. With the
increasing Fe contents, the peaks of y-NiOOH deceased, and
1,75/I55, band ratio also decreased, which meant disorder was
introduced into y-NiOOH. The authors believed that certain
amount of Fe can maintain the presence of y-NiOOH and
induce the occurrence of some other structural disorders,
which were vital to the improved OER activity. 15% Fe content
was determined to be optimum to obtain the best performance.

2.2 In situ X-ray absorption spectroscopy

XAS is based on the electronic excitations from the core level
to an empty electronic state induced by X-ray photon for the
element being investigated. By combining X-ray absorption
near edge structure (XANES) and the extended X-ray absorption
fine structure (EXAFS), this technique can be used to monitor
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the changes of the electronic structure and the local geometries
of the atoms of interest on the catalyst. Herein, it has been
applied to study the redox process of metal oxides and identify
the active sites during the electrochemical reaction. For the
metal oxides, K-edge XAS spectra (with edge positions above
4000 eV) are usually probed, and the ultrahigh vacuum (UHV)
condition is not necessary for the “hard” X-ray. Therefore,
in situ spectrochemical XAS has become a powerful characteriz-
ation in electrolyte with applied potentials. Brodsky et al. pre-
pared oxidic cobalt OER catalysts, and they built the active site
as Co,0, cubane.>® Through electrochemical studies and in situ
XAS, they found the successive oxidation of Co(ur), to Co(im),(1v),
(Fig. 4a and b).>® Combined with DFT calculations, it could be
concluded that the antiferromagnetically exchange-coupled Co
(1v) sites catalysed OER. Similarly, Bergmann and his group
studied the spinel Co;0, as an OER catalyst.>” The in situ cobalt
L-edge XAS and in situ XRD results showed in Fig. 4c-e indi-
cated that at an OER potential (+1.62 V), the Co species were oxi-
dized to higher valence, which could be proved by the large
amount of Co®" and Co**, and the crystalline phase transformed
into an amorphous phase which provided the structure flexi-
bility.’” The authors believed that the higher valent Co species
at the surface, as well as the amorphization, were responsible
for catalytic activity. Friebel et al utilized operando XAS tech-
niques to observe the changes in the oxidation states and M-O
bond lengths of Ni-Fe oxyhydroxides under applied OER poten-
tial.>® The in situ EXAFS data suggested that when the Fe con-
tents below 25%, the Fe atoms doped into oxyhydroxide struc-
ture and the oxidized catalysts were noted as y-Ni,_,Fe,OOH.
While the Fe levels were above 25%, the Fe atoms tend to
nuclear and form y-FeOOH. Based on the data of changes in

This journal is © The Royal Society of Chemistry 2021

oxidation states and M-O bond lengths, DFT results showed
that Fe** cations in Ni-Fe-based oxides lowed the overpotential
for OER apparently and were the real active sites for OER.

2.3 In situ X-ray diffraction

Another widely used X-ray characterization technique is XRD
for investigating the crystal structure of the electrocatalysts.
When the incident X-ray beam passes through a crystal, con-
structive interference and specific diffraction patterns will
occur. Different crystalline structures own distinct diffraction
patterns. Therefore, in situ XRD can offer researchers structure
evolution information about crystalline structure, such as
crystal phase, crystallinity, lattice parameters (strains), and
average grain size, etc. during the electrochemical reaction.
Combined with in situ Raman spectroscopy, it is effective to
investigate the active phase changes. Chen’s group electrode-
posited nanocrystalline cerium dioxide (CeO,) and amorphous
nickel hydroxide (Ni(OH),) on graphite.>® For OER, the catalyst
showed low overpotential (177 mV@10 mA cm™?) and good
durability (over 300 h) at 1000 mA ecm™>. The authors com-
pared the in situ XRD results of Ni(OH), with and without Ce
intercalation and they ound intercalation of cerium facilitated
the formation of y-NiOOH exposing (003) facets, which was
considered to be the active phase for OER (Fig. 5).*° As men-
tioned before, Bergmann investigated the spinel Co;0, at OER
potentials.>” At OER potentials, the crystalline Co;0, structure
transformed into amorphous state. While after OER, the amor-
phous structure returned into the thermodynamically stable
spinel crystal. Lattice oxygen was believed to participate OER,
leading to the formation of oxygen vacancies. These vacancies
ultimately resulted in amorphization.
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2.4 In situ X-ray photoelectron spectroscopy

XPS is a photoemission spectroscopic technique to character-
ize surface chemistry, bonding structure and composition of
surfaces/interfaces by measuring the binding energies of core-
level electron generated with soft X-rays based on a photoelec-
tric effect. Since the energy of photoelectron is determined by
the energy of the photon and the binding energy of the atomic
orbital, one can easily investigate the valence of metal sites
and the charge transfer between active sites and coordination
atoms. In situ XPS therefore enables researchers to obtain
bonding information about of different elements in the cata-
lysts under operando conditions. Nenning and co-workers
employed in situ XPS to study SrTi,,Fe,303;_, (STF) thin
film.°® Fe 2p spectra illustrated that at open-circuit voltage, the
valence of Fe was between 2 and 3, and the valence band edge
was below the Fermi level, resulting in semiconductor-like
electronic structure. When cathodic bias was applied, the
valence of Fe was reduced to 0. The metallic Fe(0) also
extended the orbitals in the valence band towards Fermi level,
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leading to enhanced HER activity. Friebel’s group reported the
use of X-ray ambient pressure XPS to investigate a thin Ni-Fe
oxyhydroxide film electrodeposited on Au surface as an OER
catalyst.®’ When the applied potential increased from 0 to 0.3
V vs. Ag/AgCl, the increase of O/OH was detected (Fig. 6a-c),*
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Fig. 6 (a) Normalized and background-subtracted O 1s XPS spectra of
Ni—Fe electrocatalyst. (b) Fit results for spectra in (a): relative intensity of
the M—O component in the MO,(OH), catalyst, and measured H,O peak
positions (black symbols). (c) Comparison of XPS measurements taken at
identical applied potentials before (green) and after (red) the second
electrochemical conditioning. Normalized XPS spectra of (d) Ni 2p and
(e) Fe 2p transitions for a Ni—Fe electrocatalyst.5*
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which they believed was due to the oxidation of Ni(OH), to
NiOOH. Combined with Ni and Fe 2p in situ XPS spectra
(Fig. 6d and e),®! the authors concluded that oxidation of both
Ni and Fe in the film occurred during OER process. Nilsson
and co-workers utilized ambient-pressure XPS to in situ probe
the iridium oxides under OER conditions.®” The results indi-
cated that under OER conditions, the surface Ir*" was oxidized
to Ir”*. This in situ observation suggested that Ir>" played an
indispensable role in the OER and provided evidence for the
OOH-mediated mechanism.

2.5 In situ UV/visible spectroscopy

Electron transitions between different energy levels will lead to
the absorption of specific wavelengths of ultraviolet or visible
(UV/Vis) light. Thereby, one can easily determine the metal
redox states by identifying the wavelength of the absorbed UV/
Vis light. In situ UV/Visible Spectroscopy (UV/Vis) is commonly
used to track the change of metal redox states. Gorlin et al.
studied the influence of pH value on the performance of Ni-Fe
oxyhydroxide.®® By using in situ UV/vis, they monitored the
amount of oxidized Ni**/Ni** and found that there was an
earlier onset of the redox process with a higher pH value. It
was also demonstrated that low-valence Ni was favourable for
OER process to occur. Yoshida and co-workers prepared the
nickel oxide electrocatalyst by electrodeposition, and they
found that during the electrodeposition, the addition of dia-
mines could improve the OER activity of the nickel oxide.**
Operando UV/Vis absorption spectroscopy indicated that 1,2-
ethylenediamine combined with Ni** and formed complexes,
which finally facilitated the nickel oxide electrodeposition and
increased the number of Ni sites. The improved OER activity
mainly derived from the increased number of Ni, which served
as active sites.

2.6 In situ electrochemical atomic probe microscopy

Integrated with a  classical electrochemical  cell,
Electrochemical Atomic Force Microscopy (EC-AFM) can in situ
observe the surface morphology or measure the height of cata-
lysts on flat substrates under reaction conditions. Boettcher
and co-workers utilized in situ EC-AFM to investigate dynamic
process of the incorporation of Fe into Ni(OH), nanosheets.®>
When applied with high anodic potentials, Fe ions quickly de-
posited on the top of NiO,H, nanosheets and formed FeO,H,
nanoparticles. While at the open circuit potential, Fe incorpor-
ated into and expanded NiO,H,, which can be detected by
measuring the mean height of the nanosheet. The incorpor-
ation of Fe had been further verified by anodic shifts in Ni
redox wave. Scanning Tunnelling Microscopy (STM), combined
with electrochemical cells, can be employed to in situ probe
the change of morphology, such as dissolution, degradation,
under varying potentials. Moreover, EC-STM can achieve fine
measurement of the morphological change with atomic resolu-
tion. Paoli et al. used EC-STM to observe the dissolution of
RuO, catalyst under OER potentials directly.®® The STM
images demonstrated that RuO, exhibited better stability than
deposited Ru, since Ru disappeared from view while RuO,
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showed no corrosion with the same potential scan from 1.3 V
to 1.5 V.

2.7 Other techniques determining active sites

Besides the forementioned in situ techniques, other electro-
chemical analyses are also used to determine the concen-
tration of active sites on surface if the current responses are
well understood. Since most published work on OER agree
that the OER active metal sites undergo in situ oxidation and
reduction upon voltametric scans. A relatively reliable method
is to calculate OER active sites from the redox features of the
metal in the CV.*” The surface concentration of metal sites
that participate in OER can be calculated with the integrated
area associated with the metal oxidation or reduction (the
associated charge) and the number of the transferred electron.

As for determining the concentration of active sites towards
HER, since it is difficult to differentiate current associated
with the metal redox reactions (if any) superimposed in the
cathodic faradaic current, the as-mentioned method is no
longer suitable. For the determination of electrochemical
active surface area, other electrochemical methods, such as
carbon monoxide (CO) stripping, hydrogen underpotential
deposition (H-UPD) and peroxide oxidation, have also been
used.®®®® One can also assume that all the metal atoms are
active towards HER or OER, and then calculate the active site
number and TOF. However, it is noteworthy that this method
produced numerous errors.

DFT is often coupled with characterizations to identify the
real active sites. After characterizing the geometrical and elec-
tronic structure of electrocatalysts, one can build an appropri-
ate model on the basis of the structural information acquired
from the characterizations. The essential information such as
Gibbs free energy diagram, density of states (DOS), band struc-
ture, and charge distribution, etc. are accessible with the help
of DFT methods.”””> These results will finally reflect in
descriptors such as d band centre, M-O covalency, and O
p-band centre, which regulate the reaction pathways by govern-
ing the adsorption energy of intermediates and potential-
determining step (PDS). Therefore, the activity of active sites
can be predicted with the calculated descriptors and compared
with the experimental results.””> Notably, some electrocatalysts
will undergo surface reconstruction and phase transformation,
especially when working under OER conditions.>® Thus it is
more accurate to call these catalysts used in the published
work “pre-catalysts”. The calculation results based on the ex
situ characterizations without surface reconstruction/activation
could be misleading. Thereby, truthful structural information
from in situ observations under operando conditions is more
suitable for DFT calculation. Despite some challenges in com-
binatorial research, such as the lack of DFT tool to effectively
simulate the reaction interface under operando conditions with
affordable computational cost, or the structural complexity at
the interface in atomic scale, computation modelling coupled
with in situ characterizations have been the most effective
approach to date and will accelerate exploring high-perform-
ance electrocatalysts.
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To summarize, in situ characterization methods have been
briefly summarized as the toolbox for electrocatalyst develop-
ment that provide researchers with precise information under
working conditions as well as guidance to deeper mechanism.
The next section of the review is to illustrate that with the help
of the characterization techniques, how specific material
engineering strategies influence geometric and electronic
structures of electrocatalysts and further construct the active
catalytic sites on metal oxides.

3. Strategies for activity
enhancement
3.1 Nanoscale confinement

Nowadays, the performance of heterogeneous electrocatalysts
is still limited by the numbers and intrinsic reactivity of active
sites. Moreover, most metal oxides possess limited electronic
conductivity and charge transport to the active sites.
Compared with the bulk materials, nanostructured materials,
such as nanoparticles and nanosheets, typically own higher
specific surface areas and thus are endowed with a larger
number of surface-active sites. When the diameter of a particu-
late catalyst is smaller than a specific size (3—-5 nm), the signifi-
cantly reduced coordination number of atoms in outer shells
induces dramatic changes in the electronic structure and may
improve the catalytic performance. In addition, modulation of
the nanostructure, mainly reducing the size of electrocatalysts
to the nanoscale, provides an efficient solution to facilitate
charge transfer by shortening the charge transport distance.
Recently, significant improvements have been achieved by
designing the nanostructure of metal oxide catalysts.

The top-down creation of nanoparticles from the parent
particles with larger sizes is a common strategy to create a
large active area or abundant active sites. Wang et al. intro-
duced lithium ions into transition metal oxides and fabricated
nanoparticles with an ultrasmall diameter (2-5 nm).”® It was
demonstrated that the ultrasmall NiFeO, and CoO nano-
particles exhibited superior catalytic activity towards HER and
OER compared to nanoparticles with large diameters
(~20 nm). Moreover, the obtained catalyst achieved excellent
stability of 200 h at 10 mA ecm™> without any decay. Different
from the catalysts prepared by other traditional chemical syn-
thetic methods,” the nanoparticles in situ formed via this
lithium-induced conversion reaction still maintain excellent
electrical interconnection while introducing large surface
areas and exposed active sites (Fig. 7a-e).”> From transmission
electron microscopy (TEM) images, the interconnected ultra-
small nanoparticles were manifested to have abundant grain
boundaries, which acted as the origin of increased surface
area and active centres. The rich boundaries were further veri-
fied by calculating electrochemical double layer capacities
from cyclic voltammetry results. The authors attributed the
excellent stability to the in situ preparation method involving
delithiation reaction process, which endowed excellent
mechanical and electrical contacts between the catalyst and
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the substrate. On the other hand, the coordination environ-
ment of atoms in outer shells is significantly affected by the
size. The electronic structure is also primarily altered. Zeng
et al. managed to obtain optimal e, orbital occupation by con-
trolling the particle size of perovskite LaCoO;.”> The authors
found that when the size was down to 80 nm, LaCoO; showed
the best performance for OER with an overpotential of only
320 mV in 0.1 M KOH electrolyte. The authors explained that
the cobalt ions have an optimal electron configuration of e,
~1.2 according to Shao-Horn’ principle*® when the particle
size was ~80 nm which was beneficial to improve the OER
activity. By conducting electron energy loss spectroscopy
(EELS) spectra, the enhancement stemmed from the spin-state
transition from the low-spin state to a high-spin state of cobalt
ions at the surface.

Two-dimensional materials, such as nanosheets and thin
films, are also widely explored due to their large surface areas,
good electrical conductivity, and abundant low-coordinated
surface atoms which are essential to accelerate electrochemical
kinetics. Sun et al. prepared atomically thin cobalt oxide
porous sheets and carefully investigated the impact of the
nanostructure on OER both theoretically and experimentally.”®
The authors synthesized porous Coz;O, ultrathin sheets by
heating CoO sheets. TEM and AFM results showed that the
porous Co3;0, sheets possessed a thickness of only 0.43 nm,
which was about half of a unit cell. This ultrathin thickness
induced a larger surface area and the expose of all Co®* of
Co30,, which was regarded as the active site for OER. More
importantly, the coordination number of Co®*" atoms
decreased from 6 and 5 to 4 or even 3 because of the ultrasmall
thickness. According to DFT calculations, the adsorption
energy of H,O molecules on lower coordinated Co®* atoms was
larger (0.45 eV), leading to a higher -catalytic activity.
Furthermore, the density of states at the edge of the valence
band and conduction band increased due to the structure dis-
order on the surface of atomically thick sheets. Therefore, the
electron transfer along the conducting channel was promoted,
and thus the sluggish OER kinetics was significantly acceler-
ated. Besides, the OER performance for the Co;0, nanosheet
was retained even after 10000 CV cycles, while the bulk
counterpart experienced a dramatic drop in OER performance.
Through the interfacial charge-transfer resistance test, the out-
standing stability was attributed to the unique 2D configur-
ation, which provided intimate contact between the glassy
carbon (GC) electrode and the catalyst, and enabled a feasible
release of evolved gas bubbles. In another work, ultrathin
y-CoOOH nanosheets were fabricated by atomic-scale phase
transformation strategy and manifested superior performance
for OER than the state-of-art catalyst.”” The ultrathin
nanosheets were found to be half-metallic, and the electric
conductivity was 52 times better than the bulk COOOH. EXAFS
and XPS results in Fig. 7g-i showed that the size confinement
led to the existence of surface structural distortion of CoOg_,
and rearrangement of Co 3d electrons population.”” This
rearrangement resulted in forming an electron configuration
of ty,’e,'?, which ultimately improved the electron transfer
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between surface cations and adsorbed intermediates. The thick-
ness effect of metal oxides on their electrical conductivity was
also investigated. Viswanathan et al. investigated the relation-
ship between the critical thickness of TiO, and the location of
valence band maximum relative to the limiting potential for
OER to study the charge transport mechanism.”® With the help
of atomic layer deposition (ALD), the authors managed to
control the thickness of TiO,. Through theoretical analysis, it

This journal is © The Royal Society of Chemistry 2021

was predicted that the thermodynamic limiting potential for
OER was in the band gap of TiO,, located close to the valence
band, and a bias potential was needed to maintain the electro-
chemical current when the thickness of TiO, surpassed a
certain value. The experimental results also proved that the
overpotential occurred when the thickness exceeded 4 nm.
Since the hierarchical structure provides highly exposed
active sites and facilitates the charge and electron transfer of
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active species,””® electrocatalysts with different hierarchical
structures have been fabricated and presented high electro-
catalytic performance. Hierarchical NiCo,0, hollow microcu-
boids with 1D porous nanowires subunits were fabricated by
Gao and co-workers.®" The electrode exhibited excellent activity
for overall water splitting, with a small applied potential (1.65
V) to reach a current density of 10 mA cm™> towards overall
water splitting as well as excellent stability of 36 h at 20 mA
em™>. Zhu et al. prepared a class of novel nickel cobalt oxide
hollow nanosponges, which showed excellent catalytic activity
towards OER due to their porous and hollow nanostructures.**
Overall, the nanoscale confinement strategy, aiming to
control the morphology and size of the metal oxide, benefit
the electrocatalytic activity by the following four ways. Firstly,
the engineering of morphology in nanoscales, such as nano-
particles and nanosheets, often improves the surface specific
area and exposes more active sites. Secondly, downsizing into
a scale less than a unit cell can dramatically influence the
coordination environment of the surface atoms and further
impact the intrinsic activity of metal sites. Thirdly, the modu-
lation of size brings a substantial change in the energy band.
Then, the modified metal oxides may transform from insulator
or semi-conductor to conductor, and the electron transfer
pathway is facilitated. Finally, confinement strategies could
facilitate more contact between catalysts and substrates and
optimize the release of gas bubble, which significantly
improve the durability. Thus, nanoscale confinement can be
an effective measure to improve catalytic performance.

3.2 Crystal phase and facet engineering

Since most heterogeneous catalysis processes occur on the cat-
alysts’ surface, the composition and arrangement of surface
atoms are decisive to the activity of catalysts.**** The aniso-
tropic atomic structures such as the coordination environment
could be finely tuned by controlled crystal growth. Moreover,
distinctive facets and phases usually expose different number
of active sites. Therefore, crystal phase and facet can influence
the overall activity of electrodes. Accordingly, various surface
phase and facet control strategies have been developed to
manipulate the catalytic activity and/or create more active
sites.

3.2.1 Phase engineering. Crystal phases of metal oxides
determine the arrangements of metal and oxygen atoms in the
crystal and thus endow the crystal with unique properties.
Researchers have made great efforts to investigate the crystal
phase-properties relationships. Chen and co-workers prepared
three different Ti,O; phase, namely trigonal phase (a-Ti,O;),
orthorhombic phase (0-Ti,O;), and cubic phase (y-Ti,O;) by
recrystallization on the substrates at varying temperatures.®®
Among the samples, y-Ti,O; exhibited the best performance
towards HER, reaching a current density of 10 mA cm™> with
an overpotential of 271 mV in 0.5 M H,SO,. In a typical tran-
sition metal oxide (TMO) system, there were two crucial para-
meters. One was the on-site Coulomb repulsion U, which was
the Mott-Hubbard gap inside the 3d band. The other was
charge-transfer energy A, the energy difference between the
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oxygen 2p band and transition metal 3d band. Depending on
U and A, TMOs could be defined into Mott insulators (U < A)
and charge-transfer insulators (U > 4) (Fig. 8a).%> Spectroscopic
ellipsometry and light absorption measurements were utilized
to determine U and A. Fig. 8b also exhibited U and 4 values of
a-, 0-, and y-Ti,03, among which y-Ti,O; owned the largest U
and the smallest 4.%° Therefore, the electrical conductivity of
v-Ti,O; was the best. Moreover, XAS results showed that
y-Ti, O3 owned the most substantial hybridization of O 2p with
Ti 3d e, and t,, orbitals as well as the smallest charge transfer
energy, which together led to the delocalization of electrons,
and thus increased the conductivity of Ti,Os;. Through DFT
simulation, the stronger Ti-O hybridization resulted in lower
d-band centre. The lower d-band centre increased the filling of
the antibonding states, weakened the strength of Ti-H bond,
and thereby decreased the adsorption energy of H* to optimal
value. In another work, Zhou et al. prepared a series of manga-
nese oxides with various crystal phases and morphologies
through electrodeposition at different pH values, and they
found that the valence state of manganese can be changed by
controlling the electrolyte composition.** Among all the
samples, MnO, with birnessite-like phase and Mn,0O; exhibi-
ted smaller overpotential for OER in alkaline electrolyte. It was
reported that these two phases owned higher surface concen-
trations of Mn(m), which acted as the active sites for OER in
MnO,. Along with porous structures, these phases finally
rationalized superior activities for OER. Su et al. combined
both DFT calculation and electrochemical methods to identify
active surface phases in MnO, for ORR and OER.*
Electrochemical test results showed that the «-Mn,O; was a
promising bi-functional catalyst for both ORR and OER, with
the onset potentials of 0.83 V and 1.5 V, respectively. Through
theoretical calculation, the authors predicted that the surface
phase of MnO, changed with pH and applied electrochemical
potential, which was also accurately verified by the XRD experi-
ments. Based on the results, the authors found that different
surface phases owned different coordinated oxygen atom
numbers to Mn, which affected the binding energy of inter-
mediates significantly. For example, if the coordinated oxygen
atom number on Mn,0; changed marginally, the AGo~ —
AGoy+ would change by 0.7 eV. Varying the surface phase can
also change the difference between HOO* free energy and HO*
free energy, decreasing from 3.2 eV to a lower value, and the
OER electrocatalytic activity was enhanced. In situ phase engin-
eering is also effective in improve spinel and perovskite
materials’ performance. Tung et al. prepared a single-crystal
Co3;0, nanocube to underlay with a thin CoO layer as an
efficient OER catalyst.®® In situ XRD demonstrated that the
surface CoO layer in situ transformed into active oxyhydroxide
phase and acted as the active skin for OER. Notably, the CoO
film also protected Coz;0, single-crystal nanocubes under OER
conditions, avoiding volume expansion/contraction which may
harm the scaffold Co;0,. As a result, the as-prepared catalyst
exhibited excellent stability of more than 1000 h. Lee and co-
workers prepared a hexagonal perovskite, BaNiO3, exhibiting
better activity and stability for OER than IrO, catalyst.** The
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Fig. 8 (a and b) The influence of phase engineering on the energy band of Ti,Oz polymorphs.®® (a) Schematic energy band diagram for the Mott
insulator and charge-transfer insulator. (b) Evolution of the U and A in Ti,Os polymorphs. (c—e) XANES spectra and schematic illustration of inter-
mediate spin state transition.®® (c and d) Co L-edge (c) and O K-edge (d) XANES spectra for LCO (100), (110), and (111) films. (e) Schematic illustration
of the transition of electrons from t,4 to e4 orbital and the evolution of intermediate spin state.

authors found that the superior activity derived from the
phase transformation from BaNiO; to BaNij 30, 5 during OER
by conducting DFT calculations. The phase transformation
brought two main changes. First, compared to BaNiO; with e,
occupancy near zero, BaNig ;0,5 owned e, occupancy near
unity, which was better for OER according to the principle pro-
posed by Shao-Horn.*® On the other hand, the phase engineer-
ing also influenced Ni oxidation state and coordination
environment, switching Ni** in first shell coordination into
Ni*" in distorted-prism (P) coordination, which was proved to
be more active for OER.

3.2.2 Facet engineering. In addition to phase engineering,
facet engineering is another effective tool to design ideal elec-
trocatalysts. The key towards the facet control is to induce an-

This journal is © The Royal Society of Chemistry 2021

isotropic crystal growth. Fang et al. synthesized a series of
NiCo,0, exposing different crystal facets towards efficient
overall water splitting under alkaline conditions through a tra-
ditional hydrothermal method.’® Experimental results indi-
cated that the nanosheet exposing (110) planes obtained a
better electrochemical activity for overall water splitting than
octahedron exposing (111) planes and truncated octahedron
exposing (111) and (100) planes. DFT calculations indicated
that the specific coordination environment of metal sites in
(110) planes brought highest surface energy, smallest free
energy AGy~ for HER and lowest theoretical overpotential
value for OER. Therefore, (110) crystal planes exhibited a
superior electrochemical catalytic activity for overall water
splitting. Han et al. designed a series of surface-tailored Co;0,
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nanoparticles on N-doped reduced graphene oxide by the con-
ventional hydrothermal method.”® The authors investigated
their performance for oxygen reduction and evolution reac-
tions (ORR/OER) and metal-air batteries. Electrochemical
results suggested that the nanocomposite with Co;0, nanopo-
lyhedron (NP) exposing (112) crystal planes (Co;0,-NP/N-rGO)
had superior bifunctional electroactivity for ORR/OER over
other counterparts with exposing (001) crystal planes and with
(001) + (111) crystal planes. There were two species of cobalt
ions, the tetrahedrally coordinated Co®" (Co*"1q) and octahed-
rally coordinated Co®* (Co*op). Through DFT calculations, it
was demonstrated that facets with more Co**y), species could
obtain the appropriate extent of O=O0 elongation and optimize
the adsorption, dissociation and desorption of oxygen species.
Hence, the C030,-NP/N-rGO exposing (112) facets with more
abundant Co®oy, sites presented better catalytic performance
than the counterparts with other exposing crystal facets. Wu
et al. also compared the OER electrocatalytic activities of
a-Fe,O; nanocrystals exposing different facets, namely (012)-O,
(012), (104) and (110).°> The hematite exposing (012)-O and
(012) showed advantageous catalytic activity for OER, with a
lower overpotential of 305 mV and 317 mV at 10 mA cm 2.
Theoretical results through DFT calculations indicated the
(012) facet owned the active sites with the highest activity since
they possessed a relatively low free energy for all intermediates
from OER. As a result, the process of adsorption/desorption
was optimized, and the kinetics barrier became lower. The
facet engineering have also been used to improve perovskite
materials. Wu and co-workers optimized the OER performance
of LaCoO; through spin-state regulation by controlling facet
orientation.”® Three different facet orientations, basically
(111), (110), and (100), brought a varied degree of distortion of
CoOg octahedron, which corresponded to the transformation
of the spin state from the low spin state (t,,°e,") to the inter-
mediate spin state (t,,’e,") (Fig. 8¢).”® The change in spin state
was confirmed by XANES spectra (Fig. 8c and d).”® Benefit
from the intermediate spin state, the film with (100) orien-
tation obtained optimal conductivity, e, electron filling states
(0.87), as well as adsorption free energy of O species. These
characters collectively resulted in an outstanding performance
for OER with an overpotential of 470 mV at 10 mA cm™>.

To sum up briefly, surface atomic arrangements of a bulk
crystal are readily controllable with crystal phase and facet
engineering. This provides scientists with an essential “knob”
to fine tune the electronic structure and electrocatalytic nature
even with the similar elemental composition. Firstly, engineer-
ing of phase and facet endow changes in energy band of metal
oxides, which might change insulating characteristics into
half-metallic or metallic one and modulate electronic transpor-
tation. Secondly, the engineering in phase and facet often
changes the coordination environment of metal site and the
M-O electronic structure, and thereby modulates the intrinsic
activity, especially for OER. Finally, even assuming that active
sites are with equal activity, crystalline catalysts with specific
phases and facets expose more active sites, which certainly
improve the overall electrochemical performance.
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3.3 Heterostructure

It is scarce that overall water splitting in practice undergo
electrochemical turnover on electrocatalysts with high hom-
ogeneity. Recently, construction of heterostructure or creation
of interfaces with the remarkable synergistic effect has become
a focused research topic. According to the experimental and
theoretical studies, the strong coupling interactions and inter-
face reconstruction between composites can not only promote
electrochemical reaction activity but also expose more active
sites. The strategy of fabricating the rationally designed hetero-
structures can be adopted to prepare catalysts with excellent
performance.

It has been proven that HER in alkaline solution signifi-
cantly depends on activating and cleaving O-H bonds of water
molecules and facilitating the adsorption and desorption of
the formed H atoms. In this regard, the novel concept of com-
posite materials facilitating these two key aspects of HER
process in alkaline solution has been reported. A typical
example is a heterostructure composed of oxide and metal, in
which the oxide acts as the active site for the dissociation of
water, while the metal facilitates the adsorption and desorp-
tion of hydrogen atoms. Subbaraman et al. prepared nano-
metre-scale Ni(OH), clusters with high water dissociation pro-
perties on platinum electrode surfaces.>® With a dual effect,
the edges of the Ni(OH), clusters facilitated the dissociation of
water, and the produced hydrogen intermediates were then
adsorbed on the nearby Pt surfaces and recombined into mole-
cular hydrogen. Inspired by this encouraging work, various
metal/metal oxide heterostructures have been fabricated. In
2014, Gong et al. prepared a nanoscale NiO/Ni heterostructure
attached to a carbon nanotube (CNT) network, which exhibited
excellent HER activity in a wide range of pH values as shown
in Fig. 9a.”* The NiO/Ni was partially reduced from Ni(OH),
through thermal decomposition. It was proposed that the
exposed NiO/Ni nano-interfaces might be the synergistically
active sites towards HER. Specifically, the OH™ generated by
H,O0 splitting could preferentially adsorb to a NiO site at the
interface, while a nearby Ni site would facilitate H adsorption,
boosting synergistic HER catalytic activity to NiO/Ni. In
another work, Cr,0; blended with NiO/Ni was later fabricated,
in which the chemically stable Cr,O; was essential to prevent
oxidation of the Ni core and to preserve the catalytically active
sites in the heterostructure, and the catalyst with hetero-
structure obtained great stability of more than 80 h at 200 mA
em™.% To date, a number of metal/metal oxide interface
nanostructures have been successfully also explored, collec-
tively showcasing that the strategy can be extended to boost
the HER performance in alkaline media.’®*°

Fabricating heterostructures based on metal oxides is also
an efficient strategy to obtain remarkable OER electrocatalysts.
Specifically, the metallic compounds with good conductivity
and large surface area are intensively utilized as the support to
improve the electron transfer process and expose active sites.
For example, metallic CoSe, nanobelts were integrated with
other metal oxides as a highly active and stable electrocatalyst
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for OER.'*>'°! In addition, the OER activity of pristine metal
oxide is often hampered by its poor OER kinetics and mass-
transfer ability while fabricating heterostructure with other
metal oxides/hydroxides is proved to be an efficient strategy to
optimize the energy barriers of intermediates and thus boost
the catalytic activities.'”>'** Cerium(v) oxide (CeO,) has
reversible surface oxygen ion exchange, good electronic/ion
conductivity and oxygen storage capacity, and these properties
are expected to enhance the catalytic performance of the elec-
trocatalysts by altering the electrochemical reaction kinetics.
For instance, electrodeposited FeOOH/CeO, hybrids were
explored as efficient electrocatalysts for OER, exhibiting the
synergistic effects between two compounds.'® According to
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DFT calculations, the free energy changes of intermediates
and products were lower than those free energy for CeO, and
FeOOH. The adsorption energy of OH™ on the heterostructure
was lower than those on individual FeOOH and CeO, surfaces,
which indicated that the OH™ anions tended to be adsorbed
on FeOOH/CeO, more efficiently, and this trait endowed the
FeOOH/CeO, with superior catalytic activity for OER. The
authors also believed that the strong electronic interaction
improved durability since this heterostructure owned great
stability of 50 h under 80 mA cm™>. Additionally, CeO,/Ni-
TMO hybrid and CeO,/CoSe, hybrid have also 