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Clean and sustainable energy needs the development of advanced heterogeneous catalysts as they are
of vital importance for electrochemical transformation reactions in renewable energy conversion and
storage devices. Advances in nanoscience and material chemistry have afforded great opportunities for
the design and optimization of nanostructured electrocatalysts with high efficiency and practical
durability. In this review article, we specifically emphasize the synthetic methodologies for the versatile
surface overcoating engineering reported to date for optimal electrocatalysts. We discuss the recent
progress in the development of surface overcoating-derived electrocatalysts potentially applied in

Received 28th June 2021 polymer electrolyte fuel cells and water electrolyzers by correlating catalyst intrinsic structures with

DOI: 10.1039/d1cs00270h electrocatalytic properties. Finally, we present the opportunities and perspectives of surface overcoating

engineering for the design of advanced (electro)catalysts and their deep exploitation in a broad scope of
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1. Introduction

Heterogeneous catalysts, comprising metal nanoparticles (NPs)
and solid supports, are widely applied in thermal- and electro-
catalysis fields for clean and sustainable energy. Porous carbon,
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graphene and metal oxides with high specific surface area are
the commonly exploited support materials for dispersing metal
NPs.' Supported metal based catalysts with diverse particle
size, composition, morphology and metal-support interactions
can be generated to show distinct catalytic properties.*”® How-
ever, the encountered unstable performance and easy deactiva-
tion as a consequence of metal particle agglomeration,
coalescence and Ostwald ripening are the remaining obstacles
that impair their wide applications.”® The issue concerning
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catalyst deactivation can become more severe under high tem-
perature and/or harsh reaction conditions, i.e. in an oxidizing
and corrosive environment, which calls for innovative design
and optimization strategies to fulfil the requirement of boosting
the catalytic properties of supported metal catalysts.
Electrochemical transformation reactions in polymer elec-
trolyte fuel cells (PEFCs) and water electrolyzers (WECs) with
high efficiency and long-term durability have remained the
hotspot for renewable energy production, conversion and
storage.”™"" In PEFCs, the oxygen (O,) reduction reaction (ORR)
proceeds via either the direct 4e” pathway to produce H,O or the
2e” route by forming hydrogen peroxide (H,0,) on the cathode.
Oxidation of a fuel molecule, ie. the hydrogen (H,) oxidation
reaction (HOR), proceeds at the anode side of fuel cells. On the
other hand, WECs that transform electricity into renewable
energy involve the H, and O, evolution half-reactions (HER
and OER), and are operated on the principle opposite to that
of PEFCs. At present, platinum (Pt)-group metals (PGMs) are
the most active state-of-the-art electrocatalysts, even though 3d
transition metal-based nanomaterials are promising alternatives
to PGM counterparts. In addition to the high price and scarcity
of PGM catalysts, the intensely sluggish kinetics of ORR
and OER, along with their intricate reaction pathways, impede
the widespread and commercialization of electrochemical
devices.">"™ On the other hand, taking the hydrogen-driven
PEFCs as an example, the HOR activity is orders of magnitude
higher in an acid electrolyte than that in a basic solution
(pH-dependent activity),"* which allows an ultra-low loading
(<0.05 mgp, cm™>) of Pt on the anodic catalyst when contacting
with acid media. However, the instability and degradation
of Pt, which show dependencies on catalyst characteristics
(such as particle size, crystal structure, loading) and operating
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conditions (electrolyte, limiting potential, temperature and so on),
still constitute important performance-limiting factors.">"® In the
process of electrocatalyst design, the implicated trade-off relation-
ship between activity enhancement and intrinsic instability is
required to be overcome before the practical application of
electrode catalysts.

Reducing the usage of PGMs and developing electrochemi-
cally highly active and durable materials are the main subjects
of intense research on the wide implementation of energy
conversion and storage devices."”'® Of the numerous efforts,
alloying Pt with a second transition metal (i.e. Fe, Co, Ni, Cu,
Zn) and the fabrication of core-shell nanostructures (where Pt
is conformally deposited as an ultra-thin shell on a more
abundant metal core) have been proven beneficial for improving
the electrochemical performance.”®?® The alterations of the
electronic surface structure of the metal by foreign transition
metal atoms and the lattice mismatch-derived strains at the
interface of metal nanodomains yield the improvements.**?”
Nevertheless, synthetically controllable design of catalysts with
high specific surface area and maintaining the nanostructure of
metal particles are not easy because of sintering and dealloying
issues in the process of thermal treatment and catalytic reactions.
The high dissolution tendency of alloyed transition metals or
non-PGM cores often calls for elaborate selection of transition
metals and precise modulation of Pt “skin”/skeletal as well
as morphological integrity and electronic structure.'>?7° In
terms of developing nanomaterials with enhanced catalytic
properties, deploying organic/inorganic barriers or overlayers
recently appears to be one of the favourable countermeasures,
which promises to reconcile high activity with improved stabi-
lity of metal entities.>"**> Polymeric and metal oxide overlayers
are the typical coatings that can protect the carbon material
(the commonly used catalyst support) from electrochemical
oxidation and corrosion, ultimately making the as-synthesized
electrocatalysts durable. Moreover, the multiple functions of
surface coatings open a plethora of opportunities for enhancing
the electrocatalytic efficiencies of nanocatalysts through the
as-generated interfacial effects.>® Thus far, some excellent reviews
have discussed the recent development in the design of high-
performance metal-based catalysts by using surface engineer-
ing strategies and their catalysis related applications.**™*” For
instance, Lenne et al.>* reviewed the surface functionalization
of metal catalysts with organic ligands and the consequent
influence on their surface properties and catalytic activities for
electro-oxidation and reduction reactions. Although another
review from the research group of Yin mentioned the synthesis
of encapsulated metal catalysts, it mainly reported the works
related to the field of thermo-catalysis.® In addition, Pt-based
materials designed by means of surface-confinement®® and
organic-inorganic hybrid concepts®” for application covering
only ORR catalysis were also reviewed. Benefiting from the
ongoing innovative development of advanced synthetic nano-
technology and material chemistry, surface overcoating engi-
neering has emerged as a powerful strategy for the development
of optimal metal-based catalysts to unlock their application
potential in various electrocatalytic processes. Therefore, it is
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increasingly crucial to offer a critical overview of the potential
synthesis methods for surface overcoating of advanced precious
and non-precious metal based electrocatalysts for application in
diverse important electrocatalytic reactions in PEFCs and WECs.

In the present review, we showcase a comprehensive sum-
mary of the versatile surface overcoating strategy for electro-
catalyst design with a special focus on their applications in the
research of PEFCs and WECs. Specifically, the fabrication of
the surface of metal nanoparticles and the modification of
support materials (such as carbon and metal oxides) based
on a vast variety of overcoating methodologies are surveyed.
High-temperature solid oxide fuel cells will not be covered in
this review, although there are a number of works on capping
Pt electrodes with a metal oxide overlayer for stabilizing the
catalyst surface and improving their catalytic performance.?*™°
Next, we discuss the progress of surface overcoating-derived
efficient electrocatalysts for PEFCs that involve electrochemical
reactions such as ORR, HOR, and MOR/EOR (in direct alcohol
(i.e. methanol, ethanol) fuel cells, DAFCs) and WECs comprising
OER, HER and overall water splitting. The consequent benefits
from surface overcoating engineering are considered and the
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electrocatalysts surveyed include both precious and non-
precious metal based electrocatalysts. Finally, we describe the
future research opportunities and perspectives associated with
the design and deep exploitation of emerging heterogeneous
catalysts fabricated by surface overcoating engineering.

2. Surface overcoating methodologies
for the nanostructuring of metal based
electrocatalysts

In this section, surface overcoating methodologies for the
nanostructuring of high-performance electrocatalysts employed
in the research of PEFCs and WECs are overviewed. As depicted in
Fig. 1, the nanofabrication of metal NPs as well as the modifica-
tion of catalyst supports (such as carbon materials and metal
oxides) through surface overcoating engineering by the utility of
different foreign coatings, including organic capping agents/
polymers, inorganic carbon nanoshells and metal oxides, is
summarized and discussed in the following.
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Fig.1 Overview of a variety of overcoating methodologies utilizing organic agents/polymers, inorganic carbon nanoshells and metal oxides as

overcoating materials for high-performance electrocatalysis.
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2.1 Overcoating of metal nanoparticles with organic capping
agents and polymers

Organic capping agents and polymers on metal surfaces are
difficult to stabilize and are prone to decompose at high
temperature (i.e. >300 °C) under thermal catalysis conditions.*"
By contrast, surface modification of metal particles with
organic species without the need of chemical- or thermal-
removal has proven effective at enhancing electrocatalytic
performance.**?¢374>3 Creating metal-organic structures is
effective in modulating the electronic structure of the metal
and alleviating the surface site-access blockage due to the
adsorption of poisonous spectator species (i.e. CI~, Br , OH ,
PO,*", SO,>7) and crossover-obtained reactants (i.e. methanol,
ethanol).***” This section will first start by presenting the
synthetic approaches for overcoating metal NPs with organic
capping agents and polymers.

2.1.1 In situ adsorption through metal nanoparticle colloi-
dal reduction synthesis. Surfactants, also known as capping
agents, have been exploited for the design of highly efficient
electrocatalysts by deploying the molecular patterning concept.®”**
It can be achieved through metal nanoparticle colloidal reduction
synthesis. As illustrated in Fig. 2a, in the presence of surfactant
molecules, metal precursors dispersed in a solution get reduced by
a reductant to form highly dispersed metal NPs. Simultaneously, it
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Fig. 2 (a) Synthetic procedures for the preparation of carbon-supported
metal NPs patterned with organic surfactants via the colloidal reduction
method. (b) The synthesis of Pt-based nanostructures with different
compositions, shapes and morphologies through chemical reduction routes.
(c—f) Schematic illustration of the procedures for the post-synthetic
construction of organic architectures on the surface of electrocatalysts.
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causes the deposition of the metal onto the carbon material to
afford carbon-supported metal NPs surface-patterned with organic
molecules. The in situ deployed surfactant molecules are not only
favourable for metal dispersion during the colloidal synthesis,*>*®
but also serve as performance promotors when metal catalysts are
applied in catalysis. As the patterned organic molecules could make
the metal surface sterically crowded (the so-called “third-body
effect”), the adsorption of poisonous species (PO,*",** CO*) on
active surface sites is hindered resulting in enhanced catalytic
activity. The improvements in electrochemical performance are,
in essence, reliant on the suitable choice of organic capping agents
because they can have large impacts on the intrinsic structural
property of metal entities, alter the electron transfer between
the metal and the carbon support, and modify the adsorption
behaviour of key intermediates on the surface of the catalyst.**>°

Surfactants are also useful for engineering metal nanostruc-
tures (NSs). It is possible to realize enhanced electrocatalytic
properties by utilizing the synergistic effects between the
unique metal NSs and the electronic modification by surfactants
on the surface.”™ Recently, intensive works by the research
group of Chen and Lee have pointed to the development of
various Pt-based NSs through chemical reduction routes using
polyallylamine hydrochloride (PAH) as the metal particle stabi-
lizing and shape/morphology controlling agent (Fig. 2b).
A number of polyallylamine (PAA)-functionalized Pt-based
NSs, including Pt nanocubes,”® Pt-Pd alloy nanoflowers,>?
highly branched Pt nanolance assemblies,> Pd-Pt bimetallic
core-shell nanodendrites,”” long-spined sea-urchin-like Pt nano-
structures (Pt-LSSUs),”® and Pt tripods,”” have been reported for
efficient electrocatalysis. Solution pH (~ 0.5-9), temperature, and
the amount and type of reduction agents (such as formaldehyde,
hydrazine hydrate) are critical parameters for control over
the shapes and morphologies of metal NSs. For instance, sea
urchin-like Pt-LSSUs characterized by a three-dimensional (3D)
interconnected structure and a high branching degree were
formed by using hydrazine hydrate (N,H,-H,0).”° In an alkaline
aqueous solution, K,PtCl, as a Pt precursor was mixed with PAA
by heating at 80 °C. The formation of Pt-LSSUs was started after
adding the N,H,-H,O reductant. As the -NH, groups of PAA
could selectively cap Pt{100} facets, the fast reduction kinetics
favours the selective deposition of Pt atoms in the (111) direction
with high growth rates, leading to the formation of Pt branches
dominated by {111} facets and surface-functionalized with PAA
molecules. The adsorption of PAH on metal NSs through metal-N
chemical bonding can be verified by performing catalyst charac-
terization techniques such as energy-dispersive X-ray mapping
(EDX-mapping) and X-ray photoelectron spectroscopy (XPS).
In most cases, PAH molecules are found loosely packed on the
surface of Pt NSs, making it possible for the permeation of the
electrolyte without disturbing electrocatalytic processes.

2.1.2 Post-synthetic construction of organic architectures
on metal catalysts. For surface organic-modified metal cata-
lysts, a facile immersion of the electrocatalyst, i.e. Pt/C or metal
catalyst-based electrode, in organic solutions followed by a rinsing
step is also a well-recognized protocol (Fig. 2¢, d and f).>*™**
As such, chemically adsorbed or assembled organic molecules
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with tunable coverage on the surface of the metal are generated.
Similar to the direct colloidal reduction synthesis, this strategy
relies on the fact that organic molecules are prone to chemi-
cally coordinate with metal entities on the surface. Markovi¢’s
group prepared a cyanide (CN™)-patterned Pt electrode by
immersing Pt in 0.1 M (mol L™') KCN solution.>® The arrange-
ment of adsorbed cyanide groups renders the surface of Pt
sterically hindered towards adsorbates, leading to a strength-
ened ORR electrocatalysis. The same group constructed a self-
assembled monolayer of calix[4]arene with different coverage
(84%, 95%, 96%, 98%) on a platinum anode by immersing the
platinum anode in a tetrahydrofuran solution of calix[4]arene
with a varied concentration of 90, 130, 250, and 400 uM for a
period of 24 h.®° The unmodified Pt step-edges with a very
small amount were speculated to be the only accessible sites to
electrolyte components after covering with the calix overlayer.
In a similar manner, Chen’s group®®®* demonstrated that
interface engineering on Pt nanodendrites (NDs) and Ni,P
nanosheets using amine (1,10-phenanthroline monohydrate
(PM)) or polyamine (polyethylenimine (PEI)) molecules bene-
fited their electrocatalytic properties. Organic PEI and PM
molecules were loosely packed by occupying 31-34% of the Pt
surface area without blocking the accessibility of reactants to
metal sites.®® Due to the strong coordination ability of -NH, or
-N- groups, PEI and PM appeared to link with the metal
surface. Apart from the commonly used dipping method noted
above, directly pipetting an organic solution onto an as-made
metal electrode is also a practical choice to yield surface
organic-modified metal electrode catalysts (Fig. 2e).**

2.1.3 Overcoating of metal nanoparticles with polymer
layers. Polymeric coatings with high ionic conductivity such
as polyaniline (PANI) and polypyrrole (Ppy) could be fabricated
onto the surface of metal particles as homogeneous thin films
(Fig. 3a). In an earlier instance, Chen et al.®® coated the PANI
overlayer onto commercial Pt/C to prepare the Pt/C@PANI
catalyst featuring a core-shell nanostructure. In an acidic
H,S0, solution dispersed with Pt/C, the synthesis started with
the direct oxidative polymerization of the aniline monomer by
dropwise addition of ammonium peroxodisulfate ((NH,),S,0s,
APS) under an ice bath condition (<5 °C). Changing the mass
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Fig. 3 Schematic illustration of the synthesis of polymer-overcoated
electrocatalysts. (a) M/C@polymer (M: metal) synthesized by the oxidative
polymerization of organic monomers. (b) Polymer double-shelled
Pt-based material prepared through sequential overcoating with PyPBI
and PVPA. Reproduced from ref. 75 with permission from Springer Nature.
Copyright 2015.
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ratio of aniline to Pt/C allows the thickness of the PANI layer to
be controlled. PANI with 5 nm thickness is able to embed Pt
NPs on the surface of the carbon support. PANI-overcoated Pt
nanocube assemblies,*® hybrid Pd/PANI/Pd sandwich-structured
nanotube arrays®’ and ultra-thin PANI-coated Pt-Ni nano-
octahedra® have been synthesized by following a similar oxidative
polymerization process. Electrochemical performance follows the
change in PANI thickness; a thinner PANI layer (0.6 nm) is more
beneficial for the markedly improved electrocatalytic activity
towards methanol oxidation than a thicker layer.*®

Polydopamine (PDA) coating also manifests wide applica-
tions because of its robust structure and strong adhesive
strength to the surface.®*””" One commonly applied synthetic
procedure for PDA overcoating is the oxidative polymerization
of dopamine in Tris-HCI buffer solution (Trizma base + hydro-
chloric acid, pH 8.5) dispersed with the solid catalyst at room
temperature, followed by sequential separation, rinsing and
drying steps. Controlling the polymerization time allows for
tuning the thickness of the PDA overlayer. PDA overcoating is
more controllable due to the mild polymerization condition as
compared to PANI and Ppy coating.®®

From the research works of Yang et al. and Nakashima et al.,
the wrapped pyridine-containing polybenzimidazole (poly[2,2’-
(2,6-pyridine)-5,5'-bibenzimidazole], PyPBI) on a carbon sup-
port serves as the glue for highly dispersed Pt NPs.”>”® When
multiwalled carbon nanotube-supported Pt NPs are overcoated
with a PyPBI layer, their electrocatalytic oxidation performance
is favoured.”* Based on these advances, they demonstrated a
distinct type of polymer double-shelled electrocatalyst, of which
the metal particles and carbon support are separately over-
coated with polymer layers.”® As illustrated in Fig. 3b, the steps
in the fabrication of a polymer double-shelled electrocatalyst
include (i) mixing the carbon material with N,N-dimethyl-
acetamide solution containing PyPBI, (ii) loading Pt NPs onto
the PyPBI-wrapped carbon support by a conventional polyol
reduction method, and (iii) mixing the above Pt-loaded mate-
rial with poly(vinylphosphonic acid) (PVPA) aqueous solution.
Each step involves the additional separation/rinsing and drying
procedure. This strategy is very flexible and can be used to
design a large variety of electrocatalysts by elaborate selection
of carbon support materials and polymer coatings.”®”° The
reinforcement of electrocatalytic performances versus the
uncoated catalyst makes it effective in fabricating metal-based
nanomaterials with extra modification of polymers.

2.2 Overcoating of metal nanoparticles with inorganic carbon
nanoshells

The inorganic carbon nanoshell doped with heteroatoms (such
as N, P, S, B, etc.) is another widely exploited overcoating
material as in most cases it is capable of improving catalyst’s
electrical conductivity and providing additional active surface
sites for electrocatalysis. In this section, we will discuss a wide
assortment of synthetic protocols being developed for over-
coating carbon nanoshells on the surface of metal NPs as the
emerging efficient electrocatalysts.

This journal is © The Royal Society of Chemistry 2022
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2.2.1 Pyrolysis of the polymer overlayer or heteroatom-
containing compounds on carbon-supported metal nanoparticles.
Polymers are carbon-rich substances composed of abundant
heteroatoms, making them suitable precursors for heteroatom-
doped carbon materials. High-temperature carbonization of
the polymer layers preovercoated on carbon-supported metal
NPs has thus far been the most approbatory method to prepare
carbon nanoshell-coated electrocatalysts.®*®* Guo et al.®* over-
coated a nitrogen-doped graphitic carbon (CN,) shell on Pt/CNT
(CNT: carbon nanotube) via the sequence of aniline oxidative
polymerization, high-temperature pyrolysis, in situ reduction
and H,SO,-assisted leaching process (Fig. 4a). In this work, the
immobilization of Pt and polymer coating were integrated into
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Fig. 4 Carbon nanoshell-overcoated electrocatalysts. (a) Pt@CN,/CNT
was partially covered with a PANI-derived N-doped carbon shell through
the one-pot process. Reproduced from ref. 83 with permission from
American Chemical Society, Copyright 2015. (b) Ordered face-centered
tetragonal PtFe NPs were obtained by PDA overcoating and carbonization.
Reproduced from ref. 89 with permission from American Chemical
Society, Copyright 2015. (c) Synthesis of PtFe alloy NPs with an ordered
or hollow nanostructure through PDA overcoating and the spatial
confinement effect by SiO, outer coating. Reproduced from ref. 92 with
permission from Royal Society of Chemistry, Copyright 2019. (d) Synthesis
of N-doped carbon overcoated NizN holey sheets through the polymer-
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permission from American Chemical Society, Copyright 2018. (e) Direct
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obtain CoMoP@C. Reproduced from ref. 110 with permission from Royal
Society of Chemistry, Copyright 2017.
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a one-pot process. Adding (NH,),S,0z as an oxidant into the
dispersion of aniline, CNT and H,PtClg helped in the formation
of the polyaniline overlayer on the surface of the CNT to
encapsulate Pt species. On pyrolysis at 900 °C in argon, Pt
species got reduced into highly dispersed Pt NPs and were
overcoated concurrently by the in situ-generated carbon layer,
resulting in limited probability of metal species sintering into
larger particles. Transmission electron microscopy (TEM) of
Pt@CN,/CNT indicated that more than 71% of Pt NPs were
encased by carbon layers, while the others exhibited a partially
exposed surface. The porous structure featured by carbon layers
serves as the rewarding functionality, allowing for the free
diffusion of oxygen and the accessibility of the electrolyte to
metal active sites.

In terms of overcoating with carbon nanoshells, the optimi-
zation of the pyrolysis temperature and carbon nanoshell
thickness with the aim of improving electrocatalytic properties
is in high demand. A comparison with pyrolysis at lower
temperatures, i.e. 600 and 700 °C, indicates that pyrolysis at
higher temperature (900 °C) is a good practice to generate
carbon nanoshells with a higher degree of graphitization;
consequently, the corrosion-resistant carbon nanoshell confers
high durability on the resultant catalyst.®* However, care
should be taken on the issues related to metal nanoparticle
aggregation/sintering and the loss of active surface area at even
higher pyrolysis temperatures.

A carbon nanoshell with thickness that is either too thin or
too thick will either weaken the protection effect on metal NPs,
or kinetically influence reactant transfer from the outer phase
into the inner active sites.®® Tong et al.®® precisely tuned the
carbon overlayer thickness by controlling the growth of the
glucose-containing polymer on Pt/CNTs. It is worth noting that
the electrochemical surface area (ECSA) is the accessible area of
electrode catalysts to electrolyte components and reactants
for catalyzing electrocatalytic reactions. In this work, a thick
carbon nanoshell (2 nm) induces 5 times lower ECSA of
Pt/CNTs@C compared to uncoated Pt/CNTs. In contrast, the
diffusion of oxygen is facilitated on the catalyst overcoated
with a 0.8 nm-thin carbon nanoshell for the process of ORR
catalysis.

Fabricating ordered Pt-enriched nanoalloys or core-shell
nanostructures could fulfill the on-demand requirements of
reducing precious Pt loading and improving electrochemical
efficiencies.®”®® However, high-temperature annealing treat-
ment on Pt-based nanoalloys usually induces the formation
of larger metal NPs with broad size distributions. It results in
extremely deteriorated ECSA and inefficient utilization of active
surface sites. Impressively, the in situ overcoating of the carbon
nanoshell onto metal nanoparticles is able to minimize the
aggregation and sintering of metal NPs during annealing
treatment. For example, the in situ carbonization of the PDA
overlayer on carbon-supported PtFe NPs resulted in a metal
particle size close to that before annealing treatment (Fig. 4b).%°
By contrast, the catalyst without dopamine coating underwent
obvious particle coalescence, forming particles up to tens of
nanometers in size. Based on the protective aid of PDA, Pt-rich
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PtNi alloy particles without a carbon nanoshell were synthe-
sized by pyrolyzing the Ni**-impregnated Pt/C-PDA composite
under a H,-containing atmosphere.’® In addition to improve-
ment in the resistance of metal NPs to sintering, it was shown
in this work that PDA also behaved as a sponge to adsorb
Ni ions for a precise control over the Pt-Ni ratio in the resulting
Pt-alloyed electrocatalyst.

A space-confined pyrolysis strategy was recently developed
by Wei’s group®™®* to prepare carbon nanoshell-coated PtFe
NPs with ordered or Pt-skin-like hollow structures (Fig. 4c). In
catalyst synthesis, commercial Pt/C (20 wt% loading of Pt with a
diameter of 2-4 nm) was initially overcoated with an oxidatively
polymerized PDA overlayer based on the procedure described in
Section 2.1.3. After dispersing Pt/C@PDA in an aqueous
solution containing Fe®’, the outer-coating of the inorganic
SiO, shell on the catalyst was proceeded by the hydrolysis and
polycondensation of tetraethoxysilane (TEOS) catalyzed by HCI
in a water/ethanol mixture, followed by the slow evaporation of
solvents. Upon annealing treatment, PDA overlayers get trans-
formed into a 2 nm-thin N-doped carbon shell, and the outer
silica shell provides a spatially confined space to avoid metal
NP aggregation/sintering, while the first formed PtFe alloy
intermediates undergo subsequent phase transition, which
can be controlled by modulating the content of Fe*' and
annealing temperature during the synthesis process.”

In addition to polymers, heteroatom-containing organic
compounds such as thiourea and cyanamide have also become
the precursor of choice to yield the heteroatom-doped carbon
nanoshell on supported metal nanoparticles. For example,
Chen et al.®® prepared a Fe@S,N-DC catalyst via two major
steps: (i) pyrolysis of activated carbon in the presence of
thiourea (CH4N,S) to obtain the S,N-codoped carbon support
(S,N-DC) and (ii) embedding Fe NPs into the carbon matrix by
microwave radiation treatment of Fe(OAc),OH and hexamethy-
lenetetramine, which serve as Fe and N,C sources, respectively.
Jin et al® synthesized a graphene-supported g-C;N,@CoO
core-shell catalyst, consisting of a CoO core and a Co-doped
2-C3N, (graphitic carbon nitride) outer nanoshell, through
pyrolysis of the mixture of cyanamide-Co complex and graphene
oxide support at 550 °C.

2.2.2 Direct pyrolysis of metal-polymer composites or
metal-coordinating organic complexes. Polymers such as
PDA,** %99 polyvinyl pyrrolidone (PVP),””°® resin®® and
Ppy'°°'% have strong metal chelation ability to trap metal ions
through their functional groups. The direct pyrolysis of metal-
polymer composites in the absence of carbon support provides
another route for engineering carbon nanoshell-overcoated
electrocatalysts. For example, the Co(u)-PDA composite
was first obtained by hydrothermal-assisted polymerization of
dopamine in aqueous solution in the presence of the Co(NO3),
precursor at 150 °C. The following pyrolysis of Co(u)-PDA at
900 °C in N, along with a mild heating treatment at 90 °C in
air, resulted in the overcoating of Co@Co3;0, core-shell NPs
with a N-doped graphitic carbon nanoshell.’® Likewise, Yuan
et al.'® demonstrated that N-doped carbon-overcoated NizN
holey sheets (NizN@NC) were generated by a combined
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synthetic strategy, including solvothermal assembly, polypyr-
role wrapping, high-temperature carbonization and nitridation
steps (Fig. 4d). With the added amount of pyrrole being
controlled, the thickness of the NC shell overcoated on NizN
sheets varied within 2-8 nm. The overcoated NC nanoshell on
Ni;N@NC was found to protect the Ni-O oxide layer from over-
oxidation, giving rise to enhanced stability towards the alkaline
OER catalysis. Moreover, Wang et al.'®* developed N,0-codoped
carbon-encapsulated Co NPs, named CoNOC, to be a binder-
free electrode for HER application. The electrode was con-
structed via the first growth-deposition of polymeric PAQTA
on carbon fiber cloth, then a facile impregnation of Co(acac),
(acac: acetylacetonate) followed by pyrolysis and acid leaching
treatments. PAQTA, as a unique conjugated microporous poly-
mer consisting of anthraquinonylamine and triphenylamine,
features intrinsic porosity and a cross-linked network structure,
which are beneficial for the high dispersion of Co on the
catalyst obtained.

Similar to polymers, organic compounds especially those
with heteroatom-containing groups such as -NH, and -NH-
can coordinate with metal ions to form metal-coordinating
organic complexes, making them promising precursors for
the carbon nanoshell and the support of metal NPs.'**'% For
example, a one-step high pressure pyrolysis of ferrocene and
cyanamide at 700 °C was reported by Hu et al.'® to prepare
Fe;C/C hollow spheres overcoated with 4-9 layers of graphitic
carbon. A negligible amount of nitrogen and Fe metal was
observed on the surface of Fe;C/C, indicating that it was
another mechanism rather than that catalyzed by Fe-N, moi-
eties that accounted for the high ORR activity. The removal of
the carbon nanoshell induced dissolution of Fe;C into the
electrolyte accompanied by an obvious ORR activity loss. The
authors therefore claimed that Fe;C sites did not have direct
contact with the electrolyte but instead made the outer carbon
nanoshell active for the ORR catalysis. Analogously, trimetallic
FeCoNi alloys overcoated with N-doped carbon nanotubes were
generated following the protocol of direct pyrolysis of dicyan-
diamide-metal nitrate complexes at 800 °C in an inert
atmosphere.'%°

Such a versatile strategy has made it possible to elaborately
select platform compounds such as the phosphorus (P) moiety-
coordinated counterparts to produce metal phosphides with
surface overcoating of carbon nanoshells.'*®*'" For example,
Pu et al.'°® prepared a N,P-codoped carbon-encapsulated ruthe-
nium diphosphide catalyst (RuP,@NPC) by pyrolysis of phytic
acid (PA) cross-linked Ru complexes and melamine at 900 °C.
In the work of Lv et al.,'*® cobalt phosphonate hybrid precursors
were first fabricated by hydrothermally treating the mixture
of cobalt chloride and sodium salt of ethylene diamine tetra-
(methylene phosphonic acid) (EDTMPS) at 140 °C. Subsequently,
the phase-controlled Co,P@NC was obtained by H, reduction
of as-made precursors with different Co/P molar ratios at 700 °C.
In addition, Ma et al.'*® demonstrated that a carbon nanoshell-
coated CoMoP@C catalyst was generated through pyrolysis of the
mixture of P-rich polyoxometalate (Co,sMo0;6P,4) and dicyan-
diamide (DCA) at 800 °C in a N, atmosphere (Fig. 4e). DCA not
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only serves as a reducing agent to catalyze the deoxygenation of
Co;6M0,6P,4, but also protects the CoMoP particles from aggre-
gation during the process of carbonization and in situ phosphi-
dation. In the engineered CoMoP®@C, the single crystalline
CoMoP core with the overcoated 2-4 graphitic carbon layer is
favourable for electrocatalytic reactions. We note that, it is also
applicable to generate metal phosphide catalysts by carrying out
post-phosphorization treatment on as-made metal@C materials
using e.g. NaH,PO, as the P source at moderate-to-high
temperature.' "

2.2.3 Pyrolysis of metal organic frameworks (MOFs) and
MOF nanocomposites. Increasingly, MOFs and MOF nanocom-
posites are gaining in popularity for the rational fabrication of
nanocatalysts for efficient application in energy conversion and
storage technologies.**™*® The high diversity of tunable metal
nodes and organic linkers endows MOFs with unique composi-
tional and structural properties. Pyrolysis of MOFs and MOF
nanocomposites is one of the most popular strategies for the
synthesis of MOF-derived carbon nanomaterials with highly
exposed active sites, a facilitated charge/electron transfer pro-
cess and a robustness feature, which constitute the inherent
aspects determining their electrocatalytic properties.

Direct pyrolysis of the MOF nanostructure can feasibly aid in
isolating metal sites within the MOF-derived carbon matrix
with a large surface area.'’®"?° Metal nodes in MOFs could
serve as the source of metal NPs, while the organic linkers
transform into a porous carbon matrix and affect the composi-
tion of encapsulated metal entities after high-temperature
pyrolysis. Shi et al.'*® developed a MOF-directed strategy to
synthesize a graphitic carbon nanoshell-coated MoC electro-
catalyst (named nanoMoC@GS) with high porosity. As illu-
strated in Fig. 5a, Mo(CO)s is first mixed with trimesic acid
(H3BTC) in an oxygen-free dimethylformamide (DMF) solvent
and then solvothermally treated under argon to form Moz(BTC),.
Subsequently, carbonization of Mo,(BTC), at 700-900 °C under an
inert atmosphere yields nanoMoC@GS. Metal carbides are
formed by the diffusion of carbon atoms into the interstices of
metal atoms, which atomically contact with the organic linkers in
MOFs.""®'*° This atomic interaction can effectively make metal
NPs highly resistive towards aggregation during the carbonization
process.

In addition, the transition metal moieties such as Co and Fe
in MOFs could catalyze the formation of carbon nanotubes
(CNTs) under pyrolysis conditions, helping in obtaining CNT-
encapsulated metal based catalysts.">'?° For example, Co-
containing ZIF-67 polyhedra (ZIF: zeolitic imidazolate framework)
were pyrolyzed at 900 °C in a H, atmosphere, along with low-
temperature phosphatization treatment to produce N-doped
carbon nanotube (NCNT)-embedded CoP NPs dispersed on
carbon polyhedra (500 nm of average diameter) (Fig. 5b)."*°
In the process of carbonization, Co ions get reduced into metallic
Co, which could promote the formation and growth of NCNTs.
Subsequently, on phosphatization treatment, metallic Co species
react with the PH; species generated from the decomposition of
NaH,PO,, leading to the formation of CoP NPs encased in NCNTs,
which is underpinned by high resolution TEM (HRTEM) analysis.
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Prussian blue analogues (PBAs) with the chemical formula
K;3[M(CN)g] or MY[M™(CN);], (where M represents the transi-
tion metals), as a subclass of MOFs, have been investigated to
fabricate carbon nanoshell-overcoated electrocatalysts with
promising catalytic properties.'**** One can additionally sup-
plement active sites by introducing metal precursors during the
synthesis of PBAs to design well-alloyed or core-shell nano-
structures. In an exemplary work reported by Jiang et al.,'** an
Ir-doped Prussian-blue analogue (Co;[Co(CN)s],) was first pre-
pared by mixing the H,IrCls precursor with Co(CH3COO),,
K3[Co(CN)g], and PVP in an aqueous solution, followed by
hydrothermal treatment at 100 °C for 5 h. On direct pyrolysis,
IrCo@NC was generated composed of N-doped graphene shell-
overcoated IrCo alloy NPs. The CN™ groups from the PBA served
as the source of carbon and nitrogen during the annealing
treatment. As a consequence of the phase transformation of Co
moieties at elevated temperatures, regulation of the structure
phase of IrCo NPs can be achieved. In this work, the lower
temperature-pyrolyzed catalyst, i.e. IrCo@NC-500, was charac-
terized to possess a hexagonal IrCo phase with surface covering
of the N-enriched graphene overlayer. The graphene overlayer
was able to transfer the adjacent carbon atoms into catalytic
active sites and form strong interactions with the encapsulated
metal NPs. Similarly, binary transition metal-based FeCo@C"*®
and NiFe@C"® have been generated following the protocol of
annealing a wide assortment of PBA-based nanomaterials.

The unique pore structures and interconnected channels of
MOFs render them as promising hosts for introducing catalytic
metal moieties. An example of this is the direct pyrolysis of
fabricated polyoxometalate (POM)-incorporated MOF materials,
which could make the introduction of transition metals into
metal carbide electrocatalysts feasible. In this sense, POMs
serve as the metal sources, while MOFs get transformed into
a carbon matrix with additional metal sites after carbonization.
Li et al."® reported for the first time the synthesis of a Fe;C/
Mo,C-containing N,P co-doped carbon catalyst by pyrolyzing
POM®@MOF-100(Fe) with melamine (Fig. 5¢). The POM@MOF-
100(Fe) precursor was intentionally synthesized by hydrother-
mally treating the mixture of FeCl;, H;PM0,,0,, and trimethyl
1,3,5-benzenetricarboxylate at 130 °C for 72 h, followed by
sequential centrifugation, washing and drying steps. POM@
MOF-100(Fe) was then mixed with melamine by ball milling
before the pyrolysis treatment. Melamine provides the source
of carbon and nitrogen, while the Fe species derived from MOF-
100(Fe) catalyzes the formation of graphitized carbon during
the process of carbonization. Subsequent HRTEM and EDX-
mapping images verified that the confinement effect of MOF-100
benefited the high dispersion of Mo,C NPs, which were over-
coated with uniform graphitic carbon layers. The resulted catalyst
possessed a characteristic mesoporous structure, facilitating
the mass transfer process during catalytic reactions. This work
highlights the new opportunities for the design of advanced
non-precious metal-based electrocatalysts by the utility of POM-
incorporated MOF nanomaterials.

Metal precursors could also be incorporated into the
as-synthesized MOFs featured with open channels and large
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prepared by the carbonization of ZIF-67 under H, and subsequent phosphatization treatment in N,. Reproduced from ref. 119 with permission from
American Chemical Society, Copyright 2019. (c) N,P-Codoped graphitic carbon-embedded FesC/Mo,C was obtained through pyrolysis of PMo;,@MIL-
100(Fe). Reproduced from ref. 127 with permission from Royal Society of Chemistry, Copyright 2016. (d) Ultra-small WC NPs were produced on the basis
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for N,S-codoped carbon fiber embedded CogSg. Reproduced from ref. 132 with permission from Wiley-VCH, Copyright 2018. (f) Ultrafast microwave-
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metal alloy NPs obtained by CVD technology. Reproduced from ref. 136 with permission from Royal Society of Chemistry, Copyright 2016.

pores by using suitable post-synthesis approaches.’**'** The more uniform dispersion relative to that of metal NPs sup-
confinement effect of MOF nanomaterials is beneficial to form ported on open-structured solid materials. As a typical example,
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in order to rationally avoid WC sintering into larger particles
during high-temperature synthesis, Xu et al.'®® developed a
cage-confinement pyrolysis route where MAF-6 (rho-[Zn(eim),])
was selected as a host to isolate the guest metal sites-W(CO)g
(Fig. 5d). Compared to the in situ mixing method, a low-
temperature vapor adsorption procedure, that is, heating the
mixture of MAF-6 and W(CO), in a sealed setup at 85 °C for
24 h, was more effective for the confinement and isolation of
W(CO)s within the MAF-6 framework to form W(CO)s@MAF-6.
Subsequently, WC@NPC was yielded through the carbonization
of the W(CO)s@MAF-6 precursor at 980 °C in N, for 5 h. Owing
to the pivotal role of the cage-confinement effect, WC with
much smaller particle size (ca. 2 nm) relative to most reported
metal carbides was coated with 1-2 graphitic carbon layers.
Combining MOFs with other structure-oriented materials
provides the route for fabricating complex composites with
multiple compositions and specific nanostructures,'>>'3°713
For example, coating MOFs with a polymer overlayer could
prevent the aggregation of MOF-derived NPs during pyrolysis.'*'
PVP-coated NiFe-PBA™" and NiFeMn-PBA"** could be transformed
into a unique 3D network composed of N-doped carbon-
overcoated heterojunctions after carbonization, compared to
that generated without the hybrid PVP polymer. In addition,
Wu et al.*** reported a facile method to realize the formation of
CogSg NPs encapsulated by N,S-doped carbon nanofibers
(Fig. 5e). CAS@ZIF hybrids (ZIF polyhedra-wrapped CdS nano-
wires) were first prepared by quickly pouring the methanolic
solution of 2-methylimidazole (2-MIM) and PVP into the mixed
solution of zinc nitrate/cobalt nitrate and CdS nanowires.
On pyrolyzing the CdS@ZIF precursor in an inert atmosphere,
the ZIF shell was transformed into a Co,N-codoped carbon
matrix. Concomitantly, CdS got reduced into evaporable Cd
and S; the latter can be doped into the carbon matrix and react
with Co species for the generation of N,S-doped carbon
nanofiber-encapsulated CooSg NPs with uniform dispersion.
HRTEM measurements validated the overcoating of Co,Sg
NPs with a few carbon layers, which have an interplanar
spacing of 0.34 nm. The obtained nanocatalyst shows the
features of a large surface area and a mesoporous structure,
resulting in abundant accessible active sites and a fast mass
transfer process for electrocatalytic OER catalysis.
Furthermore, Bu et al.'** demonstrated that graphene oxide
(GO) was employed in an ultrafast microwave-assisted route for
converting PBA nanomaterials into N-doped graphene shell-
coated transition metal NPs (i.e. FeCoNi, CoNi, FeNi, Co)
supported on reduced GO (RGO) (Fig. 5f). This strategy induces
the decomposition of PBAs into metals and carbon- and
nitrogen-containing gases. The in situ formed gases could
deposit onto the surface of the metal via a so-called chemical
vapor deposition-like process, which is dramatically different
from the conventional programmed heating procedure. During
this well-controlled process, GO gets reduced into RGO and
works as a microwave susceptor by rapidly creating heat to
promote the uniform conversion of PBA nanomaterials within
a seconds time. RGO could also facilitate the high dispersion
of metal NPs derived from PBA nanomaterials. This strategy
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developed in this work is simple and controllable, which will
expand the application in the synthesis of other kinds of
metal @NC materials.

2.2.4 Chemical vapor deposition of the carbon nanoshell
onto metal nanoparticles. Chemical vapor deposition (CVD) is
also effective for the design of carbon nanoshell-overcoated
metal electrocatalysts. For instance, Cui et al."*° applied a CVD
strategy to prepare single layer graphene-encapsulated earth-
abundant 3d transition metal NPs (Fe, Co, Ni, or metal alloys)
(Fig. 5g). Ordered mesoporous silica SBA-15 serves as the
template as it is crucial for the uniform distribution of metal
NPs because of the confinement effect. In the catalyst synthesis
process, transition metal precursors are first filled into the SBA-15
channel by using an impregnation method in methanol solution.
The sample is then subjected to reduction and annealing treat-
ment in a H,/Ar atmosphere by increasing the temperature to
700 °C, which is followed by CVD of CH;CN - the source for the
carbon nanoshell - on the surface of as-formed metal NPs for a
period of 20 minutes. Acid etching of SBA-15 results in the
generation of graphene overlayer-encapsulated non-precious metal
NPs with high dispersion. Following the developed CVD strategy, a
further oxidation treatment at moderate temperatures could par-
tially decompose the surface graphene layer to create a unique
interfacial structure between RuO, and graphene for efficient OER
electrocatalysis."®” The control over the uniformity and/or the
thickness of the carbon overlayer on metal nanoparticles is
regarded as important in surface overcoating engineering,
since the accessibility of inner active sites determines the
benefits for electrocatalytic reactions.

2.3 Overcoating of the metal catalyst with inorganic metal
oxides

Metal oxides (i.e. SiO, and TiO,) feature the advantages of good
thermal stability, high acid resistance and tunable structural
porosity, thus, showing potential as overcoating materials for
rationally fabricating high-performance electrocatalysts. Metal
oxide overlayer-encapsulated materials are an emerging class of
electrocatalysts, and the corresponding viewpoint has already
been provided by Esposito."*® The silica overlayer has been
reported to improve catalyst durability in the way of stabilizing
metal NPs towards out-diffusion and suppressing their migra-
tion, agglomeration and sintering under high temperature
and/or severe reaction conditions."”**"**" Conventional sol-gel
chemistry of silica could help in achieving the overcoating of
silica onto the surface of metal catalysts. Takenaka et al.'*
coated a silica overlayer onto carbon black (CB)-supported
Pt-Co via the hydrolysis and polycondensation of TEOS and
3-aminopropyl-triethoxysilane (APTES) in the presence of a
base - trimethylamine - followed by a high-temperature calci-
nation step (Fig. 6a). In the overcoating process, APTES with
amino groups can strongly interact with the carbon support
and the silica precursor derived from APTES provides nuclea-
tion sites for the successive hydrolysis of TEOS on the surface of
the catalyst.'*" A benefit from silica overlayer coating is that a
narrower particle size distribution is obtained on SiO,/Pt-
Co/CB than that found with Pt-Co/CB, the sample without
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Fig. 6 Inorganic metal oxide-overcoated electrocatalysts prepared by
different synthetic methods. (a) Overcoating carbon-supported metal
particles with a silica oxide layer by the successive hydrolysis of APTES
and TEOS, along with calcination treatment. Reproduced from ref. 141
with permission from American Chemical Society, Copyright 2014. (b) The
hydrothermal and subsequent electrodeposition process for obtaining
NF@NiFe LDH/CeO,. Reproduced from ref. 144 with permission from
American Chemical Society, Copyright 2018. (c) Schematic of the synth-
esis of hollow CoS particles with surface-covered CeO, by thermal
treatment in the presence of Ce®* precursor and HMT. Reproduced from
ref. 145 with permission from Wiley-VCH, Copyright 2018.

the SiO, overlayer."*® Likewise, Pt-Co NPs on SiO,/Pt-Co/CB are
inclined to have a higher alloying degree, whereas those on
Pt-Co/CB are prone to agglomerate in the absence of silica.

It is worth noting that the coating of silica would not be
simple when unsupported metal NPs are implicated especially
those belonging to the smaller particle size regime (<10 nm),
owing to the weak interaction and high interfacial energy
between metal and silica coating. In this sense, elaborate
synthesis approaches are required to fabricate well-controlled
core-shell nanostructures in the context of potential applica-
tion in catalysis, which have been comprehensively reviewed by
Gao et al.®®

Kang et a prepared porous TiO, thin overlayer-coated Pt
NPs by first wrapping as-formed Pt NPs with a TiO(OH), layer
by the hydrolysis of titanium(iv) butoxide in ammonia-
containing ethanol solution. Subsequently, TiO,-skin on the
surface of Pt was attained through annealing treatment at a
moderate temperature of 350 °C in an Ar atmosphere, where
TiO(OH), was allowed to be converted into a TiO, overlayer.
In addition to the aforementioned wet chemical synthesis
approaches, atomic layer deposition (ALD) is becoming an
efficient technology for overcoating metal oxides on the surface
of metal catalysts. In an exemplified report, Kim et al.** carried
out TiO, ALD overcoating on the surface of carbon-supported
Co NPs, producing an active OER electrocatalyst after optimizing
the thickness of the TiO, overlayer by controlling the number of
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ALD cycles. We will present the brief discussions of the metal
oxide ALD process in Section 2.4.3.

Metal oxides also find application in surface overcoating
of metal oxide nanosheets,"** porous and hollow metal-based
nanostructures'*> and metal thin film electrodes.**™*° For
example, Wang et al.*** first constructed NiFe layered double
hydroxide-coated nickel foam (NF@NiFe LDH) by hydrother-
mally treating NF in a solution of metal nitrates. CeO, NPs were
then electrodeposited onto NF@NiFe LDH at a current density
of 0.25 mA cm ™ in a three-electrode cell to yield the 3D self-
supporting NF@NiFe LDH/CeO, electrode catalyst (Fig. 6b).
From the HRTEM images of NF@NiFe LDH/CeO,, a visible
interface structure was identified between the NiFe LDH(113)
plane and the overcoated CeO,(111) plane. Their local electron
potential difference introduced abundant oxygen vacancies,
which could promote the electron/charge transfer and create
more active surface sites for the alkaline HER. In addition,
coating an ultra-thin overlayer of a metal oxide (i.e. SiO,, VO,
and CeO,) on the metal electrode surface could form a semi-
permeable membrane by controlling the transfer of reactants or
products to achieve a higher electrical selectivity. As such,
electrodeposition of MnO, thin film onto a glassy carbon-
supported IrO, electrode endowed the OER -catalysis with
improved efficiency over the chorine evolution reaction in acid
solution for potential water splitting application."*® An example
of metal oxide overcoating on porous metal-based nanostruc-
tures comes from the report of Xu et al.'** First, an amorphous
CosS hollow nanocage was formed by refluxing ZIF-67 particles
in an ethanol solution of thioacetamide. Subsequently, a hybrid
nanostructure (CeO,/CoS) was constructed by in situ over-
coating CeO, NPs (with an average diameter of 5 nm) onto
ZIF-67-derived hollow CoS polyhedra via a thermal treatment
using Ce(NO3); and hexamethylenetetramine at 180 °C for more
than 6 h (Fig. 6c). The resultant CeO,/CoS nanostructure,
containing CoS polyhedra decorated with CeO, particles,
possesses the features of a highly porous structure and a large
surface area, which are favourable for electrocatalytic OER
activity. It was found that an optimized loading of CeO, was
profitable for tailoring the metal electronic structure, forming a
large number of defective sites and limiting the oxidation/
dissolution of catalytically active Co species.

2.4 Modification of the carbon support by surface overcoating

Carbon black is the most used low-aspect-ratio support mate-
rial for PGM electrocatalysts, including Vulcan XC72, Ketjen EC
300], Ketjen EC 600JD and Black pearls 2000. However, carbon
corrosion in terms of electrochemical oxidation (C + 2H,0 —
CO +4H" + 4e”) and chemical oxidation (C + H,0 — CO + H, or
C +2H,0 — CO, + 2H,) is a severe issue under shut-down/start-up
operating conditions and/or in an oxidizing environment, in
addition to the issue of the easy deactivation of supported
metal NPs. Moreover, the presence of PGM-based NPs on
carbon support materials could accelerate the corrosion of
carbon through the oxidation pathways. The literature review
highlights that surface overcoating engineering on carbon
black and high-aspect-ratio carbon nanotubes can bring in
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benefits such as mitigation of carbon corrosion, improvement
in the dispersion of metal NPs, and formation of strong metal-
support interactions. These benefits of surface-overcoating
modifications on the carbon support will be discussed in
Section 3.5.1. In this section, we showcase the synthetic metho-
dologies being developed for overcoating of carbon support
materials with polymers, carbon species, and metal oxides by
some representative body of works.

2.4.1 Modification of the carbon support by overcoating
with organic polymers. Oxidative polymerization of organic
monomers under aqueous/liquid conditions is an efficient
approach to wrap the surface of carbon materials with polymer
overlayers.®> ®® PANI, for example, is more suitable for performing
surface overcoating in comparison with the aniline monomer,
owing to its much higher conductivity and stability in acidic
solution. PANI can conjugate with carbon nanotubes via
n-stacking interactions without disrupting the graphitized
structure of carbon. As such, PANI serves as a cross-linker
between metal NPs and carbon support by forming strong
metal-N bonds."****? Ionic-liquid polymers,*>* PDA,>*15¢
Ppy,"*” polybenzimidazole (PBI),”®'>87'¢! pvP,'®*> and polyethyl-
eneimine (PEI)'® have broadened the application of polymers
for the surface modification of carbon support materials as
well. Intriguingly, it is reported that PDA serves not only as a
crosslinking agent, but also as a reductant for the in situ
reduction and nucleation of metal species without the need
of adding any other reducing agents during the synthesis of
polymer-modified carbon-supported metal NPs,'>>0%163
In addition to oxidative polymerization, an easy-handling pro-
cess involving a simple mixing of the carbon support with an
organic entity containing solution followed by a thorough
rinsing step has been applied for overcoating with PyPBI, PBI
and PVP.’®13971621667168 Moreover, by utilizing the amide
reaction between the ~-COOH groups of carbon black and the
-NH, groups of amine-terminated poly(N-isopropylacrylamide)
(PNIPAM), Jung et al.'®® demonstrated the covalent functiona-
lization of the carbon support with polymers for efficient
anchoring of metal species. Of note, since the polymer over-
layer can strongly interact with the surface of carbon materials,
the subsequent metal deposition and coordinating interactions
with functional groups (such as N-containing groups) will be
feasible.

2.4.2 Modification of the carbon support by overcoating
with carbon species. Introducing carbon species onto the sur-
face of carbon materials is also efficient for the stabilization of
metal NPs loaded.®® As illustrated in Fig. 7a, pyrolysis of the
preovercoated organic compounds or polymer layers could help
in introducing carbon species on carbon-supported catalysts.
The surface of metal nanoparticles is again exposed after
carbonization without being buried in the carbon shell, leaving
the in situ-generated carbon at the catalyst “root” to serve as a
rivet. The stabilization effect (also called the anchoring effect)
of the rivet is beneficial for suppressing metal NP coalescence
and sintering/detaching from the carbon support. In order to
utilize such a rivet for improvement of catalytic stability,
Wang’s group demonstrated the successful preparation of

This journal is © The Royal Society of Chemistry 2022
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Fig. 7 (a) Schematic illustration of carbon rivet formation on a carbon-
supported metal catalyst using organic coatings as the carbon precursor.
(b) Schematic of the process of ALD cycles. (c) Overcoating ZrO, onto the
N-doped carbon nanotube by ALD cycle number control. Reproduced
from ref. 191 with permission from Wiley-VCH, Copyright 2015. (d) MLD of
AlO, species onto the carbon nanotube to support the well-dispersed Pt
NPs. Reproduced from ref. 193 with permission from Elsevier, Copyright
2019. (e) Schematic of the sol—gel process for the preparation of carbon—
metal oxide composites.

carbon-riveted Pt/C,** microcapsule Pt/MWCNTSs-TiO,,"”°
Pt/TiO,-C,"”" and Pt/MWCNTs-AL,0,'”? on the basis of in situ
carbonization of glucose — the carbon precursor - at 400 °C
under an inert atmosphere. Unlike the overcoating engineering
on metal NPs discussed in the above sections, the carbon rivet
could not evidently affect (or decrease) the electrochemical
surface area of the resulting metal catalysts.

In addition, graphitic carbon nitride (g-C3;N,) materials
feature the advantages of high mechanical stability in an
acidic/oxidative environment, and possess abundant Lewis acid
and base sites (i.e. -NH groups and N atoms on the triazine/
heptazine ring) for high dispersion of metals by forming strong
electronic interactions. Introducing g-C3N, materials onto the
surface of carbon has been demonstrated to stabilize carbon-
supported PtRu NPs for enhanced MOR electrocatalysis.'”>™'7°
Direct one-pot pyrolysis of the mixture of carbon-supported
metal material and melamine is an effective method for
2-C;N, overcoating.'”® On the other hand, the carbon nitride
nanosheet-coated carbon, named C@g-C;N,, was reported to
be fabricated through thermal polymerization of the mixture
of urea and carbon support, followed by an exfoliation pro-
cess at decomposition temperature (600 °C) under an inert
atmosphere.'’*17
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2.4.3 Modification of the carbon support by overcoating
with inorganic metal oxides. In thermal catalysis, metal oxides,
when used as support materials, could promote catalytic reac-
tivity and structural stability towards sintering by regulating the
metal nanoparticle surface and forming strong metal-support
interactions (SMSIs). Equally, metal oxides such as TiO,,"”®
WO3,"” Tig,M0g30,,"%"7° Tag3Tiy,0,"*° and Sn-doped indium
oxide have been constantly exploited as support materials to
improve the catalytic efficiencies of PGM-based electrocatalysts.
However, the lack of sufficient surface area for the high dispersion
of metal NPs restricts their wide applications. To circumvent it,
carbon-metal oxide composites (that is, metal oxide-decorated
carbon materials) have been vigorously investigated by combining
the merits of carbon support and metal oxides. The synthetic
methods for the preparation of carbon-metal oxide composites
mainly include, but are not limited to, chemical vapor phase
deposition technology and wet chemical synthesis method.

Chemical vapor phase deposition. Among the boomingly
deployed chemical vapor phase deposition technologies, atomic
layer deposition (ALD) and molecular layer deposition (MLD) are,
in particular, gaining in popularity for the rational design and
fabrication of advanced nanomaterials from an atomic level. The
readers are referred to the excellent reviews that highlight the
status and prospects of ALD and MLD technologies for sustainable
energy-related applications.'®*™'%

The ALD process generally proceeds as sequential, self-
limiting surface reactions by exposing the substrate to separate
precursors (such as trimethylaluminum (TMA) and water vapor
used in the best known Al,0; ALD process) in near-vacuum
conditions. Each deposition cycle tends to form an atomically
thick layer on the surface of the substrate (Fig. 7b). ALD can be
used to deposit many kinds of coatings such as metal oxides,
nitrides, and sulfides, and allows control over the uniformity of
surface coatings with high accuracy. ALD overcoating of metal
oxide layers with the thickness controlled by deposition cycle
numbers could endow the as-fabricated catalysts with distinct
catalytic reactivities."®*'°° Researchers have specifically developed
the area-selective ALD technology in an attempt to precisely
control overcoating sites and expose more preferred surface.®”
An organic mask molecule, i.e. oleylamine, is used to prevent
the deposition of metal oxide coatings on the surface of metal
nanoparticles. Oleylamine molecules can be removed by a high-
temperature annealing treatment afterwards. As such, typical
examples of area-selective ALD coating of ZrO, nanocages onto
Pt-supported N-doped carbon nanotubes (NCNTs)"*! and TaO,
ALD overcoating onto Pt-supported carbon black'®* have been
reported by Sun’s group. As illustrated in Fig. 7c, upon increa-
sing ZrO, ALD cycles from 20, 30 to 50, an open or holy
nanocage is formed around the Pt nanoparticle without deposi-
tion on its surface. Thermal stability evaluation by heating
the as-synthesized catalysts to 600 °C indicated that the particle
size of Pt on ALD30ZrO,-Pt/NCNT (with 30 ALD cycles) increased
from 2.3 to 2.7 nm, while that of ALD50ZrO,-Pt/NCNT600 °C (with
50 ALD cycles) showed a nearly constant particle size distribution.
ALD50ZrO,-Pt/NCNT600 °C also displayed 9 and 10 times higher
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electrochemical stability relative to the ALDPt/NCNT without ZrO,
overcoating and the reference Pt/C catalyst, respectively, after
4000 potential cycles between 0.6 and 1.2 Vgyp.'*' Therefore,
the encapsulation of Pt NPs within ALD overcoating-derived
ZrO, nanocages could allow the catalytic efficacy of supported
metal-based electrocatalysts to be maximized.

MLD is an extended technology after ALD for the prepara-
tion of polymer-based organic materials and inorganic-organic
hybrid materials."® Metal-based metalcones and organic ethy-
lene glycol (EG) are the most commonly used precursors for
inorganic-organic thin-film coatings. The removal of organic
linkers such as EG by thermal or chemical treatment is neces-
sary for the generation of porous metal oxide overlayers. For
developing a stable Pt ORR electrocatalyst, Zhang et al.**® for
the first time applied MLD technology to stabilize Pt NPs. MLD
alumina oxide (AlO,) overlayers on N-doped carbon nanotubes
were fabricated by alternatively introducing trimethylalumi-
nium and glycerol precursors into a Gemstar-8 ALD system.
MLD AlO, overlayers feature a porous structure with enriched
pores after thermal treatment at 400 °C in air (Fig. 7d).
As verified by TEM and EDX-mapping images, the enriched
pores on AlO,-overcoated carbon nanotubes serve as the anchor
sites for interacting with Pt NPs, which accounts for the observed
high dispersion of the metal. Consequently, the MLD strategy
imparts the Pt-based catalyst with markedly improved ORR
performance, overpassing the catalyst in which the Pt NPs are
not coated with the MLD-derived metal oxide overlayer.

Wet chemical synthesis. For wet chemical synthesis, the
introduction of metal oxides onto the carbon support could
be divided into two approaches, including the hydrothermal-
induced deposition-precipitation process and the chemical
sol-gel process via electrostatic interactions. Limitedly, a
CeO,-decorated carbon support was reported to be obtained
through the direct carbonization of Ce-MOFs."”* The deposi-
tion of metal particles on carbon-metal oxide composites,
as a step involved in metal based catalyst preparation, can be
performed by (i) one-pot co-precipitation with a metal hydroxide
onto the carbon support followed by annealing treatment; or
(ii) post-immobilization via the conventional polyol reduction
method; or (iii) direct “solid”” method involving impregnation,
heating and gas reduction steps. Selecting a reliable method
requires care to meet the requirements of metal particle size
and size-distribution as well as metal chemical states for
specific applications in catalysis.

In the deposition-precipitation process, a base such as
NaOH and urea facilitates the first conversion of metal salt
precursors into metal hydroxides and then their simultaneous
deposition on the surface of the carbon support.*®>'°® Thermal
decomposition of as-precipitated metal hydroxides on the surface
of carbon helps in the formation of homogeneous and crystalline
metal oxide-overcoated carbon composites. On the other hand,
in the sol-gel chemical process, metal alkoxide compounds
(M(OR),), including ethyloxide, isopropoxide, and butoxide
compounds, are initially hydrolyzed into M(OH),,(OR),_,
species in the presence of water or in an acid solution under

This journal is © The Royal Society of Chemistry 2022
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moderate hydrothermal conditions."”"*° Concomitantly, the
as-formed M(OH),,(OR),_,, species undergo a complex poly-
condensation to form a well-dispersed metal oxide network on
the surface of carbon after annealing treatment (Fig. 7e). Based
on this strategy, Akalework et al?°® overcoated multiwall
carbon nanotubes (MWCNTSs) with an ultra-thin TiO, film.
The ultra-thin TiO, was a valuable coating for improvement
in the dispersion of Pt with smaller particle size (1.6 nm) and a
higher ECSA value (285.5 m® g~ ), giving rise to a much higher
electrocatalytic efficiency than that found with the uncoated
Pt-MWCNT and commercial Pt/C catalyst. Similarly, TiO,-
coated carbon nanotubes (TiO,/CNTs) were one-pot synthesized
through the non-boiling isothermal hydrolysis process.>**
SnO,-C composites with different SnO, loading were prepared
via the sol-gel process.*> Besides metal alkoxide compounds,
metal chlorides such as NbCls,2*® SnCl,,?** and TacCls,?°® metal
acetylacetonate (i.e. Zr(acac),),”®® and metal acetate (i.e. man-
ganese acetate)*”” are also employed to prepare carbon-metal
oxide nanocomposites, mostly by the process of thermal
hydrolysis-deposition in anhydrous alcohol or an alcohol/water
system.

Other synthesis methods. There are other attempts such as the
direct air-annealing,>*® self-assembly-decomposition,**® and a
physical pulse-laser ablation in liquids (PLAL) method>° for
preparing carbon-metal oxide composites. In particular, highly
dispersed MoO, species were introduced onto carbon nano-
tubes (CNTs) through the decomposition of phosphomolybdic
acid (HPMo, Keggin-type), which were self-assembled on
the surface of functionalized CNTs.?° Besides, TiO, or SnO,
derived from the PLAL method were found to have abundant
oxygen defects, which could reduce GO into rGo and the Pt
precursor (PtCl,>") to Pt(0) NPs. This in situ reduction process
was crucial for the uniform distribution of small Pt NPs and the
formation of strong interactions between Pt and the metal
oxide, leading to enhanced mass activity, stability and excellent
CO-antipoisoning ability towards the MOR catalysis.>"°

2.5 Modification of the metal oxide support by surface
overcoating

Overcoating with carbon nanoshells has been widely exploited
to modify the surface of the metal oxide support with examples
pertaining to Ce0,,”""*'> Mn;0,,>"* and Ti0,.>***"” Similar to
the approach described for metal nanoparticles and the carbon
support, direct pyrolysis of the composites containing organic
compounds or polymers (such as ionic liquid,>** Ppy,*"*
xylose,*'* furfuryl alcohol®'®) is adapted for overcoating of the
metal oxide support with carbon nanoshells. For example,
through direct carbonization of B-cyclodextrin on the meso-
porous CeO, support (MP-CeQ,) at 400 °C, Chu et al.>"* pre-
pared carbon-CeO, composites comprising CeO, that were
partly coated with carbon layers. Pt NPs were then deposited
on the peripheral interface between MP-CeO, and carbon layer
by means of the microwave-assisted polyol reduction method.
Carbon overcoating on the MP-CeO, support could produce a
large number of oxygen-containing species, i.e. -COOR group,

This journal is © The Royal Society of Chemistry 2022
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Fig. 8 (a) Schematic illustration of the preparation process of the Pt/
MnzO4—carbon triple-junction structure using MnsO,4, dopamine, and
PtCl,>~ as the support, the precursor for the carbon overlayer and the
precursor of Pt NPs, respectively. (b—e) TEM images of the overcoated
metal oxide support having different outer layer thickness before and after
high temperature pyrolysis. Reproduced from ref. 213 with permission
from Royal Society of Chemistry, Copyright 2017.

which serve as anchoring sites for Pt deposition. An optimized
10.4 wt% loading of carbon species was effective for an accep-
table catalytic performance of Pt/C,,—CeO,. Upon further
increasing the carbon content to 15.9 wt%, the contact between
Pt NPs and CeO, support was obstructed, resulting in poor
electrocatalytic property. As another example, the synthetic
process for overcoating the carbon layer onto the Mn;0, sup-
port to fabricate the Pt/Mn;O4—carbon triple-junction structure
is illustrated in Fig. 8a.>"? Starting from Mn3O, as the catalyst
support, dopamine undergoes sequential oxidative polymeriza-
tion and high-temperature carbonization to result in the for-
mation of MnO@C. With the increase in the concentration of
dopamine in the synthetic solution, the carbon nanoshell
thickness also shows an increasing trend after carbonization
(Fig. 8b-e). Subsequently, the deposition of Pt NPs was pro-
ceeded via a galvanic replacement process, whereby Pt precur-
sors were allowed to diffuse through the carbon nanoshell to
chelate and grow onto the surface of inner MnO, while MnO
could be concurrently oxidized into Mn;0,. The final structure
of the catalyst relied on the thickness of the carbon shell, since
a thicker (i.e. 7.1 nm) carbon layer was observed to delay the
inward diffusion of PtCl,>~ which induced the deposition of Pt
on the outer surface of carbon. These works clearly imply that it
is important to control the amount or the shell thickness of
carbon on the metal oxide support to benefit the electrocatalytic
performance of metal based catalysts.

2.6 Comparison of different surface overcoating strategies for
the design of high-performance electrocatalysts

A comparison of a diversity of surface overcoating methodo-
logies utilizing organic capping agents/polymers, inorganic
carbon nanoshells and metal oxides is presented in Table 1,
and the pros and cons of each process are also overviewed.
High-performance electrocatalysts can be rationally designed
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via surface overcoating engineering by a suitable selection of
overcoating materials and synthetic methodologies. The advan-
tages of using organic capping agents and polymers as the
surface coatings include (i) a large number of organic matters
featuring specific electron-withdrawing/donating properties
can be selected to manipulate the electron density of the
metal surface by constructing unique metal-organic interfacial
nanostructures and (ii) the corresponding catalytic benefits
vary with the organic matters functionalized on the surface of
metals when they are applied for a range of electrochemical
reactions. However, it is precisely these advantages that might
cause a lot of work for screening optimal organic species in the
design and optimization of high-performance electrocatalysts
in the laboratory. The stability of organic molecules coordi-
nated with the metal needs to be paid attention when the
surface-functionalized catalyst is applied under harsh operating
conditions. Carbon nanoshells, as the stable coating material,
are generally fabricated on the catalyst surface through pyrolysis
and/or deposition of organic precursors at high temperatures.
Synthetic conditions in terms of temperature, gas environment
and coating amount need to be elaborately optimized since the
engineered catalyst structural properties would significantly
impact the electron/mass transfer process and further the
catalytic efficiencies during catalysis. The introduction of the
carbon nanoshell may influence metal particle properties such
as the size, morphology and surface composition, in addition to
the high-energy input in this strategy. On the basis of the
existing literature, wet chemical synthesis and atomic layer
deposition are the most used processes for the surface over-
coating of metal catalysts with metal oxides. In particular, the
ALD technology is able to allow control over the deposition
location (that is the selective area atomic layer deposition) and
the overlayer thickness from an atomic scale, although this
technology along with MLD is not economically viable.
In comparison with ALD/MLD, wet chemical synthesis tends
to be more affordable for large scale modification of metal
catalysts. It is important to perform wet chemical synthesis
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under the conditions that are suitable for the transformation
of metal precursors (i.e. by hydrolysis, polycondensation), the
further formation of an inorganic network and the final deposi-
tion onto the catalyst substrate in the solid-liquid phase. Metal
oxide layers as-fabricated on the surface of catalysts are usually
not uniform when using such a complex process, thus leading
to limitations in terms of reliability. Nevertheless, note that the
integration of surface coatings with metal NPs and/or support
materials into a unique nanostructure could effectively endow
the designed nanocatalysts with synergistic contributions
for clean energy-based electrocatalysis especially in PEFCs
and WECs.

3. Overcoated electrocatalysts for
polymer electrolyte fuel cells

Proton-exchange membrane fuel cells (PEMFCs) and anion-
exchange membrane fuel cells (AEMFCs) are among the most
explored fuel cell technologies. PGM-based nanomaterials are
the active electrocatalysts so far for energy-related small mole-
cule activation reactions such as the ORR, HOR and MOR in
PEFCs. Metal NPs supported on fuel cell electrocatalysts easily
suffer from the issues of coalescence, Ostwald ripening and
dissolution, attributed to their weak interactions with the
support and the highly acidic operating conditions.">'® Due
to the high potential (1.5-2.0 V) of the cathode under shut-
down/start-up conditions a severe carbon corrosion could be
induced, which, in turn, leads to the decrease of metal-support
interactions accompanied by metal NP agglomeration and
detachment from the support.’> Moreover, the serious site-
blockage and poisoning effects by spectator species, i.e. PO,>",
S0,>”, CO, and methanol (the crossover species in direct metha-
nol fuel cells (DMFCs)), still remain as problems that hinder the
improvement of catalytic efficiencies for low-temperature fuel
cells.’” Owing to the above performance degradation mechan-
isms, in most cases the electrocatalysts cannot meet the fuel cell

Table 1 Comparison of different overcoating strategies for the design of optimal electrocatalysts

Coatings Processes Pros Cons
Organic In situ capping through colloidal One-pot method for organic-capped Wastage of most of the as-added organic molecules;
capping synthesis metal nanostructures; abundantly several synthetic parameters affect particle properties
agent/ available organic capping agents
polymer Post-synthetic construction Simple and easy method Specific solvent for dissolving the organic modifier
through e.g. the dipping method
Oxidative polymerization in Uniform thin film; relatively high Control of film thickness; special oxidant added;
liquid phase loading impurities generated
Inorganic High-temperature pyrolysis of Simple; abundantly available carbon Induction of metal particle structural evolution under
carbon polymers or metal-organic precursors; potential scale-up heating conditions; high energy required; control of
nanoshell composites including MOFs carbon shell homogeneity and graphitization degree
Chemical vapor phase deposition Thin-layer carbon shell; high uniformity High energy required; toxic and explosive gases as
carbon precursors
Inorganic Wet chemical synthesis Simple and efficient; commercially Limitation of controlling the layer thickness,
metal oxide viable morphology and uniformity
layer Atomic layer deposition/ Atomic control over layer thickness; Low coating rate; economic viability
molecular layer deposition ultra-thin coating film; high uniformity
Electrodeposition Easy control by applying a slight voltage; Pre-coating the catalyst onto the electrode; specific
cost-effective devices equipped with electrode and electrolyte
202 | Chem. Soc. Rev,, 2022, 51,188-236 This journal is © The Royal Society of Chemistry 2022
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performance targets. Several limitations, in essence, pose con-
siderable challenges to optimal electrocatalyst design: (i) the
trade-off between electrocatalytic activity and long-term durability;
(ii) the sacrificing of power performance and durability when
decreasing the loading of PGMs (in order to reduce cost)."*"®
As summarized in the above section, vast research has been
focused on the surface overcoating strategy for the fabrication
of metal NPs and the modification of support materials.
Herein, recent advances of both precious and non-precious
metal-based electrocatalysts fabricated by surface overcoating
engineering for efficient application in H,-O, fuel cells
(PEMFCs and AEMFCs involving the ORR and HOR) and direct
alcohol fuel cells (anodic reactions such as MOR and EOR) are
presented in Sections 3.1-3.3. A comparison of the surface
coatings suitable for above-mentioned catalytic processes is
summarized in Section 3.4. The benefits of utilizing overcoating-
derived support materials, i.e. porous carbon and metal oxides,
for metal-supported electrocatalyst design and optimization
will be discussed in Section 3.5.

3.1 Overcoated electrocatalysts for the ORR

The ORR catalysis on the cathode is at the heart of fuel cells
since its sluggish kinetics require a higher loading of Pt,
thereby becoming the active area of research. The cathodic
ORR is a multielectron process involving the reacting active
intermediates such as *OOH, *O and *OH. The ORR in acid and
alkaline solution can proceed by the following pathway: O, +
4H" + 4~ — 2H,0 (acidic condition) and O, + 2H,0 + 4e~ —
40H" (alkaline condition). Depending on the nature of the
electrocatalyst, a partial reduction, the two-electron pathway:
0, +2H" +2e~ — H,0, (acidic condition) and O, + H,0 + 2¢~ —
HO, +OH (alkaline condition), can take place on the cathode
to form H,0,. ORR is oftentimes regarded as a prototype for
developing advanced concepts that can be applied to other
catalytic systems.?!® In this section, the categories related to
both precious and non-precious metal based ORR electrocata-
lysts are described.

3.1.1 Overcoated precious metal based ORR electro-
catalysts

Organic material-overcoated precious metal based ORR electro-
catalysts. Engineering metal based electrocatalysts with high
resistance towards the site-blocking by spectator species from
the electrolyte is desirable for catalytic improvements in per-
formance for the cathodic ORR in PEFCs.*"***” Surface-
patterned organic molecules such as cyanide (CN™) groups
and amine could hinder the adsorption of non-covalent bulky
adsorbates (SO, and PO,>” ions) on the metal, leading to
favoured ORR activity in acid solution.***® The limitation on
the CN -patterned Pt surface is that the noncovalent inter-
actions formed between the anionic CN~ adlayer and the
positively hydrated K'(H,0), cluster would block O, adsorption
and result in activity deactivation in a basic KOH electrolyte.>®
Electrostatic interactions were recently utilized by Jung et al.,**°
who fabricated self-assembled monolayers of r-cysteine on Pt
for efficient ORR catalysis. On the one hand, the -COOH groups
of r-cysteine become negatively charged (-COO™) in KOH
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solution, and can repulse excess OH ™~ and attract the hydrated
K'(H,0), cluster to avoid the blocking of Pt active sites (Fig. 9a).
On the other hand, when immersing in acidic H;PO,, the -NH,
groups of L-cysteine are protonated to form positively charged
-NH;" species, which could capture the PO,*~ ions by forming
strong hydrogen bond and electrostatic interactions, and thus
inhibiting their interactions with Pt. In these ways, the hinder-
ing by various spectator ions is remitted, as indicated by the
decreased adsorption charge densities on Pt (Fig. 9b). As a
result, the ORR specific activity on L-cysteine-patterned Pt is
much higher than that found with the unmodified Pt catalyst in
both KOH and H;PO, solutions (Fig. 9c).

In DMFCs, the issue associated with methanol crossover
from the anode to cathode of the cell remains as a barrier to the
development of ORR electrocatalysts. Improving the methanol-
tolerance of the cathodic Pt-based electrocatalyst is thus of vital
importance for achieving electrical selectivity and high effi-
ciency of ORR. Polymer layers and organic matters such as
PAH,”"**°® PVPA/PyPBI’> and ionic liquid ([MTBD][bmsi])**°
have been fabricated onto Pt-based catalysts by using in situ
or post-synthesis approaches to improve their anti-poisoning
ability towards methanol. The improved methanol-tolerance
can be attributed to the steric hindrance effect from the surface
coatings. Lu et al.**" reported that a higher pyridine coverage
(0s,z > 50%) on the surface of the Pt/C ORR electrocatalyst was
necessary for hindering the adsorption of methanol. As a result,
ORR specific activity linearly increased with 0g ;; and a 6 times
enhancement was achieved when the Pt surface was saturated
with pyridine (05 = 80%). In addition to the steric hindrance
effect, surface-overcoated organic molecules have profound
effects on the electronic surface structure of metal entities.>>>>°
As indicated from CO stripping measurement, the coordination
of pyridine molecules made the Pt surface electron-rich, which
could facilitate the adsorption of O, and weaken the adsorption
of the *O intermediate.>”’ ORR mass activity was found to be
determined by the competition between the steric and electronic
effects from pyridine. Accordingly, the electronic effect domi-
nated the ORR process when 0sy < 50%. The authors also
demonstrated the existence of both steric and electronic effects
from 4-dimethylaminopyridine and triphenylphosphine ligands
functionalized on the Pt surface. Other ligands such as oleyl-
amine (OA) and butylamine exhibited a negligible electronic
effect on the ORR in acidic solution. Chung et al.*** observed
from synchrotron-based spectroscopy that the d-band center of
Pt downshifted after surface-construction with OA (Fig. 9d),
a fact ascribed to the increase of electron density in the frontier
d states of Pt. The smaller d-band vacancy contributed to the
decreased adsorption strength of bulky PO, ions on the Pt
surface, resulting in enhanced ORR kinetics. In this study,
the frontier d-band structure of metals represents the suitable
descriptor of the ORR activity.

The strong adsorption of OH,4 on the metal surface causes the
sluggish ORR kinetics.®#*** Metal intrinsic structural properties
with respect to their electronic structures strongly determine the
adsorption of OH,4. Electron delocalization on Pt is thus reason-
able for changing metal affinity with O,q and OH,q4 species and
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Fig. 9 (a) Schematics of the electrostatic interaction between charged
L-cysteine molecules on the Pt surface and spectator ions in KOH and
HzPO4 solutions. (b) Anion adsorption charge densities obtained from CVs
and (c) ORR specific activities (at 0.9 Vrye) on untreated and L-cysteine-
decorated Pt polycrystalline structure. Reproduced from ref. 219 with
permission from Elsevier, Copyright 2015. (d) Schematic of the Pt
d-band structure change after surface-capping of OA molecules. Repro-
duced from ref. 222 with permission from American Chemical Society,
Copyright 2013. (e) Variation of the ORR specific activity (at 0.9 Vgrye)
with Hammet substituent constant (¢). Reproduced from ref. 224 with
permission from American Chemical Society, Copyright 2012. (f) Cartoon
illustrating the encapsulation of nanoporous NiPt NPs by an IL. (g) HRTEM
image of NiPt NPs encapsulated within the [MTBD] [beti] IL, supported on
carbon. (h) ORR curves for Pt/C, np-NiPt/C, and np-NiPt/C + IL in O,-
saturated 0.1 M HCIO4 at 60 °C with 20 mV s~ and 1600 rpm. Reproduced
from ref. 226 with permission from Wiley-VCH, Copyright 2013.

enabling the regulations on ORR catalytic activity. Zhou et al.***

manipulated the electronic surface structure of Pt using a variety
of phenyl-based organic molecules with different electron-
withdrawing para-groups (such as CHj, F, Cl, OCF;, CF;). As shown
in Fig. 9e, the ORR activity increases in line with the increased
electronegativity of para-groups, according to their Hammet sub-
stituent constants (o). The transfer of electrons from Pt to the
surface organic molecules could decrease the electron density of Pt
and weaken the adsorption of oxygen-containing species (OH,gq,
0,4), which eventually lead to a positive effect on ORR catalysis.
In addition, the organic agent-functionalized Pt catalysts show a
higher stability than “naked” Pt/C under similar conditions.

The OH,4-water network is a stable form of OH,q4 after its
incorporation into water hexagonal networks. In addition, the
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interface water, known as the source of oxygenated species, is
regarded as the site-blocker for ORR electrocatalysts. Typically,
surface engineering of Pt with a hydrophobic ionic liquid layer
has been considered as the effective strategy to efficiently
destabilize OH,q species and repel water from the surface
intermediates and products while maintaining the accessibility
of active sites to the reactants, resulting in high resistance of
the catalyst to surface oxidation and thus accelerated ORR
activities.®***>*” In the work reported by Snyder et al.,**
markedly improved ORR kinetics in performance was observed
on nanoporous NiPt nanoparticles encapsulated by a hydro-
phobic, protic ionic liquid (IL, [MTBD][beti]) (Fig. of and g).
This IL coating is not only able to provide a nonaqueous
environment to prevent the oxidation of Pt, but also brings in
the benefit of high solubility of O, near the metal particle
surface. As shown in Fig. 9h, a nearly 60 mV reduction of
overpotential for ORR is a clear reflection of the decrease of the
surface coverage of OH,4. Such an IL-coated catalyst exhibits an
order of magnitude larger half-cell specific activity than the
commercial Pt/C catalyst.

Based on the existing literature, it should be stressed that
there is an inevitable loss of the active surface area following
the organic surface modification.*”*° It is therefore necessary
to optimize the amount or the coverage of the organic material
on the surface of the metal to maintain the adsorption and
desorption of reactants and products with the aim of realizing
an acceptable electrocatalytic performance. Meanwhile, the
findings from a small number of studies especially on ionic
liquid layer coatings of Pt-based catalysts suggest comparable
ECSA values to the unmodified counterparts.?*”*?® In most
cases, the coordination stability of organic-metal nanostructures
has been ensured at least in the potential range where the
electrochemical reactions take place.””" On the other hand,
the ionic liquid layer for example was found to accelerate the
dissolution of Mo from PtNiMo NPs because of its strong
complexing capability, leading to worse durability perfor-
mance.”*® Therefore, comprehensive interface theory and under-
standing the dynamic properties of the interfacial metal-organic
structure during the electrochemical processes are highly desired
in further research works.*>

Inorganic carbon nanoshell-encapsulated precious metal
based ORR electrocatalysts. Fabricating metal-based catalysts
with inorganic carbon nanoshells can spatially confine metal
active sites by providing barriers toward their aggregation and
sintering during the process of catalyst preparation and elec-
trocatalytic reactions.30-86:89792:229.230 Njje et q1.23° reported the
synthesis of Pt/C@NGC by overcoating nitrogen-doped graphi-
tic carbon (NGC) shells onto the Pt/C catalyst. Polymeric PANI
overlayers efficiently stabilize 4.7 nm Pt NPs in the 900 °C
carbonization process, where NGC shells with 3 nm of thick-
ness are consequently formed (Fig. 10a and b). Although there
is a 40% decrease of ECSA after overcoating with NGC, the ORR
specific activity at 0.9 Vgge on Pt/C@NGC is 2.5 times larger
than that found with Pt/C (Fig. 10c). Accelerated stress tests by
performing cyclic potential sweeps between 0 and 1.2 Vgyg
show only 16 mV degradation in half-wave potential on

This journal is © The Royal Society of Chemistry 2022
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Fig. 10 HRTEM images of (a) Pt/C@PANI and (b) Pt/C@NGC. (c) Polarization curves of Pt/C and Pt/C@NGC in an O,-saturated 0.1 M HCLO, solution at
60 °C at 10 mV s~* and 1600 rpm. The inset in (c) represents the mass activities and specific activities at 0.9 Vgye for Pt/C and Pt/C@NGC. (d) Polarization
curves of Pt/C@NGC before and after 1500 cycles under a condition similar to that in (c). Reproduced from ref. 230 with permission from Royal Society of
Chemistry, Copyright 2014. (e) TEM images (upper) of PtFe NPs after annealing at 700 °C with and without surface coating of PDA; high-resolution
powder diffraction patterns (bottom) of PtFe/C before and after annealing in comparison with Pt/C. (f) HAADF-STEM image of annealed fct-PtFe NPs.
(9) ORR polarization curves of Pt/C, fcc-PtFe/C, and fct-PtFe/C at the rotating disc electrode (RDE). (h) Polarization curves of fct-PtFe/C and Pt/C before
and after 10 000 ADT cycles. Reproduced from ref. 89 with permission from American Chemical Society, Copyright 2015. (i) Illustration of Pod(N)-FeCo/
GNs with the FeCo (110) crystal plane and smaller NPs confined within pod-like CNTs. (j)) HRTEM images show the cross-sections of FeCo NPs covered by
1-4 layers of graphitic carbon wall. (k) Half-wave potential (E;/,) of RDE polarization curves as a function of m(GN)/m(Co,Fe(CN)g). Reproduced from
ref. 242 with permission from Royal Society of Chemistry, Copyright 2013.

Pt/C@NGC (Fig. 10d), even lower than that (62 mV) of Pt/C.
In addition to stabilizing Pt NPs, the carbon nanoshells doped
with heteroatoms, i.e. S,%” are catalytically active for lowering
the surface coverage of OOH* (the species generated through
0,+H"+e” +* - OOH*, where * indicates an active site on the
electrocatalyst surface) via fast O-O dissociation and, thereby
boosting the ORR activity. On the other hand, as reported by
Yamada et al.,* the PDA-derived carbon overlayer was capable
of mitigating the adsorption of the Nafion ionomer (a widely
used polyelectrolyte in PEFCs) on Pt sites and facilitate O,
transport near the Pt/ionomer interface to improve ORR mass
activity.

In order to form ordered face-centered tetragonal (fct)-
structured PtFe NPs with small particle size, Chung et al.®°
overcoated a N-doped carbon nanoshell onto as-synthesized
carbon-supported disordered PtFe NPs by in situ carbonization
of the PDA overlayer. High-resolution powder diffraction and
high-angle annular dark-field scanning transmission electron

This journal is © The Royal Society of Chemistry 2022

microscopy (HAADF-STEM) characterization verified the for-
mation of 6.5 nm fet-PtFe NPs that are supported on the carbon
(Fig. 10e and f). The PDA-derived carbon shell with less than
1 nm thickness could efficiently avoid PtFe NP coalescence.
The fct-PtFe NPs showed a weak affinity to oxygen-containing
species and thereby a higher ORR activity than fcc-PtFe and
monometallic Pt/C (Fig. 10g). Extremely high durability was
observed on the ordered fct-PtFe catalyst (Fig. 10h), which is
because of the higher resistance of Fe atoms towards oxidation
and dissolution after electronic coupling with Pt. The strong
binding of N dopants with Pt atoms was also speculated to be
responsible for stability improvement. In addition, structurally
ordered intermetallic PtFe alloy NPs were formed via a ther-
mally driven interfacial diffusion alloying route in the presence
of the as-fabricated inner PDA layer and outer silica shell.”?
In this case, ordered PtFe NPs exhibited a 600% increase in
mass activity and specific activity to the ORR in comparison
with Pt/C. A higher stability was additionally observed on the
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PtFe alloy due to the ordered atomic arrangement and robust-
ness of the N-doped carbon nanoshell. Moreover, a PDA-derived
N-doped graphitic carbon layer (NGC, 0.76 nm thickness)
was overcoated on the carbon-supported PtNi; alloy catalyst
to overcome the stability issue under acidic conditions, as
reported by Sun et al.**' In the preparation process, overcoating
as-synthesized PtNi;/C with the PDA layer was first performed,
followed by high-temperature pyrolysis to obtain the final
catalyst, which was named PtNi;/C@NGC. Structural charac-
terization indicated that the PtNi; particle holds the merit of a
Pt-rich surface and a Ni-rich core, likely attributed to the higher
adsorption energy of Pt with N atoms (from PDA coating) than
that of Ni. As a result, the utilization efficiency of Pt on the
PtNiz/C@NGC sample was improved, showing 1.16 A mgp, ' of
mass activity and 2.9 mA cm > of specific activity towards the
ORR. During the accelerated durability test between 0.6 and
1.0 Vgug for 10000 cycles under an O, atmosphere, PtNis/
C@NGC displayed negligible loss of ECSA and half-wave potential,
which were much superior than PtNi;/C and commercial JM-Pt/C
catalysts.

MOF-derived nanostructures are also corroborated to bring
in the benefits of enhancing the electrocatalytic performance of
PGM-based catalysts.”**">** Wu et al.>*’ reported that a ZIF-67-
derived ultra-thin 2D carbon layer could stabilize Pt NPs dis-
tributed on reduced graphene oxide. It is the synergy of Pt with
Co-N,~C active sites (pyrolyzed from ZIF-67) that improved the
ORR activity. Theoretical studies revealed that O*, OOH* and
H,0, were formed only on Co-N,-C sites. The generated H,0,
could spillover to Pt(111) sites to produce H,O when Pt(111)
was in the vicinity of Co-N,-C sites. In addition, a carbon layer-
coated PtNi ORR electrocatalyst, named PtNi@C, was obtained
from the pyrolysis of ZIF-like nanomaterials, which were synthe-
sized by a one-pot solvothermal process from Ni*, Pt>* and
2-MIM.>** Several factors contributed to the high ORR efficien-
cies, including the optimized adsorption energy of oxygen-
containing species after alloying Pt with Ni atoms, the modu-
lated electronic structure of PtNi by the N-doped carbon nanoshell,
and the physical barrier functionality of carbon coatings towards
metal agglomeration and dissolution. Regardless of the type of
organic materials used as the carbon precursor, the pyrolysis
conditions should be precisely controlled as the thickness and
graphitization degree of the carbon nanoshell determine the
catalytic efficacy of metal@C materials.®*~%°

Inorganic metal oxide overlayer-fabricated precious metal based
ORR electrocatalysts. Silica oxide is the most investigated coating
material among the metal oxides employed for the design of
high-performance fuel cell electrocatalysts. Takenaka et al.'*>'*!
have demonstrated that silica overlayer-coated Pt-based electro-
catalysts exhibit enhanced ORR efficiencies. The selection of
silica precursors usually has an effect on the features of the
obtained silica overlayer with regard to porosity and hydro-
philic/hydrophobic properties. Catalyzed by a base such as the
ammonia water solution, the C,H;0-Si bonds in TEOS could
hydrolyze into Si-OH groups, which could further undergo
Si-O-Si bond formation with a high polycondensation degree.
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Unlike C,H;O0-Si bonds, the CH3;-Si bonds in the methyl-
triethoxysilane (MTEOS) precursor cannot hydrolyze into
Si-OH groups. As a result, the silica overlayer (CH;-SiO,)
derived from MTEOS shows larger pore size and hydrophobic
surface property. The higher ORR activity of SiO,/Pt/
CNT(MTEOS) was mainly attributed to the promoted diffusion
of oxygen and water in the larger pores the catalyst featured.™*"
The micropore size of the TEOS-derived silica overlayer can be
enlarged by using organic NH,(CH,),NH, as a template to
benefit the diffusion of reactants and products on SiO,/Pt/
CNT during the ORR process.”®> The benefits from coating
with silica layers are not limited to the well-known aspects in
terms of preventing metal NPs from degradation and acting as
the selective membrane for oxygen diffusion onto the active
sites. As reported from the work of Park et al,>*® the silica
overlayer with hydrophilic Si-OH surface species could help in
increasing the proton conductivity especially in low-humidity
conditions. According to them, the overcoating of Pt/C with
silica layers enabled the preparation of the anodic catalyst layer
for PEFCs with a low ratio of ionomer to carbon. As such,
SiO,-coated Pt/C showcased a better electrocatalytic performance
than the commercially uncoated Pt/C catalyst.

3.1.2 Overcoated non-precious metal-based ORR electro-
catalysts. The cathodic ORR accounts for nearly 80% of the Pt
loading in fuel cells because of its sluggish kinetics. The
requirement to reduce the total cost of cell stacking has
stimulated the development of a broad variety of cost-effective
ORR non-precious metal-based catalysts (NPMCs), namely,
metal-polymer components, non-PGM chalcogenides, metal
oxide/carbide/nitride catalysts, and transition-metal-derived
N-doped carbon materials (M-N,/C, where M = Fe, Co, Ni,
Mn, etc.).*"**” Even though some NPMCs exhibit comparable
ORR activity to that found with the commercial reference Pt/C
catalyst in alkaline solution, the easier dissolution and perfor-
mance degradation of 3d transition metals in an acid electro-
Iyte call for innovative design and optimization of NPMCs.
To our delight, the surface overcoating strategy has been
employed as an effective means of developing high performance
NPMCs by incorporating transition metal species into the poly-
mer matrix or by confining them within the heteroatom-doped
carbon nanoshell, which will be discussed in this section.

Metal-polymer composites and overcoated metallic catalysts.
Polymers can incorporate transition metal sites into their
matrix to work as non-precious electrocatalysts in fuel cells.”*
To mimic the atomic configuration in cobalt porphyrins, for
instance, conductive polypyrrole (PPY) loaded on Vulcan XC 72
carbon was selected as the entrapping matrix to prepare
the Co-PPY-C composite.”*® After entrapping into the PPY
polymer, Co species were observed to strongly interact with
the N atoms in pyrrole units by forming Co-N bonds. In this
case, the as-formed CoN, species were active for the achieve-
ment of a power density of ca. 0.14 W ecm ™2 in H,-air fuel cells
at 0.4 V. Likewise, the Co-PPY-C composite was extremely
stable, without showing obvious activity drop after 100 h cell
operations.
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Transition-metal-derived N-doped carbon materials are
normally produced from the pyrolysis of metal-heteroatom-
containing composites or metal-coordinating complexes.?*>39-24!
Dong et al.**® obtained N,S-codoped carbon matrix-coated Co NPs
through the in situ reduction of CooSg with melamine in the
process of carbonization. S species could facilitate N element
doping into the carbon matrix with a high richness of defects,
which served as the additional active sites for the alkaline ORR
catalysis. The realized high durability was assigned to the protec-
tive aid from carbon overlayers. Similarly, in order to inhibit the
leaching of Fe into acid solution during the process of ORR,
heteroatom-doped carbon-coated Fe catalysts with core-shell
nanostructures have been developed. In the study of Park
et al.,**' Fe@NSC20-700,-900, (NSC: N,S-codoped carbon shell)
served as the best performing catalyst, by showing an enhanced
half-wave potential (0.794 V) and comparable ORR activity
(0.864 mA cm™?) to Pt/C (0.811 V and 1.18 mA cm >@0.85 V).
The half-wave potential negatively shifted by only 41 mV after
the stability test with 10000 potential cycles between 0.7 and
1.2 Vrye in Op-saturated 0.5 M H,SO,. Recently, Chen et al.®
studied the impact of S-doping of carbon layers on the ORR
catalysis catalyzed by Fe@S,N-DC, which was composed of
Fe encapsulated within S,N-codoped defective carbon layers
(S,N-DC). In comparison with the S-free counterpart, the S,N-DC
surface was characterized by enriched electron density, which
could reduce the barrier towards the electron transfer from Fe to
the S,N-DC shell, thus boosting the ORR activity.

Overcoated metal alloy and metal oxide catalysts. As demon-
strated by Wu et al.,?** a PANI-FeCo-C catalyst was successfully
fabricated through the pyrolysis of aniline, carbon black,
cobalt(u) nitrate, iron(m) chloride and (NH,4),S,0g oxidant
under an inert atmosphere followed by acid leaching and
second heating treatment. Upon pyrolysis at elevated tempera-
tures, PANI got gradually converted into spherical carbon
particles and resulted in a more graphitic structure when the
temperature reached 900 °C. The resultant PANI-FeCo-C was
the best-performing catalyst by exhibiting high activity and
remarkable operative stability after 700 h at 0.4 V in H,-air
fuel cells. Higher temperature (950 °C, 1000 °C) led to a non-
uniform morphology for the carbon particles with a high loss of
surface area and, thus an inferior catalytic performance.

In order to study the influence of carbon wall thickness on
the ORR, Deng et al.”** pyrolyzed the mixture of graphene
nanosheets (GNs) and Co,Fe(CN)s to form highly dispersed
FeCo alloy NPs, which were encapsulated by pod-like carbon
nanotubes (Pod(N)) with fewer walls. GNs were effective in
controlling the growth of carbon nanotubes. From the catalyst,
named Pod(N)-FeCo/GNs, it was found that the thickness of the
carbon wall distributes within 3-4 layers over the metal cores
(Fig. 10i and j). ORR activity based on the half-wave potential
(E1,) of RDE polarization curves displays a volcano-shaped
relationship with the GNs/Co,Fe(CN)s mass ratio. 0.5/1 is an opti-
mized ratio to obtain a maximum power density (328 mW cm?)
on Pod(N)-FeCo/GNs (Fig. 10k). More than 60% increase of power
density was attained with respect to Pod(N)-FeCo (derived from
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direct-pyrolysis of Co,Fe(CN)e) in H,-O, fuel cell tests. Theoretical
studies indicated that the N dopants on the surface of Pod(N)
could promote the adsorption of O,. Such a promotion effect
appeared to decrease with an increase in the thickness of the
carbon wall. It reasonably explained the observation that the
catalyst with a thinner carbon wall displayed much higher activity
towards the ORR catalysis. In addition, ORR catalytic efficiencies
can be enhanced in most cases by the synergy of the metal alloy
with the heteroatom-doped carbon nanoshell.”>'*®

Metal oxide core-shell nanostructures such as CoO@Co-g-
C;3N, were reported to exhibit high ORR activity, long-term
durability and good methanol-tolerance ability.®* The outer
Co-doped g-C;N, shell on the CoO@Co-g-C;N, catalyst was
assigned as the active site for ORR. In addition, Gao et al.***
demonstrated the preparation of N-doped carbon-overcoated
Fe;0, through the pyrolysis of in situ-polymerized PANI-coated
MIL-101-Fe MOF nanocomposites. The PANI overlayer served
as a highly conductive skeleton and the source of nitrogen
dopants in the catalyst obtained. The authors found that the
PANI-derived N-doped carbon nanoshell was crucial for facili-
tating O, adsorption to enhance the ORR activity. They also
investigated the effects of pyrolysis temperature and PANI
coating amount on the ORR. From the optimal catalyst that
was pyrolyzed at 900 °C with the initial mass ratio of aniline to
MOFs at 1.5, a positive ORR onset potential was observed, close
to that of the benchmark Pt/C catalyst in alkaline solution.

Overcoated other kinds of metal-based compounds. Carbon
nanoshell-overcoated Fe;C-based electrocatalysts have been
developed by pyrolyzing organic compounds for the ORR.'2%***
In the catalyst overcoated with N-doped carbon shells, the
coordination nests consisting of Fe;C and N atoms are active
for the alkaline ORR catalysis.”**> Additionally introducing
heteroatoms such as boron (B) into the N-doped carbon matrix
could enhance the ORR activity over the Fe-B, N-C active
sites.>*® In addition, Karuppannan et al.'®® recently reported a
nitrogen- and fluorine-enriched carbon-overcoated Fe/Fe;C
ORR electrocatalyst (NFC@Fe/Fe;C). They examined the effect
of pyrolysis temperature on the structural and electrocatalytic
properties of NFC@Fe/Fe;C. On increasing the temperature
above 900 °C, there was a decreasing trend of the contents of
nitrogen and fluorine in the carbon matrix, and the Fe;C phase
was converted into the FeC phase through carbon diffu-
sion into face-centered cubic iron crystals. NFC@Fe/Fe;C-9, a
sample that was pyrolyzed at 900 °C, exhibited the best ORR
performance with a half-wave potential of 0.87 V, which was
16 mV higher than that of commercial Pt/C in 0.1 M KOH.
It also showed exemplary durability, where 26 mV degradation
after 50 000 cycles (0.6-1.0 Vgyg) in alkaline solution and 27 mV
decay after 30000 cycles (0.6-1.0 Vgyg) in acid media were
attained. The electrical interactions between the outer carbon
shell and the inner metal core have been similarly observed
on carbon-coated C@Co-P/C,>*” N-rich carbon shell-coated
CONP@NC/NG>*® and B,N-codoped graphitic carbon shell-
encased Co,P,**° representing the efficient ORR electro-
catalysts.
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To sum up, surface overcoating-derived ORR electrocatalysts
can be fabricated in a rational way, which requires a suitable
choice of coatings including organic matters, inorganic carbon
nanoshells and metal oxide layers. By integrating the benefits
such as the modulated electronic structure of metal species, the
sterically hindered process of metal coalescence/sintering and
dissolution as well as the regulated adsorption behaviour of
spectator species, the as-made precious metal based electro-
catalysts could expectantly exhibit strengthened catalytic pro-
perties for the cathodic ORR in PEFCs. With the aid of the
protection of transition metal NPs from contacting with
the harsh electrolyte environment, along with the synergistic
effects between heteroatom-doped carbon coatings and metal
cores, remarkably reinforced electrocatalytic activity and dur-
ability can also be achieved on non-precious metal based
electrocatalysts for the ORR catalysis.

3.2 Overcoated electrocatalysts for the HOR

As the anode reaction of a H,—O, fuel cell, the HOR in acid and
alkaline solution proceeds via the following: H, — 2H' + 2e~
(acidic condition) and H, + 20H™ — 2H,0 + 2¢~ (alkaline
condition). In an acidic solution, the only intermediate on the
metal surface is the adsorbed hydrogen (H.q); thus, the hydro-
gen binding energy (HBE) is widely accepted as the activity
descriptor parameter for the acidic HOR.*>* When switching
the acidic operating environment to a basic one, the HOR
shows markedly slow kinetics even when catalyzed by Pt-
based catalysts. We note, in passing, that recently Ru-alloyed
electrocatalysts such as PtRu,>*"**> Rulr,””* and IrPdRu*** have
been innovatively developed as the most active materials for the
alkaline HOR. Massive efforts have also been devoted for an in-
depth understanding of the mechanism of the alkaline HOR
with the aim of designing active and stable electrocatalysts.*>>>>°
HBE*” and hydroxyl binding energy (OHBE, also known as
oxophilicity)*** are among the proposed theories for the alkaline
HOR. In the elementary HOR process in an alkaline solution,
the adsorbed molecular H, dissociates into surface adsorbed
H.q via a Tafel step (H, + 2M* — 2M*-H,q4) or the Heyrovsky
step (H, + OH™ + M* - M*-H,4 + H,O + e), followed by a
Volmer step (M*-H,q + OH~ —M* + H,0O + e~ ) from where H,0O
and one electron are produced. The anodic HOR process mostly
follows the Tafel-Volmer pathway and the Heyrovsky-Volmer
pathway on catalytic active sites. Notably, as the attractive
alternative to PEMFCs, AEMFCs open up the possibilities of
applying earth-abundant and low-cost catalysts for the alkaline
HOR, since non-PGM based electrocatalysts have been devel-
oped with Pt-like performance for alkaline ORR.

3.2.1 Overcoated precious metal based HOR electrocatalysts.
For H,-0, fuel cells, tremendous progress in the development
of cathodic ORR electrocatalysts has been made. On the other
hand, much less attention is paid on the anodic HOR, since the
PGM-based electrocatalysts show much faster kinetics toward
the HOR in acidic electrolytes. In spite of this fact, the impu-
rities, i.e. H,S and CO, from H, supply for H,-O, fuel cells
are usually detrimental to PGM-based electrode catalysts, thus
hampering their implementation. Wang et al.>*® demonstrated
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Fig. 11 (a) The side view of the proposed model for reduced-form DAcPy
adsorbed on Pt(111). (b) H,S and CO tolerance tests in a 0.5 M H,SO,4
solution saturated with 1 ppm H,S and 100 ppm CO balanced H, gas at
0.1 Ve and 1600 rpm. Reproduced from ref. 258 with permission from
Royal Society of Chemistry, Copyright 2018. (c) Schematic illustration (left)
of molecular sieve-coated Pt catalysts using organic materials and carbon
shells; the changes in HOR selectivity (right) of the catalysts during
the long-term operations in PEMFCs. (d) Changes in the single-cell
performance of the HOR-selective MEA after shut-down/start-up cycles.
Reproduced from ref. 261 with permission from American Chemical
Society, Copyright 2019.

that the pyridine ring of organic 2,6-diacetylpyridine (DAcPy)
with tilted orientation could create a height-limited space on Pt
with a high steric hindrance (Fig. 11a), which was permeable for
“small” H, while blocking the adsorption of larger-sized H,S
(4.47 A) and CO (2.65 A). As such, DAcPy-modified Pt worked
as the anodic HOR catalyst with higher H,S and CO tolerance
in 0.5 M H,SO, (Fig. 11b), although only 19% of the initial
surface sites of Pt were retained free after organic modification.
In addition, by applying the concept of “catalysis under shell”,
Sun et al.>>® prepared a PtRu/C catalyst encapsulated by few-layer
graphitic boron nitride (h-BN) shells for PEMFCs. When used as
the anodic catalyst in a single cell test, the obtained PtCu@h-BN/C
showed comparable HOR activity with commercial PtRu/C but
much strong CO-tolerance ability in the presence of 30 ppm of CO
in H, feed gas. It was ascribed to the confinement effect of h-BN
shells on PtRu NPs by weakening the adsorption of CO.

Under shut-down/start-up conditions, unexpected ORR on
the anode side because of the crossover of O, through the
membrane could cause a high cathode potential, which could
lead to oxidative corrosion of carbon supports and performance
degradation of electrocatalysts. Surface engineering of Pt NPs
with coatings acts as a kind of promising strategy to overcome
this issue. As earlier reported by Markovi¢’s group, patterning
Pt with a self-assembled monolayer of calix[4]Jarene molecules
featuring a wide rim structure endowed the catalyst with a high
selectivity for the HOR.®>®* High occupation of Pt by the calix
layer could not change HOR activity since it has fast kinetics
in an acidic electrolyte. In contrast, the ORR was inhibited
because of the insufficient sites for O, adsorption and O-O
bond cleavage on the Pt surface following the organic patterning.
Similarly, an enhanced HOR selectivity was attained by using
fine-tuned dodecanethiol/Pt ensemble sites after optimizing the
concentration of surface organic molecules.>®® In this study,
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high durability was achieved from the cell test, although part of
thiol groups would be detached from the surface. The instability
of organic molecules coated on the Pt/C catalyst was also
revealed from the work of Jang et al.*®' Oleylamine-coated Pt
NPs supported on carbon material were first prepared, denoted
as Pt@C/C ASP. Following annealing at 600 °C and 900 °C in an
Ar atmosphere, Pt@C/C ASP got converted into a nanoporous
carbon molecular sieve-encapsulated Pt catalyst, named Pt@C/C
600 and Pt@C/C 900, respectively. The HOR selectivity and
electrochemical stability of the attained catalysts were evaluated
by collecting ORR and HOR polarization curves after every 1000
cycles between 0.05 and 1.05 Vgyg in Ar-saturated 0.1 M HCIO,.
The results indicated that the ORR activity of Pt@C/C ASP was
totally recovered after 3000 cycles due to the detachment of
organic molecules, whereas that of Pt@C/C 900 was slightly
changed and showed an excellent long-term durability combined
with a high selectivity to the anodic HOR (Fig. 11c). According to
the authors, a higher pyrolysis temperature promised the for-
mation of nanoporous carbon shells featuring a higher carbon
density and smaller pore size, which were responsible for the
selective permeation of H,. The potential application of Pt@C/C
900 as the anode catalyst in PEMFCs was evidenced by trans-
forming it into a membrane electrode assembly (MEA).
In comparison with the conventional MEA with severe degrada-
tion after the first cycle, the HOR-selective MEA showed well
maintained single-cell performance after running for 10 shut-
down/start-up cycles (Fig. 11d).

Coating with a metal oxide overlayer can also boost the HOR
efficiencies of PGM-based electrocatalysts. Owing to the oxygen-
deficient and high oxophilic character, CeO, has been applied
in the development of Pd-CeO, nanocomposites with intimate
contact between Pd and CeO, for the alkaline HOR.?®> Speck
et al.”® fabricated a quasi-2D Pd/CeO, buried interface by ALD
technology to investigate the HOR activity and stability in an
alkaline electrolyte. In this work, the accelerated alkaline HOR
activity was ascribed to the bifunctional mechanism where the
adsorption/dissociation of H, takes place on Pd sites and the
CeO, film provides OH" to facilitate the desorption of strongly
adsorbed H on Pd via the Volmer step. Benefiting from the
semipermeable property of the CeO, film, much high stability
of Pd was achieved since it could not only prevent the metal
from oxidation but also impair the outward diffusion of metal
ions to the bulk electrolyte. In addition to CeO,, TiO, encapsu-
lation of Pt NPs by forming strong metal support interactions
(SMSIs) is effective at tuning the HOR selectivity. Stithmeier
et al.*® reported that partial-encapsulation of Pt NPs with TiO,
overlayers through reductive heating treatment could hinder
the process of Pt oxidation and oxygen reduction, while allowing
superior HOR selectivity and activity at high potentials. The
influence of SMSIs on the electrochemical behavior of Pt was
investigated by Geppert et al.?®® Coating with a TiO, thin-film
could reduce the ability of Pt to catalyze the ORR and OER, while
no influence was observed on the HOR even above 1.2 Viyg.
These findings were attributed to the selective permeability of
the TiO, film, allowing proton and hydrogen diffusion but
impairing the transport of oxygenated species.
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3.2.2 Overcoated non-precious metal based HOR electro-
catalysts. The development of cost-effective non-precious metal
based electrocatalysts for the alkaline HOR has fallen far
behind that for the ORR and HER.>®® Currently, Ni-based
materials are the most studied non-PGM catalysts for the alka-
line HOR.*”” Pristine Ni is not active for the alkaline HOR
process, which has been widely discussed to be because of its
strong affinity to surface intermediates. Great efforts have been
accordingly made to enhance the electrochemical efficiencies
of Ni toward the alkaline HOR. Typically, alloying with another
metal (i.e. NiMo,*****° NiCu,*”° CoNiMo,*”" NiwCu>"?), doping
with a non-metal element (i.e. N, B),>’>*”* strain engineering®”>
and interfacial construction®”® have been validated to be avail-
able attempts for modulating the electronic structure of Ni and
optimizing the binding interactions with surface intermediates.
The HBE of Ni can also be tuned through the synergistic ligand
effects by supporting Ni NPs on heteroatom-doped carbon
materials.”””*”® A delicate balance for the adsorption behavior
of H* and OH* on metal active sites is generally required
for the alkaline HOR. Similar to what has been deployed for
PGM-based HOR electrocatalysts,>®"?”® fabricating Ni/metal
(hydr)oxide heterostructures is effective for enhancing the alkaline
HOR activity.”® The introduction of metal oxides at the interface
of Ni could increase the hydroxide binding energy®®">8>
and decrease the hydrogen adsorption energy.”®*>*> The Ni
(hydr)oxide amount or the Ni’: Ni** ratio on the Ni interfacial
surface oftentimes determines the HOR performance. For
instance, a volcano-type dependence of HOR specific activity
was revealed on Ni/NiO, electrodes, in which the catalyst
with 30% coverage of NiO, on its surface showed a 14-fold
increase.”®® In addition, when the molar ratio of Ni(OH),/Ni
was around 1.1/1, maximum HOR activity was obtained on
the Ni(OH),-decorared Ni/C catalyst that was generated by an
electrochemical oxidation method.>*®

Stability is one of the important criteria for pursuing cost-
effective HOR electrocatalysts. Under a higher anodic potential
(i.e. 0.7 V), metallic Ni-based catalysts can be fully oxidized in
the long-term HOR process, causing performance deterioration.”®”
Apart from alloying with another metal, overcoating of Ni NPs
with inorganic nanoshells was proven to be efficient for improving
the antioxidation capability of Ni-based catalysts. For example,
Gao et al.>®® revealed that coating with a few-layer hexagonal
boron nitride (h-BN) shell resulted in weakened interaction of
O, H and OH species on the Ni surface and thus a better
alkaline HOR performance catalyzed by the retained metallic
Ni. Later, the group of Zhuang reported carbon shell-overcoated
Ni catalysts for the alkaline HOR.>®® The Ni catalysts were
generated by vacuum pyrolysis of nickel acetylacetonate under
different temperatures. In this study, Ni@C-500 °C delivered
the highest utilization of Ni active sites and the best HOR
activity among the catalysts obtained. Although a higher
pyrolysis temperature, i.e. 600 °C and 700 °C, benefited the
formation of carbon shells with a higher graphitization degree
and a higher percentage of Ni’ the ECSA of Ni@C catalysts
showed a markedly decreased trend since the carbon shells
would hinder the interaction of the electrolyte with the inner Ni
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cores. This study demonstrates that carbon shells are able to
prevent the passivation of metallic Ni during the electrochemical
HOR process. On the other hand, the thickness of the carbon
nanoshell needs an elaborate control for achieving high HOR
activity, as the intrinsic HOR activity can be more than 100%
increased when decreasing the thickness of carbon from three
to one layer.”®® It is worth noting that, not limited to Ni, the
heteroatom-doped carbon layer has also been applied to fabricate
transition metal carbides, ie. W,C@N,PC (N,P-doped carbon
encased W,C NPs), as the promising alternatives to Pt/C for the
HOR catalysis across a whole pH range.”**

In spite of the progress related to the transition metal based
materials, the alkaline HOR activities of these catalysts are still
inferior to those catalyzed by PGM-based -electrocatalysts.
According to the cell performance tests in AEMFCs, a power
density of around 1000-1200 mW cm > can be achieved on
PtRu**> and CeO,-Pd/C>** anodic catalysts. On the other hand,
the power density obtained from Cr@Ni*** and NizMo/C**® was
only 70 and 120 mW cm 2, respectively. In addition, non-
precious metal catalysts usually have a thick layer on the anode
because of the need of high loading, which would have a
pronounced impact on the mass transfer of reactants and water
management.”® Accordingly, facile synthetic strategies along
with the combination of advanced characterization techno-
logies with theoretical calculations are desired to engineer
highly active and stable HOR electrocatalysts for practical
application in AEMFCs.

3.3 Overcoated electrocatalysts for direct alcohol fuel cells

The direct alcohol fuel cells, in particular, the direct methanol
fuel cells (DMFCs), are promising portable power sources due
to the high power density and high efficiency. In DMFCs, the
poisoning of PGM-based electrode catalysts caused by the
carbonaceous intermediate, i.e. CO, usually impairs the cell
performance. Intriguingly, the strategy of catalyst overcoating
engineering provides the opportunities of improving the anti-
poisoning capability of electrocatalysts towards CO in the
process of MOR. The underlying origin of the CO anti-
poisoning ability of polymer double-shelled electrocatalysts
for highly efficient MOR catalysis was proposed by Yang
et al.”®””7’° The PyPBI overlayer could stabilize Pt-OH,q by
forming Pt-OH-N— species through hydrogen bonding. The
stabilized Pt-OH,q then facilitates the oxidation of CO to CO,
(Pt—(CO).q + Pt-OH,q — CO, + H' + €7). On the other hand, the
PVPA coatings with multi OH groups could undergo hydration
reactions to accelerate the formation of Pt-OH,q (Pt + H,O —
Pt(OH),q + H' + ¢7), which consume further Pt—(CO),q species
to generate active Pt surface. They demonstrated that the
kinetics of MOR can be accelerated because of the fast oxida-
tion of CO to CO, in the presence of multi OH groups from the
polymer overlayers. As mentioned in Section 3.1, the employ-
ment of pyridine molecules on the cathodic Pt/C catalyst helped
to significantly avoid the adsorption of methanol and ensured
a high ORR efficiency.””" However, as a consequence of the
cooperation of steric and electronic effects from pyridine, when
pyridine-capped Pt/C was used as the anodic catalyst for the
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MOR, the MOR mass activity linearly decreased with the increased
coverage of pyridine on the catalyst surface. This work indicates
that the impact of organic ligands on metal-based catalysts needs
specific study and understanding for implementation in various
catalytic reactions.

A typical example of a carbon nanoshell-encapsulated
catalyst developed with high activity for the MOR is Pt;CoRu/
C@NC, as reported by Wang et al®>** On the surface of
commercial Pt/C, they built two space-confined interfaces by
overcoating of the PDA layer followed by the addition of
Ru’* and Co®" atoms and the sequential overcoating with the
inorganic SiO, shell. The inner PDA layer not only serves as the
precursor of N-doped carbon but also provides chelating sites
for Ru** and Co®" atoms. In the process of H,-assisted pyrolysis,
the outer SiO, shell could avoid PDA decomposition loss
and prevent as-formed Pt;CoRu NPs from coalescence and
sintering. The obtained Pt;CoRu/C@NC in this example, when
used as the MOR catalyst, showed 4.2 times higher mass
activity (0.97 mA pgp, ') and 5.3 times higher specific activity
(1.6 mA cm ?) compared to that of the commercial Pt/C
catalyst. CO stripping voltammograms showed that the onset
potential (0.35 V) of CO,q oxidation on Pt;CoRu/C@NC was
more negative compared to that on Pt/C with 0.82 V, pointing to
a higher CO-antipoisoning ability during the MOR catalysis.
Electrical modification of Pt with Ru and Co is responsible for
facilitating the methanol dehydrogenation process and the
removal of surface-generated CO,q species. Pt;CoRu/C@NC
also possesses an improved structural and chemical stability
because of its ordered structure and the protective aid of the
carbon nanoshell.

In addition, membrane-coated electrocatalysts for the MOR
were also studied on the basis of the strategy of controlling
transport phenomena on the catalyst surface."® A silicon oxide
(SiO,)-buried Pt thin film electrode was fabricated by Robinson
et al.*® as a highly active MOR electrocatalyst. The overcoating-
derived permeable SiO, overlayer with less than 10 nm thick-
ness could prevent metal Pt from corrosion and maximize the
density of active sites at the metal|metal oxide interface. In this
work, a distinct increase of CO-tolerance ability was indicated
by collecting CO stripping voltammetry curves, from which the
CO oxidation peaks were found to shift to negative potentials
when increasing the thickness of the SiO, overlayer. In addition,
silanol groups on SiO, played a promoting role in the removal
of CO,q4 species from the surface of Pt (which is known as the
bifunctional mechanism) and thereby a 2-fold activity enhance-
ment towards the MOR compared to the bare Pt thin film
electrode was achieved.

3.4 Comparison of the surface coatings suitable for the
electrochemical reactions in PEFCs

In view of the fact that the organic and inorganic coatings as
discussed above are all beneficial for the electrochemical reac-
tions in PEFCs, the surface overcoating strategy could usher in
emerging opportunities for demand-guided design of electro-
catalysts to deal with the practical application use. Generally,
the benefits from coatings on metal NPs are most frequently
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reported in terms of stability improvement and reaction
kinetics control. The overcoating layer especially the carbon
nanoshell and metal oxide could act as a physical barrier
toward the metal NP coalescence/sintering and detachment
from the surface of the catalyst. The direct contact of the
electrode catalyst with the highly oxidative or corrosive electro-
lyte could also be avoided by the coating overlayers, thereby
suppressing the metal dissolution, surface passivation and
catalytic deactivation. It is therefore expected that carbon
nanoshells and metal oxide overlayers are more suitable when
considering the improvement of both structural and chemical
stability of metal catalysts for the ORR, HOR and alcohol
electrooxidation reactions under different operating conditions
in PEFCs.

The mechanisms of overcoating in controlling the reaction
kinetics of metal catalysts can be mainly classified into the
following three categories: (i) size-selective eletrocatalysis,
(ii) electronic interactions and modulations, and (iii) overlayer-
assisted electrocatalysis (can also be called the bifunctional
mechanism). Depending on the molecular size of reactants
and/or spectator species, the coating overlayer can be rationally
constructed to control their transport on/to the metal surface.
As such, extremely high catalytic selectivity toward the HOR vs.
ORR (under shut-down/start-up conditions in H,-O, fuel
cells)®>04209.261.265 and the ORR vs. MOR (the case associated
with methanol crossover in DMFCs)>!>436:7%:219-221 hag been
achieved. ORR and HOR catalytic activity can be additionally
enhanced because of the abundant active sites free from
blocking by poisoning species.?**>272*$25% Moreover, the
organic surfactant/polymer and heteroatom-doped carbon
nanoshell can bring in the electronic effects on metals by
modulating their affinity to reactants and active surface inter-
mediates (i.e. H*, OH*, OOH*) with appropriate binding states
and, thus boosting the ORR and HOR activities. However, the
reports on the electronic effects of metal oxides especially the
silica overlayer for catalyzing the electrochemical reactions
such as ORR and MOR are limited. Furthermore, polymer
and metal oxide overlayers are the suitable coating of choice
for overlayer-assisted electrocatalysis. In particular, this con-
cept has been validated to be efficient for accelerating alcohol
electrooxidation reaction and circumventing the CO-poisoning
issue in DMFCs.”®””792% By providing hydroxyl groups on the
surface, metal oxides can also facilitate the sorption behaviour
of H during the alkaline HOR process.”*> Based on these
advances, it is important to select a suitable coating overlayer
for enhancing the efficiencies of metal based catalysts in
diverse electrochemical reactions. It is also necessary to exploit
the knowledge of the stability of coatings on the metal surface
under a variety of conditions. Any single effect or the co-existence
of these catalytic effects as discussed above may influence cata-
lyst’s catalytic performance, which also depends on the operating
conditions, i.e., testing configurations. Reasonable differentiation
and quantitative understanding of these beneficial effects are still
in their developing stage, which calls for great experimental
efforts to deal with the practical distribution of overcoating-
derived electrocatalysts in PEFCs.
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3.5 Overcoated supports for the electrocatalysts in PEFCs

3.5.1 Carbon support. In this section, the merits of the
overcoating-modified carbon support are detailed: (i) inhibiting
the corrosion of the carbon support; (ii) improving the disper-
sion of metal particles; and (iii) forming strong metal-support
interactions.

Inhibiting the corrosion of the carbon support. Polymers®>79*51

and metal oxides such as Sn0,,** Ta,05,>% $i0,,>°® and
Zr0,*7 can efficiently protect the carbon support from oxida-
tive corrosion under operating conditions. From XPS quantita-
tive analysis, unobvious carbon loss presumably by the way of
carbon oxidation to CO, or CO was observed on Pt/C@PANL®’
PANI coatings endowed the carbon support with extremely
robust functionality, which could reduce the probability of Pt
NP degradation. It was verified by the findings from the
accelerated stress tests (0-1.2 Vgyg) that, only 30% ECSA loss
was observed on Pt/C@PANI, lower than that (83%) of Pt/C.
In addition, based on the cyclic voltammetry (CV) curves of the
polymer double-shelled NanoPC/PyPBI/Pt/PVPA catalyst,”’ a
comparison with that of commercial CB/Pt showed a smaller
hydroquinone-quinone (HQ/Q) redox peak even after 50000
potential cycles (1.0-1.5 Vgyg) in 0.1 M HCIO, at 60 °C, indicating
a higher resistance towards corrosion after overcoating the carbon
support with polymers. In this work, the origin of the high
stability of the carbon material was speculated to be the multi-
point acid-base interactions between outer surface-coated PVPA
and PyPBI, the latter was overcoated on nanoporous carbon
(NanoPC).

The mechanism of inherent stability improvement by over-
coating PBI polymer layers on carbon black was studied by
Fujigaya et al.'*® Based on N, physical-adsorption analysis, they
discerned the conclusion that PBI overlayers would preferen-
tially coat the gate of micropores and interior mesopore sites,
rather than the surface of micropores inside the carbon
support. Since the inner micropore surface has a high degree
of defects, PBI overlayers could efficiently suppress the pene-
tration of the electrolyte into micropores, and thus preventing
the carbon matrix from being oxidatively corroded. This protec-
tion mechanism is believed to be applicable to other kinds of
polymer-overcoated carbon-supported metal catalysts.

Improving the dispersion of metal nanoparticles. Carbon
materials with a highly crystalline graphitic structure and good
electrical conductivity are ideal supports for electrocatalysts.
Insufficient functional groups on the surface of the carbon
support usually weaken the stabilization effect on metal NPs.
Such limitation on the carbon support could be overcome
by overcoating with organic materials such as PyPBI,’>"*
PANIL,'°°2 PDA,"*® Ppy,"”” and PBI"**'®® or by surface-
grafting NH,- and SO;H-containing functional groups.”® Aniline
molecules adsorbed on CNTs have been reported to serve as the
separate coordination sites for Pt'" and strongly interact with the
reduced Pt(0) particles to have a high dispersion.>*

Polymer overcoatings on the carbon support could help in
the fine control of the size and size-distribution of supported
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metal NPs through strong coordinations,”>”%'*>' although
the electrical conductivity of the catalyst may be affected.
We note that, owing to the fact that polymer overlayers
preferentially block the gate of micropores in carbon,™® the
deposition of metal entities in the micropores could be sup-
pressed;'>"'®° therefore, the utilization efficiency of metal
active sites is expectantly raised. In this respect, PyPBI-coated
carbon black allowed less Pt loading with the smallest particle
size (2.4 + 0.2 nm) and the highest ECSA (120.8 4+ 12.0 m* gp; ')
on CB/PyPBI/Pt, 4/PVPA (0.1 is the weight ratio between Pt feed
and polymer-coated carbon support).”® A record MOR mass
activity (1860 mA mgp ') was thus achieved, together with
10 times higher durability than commercial CB/Pt. Also, as
higher as 92% utilization efficiency of Pt was realized on CNT/
E-HBM/Pt (E-HBM: end-capped hyperbranched sulfonated
macromolecules), outperforming that (64%) of CNT/Pt without
polymer overcoating on the CNT support.>*® Electrochemical
tests on CNT/E-HBM/Pt showed 20 and 1.4 times higher dur-
ability and ORR mass activity than the reference CB/Pt catalyst,
respectively.

As a consequence of the formation of metal-N bonding,
when metal NPs are loaded on polymer-overcoated carbon
support materials, stabilized metal species with high dispersi-
bility could be achieved. A high electrocatalytic activity is
related to the improved utilization efficiency of active sites. It
can also be attributed to the favourable electronic structure of
metal nanostructures modulated by the coordination sites (or
the defects) from the carbon support. An example of this is the
immobilization of PtCo alloy NPs on PNIPAM-functionalized
carbon (C-PNIPAM).'® In this work, the electronic structure of
PtCo was remarkably changed by surface Co-N species, which
were formed between Co atoms and PNIPAM. The formation of
Co-N bonds not only indirectly enhanced the electron transfer
from Co to Pt, but also hindered the oxidation of surface active
sites. As a result, PtCo/C-PNIPAM displayed higher ORR activity
and degradation resistance, in comparison with PtCo/C without
PNIPAM functionalization. However, it was recently demon-
strated by Kato et al.'® that the PBI overlayer on the carbon
support could not impose an effect on the electronic structure
of PtNi nanoframes immobilized but, instead, tended to stabi-
lize Pt-(OH),q species under the ORR conditions for activity
improvement. Indeed, they found the electronic effect from the
corresponding N-doped carbon-supported PtNi catalyst. These
results indicate the importance of manipulating the micro-
scopic environment of N atoms at the metal/support interface
for efficient electrochemical reactions, which is expected to be a
general scenario applicable for other heteroatoms.

The Nafion ionomer is widely used as the proton conductor
and catalyst binder during the fabrication of the MEA. In most
cases, the distribution of Nafion on the MEA is rather inhomo-
geneous and its content often has a large impact on the
accessibility of reactants to metal sites. As from the recent
works by Yang et al.*°! and Jayawickrama et al.,'*® when PyPBI
and PBI adhesive overlayer-coated carbon materials were applied
as the supports for the loading of Pt NPs, a homogeneous coating
of the Nafion ionomer on the MEA was achieved. It was attributed
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to the existing acid-base interactions between the acid sulfonic
group of the Nafion ionomer and the basic imidazole group of
polymer coatings.**' The consequence is that, the formation of a
long-range proton conduction path is facilitated, and metal
utilization efficiency and structural stability are improved as well.
The above results indicate the high possibilities of the polymer
overcoating strategy for efficient electrocatalyst design, although
the intrinsic aspects that are responsible for enhanced catalytic
performance need careful studies in each case.

Forming strong metal-support interfacial structures. A wide
assortment of metal oxides such as TiO,,**%**° AlO,,'*? ZrO,,***
Ce0,,"* Ta,05,2°°2°2 Mn0,%°” and Mo0,>* have been investi-
gated for the surface modification of carbon supports. Semi-
conducting TiO, doped with Ta/Nb*®” and N*** atoms with
improved electrical conductivity is also employed. Apart from
mitigating the corrosion of the carbon support and promoting the
dispersion and utilization efficiency of the metal,'®200:210:296,297
metal oxide species in the form of particles or thin films could
strongly interact with the metal NPs immobilized on carbon
support materials,'8%19%194204205207 Recently, the studies of
surface and interfacial interactions are becoming extremely vital
for engineering advanced heterogeneous catalysts.>** Thus far,
remarkable progress has been made in the understanding of
metal-support interactions on metal-supported electrocatalysts,
in particular, in which metal oxide coatings are present on the
surface.

A metal-metal oxide-graphene triple junction was formed
after the deposition of 2 nm Pt NPs onto indium oxide (ITO)
nanocrystal-decorated graphene hybrids.*°° This triple junction
is distinguishable from TEM images (Fig. 12a and b) and
its formation is thermodynamically favourable, as revealed by
DFT calculations. Electrochemical tests on Pt-ITO-graphene
hybrids show remarkable ORR activity and stability in compar-
ison to Pt-graphene (Fig. 12¢ and d) and most of the other Pt
metal based catalysts. Since then, creating a metal-metal
oxide-support triple-phase boundary has paved the way for
developing highly efficient ORR electrocatalysts such as
Pt-Ti0,/C,"”" Pt/MnO,/GS (GS: graphene sheet),>*® Pt-SnO,-
prGO (prGo: protected and reduced graphene oxide)**” and
ALD-TaO,-Pt/C."** Particularly, we note in passing that area-
selective ALD was readily applied for the selective nucleation
and growth of TaO, particles (with 2.7 + 0.5 nm diameter)
around the carbon-supported Pt NPs.'®> The triple junction
structure of Pt-TaO,-C was imperative for the formation of
strong metal-support interactions and, thereby stabilizing the
as-immobilized Pt NPs and minimizing the ECSA loss during
the electrocatalytic processes in PEFCs.

Both geometric and electrical modifications occur on the
metal, metal oxide and carbon support, which, in turn, induce
the formation of unique interfacial active sites. Akalework
et al**® performed XPS and X-ray absorption spectroscopy
(XAS) characterization to gain an in-depth understanding of
metal-support interactions on ORR electrocatalysts. One of the
findings of the negative shift of the Pt 4f XPS peak compared to
uncoated Pt-MWCNTs is indicative of the interaction of Pt with

This journal is © The Royal Society of Chemistry 2022
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(@ and b) Cross-section TEM images of Pt—-ITO—-graphene hybrids. The inset in (a) is the schematic structure of the Pt-ITO-graphene

nanocomposite. LSV ORR polarization curves of Pt—ITO-graphene (c) and Pt—graphene (d) in O,-saturated 0.1 M HCIO4 (5 mV s%, 1600 rpm). Inset: CVs
in N-saturated 0.1 M HCLO, (50 mV s™3). Reproduced from ref. 305 with permission from American Chemical Society, Copyright 2011. (e) Pt Ls-edge
XANES spectra (the inset shows an enlarged region of peaks), while the right bar graph is the calculated unfilled d-states for Pt foil and other catalysts.
Reproduced from ref. 200 with permission from Royal Society of Chemistry, Copyright 2012. (f) XANES spectra of AC-0.4 collected at the Pt L3-edge at
0.1 Vrue, 0.54 Vepe, and 1.1 Ve in Oz-saturated 0.1 M HCLO4. (g) Interfaces between Pt and the saturated Nb,Os (up) and unsaturated NbO, (down);
silver, green, and red balls represent Pt, Nb, and O, respectively. Reproduced from ref. 308 with permission from American Chemical Society, Copyright
2017. (h) HAADF-STEM image (the inset shows the FFT pattern in the blue region) and (i) enlarged image of Pt—-Ta,Os/CNT. (j) Schematic of
the mechanisms responsible for the improved ORR activity and durability on Pt-Ta,Os/CNT. (k) Half-wave potential (E;5) values after 5000 and
10 000 cycles. Reproduced from ref. 309 with permission from American Chemical Society, Copyright 2019.

ultra-thin TiO,-overcoated MWCNTs through forming SMSIs.
As illustrated in Fig. 12e, the white line intensity (the d-band
vacancy indicator) of the Pt L;-edge X-ray absorption near edge
structure (XANES) follows the trend Pt foil > Pt-MWCNT >
Pt—-MWCNT@UT-TiO,. The formation of SMSIs and the
decrease of Pt d-band vacancy provide evidence for the efficient
ORR electrocatalytic property of P-MWCNT@UT-TiO,.

The nature of metal and metal oxide interactions (MMOISs)
was intensively studied by Jia et al>°® in a representative Pt/
NbO,/C system, where NbO, was saturated on amorphous
carbon (AC) while it was unsaturated on the graphene nano-
flake (GF) support. Electron transfer from Pt to NbO, was firmly
verified by the collected Pt L;-edge and Nb K-edge XANES
spectra. The in situ XANES spectra of the Pt L;-edge for AC-0.4
(Pt/Nb ratio is 0.4), especially that collected at 0.1 Vgyg, sShow
higher white line intensity than that of Pt foil, indicating the
formation of Pt-O interactions between Pt and O species of
NbO, (Fig. 12f). Until the potential reached 1.1 Vgyg, the Pt-O
peak shows a drastic increase and Pt-Nb interactions still exist
on AC-0.4. Nevertheless, Pt on Pt-NbO,/GF was found to mainly
interact with Nb during the entire voltage cycling. These findings
point out that the composition of the metal-metal oxide (MMO)

This journal is © The Royal Society of Chemistry 2022

interface determines the interaction of Pt with either oxygen
atoms or metal cations in metal oxides. As illustrated in
Fig. 12g, Pt atoms interact with Nb in oxygen-deficient NbO,,
whereas Pt-O interactions are first dominant on saturated
NbO, followed by the formation of Pt-Nb bonds when O atoms
immigrate onto Pt particles. It is worth noting that the
as-formed Pt-Nb species are not the active sites for the ORR.
In fact, the shorter Pt-Pt bonds resulting from Pt-O inter-
actions impart the ORR process with high activity. Small-
sized and low-coordinated Pt NPs are stabilized by NbO, with
the formation of MMIO, leading to enhanced ORR activity and
durability of the studied MMO system.

Gao et al.** developed a carbon nanotube (CNT) on which
8.8 nm Ta,05 NPs were uniformly dispersed to anchor Pt by
forming metal-metal oxide-carbon junctions. HAADF-STEM
images indicate that the Pt species, adjacent to the interface
between highly crystalline Ta,O5 and carbon, tend to expose the
{111} and {100} planes and form Pt-O-Ta bonds by lattice
fringes overlapping at the Pt-Ta,Os interface (Fig. 12h and i).
Similar to the Pt-NbO,/C described above,**® the electron
transfer was directed from Pt to Ta,Os, as revealed by the lower
binding energy shift of Ta 4f XPS and the higher Pt L;-edge
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XANES white line intensity of Pt-Ta,Os/CNT. Pt-Ta,O0s/CNT
displays higher ORR activity and superior long-term durability
than commercial Pt/C and Pt/CNT (Fig. 12k). The improvement
in electrocatalytic properties is attributed to the combined
features, including the particularly exposed Pt{111} and {100}
planes, the electron-deficient Pt (active for O-O bond cleavage),
and the spillover effect of Ta,Os by reducing the formation of
OH,q on Pt sites (Fig. 12j). In addition, the strong metal-metal
oxide interactions formed at the Pt-Ta,Os—carbon interface and
the highly hindered Pt-O oxidation are advantageous towards
inhibiting Pt NPs from migration/sintering and dissolution.

In short, the benefits from surface overcoating engineering
on carbon materials in terms of preventing the carbon support
from corrosion, improving the metal dispersion degree and
forming strong metal-support interactions have been dis-
cussed. Further studies of surface overcoating-derived carbon-
supported electrocatalysts should be focused on correlating
the structural-performance relationships to provide novel
guidelines for progress in the design of high-performance
electrocatalyst.

3.5.2 Metal oxide support. Metal oxides like TiO,, CeO,,
SnO,, and o-Al,O; have also been applied as the support
materials for designing electrocatalysts because of their abun-
dant sources and corrosion resistance properties.*'® In addition
to the important characteristic of the formation of SMSIs
between metal NPs and the metal oxide,"”*'”®%° the hydroxyl
groups on the surface of the metal oxide can function as the co-
catalyst.>'® However, compared to carbon materials, metal
oxides show a higher tendency to be agglomerated with a low
surface area during high-temperature synthesis and possess
lower electrical conductivity, which usually restrict metal dis-
persion and the corresponding catalytic performance. Attempts
to overcoat metal oxide supports with a carbon nanoshell could
enable the benefits such as improving electrical conductivity,
constraining metal particles from migration/coalescence, and
creating abundant active sites for electrocatalysis.>'*">”

Lee’s group reported a Pt NP-deposited Mn;0, catalyst with
lower ORR mass activity than commercial Pt/C, owing to the
smaller ECSA and poor conductivity.>'" They further developed
carbon thin layer-coated Mnz;O, nanocrystals as a suitable
support for Pt NP deposition.>'® Pt was exclusively deposited
at the interfacial area between the Mn;O, core and the outer
carbon nanoshell, resulting in the formation of a Pt/Mn;0,-
carbon triple-junction (TJ) structure. The afforded Mn;O,/
Pts@Cy gnm (the catalyst overcoated with a 1.8 nm-thin
N-doped carbon overlayer) exhibited significantly higher mass
activity than Mn;0,4/Pts and Pt/C, which was attributed to
the synergistic effect of the TJ structure. Control-synthesized
catalysts including Mn;0,/Pts@C,¢o-c having larger Pt NPs,
Mn;0,@C- 1nm/Pts without the TJ structure and Mn;O,/Pts—
CB with physically mixed phase all showed inferior electro-
catalytic performance in comparison with Mn;O04/Pts@C; gnm-
Fabricating a triple-junction nanostructure comprising metal
particles, metal oxide and carbon support is readily applicable
for the design of various electrocatalysts with promising
properties.171,192,3057309
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Increasing the thickness of the carbon shell on the metal
oxide support is beneficial for the improvement of electrical
conductivity and the uniform distribution of Pt NPs with high
ECSA.?'” A thicker carbon shell (i.e. 5.0 nm) on TiO,, however,
could hinder the spillover of -OH species from TiO, to Pt, and
thus, resulting in inferior CO-antipoisoning ability during the
MOR process. It indicates that providing -OH species from the
metal oxide by rationally controlling carbon shell thickness
is profitable for kinetic enhancement. Such a OH promotor
mechanism also holds true for the case of SnO,-supported Pd
NPs for the alcohol electro-oxidation reactions, i.e. MOR and
EOR, in alkaline solution.>"> The formation of reactive oxyge-
nated species (OH,q;) and their delivery to Pd NPs in principle
would be limited when overcoating the SnO, support with
carbon shells. Interestingly, the overcoating-derived catalyst,
named Pd-(SnO,@C)/C, showed remarkable electrocatalytic
properties. The proposed rationale for this finding was that
the enhancement of electrical interactions between Pd and
carbon shell-overcoated SnO, acted as the dominant contribu-
tion to the high activities of alcohol electro-oxidation reactions.
The carbon overlayer could electrically modify the SnO, support
and subsequently alter the surface adsorption of reaction
intermediates, ie. aldehyde and CO,q, to remove them from
the catalyst surface and release metal active sites. The electronic
interaction mechanism reported in this work could probably
provide a guideline for the design of high-performance electro-
catalysts in direct alcohol fuel cell applications.

4. Overcoated electrocatalysts for
water electrolyzers

Water electrolyzers produce H, and O, via the water splitting
process by the application of electrical energy, representing
attractive energy storage devices. Electrochemical water split-
ting comprises the two-electron cathodic hydrogen evolution
reaction (HER) and the four-electron anodic oxygen evolution
reaction (OER). Pt-Based materials are the most efficient HER
electrocatalysts, while IrO, and RuO, are active for catalyzing
the OER.*® Owing to the high price and scarcity of precious
metals, numerous research efforts have been devoted to the
design of low-cost transition metal-based nanomaterials for
overall water splitting in acid and alkaline environments.*'*
Of particular note, there is often a high demand on long-term
durability when electrocatalysts are applied for water splitting
in acid solution. To date, rational synthetic strategies are still
desirable to improve the utilization efficiency of active sites and
enhance the electrocatalytic properties of both precious and
non-precious metal catalysts to deal with the efficient applica-
tion demands in WECs.

4.1 Overcoated electrocatalysts for the OER

The OER, a half-reaction including HO*, O* and HOO* inter-
mediate reactive species, takes place in acid and alkaline
solution as follows: 2H,0 — O, + 4H' + 4e” (acidic condition)
and 40H™ — O, + 2H,0 + 4e~ (alkaline condition). OER catalysis

This journal is © The Royal Society of Chemistry 2022
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shows sluggish kinetics due to the multistep proton coupled
electron transfer involved in O-H bond breaking and O-O bond
formation. The performance of OER electrocatalysts is usually
compared on the basis of some critical parameters such as the
overpotential needed to achieve a current density of 10 mA cm ™2,
Tafel slope (the relationship between current density and over-
potential), faradaic efficiency (the charge utilization efficiency for
producing desired products) and long-term durability, ie. by
recording chronoamperometry curves over operation time.

Earth-abundant transition metal-based OER electrocatalysts
especially those applied in an alkaline environment have
recently attracted growing research interest. Carbon materials
are still the widely employed supports for OER electrocatalyst
design, taking advantage of the features such as high structural
and chemical stability, and excellent conductivity. In this section,
a large number of surface overcoating-derived precious and non-
precious metal based OER electrocatalysts will be discussed by
correlating their intrinsic structural properties with the electro-
chemical performance.

4.1.1 Precious metal based OER electrocatalysts. Note that
only a few works have reported precious metal based OER
electrocatalysts, which are fabricated based on the surface
overcoating strategy.'*>”'*®'®" RuO, as one of the active OER
catalysts would easily convert into unstable RuO, at a high
potential in acid solution. To circumvent this limitation on
acidic OER, Cui et al.®” constructed graphene shells on the
surface of RuNi alloys through the CH3;CN CVD process
(Fig. 13a). The addition of Ni facilitated the in situ-growth of
graphene layers. As a key synthetic step in this work, control-
lable oxidation treatment was carried out on the above catalyst
to partially decompose the as-fabricated graphene layers by
generating an efficient reaction interface with RuO, NPs
(Fig. 13b and c). Typically, RuNi,@G-250 after oxidation at
250 °C displays a discontinuous graphene overlayer but the best
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Fig. 13 (a) Schematic of the synthesis of RuNi,@G-T with an interface
between RuO, and graphene. HRTEM image of (b) RuNi@G and
(c) RuNi>@G-250; the latter has a unique interfacial structure between
RuO, and graphene. (d) The current densities at 1.7 Vrye of RuNi.@G
samples treated under different oxidation temperatures. (e) Free energy
profiles for the OER over RuO, and the interface Ru centers between RuO,
and graphene with an armchair edge at zero potential (U = 0). Reproduced
from ref. 137 with permission from Wiley-VCH, Copyright 2020.
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OER activity with lower overpotential (227 mV) at 10 mA cm™>
than that (290 mV) of commercial RuO, (Fig. 13d). Higher
oxidation temperature, ie. 500 °C, could remove the graphene
layers and make RuNi alloys completely oxidized into RuO, NPs,
leading to a decreased oxygen-evolving catalytic activity. Theore-
tical calculations suggested that the interface between RuO,
and graphene layers can significantly stabilize the free energy of
HOO* species than that of the O* intermediate, thus reducing the
limiting potential to enhance the intrinsic OER activity (Fig. 13e).
Moreover, the overcoated graphene layer and its electron transfer
with RuO, could synergistically prevent RuO, NPs from over-
oxidation and dissolution, resulting in an extraordinary durability
towards the OER.

Compared with RuO,, IrO, is the most suitable OER electro-
catalyst benefiting from its high durability in acidic solution.
Fujigaya et al.'®" have demonstrated that PBI overcoating of
multi-walled CNTs (MWCNTs) was effective in anchoring small
IrO, NPs and improving their utilization efficiency for a highly
active OER catalysis in 0.05 M H,SO,. Owing to the superior
electrochemical stability of MWCNTS, the as-made MWCNT/
PBI/Ir catalyst also exhibited an excellent durability. As chloride
species often suppress the OER activity and make metal catalysts
dissolved, an efficient control of chlorine evolution reaction (CER)
is of vital importance for saline water electrolysis. It has been
validated that the OER selectivity in the presence of impurities can
be well regulated by overcoating a metal oxide on the surface of
active sites. An example of this is the electrodeposited MnO, thin
film serving as a physical transfer barrier towards the diffusion of
chloride ions onto the inner IrO, catalytically active sites, which by
itself made no contribution to the OER activity."*® The diffusion
of water, protons and O, species from the electrolyte to the active
sites remained unaffected in the presence of the metal oxide
overlayer on metal sites, as described in this case.

4.1.2 Non-precious metal based OER electrocatalysts

Metal, metal (hydro)oxide and metal alloy. Co-Based materials
containing Co** and Co®" species are active for the OER
catalysis. TiO, ALD overcoating onto a carbon-supported cobalt
catalyst, i.e. Co/C, could enhance its OER property.'** In this
work, OER activity was found to increase with ALD cycle
number. 60 cycles of TiO, ALD (0.79 mg cm > loading on
Co/C) showed 2.5 times higher activity than commercial Pt/C
in alkaline solution. An in-depth study revealed that the
enhanced activity was attributed to the oxidation of Co by the
TiO, overlayer through the formation of Ti-O-Co bonds. Co
with a high oxidation state was believed to be the active sites for
the OER and, the rate determining step, viz., the reaction of
adsorbed OH™ with O* to form OOH* species, was accelerated.
It is well known that Co-based oxide materials tend to undergo
structural self-reconstruction, which leads to a boosted OER
activity. In this case, the real active site on graphitic, nanocarbon-
coated Co catalyst (named Co@NC-600) for the alkaline OER was
identified to be CoOOH/Co0O, with high oxidation states, which
was in situ electrochemically formed from metallic Co species.®
Yu et al.**® synthesized a polyfluoroaniline (PFANI)-coated Co(OH),
catalyst featured with a core-shell structure for efficient OER
application. The small overpotential (265 mV) to achieve a current
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density of 10 mA cm™> was assigned to several positive aspects
such as the optimized electronic structure of Co*" in Co(OH), by
the fluorine anion from the PFANI layer, the hydrophilic property
of Co(OH),@PFANI and the accelerated charge transfer process
after overcoating with 1.7 nm-thin PFANI. In addition, g-C;N,
nanosheet coatings with 10 nm layer thickness can strongly couple
with Co(OH), nanowires to form abundant active sites and pro-
mote the process of electron transfer.>'” As a result, the 2-C3Ny-
overcoated Co(OH), nanowires, named Co(OH),@g-C;N,;, mani-
fested a surpassed OER activity in 1.0 M KOH with 320 mV
overpotential at a current density of 10 mA cm >, as well as
long-term durability, in contrast to the performance of PGM
catalysts (such as IrO,, RuO,, Pt/C) and individual Co- and
g-C3N,-based materials.

As already discussed, overcoating metal active sites (i.e. Pt,
IrO,) with an ultra-thin metal oxide overlayer is valuable for
improving electrical reactivity and chemical stability."*>**> This
strategy is applicable for the design of non-precious metal-
based OER electrocatalysts as well. For example, Obata et al.?'
reported the strategy of overcoating an anodic-deposited CeO,
layer on the surface of NiFeO, to enhance its stability for the
OER in alkaline solution. The permselective CeO, layer can not
only ensure the permeation of OH™ and O, while preventing
redox ions from diffusing through, but also inhibit the dissolu-
tion of Fe species during catalysis. In addition, it was validated
that the interfacial effects resulting from CeO, overcoating on
metal (hydro)oxide materials such as Ni(OH),, bimetallic NiFe-
hydroxide and spinel Co;0, could induce strong electronic
interactions on the as-coupled interface and enable tuning
the electroadsorption of oxygenated intermediates and thus
being responsible for the enhanced OER catalysis in an alkaline
electrolyte.*'*73?

After studying CNT-confined Fe NPs,*** Cui et al."*® intro-
duced single layer graphene onto 3d transition metals (Fe, Co,
Ni, and FeNi, FeCo, CoNi alloys) by a CH;CN CVD process for
the alkaline OER. FeNi@C showed the best OER activity among
the catalysts, as shown by 280 mV overpotential to deliver a
current density of 10 mA cm™> and excellent durability after
10000 cycles, outperforming that of the commercial IrO,
catalyst (Fig. 14a). As determined by DFT calculations, the
AG(O*) — AG(HO¥) (the activity descriptor) of FeNi@C was
1.48 eV, which is close to the volcano peak. Electron transfer
between metals and N dopants was found to enhance the
adsorption of reactive intermediates, as reflected by the opti-
mal AG(O*) — AG(HO*) in Fig. 14b. In addition, effective
control of the carbon coating process and careful identification
of structural properties of the catalyst are important to be
considered."®®'** During the preparation of N-doped graphitic
carbon-coated NiFe NPs by pyrolyzing NiFe-PBA materials, Ni
appeared to be more prone to promote the carbon graphitiza-
tion degree than Fe.'>® The carbon shell with spherical (high
Ni/Fe ratio) and tubular (low Ni/Fe ratio) morphology can be
respectively obtained by tuning the Ni/Fe ratios in PBA pre-
cursors. XPS and XAS results revealed the electron donation
from metallic Fe to the carbon shell, while there was no
electron transfer for the case of Ni. Instead, Ni was found to
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Fig. 14 (a) Durability test of FeNi@NC in an alkaline electrolyte in com-
parison to IrO,. (b) The calculated negative overpotential (%) against
AG(O*) — AG(HO¥*) on different catalysts. Reproduced from ref. 136 with
permission from Royal Society of Chemistry, Copyright 2016. (c) Over-
potentials of the catalysts required to reach j = 10 mA cm~2. (d) Chrono-
amperometric responses at 1.50 Vg (Ej—10 Of NisN@NC-24). Reproduced
from ref. 100 with permission from American Chemical Society, Copyright
2018. (e) Polarization curves of N-CoS,@graphene and other compared
samples in 1.0 M KOH at 2 mV s~1. (f) Long-term stability measurements on
N-CoS,@graphene in 1.0 M KOH. Reproduced from ref. 333 with permis-
sion from Elsevier, Copyright 2020.

strain the NiFe lattice, ascribed to the observation that both
Fe-Fe and Ni-Ni bonds shifted in comparison with Fe and Ni
foil. In addition to the modifications on the local and electrical
structure of NiFe NPs, the N dopants in the carbon shell could
make the carbon surface positively charged to facilitate the
formation of oxygenated OH* and O* species, and ultimately
enhancing the OER activity."** Such a synergistic effect was also
observed in single-walled CNT-embedded FeCo NPs**® and
FeNi@N-doped graphene.’® Furthermore, the changes in alloy
composition (i.e. FeCoNi alloy) by incorporating a third metal
into a binary alloy could tune the electron transfer numbers
between metal alloy and overcoated graphene layer;*** thus, the
adsorption of surface intermediates was manipulated to
achieve enhanced OER properties.'®” Moreover, it was reported
that pyrolytic treatment of PBA nanomaterials**> and ZIF poly-
hedra coatings'** could induce the metal-doping of the outer
N-doped carbon shell. In these cases, both the synergistic effects
and electron penetration from metal-doped NC shells to metal
cores benefited the surface-dependent OER process.

Metal phosphides, nitrides and chalcogenides. Metal phosphides
and metal nitrides have been vigorously studied as active

This journal is © The Royal Society of Chemistry 2022
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OER electrocatalysts. Introduction of a porous nanostructure
onto active metal sites enables enhanced OER electrocatalytic
properties. For example, Ni-Ni PBA direct pyrolysis-derived
porous carbon coating on NiP nanoplates could improve
catalyst conductivity, facilitate the charge transfer and reactant
diffusion process, and promote the exposure of abundant active
sites.*® In this work, the in situ-formed Ni oxide species served
as the primary active sites for the alkaline OER catalysis. Like-
wise, Yu et al.**” reported that, in addition to the function of
improving electrical conductivity, the carbon nanoshell could
cooperate with the 3D NigP; nanosheet for reducing the adsorp-
tion energy of intermediate catalytic species and help in
protecting the NigP; nanosheet from dissolution. As a result,
the carbon-coated NigP; nanosheet, named C@NigP3, exhibited
better OER activity by offering lower overpotential (267 mV) to
deliver a current density of 10 mA cm™ > than that (283 mV@
10 mA cm?) of uncoated NigP;. The decreased Tafel slope
(51 mV dec™* vs. 78 mV dec ") indicated facilitated electro-
kinetics of water oxidation after engineering carbon nanoshell
coatings on the NigP; nanosheet. In addition to the mono-
metallic phosphides mentioned above, overcoating-derived
bimetallic phosphides such as carbon-incorporated hollow-
structured NiCoP nanoboxes,'?® nanoporous carbon-coated
Cog.,Feo sP@C**% and CozFeP,/C*?° have been demonstrated
as efficient OER electrocatalysts, in which the synergistic effects
between the carbon coating and the metal core are suggested.
Overcoating-derived metal nitrides fabricated for catalyzing
the process of OER are limited. Here we present the N-doped
carbon-coated NizN holey sheets (Ni;N@NC) developed by
Yuan et al.’® As displayed in Fig. 14c, overcoating a 4 nm-
thin carbon shell enables a lower overpotential of 260 mV to
obtain a current density of 10 mA cm™? on Ni;N@NC-24 in
0.1 M KOH, whereas that of IrO,, NIO@NC, NC and Ni;N is
determined to be 300, 350, 510, and 360 mV, respectively.
Ni;N@NC-24 is also stable in alkaline solution by maintaining
94.4% of the initial activity after 10 h operation, more excellent
than that (60.2%) of IrO, under the same experimental condi-
tion (Fig. 14d). Further increasing carbon shell thickness to
8 nm for the case of Ni;N@NC-48 is inferior for the OER activity
as explained by the access-blocking of the active NizN core.
Metal chalcogenides such as Co-based chalcogenides have
drawn increasing research interest because of the features of
earth-abundance and high activity for the OER catalysis. There
are several reports on the synthesis of Co-based chalcogenides
by utilizing the surface overcoating strategy.'*>**°~*3% In parti-
cular, on the N,S-codoped carbon nanofiber-encapsulated
CogSg catalyst for the OER tests in 1.0 M KOH solution,
the observed overpotential of 302 mV at a current density of
10 mA cm > and the low Tafel slope of 54 mV dec™ ' surpassed
the performance of commercial RuO,."*? Apart from CooSg,
CoS, ultrafine NPs overcoated with 1-5 layers of N-doped
graphene were prepared by sequential pyrolysis of ZIF-67 and
sulfurization with S.>** The resulted N-CoS,@graphene catalyst
offers 205 mV overpotential to reach a geometrical current
density of 10 mA cm™~? and a low Tafel slope of 65 mV dec ™"
in 1.0 M KOH solution (Fig. 14e). In durability tests by keeping

This journal is © The Royal Society of Chemistry 2022

View Article Online

Chem Soc Rev

at 10 and 100 mA cm > current density, the potentials of
N-CoS,@graphene are negligibly reduced (Fig. 14f), whereas
the CoS, NPs without overcoating with a graphene layer are found
to be degraded rapidly. Fig. 15 is the comparison and summary of
some representative surface overcoating-derived non-precious
metal based electrocatalysts for efficient OER catalysis in alkaline
SOlution [10 M KOH).126,132,136,316,317,323,325,327,329,333

In brief, surface overcoating can bring various benefits for
both precious and non-precious metal based electrocatalysts
applied in the OER catalysis. The few reports of polymer- or
metal oxide-coupled non-precious metal catalysts are limited to
the applications in the OER in alkaline solution. In view of their
high electrical conductivity, chemical stability and electronic
interaction effects on the metal core, heteroatom-doped carbon
nanoshells are more suitable compared with the polymer and
metal oxide overlayer for the design of high-performance OER
electrocatalysts. Typically, the improved inherent structural
and chemical stability is attributed to the presence of the
carbon shell with a few layers. Based on this functionality of
the carbon shell, we expect that, electrocatalysts especially
those composed of cost-effective 3d transition metals will be
developed to be promising substitutes to precious metals for
acidic OER applications. Moreover, by rationally controlling the
thickness of the carbon shell, the electron transfer process can
be facilitated by means of changing the adsorption behaviour
of surface reactive intermediates on metal NPs, thus enhancing
the OER in both acid and alkaline solutions.

4.2 Overcoated electrocatalysts for the HER

Hydrogen has shown great potential as a promising energy
carrier employed in H,-O, fuel cells for clean and sustainable
energy. In addition to production from conventional industrial
water—-gas shift reaction, hydrogen can be produced by a
cleaner and carbon-neutral way, i.e. water splitting process in
water electrolyzer devices. One of the half-reactions of the HER,
a two-electron-transfer reaction, takes place in acid and alka-
line solution as follows: 2H" + 2e~ — H, (acidic condition) and
2H,0 +2e~ — H, +20H" (alkaline condition). In general, there
are two reaction steps involved in the HER process regardless of
the type of electrolyte. The formation of adsorbed H (H,qs) by

S Co(OH),@PFANI g4 Ref: 316
320 Co(OH),@g-C;N, 59 Ref: 317
280 FeNi@NC 70 Ref: 136
253 FeCo/SWCNT 44 Ref: 323
239 Ni'Fe'"@NC 75 Ref: 126
260 ma NiFe-NC/Me-NC — 70 Ref: 325
it C@NigP; i 75 Ref: 327
260 Co,FeP/C 58 Ref: 329
302 C0,Sy/NSCNFs 54 Ref: 132
255 e N-CoS,@graphene L3 132 Ref: 333

400 300 200 100 0 0 40 80 120

Overpotential@10 mA cm2 (mV) Tafel slope (mV dec')

Fig. 15 Comparison of the reported OER electrocatalysts in terms of the
required overpotential at a current density of 10 mA cm~2 and Tafel slope
in 1.0 M KOH solution. The corresponding electrochemical parameters for
some of the uncoated catalysts are also plotted (orange color) for
comparison.
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the discharge of H,O or hydronium ions (H;0") is the first step,
which is known as the Volmer reaction. As the following second
step, the production of H, proceeds by either electrochemical
desorption (Heyrovsky reaction) or chemical desorption (Tafel
reaction) of H,qs. Both the Volmer-Tafel and Volmer-Heyrovsky
processes are involved in the HER. HER electrocatalysts based
on precious metals and/or low-cost transition metals have been
tremendously developed to reduce cost and adapt well under
complex operating conditions."**>*'* Specifically, the HER
shows more sluggish kinetics in alkaline solution compared
to that in an acidic system, mainly owing to the energy barrier
for the generation of H' from water dissociation.’** DFT
calculations and recent experimental results have demonstrated
that the HBE and oxophilicity can be considered as the dominant
thermodynamic descriptors for HER activity,”**** as similarly
described for the HOR. Based on the Sabatier rule, the binding
of catalysts with reactant molecules or intermediates should
neither be too strong nor too weak. Hereto, optimizing the HBE
on various surface sites is a reasonable solution for engineering
optimal HER electrocatalysts for application in WECs. Similar to
OER, some critical indexes such as overpotential, Tafel slope,
exchange current density, and faradaic efficiency are used to
elucidate the HER activity of designed electrocatalysts. In this
section, surface overcoating-derived electrocatalysts favourable for
the HER catalysis will be discussed.

4.2.1 Precious metal based HER electrocatalysts. PGM-
based catalysts are still the best materials capable of catalyzing
the process of HER, due to the low overpotential and high
exchange current density. Increasingly, the advantage of
employing the surface overcoating strategy to further improve
their HER electrocatalytic properties has been demonstrated.
As discussed in Section 2.1.1, polyallylamine hydrochloride
(PAH) is efficiently used to synthesize Pt-based nanostructures
with enhanced ORR properties.*>”>® For HER application, there
is a report on PAA-assisted chemical reduction synthesis
of Pt tripods (Ptyipoas@PAA) with ultra-thin and ultra-long
branches.”” Owing to the high interface proton concentration
and the unique nanostructure, Ptipoas@PAA displayed a better
HER activity and stability than the reference Pt black. In
addition to PAH, polyethyleneimine (PEI) was employed for
the one-pot formation of Pt superstructures (Pt-SSs) featuring
tetragonal and hierarchical morphologies.**® As detected from
the CV curve, the ECSA of Pt-SSS@PEI (22.4 m” g~ ') was slightly
higher than that (19.9 m* g ') of Pt black. The PEI overlayer
with 5.69 nm thickness was found to be loosely packed on the
surface of Pt-SSs with a calculated 25.8% of coverage due to the
steric hindrance effect. Similar to the PAA on Ptyipoas@PAA,>’
the -NH, groups of the PEI overlayer can be protonated into
-NH;", resulting in promoted concentration of local H' at the
Pt interface which yielded the improvement of HER activity
with a high onset reduction potential (+64.6 mV vs. RHE).
Pt-SSs@PEI also exhibited outstanding long-term durability as
a result of the excellent self-stability of Pt-SSs.

N-Doped hollow porous carbon polyhedron-overcoated Pt
(Pt@NHPCP) was demonstrated as an efficient HER electroca-
talyst through the pyrolysis of the Pt-encapsulated ZIF-8
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nanomaterial.>*” In addition, an ultra-thin 2D carbon layer
carbonized from ZIF-67 was able to stabilize Pt NPs on the RGO
support.>*®* The synergistic effect between Pt and Co-N,-C
active sites (ZIF-67 derivatives) contributed to the improved
HER activity in both acid and alkaline solutions. DFT studies
revealed that the benefited HER activity in acid solution was
originated from the facilitated sorption behaviour of H species
(with the lowest HBE of 0.23 V), while in basic media it was
mainly due to the accelerated water dissociation (OH-H bond
cleavage) to form H,q, which remains the rate-limiting step in
the alkaline HER process.

Overcoating an ultra-thin overlayer of metal oxide on the Pt
electrode could aid in the achievement of high HER selectivity.
Labrador et al.**® prepared a buried Pt/SiO, interface by over-
coating the SiO, film with different thickness on a smooth Pt
thin film. CV curves indicated that Pt was totally located
beneath the SiO, overlayer and H' was selectively accessible
to Pt sites via diffusion through the SiO, membrane-like coat-
ing layer, while the diffusion of Cu®>" was blocked. As a result,
the HER occurring at the Pt/SiO, interface exhibited high
selectivity in the presence of Cu®>*, a model poison for Pt which
suppresses the HER activity. Indeed, a platinum oxide (PtO,)
interlayer was identified at the Pt/SiO, interface and its proper-
ties can be regulated by the thickness of the SiO, or Pt film to
result in strengthened electrocatalytic performance.**°

Other precious metals such as Ru**® and Ag**' have been
investigated by overcoating or encapsulating with carbon nano-
shells for efficient HER catalysis. In particular, a recent work
by Li et al**° reported the preparation of a thin layer of
N-doped carbon-coated Ru catalyst by thermally annealing poly-
dopamine-coated Ru NPs (Ru@PDA). To investigate the effect
of the Ru crystalline structure on the HER activity, the authors
annealed the Ru@PDA composite at elevated temperatures.
Ordered hexagonal-close-packed (hcp, (100) (002) surface) and
fully crystallized Ru NPs with a diameter of 4 nm were formed
when the pyrolysis temperature reached 700 °C. Higher tem-
perature for example 800 °C resulted in the overgrowth of Ru
NPs with a lower ECSA. Ru@NC-700 worked as the best HER
catalyst in 0.5 M H,SO, among the prepared catalysts, as shown
by a small overpotential (27.5 mV) to reach a current density of
10 mA em ™2 and Tafel slope (37 mV dec™ ') which was nearly
close to that of Pt/C. Furthermore, the stability of hcp-Ru@
NC-700 was at least 10 times better than that of Pt/C because of
the protective aid of the carbon nanoshell.

As alloying with 3d transition metals can lower the loading
of PGMs, ultra-thin carbon shell-coated NiRu,*** RuCo,*** and
IrCo'** have been prepared through the direct pyrolysis of
Ru- or Ir-incorporated MOF nanomaterials. For example, after
pyrolyzing Ir-doped Co-PBA at 500 °C, the resultant IrCo@
NC-500 catalyst exhibited even lower overpotential (45 mV) to
deliver a current density of 10 mA cm ™2 in N,-saturated 1.0 M
KOH solution, which is 20% above the activity of 20 wt% Pt/C
(Fig. 16a and b)."** A rapid electron transfer process occurred
on IrCo@NC-500 as indicated by the smaller Tafel slope
(80 mV dec™') than that (101 mV dec™ ') of 5% Pt/C (Fig. 16c).
Durability evaluation in 0.5 M H,SO, showcased only a slight
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cathodic current delay over the initial 5000 cycles due to the
leaching of outer-exposed Co species; then, a stable current was
reached after 10000 cycles because of the protection of the
inner core by the graphene shell from leaching into the acidic
solution. Theoretical studies demonstrated that the charge transfer
from the metal core to the outer graphene surface facilitated the
adsorption of H* on the graphene overlayer, eventually resulting
in enhanced HER activity.

Precious metal-based phosphides hold promise for enhan-
cing the HER activity as well, as a consequence of the regula-
tions on the electronic structure of the metal by incorporated
non-metallic P."**?*° It is known that electrocatalysts with
Gibbs free energy of hydrogen adsorption (AGy-+) close to 0 eV
are active for catalyzing the HER. However RuP, has a negative
AGy+, meaning that hydrogen atoms are strongly bound to
active sites, which results in a hindered process of proton
and electron transfer and thereby a delayed HER activity. With
this consideration, Pu et al'®® introduced a N,P-codoped
carbon shell to improve the HER performance of Ru,P NPs.
DFT calculations revealed a lower absolute AGy« value of
RuP,@NPC than RuP,, NPC and C. As a result, RuP,@NPC
exhibited an overpotential of 38 mV at a current density of
10 mA cm 2 in 0.5 M H,SO,, smaller than that of control
prepared catalysts. RuP,@NPC also worked well in neutral
(overpotential of 57 mV in 1.0 M PBS (phosphate buffered
saline)) and alkaline media (overpotential of 52 mV in 1.0 M
KOH) with comparable activity but excellent durability than the
commercial Pt/C catalyst. In addition, HER performance of
metal phosphides can be optimized through control over P
content during the phosphating process.*** A suitable amount
of the P precursor (NaH,PO,) in the IrCl,/NaH,PO,-blended
polymer (which was pyrolyzed under high temperature) was respon-
sible for modulating Ir electronic configuration and tuning the
thickness of the N,P-codoped carbon shell to allow an efficient
electron transfer process for the HER in a wide pH range.
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Fig. 16 (a) Schematic illustration of the synthesis of IrCo@NC by direct

pyrolysis of Ir-Co—PBA. (b) LSV polarization curves and (c) Tafel slopes of
IrCo@NC-500, Ir/C, and Pt/C in Nj-saturated 1.0 M KOH solution. The
inset in (b) is the HRTEM image of IrCo@NC-500. Reproduced from
ref. 124 with permission from Wiley-VCH, Copyright 2018.
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4.2.2 Non-precious metal based HER electrocatalysts

Transition metal, metal (hydro)oxide, metal alloys. Non-
precious 3d transition metals (i.e. Fe, Co, Ni, Cu) could catalyze
the HER process due to the presence of plenty of unpaired
d-orbital electrons for facilitating hydrogen chemisorption.
Carbon nanoshell-coated transition metal based catalysts
have been specifically reported to exhibit reinforced HER
performance.****” Tavakkoli et al**® prepared single-shell
carbon-coated Fe NPs (abbreviated as SCEINs) decorated on
single-walled carbon nanotubes (SWNTSs) by the ethylene CVD
process. Metallic Fe NPs with a diameter of 2.6 nm were
overcoated with an outer single-layer carbon shell, as evidenced
by the HRTEM images in Fig. 17a and b. SCEINs/SWNTs
displayed high HER activity with about 0 Viyg onset potential
and 40 mV dec ™" Tafel slope, with the latter being close to that
(37 mV dec™ ') of Pt/C, when measured in N,-saturated 0.5 M
H,S0, (Fig. 17c and d). There was no observable activity
degradation after 1000 potential cycles in the range of —0.15
to 0.15 Vryg, pointing to an excellent durability as a result of
the protection of single-shell carbon. In addition, Co species
encapsulated within carbon materials have been developed for
efficient HER.'%***973%2 An ultra-thin N,B-codoped carbon cage-
encapsulated Co catalyst, named Co@BCN, was produced from
the pyrolysis of ZIF-67 materials mixed with H;BO;.%>> ZIF-67
comprising Co metal nodes and organic linkers serves as the
metal precursor and self-sacrificing template. When applied for
hydrogen production via the HER, the BCN shell on Co@BCN
can protect the Co metal from being corroded and oxidized,
which results in high stability in extremely corrosive conditions.
Dopants such as N, O, and B in the carbon nanoshell are
beneficial for synergistically tuning AGy- near to the zero value,
thus enhancing the HER activity.'**3>

In view of the fact that non-precious metal based electro-
catalysts exhibit excellent OER properties in alkaline conditions
compared to those implemented in acid systems, there are
many cost-effective HER electrocatalysts being developed with
high performance for alkaline water electrolysis. In particular,
there is considerable interest in engineering Ni-based alloys
and heterostructured composites as the promising electro-
catalysts for the HER in alkaline electrolytes.>®® It has been
well documented by the group of Markovic that capping the Pt
surface with 3d transition metal hydr(oxy)oxide nanoclusters
was effective at boosting the alkaline HER activity.**>**>> They
successfully applied such a hetero-junction concept to modify
the Ni surface with Ni(OH), nanoclusters. The obtained Ni(OH),/Ni
catalyst showed 4 times higher alkaline HER activity than the
bare Ni surface, mainly attributed to the promoted dissociation
of water.*** Gong et al.>*® demonstrated that pyrolysis-induced
partial reduction of Ni(OH), could afford NiO/Ni nano-hybrids
distributed on the carbon nanotube. The oxidized carbon nano-
tube played an important role in the formation of the unique
Ni@NiO core-shell nanostructure (Fig. 17e and f) by impending
the reduction of Ni oxides into Ni particles and preventing them
from undergoing further sintering. Compared with the control
samples, i.e. Ni/CNT and NiO/CNT, NiO/Ni-CNT showed <100 mV
overpotential to deliver a current density of 10 mA cm™? at a
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Fig. 17 (a) TEM and (b) HRTEM images of SCEIN/SWNT; the inset in (b) represents the (110) lattice plane of Fe particles in SCEINSs. (c) Polarization curves
at 50 mVstin 0.5M H,S0, and (d) Tafel slopes of SWNT, SCEIN/SWNT, and Pt/C. Reproduced from ref. 348 with permission from Wiley-VCH, Copyright
2015. (e) Bright-field STEM image and (f) chemical map for Ni and O distribution of NiO/Ni-CNT. (g) Ni L edge XANES spectra and the HER linear sweep
voltammetry (h) of three hybrid materials in 1.0 M KOH. Reproduced from ref. 356 with permission from Springer Nature, Copyright 2014. (i) The free
energy of H adsorption (AG(H*)) on pure and N-doped (one, two, or three N atoms per shell) graphene shells with and without an enclosed CoNi cluster.
(j) AAG(H*) (red line) and electronic potential (blue line) as a function of graphene layer numbers, where AAG = AG (without metal) — AG (with metal);
inset: schematic illustration of a CoNi particle coated with three-layer graphene. Reproduced from ref. 105 with permission from Wiley-VCH, Copyright
2015. HER polarization curves of CoP@NC (k) and CoP (l) with and without the addition of KSCN in 0.5 M H,SO4. Reproduced from ref. 369 with
permission from American Chemical Society, Copyright 2017. (m) Polarization curves of FeP NPs with (left) and without (right) carbon shell after different
cycle tests. EXAFS spectra of FeP NPs without (n) and with (o) carbon shell. Reproduced from ref. 371 with permission from American Chemical Society,
Copyright 2017.

loading of 0.28 mg cm™? in 1.0 M KOH (Fig. 17g and h). The
highly effective alkaline HER activity stemmed from the syner-
gistic effect on the NiO/Ni interface in terms of providing the
sorption sites for OH ™ on NiO and facilitating H adsorption on
Ni’ It is known that Ni° at the NiO/Ni interface is much more
active than the bulk Ni° Notably, the NiO/Ni heterostructure
was unstable under the long-term HER condition, which was
caused by the oxidation of Ni’. The authors accordingly pre-
pared the nanoscale Ni core being coated with the Cr,0;-
blended NiO overlayer to display a superior stability in basic

220 | Chem. Soc. Rev,, 2022, 51,188-236

solution.*®” The addition of Cr,0; could prevent the oxidation
of the Ni core, thus maintaining the abundant NiO/Ni nano-
interfaces for the efficient HER catalysis. In addition to metal
oxides, carbon nanoshells have been deployed to enhance
the long-term durability of the Ni surface for passivation or
oxidation, as reported by Doan et al.>*® The coating of the Ni
surface with a graphitic carbon layer was done by pyrolyzing the
mixture of Ni**-cupferron complex in the presence of carbon
support at 700 °C. Surface analysis showed the amount of Ni°
on the carbon-coated catalyst as high as 46%, whereas no Ni°

This journal is © The Royal Society of Chemistry 2022
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(but 76% of Ni(OH),) was observable on the catalyst without
carbon shell embedding. The protection of the Ni’ state from
oxidation by carbon coating was evidenced from in situ XAS
measurements.

Carbon coatings were also able to deactivate the formation
of hydride on the Ni surface. Consequently, the carbon-
embedded Ni catalyst featuring an optimal ratio of Ni’: NiO,
exhibited a superior HER performance. These advances demon-
strate the importance of a favourable ratio between Ni® and
NiO, on Ni-based electrocatalysts for alkaline HER catalysis.

Layered double hydroxides (LDHs) and their derivatives are
promising electrocatalysts for alkaline water splitting due to
their unique electron distribution. However, the poor conduc-
tivity and insufficient active sites impede their application in
alkaline HER. Recently, Wang et al.'** performed surface over-
coating engineering on the NiFe LDH with CeO, by using a
electrodeposition method. The enhanced alkaline HER activity
in this work was credited to the facilitated H,O adsorption on
the oxygen vacancies created at the NiFe LDH/CeO, interface.
Of note, the development of carbon shell-overcoated metal
oxides as electrocatalysts toward the HER catalysis is rarely
investigated. The carbon shell encapsulation strategy was
applied to optimize the acidic HER performance of a WO,-
based catalyst (WO,@C/C) by means of improving electrical
conductivity, increasing charge transfer rate, and optimizing
hydrogen adsorption energy.** There are also few reports on the
utility of polyoxometalate (POM)-incorporated MOF nanomater-
ials to fabricate metal oxide based HER electrocatalysts.>***®' For
example, Tang et al*®' prepared MoO,@PC-RGO consisting of
MoO,, P-doped nanoporous carbon (PC) and reduced graphene
oxide (RGO) through the pyrolysis of the one-pot formed POM-
MOFs/GO nanocomposite. For the HER in acidic solution,
MoO,@PC-RGO exhibited an onset potential of 0 mV, a Tafel
slope of 41 mV dec™ ", and longer durability. It was described that
the well-dispersed MoO, particles protected by the carbon shell,
the P dopants derived from POM and the porous structure
of MoO,@PC-RGO synergistically led to improvement in HER
performance.

Metal alloys consisting of metal atoms mixed at the nano
scale can tune the HBE on active sites and result in synergistic
effects which enhance their HER performance. The overcoating
strategy has been applied for engineering metal alloys such as
CoNi, % FeCo,*** NiCu®**® and NiFe*** with carbon nanoshells
as HER electrocatalysts. By means of pyrolyzing the lamellar
complex EDTA-CoNi (EDTA: ethylenediaminetetraacetate),
Deng et al.'®® prepared uniform CoNi nanoalloys which are
encapsulated within ultra-thin graphene shells with only 1-3
layers. DFT calculation results in Fig. 17i show that combining
CoNi with the N-graphene shell with a varied amount of N
dopants could positively tune H adsorption energy. The promo-
tion effect on electron transfer on CoNi declines with the
increasing layers of the graphene shell, as illustrated by the H
adsorption difference [AAG(H*)] of the graphene layer with or
without CoNi (Fig. 17j). The effect of the thickness of the
carbon shell on the HER activity was observed on the NiCu@C
catalyst as well.*** More importantly, in this case, an acceptable
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HER performance was achieved by a delicate control over the
carbon shell thickness even without the incorporation of any
dopants such as N, P, B, O and so on. These results indicate
that controlling the thickness of the carbon nanoshell is an
important strategy to optimize the electronic structure of the
catalyst with superior HER activity.

Transition metal phosphides, carbides, chalcogenides. The
application of transition metal phosphides, carbides, and chal-
cogenides in HER catalysis has been intensively exploited in the
past decade.?”?*>3%¢ Benefiting from the suitable hydrogen
adsorption free energy and good conductivity after P incorpora-
tion, there is a body of research works that focus on developing
efficient metal phosphides for the HER.*”'%%11%326 [n parti-
cular, carbon nanoshell-coated CoP catalysts were demon-
strated through high-temperature carbonization and phosphi-
dation treatment on Co-based zeolitic imidazolate frameworks
such as ZIF-67""9*%73%% and ZIF-9.**° The incorporation of P in
the above works is normally carried out by post-synthetic
phosphidation treatment using e.g. NaH,PO, at 200-500 °C.
Impressively, Wang et al.*’® developed a N,P-codoped carbon
shell-coated CusP-based highly active HER electrocatalyst from
single Cu-MOF with N- and P-containing linkers in its frame-
work. As for the HER activity, Yang et al>*° reported that
CoP@NC overcoated with an ultra-thin N-doped carbon shell
(2-4 layers) was better than CoP@C and CoP in both 0.5 M
H,SO, and 1.0 M KOH solutions. Meanwhile, only 2 mV
degradation after 1000 potential cycles from 0.05 to —0.2 Vgyg
and negligible current density loss (at 0.1 V overpotential) were
detected after 24 h of continuous operation. The authors
further conducted poisoning experiments using thiocyanate
ions (SCN™) to identify the active sites on CoOP@NC. As shown
in Fig. 17k and 1, CoP has 22 mV increase of overpotential after
adding SCN™, while that of CoP@NC with a N-doped carbon
nanoshell is only 5 mV, indicating that carbon atoms that
are adjacent to the N dopants in the carbon shell are the active
sites for HER catalysis. Similarly, after overcoating of the N,P-
codoped carbon shell (derived from ZIF-67) on the CoP nano-
array, the carbon atom-adjacent heteroatoms featuring electron
donor-acceptor properties could provide abundant active sites
for HER catalysis.>®®

As discussed in Section 2.2, heteroatom-containing polymers
and organic compounds are suitable precursors for fabricating
a porous carbon shell on metal particles. In this context,
Chung et al®* prepared polydopamine pyrolysis-derived
carbon shell-coated FeP NPs with a diameter of 4 nm. The
afforded FeP/C with a N-doped carbon shell exhibits better HER
activity (71 mV overpotential at 10 mA cm™ 2, 52 mV dec™ ' Tafel
slope) and excellent durability compared to FeP without carbon
coating, a single carbon shell without Fe as well as oxidized
FeO,/C (Fig. 17m). By comparing the Fe K-edge X-ray absorption
fine structure (EXAFS) before and after the durability tests, and
referring to the standard data of Fe,O; and Fe;0, (Fig. 17n and o),
the authors discovered that the first coordination shell signal of
the uncoated sample slightly shifted to the oxidized Fe state after
5000 cycles, whereas that of carbon-coated FeP/C remained in the
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stable valence state. The above findings indicated that the carbon
nanoshell could protect FeP NPs from oxidation, which was
further evidenced by performing theoretical studies.

There are also reports on HER electrocatalysts based on
different kinds of metal phosphides such as MoP, FeP and
Cu;P, which are derived from carbon overcoating by the pyr-
olysis of organic matters, along with in situ or post-synthetic
phosphidation treatment.*®”*2%372373 Lj et q1.*°” demonstrated
that embedding MoP NPs in the Mo- and P-doped carbon layer
realized the formation of Mo-C and P-C bonds. The electron
transport process on the prepared MoP@C was favoured to
result in extremely lower overpotential and Tafel slope for the
HER catalysis in acid and alkaline solutions in comparison with
that of the uncoated MoP counterpart. Likewise, Zhao et al.>”®
recently synthesized MoP NPs encapsulated within hollow-
spherical-structured N-doped carbon thin layers (MoP@NCHSS)
to study the synergistic effect between MoP NPs and N dopants for
enhancing HER performance. In this work, the N content and
configurations were detailed from K-edge XANES and N 1s XPS
spectra. The higher HER activity in alkaline solution was proposed
to be originated from the large pyridinic-N ratio on MoP@NCHSs-
900 which was pyrolyzed at 900 °C. Pyridinic-N-Mo was the active
site for HER, as revealed by performing pyridinic N poisoning
experiments and DFT calculations. In other words, pyridinic-N
was effective in inhibiting the strong adsorption of OH*, and the
pyridinic-N-Mo interactions can weaken the adsorption of H on
Mo by electron transfer.

Carbon matrix-embedded transition metal carbides such
as Mo,C/G-NCS,** MoC,@C,*”*> B-Mo,C@C,*”® wWC@C,*®
W,C@WC,;_,@C,*”” and W/W,C@NPC*"® are also under exten-
sive investigations for HER applications, owing to the features
of good conductivity and excellent thermal and electrical
stability against sintering. Similar to metal phosphides noted
above, heteroatoms such as N and P elements doped in carbon
shells can activate the adjacent carbon atoms to be the active
sites on metal carbides for the catalytic generation of H,.""'*7738>
Moreover, the incorporation of transition metal moieties (such as
Fe, Co, Ni) at the atomic scale into metal carbide based HER
electrocatalysts has been demonstrated to be a rewarding strategy
for achieving the manifestation of synergistic effects,®'27:383:384
In addition to the capability of promoting the formation of a
carbon nanoshell and the high dispersion of metal carbide
particles during carbonization, the incorporated transition metals
could modulate the surface electronic structure of the catalyst to
affect H binding on the active sites and thus are responsible for the
favourable HER performance.

Nanomaterials (especially those derived from MOFs) featuring
hollow structures could maximize the exposure of active sites
and facilitate the mass transfer kinetics for efficient catalysis.
Nevertheless, it is challenging in most cases to fabricate such
catalysts because of the easy collapse or destruction of the
structure of applied precursors during the high-temperature
pyrolysis. Impressively, surface overcoating engineering could
help in architecturing hollow-structured and robust molybdenum
based carbides for HER catalysis, as demonstrated by Xu et al.***
Prior to pyrolytic treatment, they overcoated the POM-MOF (Ni)
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precursor with a thin layer of carbon nitride polymer by the self-
polymerization reaction of hexamethylenetetramine in ethanol
solution dispersed with hollow-structured POM-MOF (Ni) at
170 °C. A totally destroyed morphology with severe metal particle
agglomeration was observed after the direct annealing of the
POM-MOF (Ni) precursor at 800 °C. On the other hand, over-
coating with the carbon nitride polymer could efficiently avoid the
collapse of hollow POM-MOF precursors and prevent metal
particles from coalescence or detachment during the process
of carbonization. As a result, the carbon layer-coated hollow-
structured molybdenum carbide together with the Ni-MOFs-
derived Ni nanoparticle made the catalyst exhibit remarkable
HER activity and long-term durability in alkaline solution.

Transition metal chalcogenides are also garnering research
attention for the HER.>®***%” It was reported that overcoating
the carbon shell onto MoS, was profitable for conductivity
improvement, mass transfer dynamics and protection of the
MoS, nanosphere from collapse and stacking.**® Similar to the
pyridinic-N-Mo  sites formed on MoP@NCHSs-900,>”
pyridinic-N sites on N-doped carbon coated NiSe, nano-
octahedra (NiSe,@NC) could determine the corresponding
HER activity which showed a linear correlation with the content
of pyridinic-N.**® For the preparation of NiSe,@NC, mixed-
linker Ni-MOFs consisting of O-coordinating anionic carbox-
ylate linkers and N-coordinating neutral ligands appeared to be
good candidates for selective selenization. After a deliberate
control over the content and configuration of N in the carbon
nanoshell by using different N-ligands, NiSe,@NC-PZ (PZ:
pyrazine), in particular, exhibited a lower overpotential of
162 mV at 10 mA cm > and Tafel slope (88 mV dec™') in
alkaline media than other NiSe,@NC hybrids.

To briefly conclude, facile catalyst engineering via the intro-
duction of foreign overcoatings on metal based catalysts is
valuable for tackling the performance degradation. Non-precious
metal based electrocatalysts have been fabricated as the favour-
able alternatives to precious metal counterparts for the HER
catalysis. To our delight, carbon coating engineering is most
widely exploited for enhancing the intrinsic activity of metal
catalysts toward the HER, as discussed above based on the
existing literature. The heteroatom dopants in the carbon nano-
shell can positively modify H adsorption free energy with a nearly
zero value to potentially optimize the electronic structure of the
metal and the process of H formation/binding and thus boosting
the HER efficiencies in both acid and alkaline environment. For
comparison, representative surface overcoating-derived electroca-
talysts based on precious and non-precious metals for efficient
HER catalysis in bOth acidl07,233,340,342,348,361,363,369,378,381 and
alkaline solutiong'07-108:124,342,343,374,375,378,389 are gummarized
in Fig. 18.

4.3 Overcoated bifunctional electrocatalysts for overall water
splitting

Electrochemical overall splitting of water powered by renewable
energy appears promising for pure H, and O, production via
the HER and OER. Owing to the sluggish kinetics of OER and the
high demand on catalyst stability, developing high-efficiency
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Fig. 18 Comparison of the reported HER electrocatalysts in terms of the
required overpotential to reach a current density of 10 mA cm~2 and Tafel
slope in (a) 0.5 M H,SO4 and (b) 1.0 M KOH electrolytes. The electro-
chemical parameters for some of the corresponding uncoated catalysts
are also plotted (orange color).

bifunctional overall water splitting electrocatalysts in all pH range
is practically meaningful and imperative. Pt/C and RuO, or IrO,
are the benchmark catalysts for HER and OER, respectively.
Recently, cost-effective water splitting electrocatalysts with satis-
factory performance are becoming desirable. Some specially
designed catalysts have already displayed similar or even better
performance than that found with Pt/C||RuO, and/or Pt/C|IrO,
counterparts.

The overpotential (the difference value between the required
potential and the thermodynamic potential (1.23 V, 25 °C)) for
OER/HER and the voltage needed to reach a certain current
density (10 mA cm™?) are the parameters that are generally used
to evaluate the overall water splitting performance of bifunc-
tional OER/HER electrocatalysts.

In the development of precious metal-based water splitting
electrocatalysts, alloying treatment and/or constructing core-
shell nanostructures with abundant 3d transition metals has
been demonstrated to result in a positively perturbed electronic
structure of the metal for efficient electrocatalysis. There are
several works that focus on carbon nanoshell-encapsulated
precious metal electrocatalysts for overall water splitting.>?°3%*
For example, Li et al.**" prepared Co@Ir core-shell NPs encapsu-
lated in N-doped porous carbon through the galvanic replacement
of IrCl; with the ZIF-67-derived Co/NC nanomaterial in an
aqueous solution for 24 h, followed by centrifugation and
drying step. The formation of a core-shell structure with a
shell of thin layer of Ir on Co@Ir could promote the exposed
proportion of Ir and further improve its utilization efficiency.
Electrical measurements on Co@Ir/NC-10% (10% is the initial
mass amount of Ir) displayed the best performance in terms of
superior OER activity than IrO, and close HER activity to Pt/C,

This journal is © The Royal Society of Chemistry 2022
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along with excellent long-term durability. The authors evalu-
ated further the practical overall water splitting performance of
Co@Ir/NC-10% in basic solution by assembling the catalyst
onto carbon fiber paper, and showed potential application
under the applied 1.7 Vgyg. Following a similar galvanic replace-
ment strategy, Ni@Ru core-shell NPs overcoated with a 2-5 nm-
thin graphitic carbon nanoshell displayed a potential of 1.612 V
at 10 mA cm > for overall water splitting in alkaline solution,
outperforming the reference Pt/C and RuO, catalysts.*>

Combining the merits of the carbon matrix with non-
precious metal species by using various overcoating methodo-
logies, along with the phosphorization or sulfurization treatment,
promises cost-effective electrocatalysts based on abundant metals
for efficient overall water splitting reactions. Recently, boosting
research activities have been dedicated to the development of
surface overcoating-derived bifunctional overall water splitting
electrocatalysts, including metallic transition metals and
alloys, 7323453937398 transition metal (hydro)oxides, 4997402
metal phosphides,3%131:327:4037406 meta] carbides*®”** and
metal chalcogenides.'"*'**'! Some typical examples of these
works are presented below.

Li et al.**® developed N-doped carbon-coated Co-Mn oxide
(CoMnO®CN) by utilizing a solvent evaporation-induced self-
assembly method (Fig. 19a). After the slow evaporation of
solvent and the calcination step, 5 nm-sized CoMnO particles
were assembled into a highly ordered superlattice structure
with the overcoating of a 2 nm-thin amorphous carbon layer.
The obtained CoMnO®@CN exhibited the highest OER current
density (308 mA cm %) at 1.65 Vgyp in alkaline solution
compared with structure disordered CoMnO@CN and the
catalyst without N doping (Fig. 19b and c).The HER perfor-
mance of CoMnO®@CN superlattices also surpassed that of
most earth-abundant metal based HER catalysts (Fig. 19d).
According to the authors, CoMnO NPs in the CoMnO@CN
catalyst favour the OER, while the outer carbon shells not only
provide additional active sites for HER, but could also syner-
gistically protect the inner CoMnO NPs from aggregation or
dissolution during the electrocatalytic processes. When working
as both the electrodes in an alkaline water electrolyzer, CoM-
nO@CN superlattices realized 54 and 108 mA cm 2 current
density with an applied potential of 1.7 V and 1.8 V, respectively.
High stability was also achieved after 10 h operation with an
applied potential of 1.5 V (Fig. 19¢).

Note that, in addition to the surface overcoating strategy,
there are other strategies being developed for improving the
performance of metal based catalysts toward the electrochemical
water splitting, such as doping, defect engineering and designing
unique nanoarchitectonics and so on.**** A number of 3d
transition metal-based nanomaterials including metal oxides,
nitrides, and sulfides have been and are being rationally designed
as good candidates for overall water splitting reactions. For
example, Zhang et al.*'* designed NiMoO,_,/MoO, by combining
oxygen vacancies and nanointerfaces between NiMoO, , and
Mo0O, as the efficient water splitting catalyst. In this case, a voltage
of 1.56 V was required for a current density of 10 mA cm ™. Porous
MoO, nanosheets on nickel foam were developed by the group of
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Cui as the active and stable bifunctional overall water splitting
catalyst, showing a cell voltage of 1.53 V for a current density of
10 mA cm ™ together with at least 24 h of durability.**® Li et al.**®
reported that 3D self-supported Fe-doped Ni,P nanosheet arrays
showed promising overall water splitting performance with
1.49 V of cell voltage at 10 mA cm > and excellent stability at
1.7 V. Recently, Yu et al.*"” reported 3D core-shell NIMON®@
NiFeN supported on porous Ni foam for the alkaline seawater
splitting. When working as the bifunctional electrode catalyst
at 60 °C, NiMoN@NiFeN achieved a current density of 500
and 1000 mA cm ? at a record voltage of 1.608 and 1.709 V,
respectively. In addition, a cell voltage as low as 143 V at
10 mA cm™ > and excellent long-term durability (100 h@100 mAcm ?)
were achieved on the NiCoMo-OH catalyst, which was prepared
by Hao et al.*'® through a chloride corrosion method. Moreover,
a NiMoO,/NiMosS heterostructure was engineered in the work of
Zhai et al.** to accelerate water splitting kinetics, which required
avoltage of 1.60 and 1.66 V respectively to reach a current density
of 500 and 1000 mA cm™ > as well demonstrated excellent long-
term durability.

The overall water splitting cell voltage and durability of
overcoated materials developed as bifunctional water splitting

224 | Chem. Soc. Rev., 2022, 51, 188-236

electrocatalysts in 1.0 M KOH solution are summarized in
Table 2. It is worth stressing that surface overcoating engineering
can be regarded as one of the promising strategies for improving
catalyst’s overall water splitting performance. Typically, coupling
carbon with ultra-thin Co-doped NiO (Nij ,C0p150) on Ni foam
enabled to feature unique 3D configuration and abundant
exposed active sites, ensuring an ultralow voltage of 1.42 V at a
current density of 10 mA cm™ > when catalyzing the overall water
splitting.**° Recently, Qian et al.**® reported Ni NPs encapsulated
with ultra-thin N-doped graphene coupled with MoO, nanosheets
for catalyzing the water splitting at large current density. In detail,
the prepared Ni@C-MoO,/NF electrode exhibited a voltage of
1.54, 1.61 and 1.67 V at 10, 50 and 100 mA cm >, respectively.
Impressively, it can be held for over 196 h at 1000 mA cm > in
1.0 M KOH. These superior performances were ascribed to the
following factors: (i) the electron transfer between Ni NPs and N
atoms from the carbon shell optimized the surface electronic
structure, thus enhancing the OER/HER activity; (ii) the Ni@C
structure was prone to have a more efficient electron transfer and
faster faradaic process on the electrode-electrolyte interface; and
(iii) the self-supported MoO, nanosheets on Ni foam improved
the utilization efficiency of active sites and facilitated the mass

This journal is © The Royal Society of Chemistry 2022


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1cs00270h

Open Access Article. Published on 06 December 2021. Downloaded on 7/15/2025 11:10:36 PM.

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

(cc)

Review Article

View Article Online

Chem Soc Rev

Table 2 Comparison of cell voltage and durability of overcoated electrocatalysts for overall water splitting

Electrocatalyst Cell voltage@10 mA cm ™2 [V] Durability [h] Substrate Ref.
Fe; (Co,1Ni; 4-NC 1.52 20 (@10 mA cm™?) Carbon cloth 117
Co@N-CS/N-HCP 1.545 24 (@30 mA cm ?) Carbon cloth 397
Ni@NC 1.60 50 (@1.62 V) Ni foam 345
Ni@C-MoO,/NF 1.54 196 (@1000 mA cm™?) Ni foam 420
Cu@C 1.645 24 (@10 mA cm ™ ?) Ni foam 398
NiFe LDH/CeO, 1.51 10 (@10 mA cm ?) Ni foam 144
e-ICLDH@GDY/NF 1.43 60 (@100 mA Cmfz) Ni foam 421
FeCH@GDY/NF 1.49 25 (@10 mA cm?) Ni foam 422
CoMnO@CN 1.50 10 (@10 mA cm™?) Ni foam 399
Nig.5,C0.150@C 1.42 20 (@10 mA cm ™ ?) Ni foam 400
Ni-NiFe,0,@C 1.57 20 (@20 mA cm™?) Carbon cloth 401
FeNiP/PG 1.58 10 (@10 mA cm?) Carbon cloth 130
NC-NiFeO,@NiFe-P 1.59 20 (@10 mA Cmfz) Ni foam 131
NiFeO,@NiFe-P 1.81 — Ni foam 131
C@NigP; 1.65 25 (@10 mA cm™?) Ni foam 327
NigP; 1.79 — Ni foam 327
CoP@C@rGo 1.50 24 (@10 mA cm™?) Carbon paper 406
C0ySg@NOSC-900 1.60 10 (@50 mA cm™?) Ni foam 101
NCT-NiCo,S, 1.60 15 (@10 mA cm ™ ?) Ni foam 411

transfer process during the reaction. Moreover, when employed as
both anode and cathode catalysts in a water electrolyzer, C@NigP;
(the NigP; nanosheets surface-coated with carbon shell) can
deliver a current density of 10 mA cm > at a lower cell voltage
(1.65 V) than NigP; without carbon coating with a voltage of 1.79 V
in 1.0 M KOH.?*” C@NigP; also exhibited an excellent long-term
durability performance, whereas NigP; was found to be consider-
ably degraded.

In another study by Hui et a the synthesis of
graphdiyne-wrapped iron-cobalt LDH nanosheets (CoFe-LDH)
with sandwiched structure grown on Ni foam and their applica-
tion as a bifunctional overall water splitting electrode were
reported. In this case, graphdiyne (GDY), a 2D monolayer of sp/
sp’-hybridized carbon material, was introduced into the inter-
layer of CoFe LDH by using hexaethynylbenzene monomers
through in situ polymerization (Fig. 19f). The uniform growth of
the GDY film on the CoFe LDH surface with intimate contact
induced the complete exfoliation of bulk LDH into ultrathin
LDH nanosheets being wrapped with GDY on both sides of
surfaces. Notably, due to its high electronic conductivity and
the richness in charged carbon atoms, the GDY layer was found
to play a critical role in enhancing the catalytic performance of
CoFe LDH for the overall water splitting. The OER activity test
on the as-fabricated catalyst indicated a low overpotential of
216, 249, and 278 mV to deliver 10, 100, and 1000 mA cm 2
current densities (Fig. 19g). To achieve such current densities,
an overpotential of 43, 215 and 256 mV was respectively
required for the HER catalysis (Fig. 19h). The excellent OER
performance was mainly ascribed to Fe doping and GDY
incorporation which induced enhanced charge transfer from
LDH to GDY. On the other hand, the origin of the enhancement
of HER activity was enabled by the facilitated electron transport
and the abundant active sites after GDY layer wrapping. The
superior durability (Fig. 19i) of e-LDH@GDY/NF to the OER and
HER was attributed to the protective aid from the GDY over-
layer. The performance of GDY-wrapped CoFe LDH for overall
water splitting was evaluated in 1.0 M KOH in a two electrode

l. ’421

This journal is © The Royal Society of Chemistry 2022

configuration. As shown in Fig. 19j, 1.43, 1.46 and 1.49 V was
respectively measured to achieve 10, 100 and 1000 mA cm >
current densities. The electrolyzer displayed an enhanced long-
term stability (over 60 h) at the current density of 100 mA cm >
under a constant voltage of 1.56 V. A faradaic efficiency of
97.40% for the O, evolution was achieved. The authors also
revealed the decisive role of the GDY overlayer in improving
the electrocatalytic efficiencies of ultrathin GDY-wrapped iron
carbonate hydroxide nanosheets for the overall water splitting
in WECs.**?

The above achieved progress indicates that the encapsulated
metal catalysts constructed based on surface overcoating
engineering are a kind of advanced architecture for catalyzing
high-performance electrochemical reactions. Accordingly, both
precious and non-precious metal based electrocatalysts designed
and optimized by surface overcoating engineering have been
validated to be efficient for application in WECs. By controlling
the synthetic aspects such as the elaborate selection of over-
coating materials, pyrolysis conditions and heteroatom dopants,
the chemical composition, spatial structural properties of electro-
catalysts as well as the nature of active sites can be rationally
optimized to result in outstanding overall water splitting
performance.

5. Summary and outlook

This review summarizes a variety of surface overcoating
methodologies implemented for engineering high-performance
electrocatalysts, which are potentially applied for sustainable
energy-related transformations. Substantial advances in nano-
science and material chemistry have benefited the fabrica-
tion of metal nanoparticles and the modification of catalyst
supports by the utility of overcoating materials, including
organic matters, inorganic carbon nanoshells and metal oxides.
Surface-engineered nanostructures featuring the promoted
synergistic effect of metal sites and foreign coatings can
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remarkably enhance the process of electrocatalysis. Despite the
research progress, effectiveness and structure-catalytic function
of surface overcoating-derived electrocatalysts as discussed in this
review, the development of electrochemically highly active and
durable nanocatalysts is still ongoing to achieve their large-scale
distributions in renewable energy conversion and storage devices.
Therefore, the identified opportunities and perspectives asso-
ciated with the surface overcoating engineering for designing
optimal heterogeneous catalysts should be considered and are
detailed below.

(1) Approximate selection of overcoating materials for pre-
cise design and optimization of more advanced electrocatalysts.
In addition to the manifestation of steric hindrance effects,
surface overcoatings enable one to dramatically modulate the
electronic surface structure of metal entities and tune the
adsorption behaviour of reactants and key intermediate cataly-
tic species; consequently, electrocatalytic performance varies
with the overcoating materials introduced. It is worth noting
that catalyst electrocatalytic activity, which can be descripted by
the binding energy states of surface intermediates (i.e. H*, OH*,
OOH*), follows the intrinsic catalytic behaviour of metals, the
pH of electrolytes, and the operating environment (such as the
cell performance tests where electrocatalysts are fabricated into
MEAs). Therefore, the specific selection of surface overcoating
materials should be compatible with specifically investigated
applications in the areas related to electrochemical energy
storage and conversion. Currently, organic capping agents/
polymers, inorganic carbon nanoshells and metal oxides have
been successfully employed as the favourable surface overcoating
materials. With the blooming synthetic development of metal
nanostructures as well as support materials, the exploitation of
innovative overcoating materials such as MOFs and/or MOF-
derivatives becomes increasingly crucial for the fabrication of
multifunctional nanocomposites with superior efficacy when
applied in PEFCs, WECs and beyond. We refer the readers to a
recent review, which describes the synergistic advantages of MOF
coatings in broad applications.**?

(2) In-depth understanding of the interfacial mechanism at
different scales. Electrical coupling, regulating the structure
and mobility of metal NPs, and controlling surface adsorption
kinetics are among the most rewarding benefits from catalyst
overcoating engineering. As noted, the functional groups of
N-containing organic compounds serve as the coordination
sites for controllable synthesis of metal entities with desired
phase compositions and morphological integrities. Heteroatom-
doped carbon nanoshells derived from the carbonization of
organic composites could afford a plethora of functionalities,
including the modulation of the binding energy states of
reactants and intermediate reactive species and the limitation
posed on the probability of metal nanoparticle coalescence and
sintering. In addition, in many cases the strong metal-metal
oxide interaction is a critical factor as well for enhancing
electrocatalytic properties via specific modification pathways.
Despite the widely accepted role of the carbon nanoshell in
stabilizing metal NPs, there is still a dearth of in-depth studies
on the carbonization of organic matters and the concurrent
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overcoating process on the surface of metal entities during the
process of high-temperature pyrolysis. Moreover, an improved
mechanistic understanding for enhancing electrocatalytic pro-
perties and the synergistic effect between metal particles and
overcoatings is still imperative. Intensive in situ and operando
characterization technologies such as XRD, X-ray absorption
(XPS, XANES, EXAFS), TEM/STEM and infrared spectroscopy
(IR) in conjunction with theoretical calculations could enable
detailed structural and fundamental observations on the genuine
active sites and their evolution processes under the real-time
synthetic and operating conditions.

(3) Broadening the application of the surface overcoating
strategy. Besides the emerging applications in PEFCs (involving
HOR, ORR, alcohol oxidation reactions) and WECs (comprising
OER, HER, overall water splitting) as featured in this review
article, the surface overcoating strategy also shows increasing
potential for fabricating advanced nanomaterials, which are
already applied in thermal-catalytic reactions,'®®******® redox
flow batteries,**>*** metal-air batteries,**"**? solid oxide fuel

cells,**3™*% lithium-ion batteries or capacitors,®***®**” ammo-

nia electrosynthesis,*****° CO, electrocatalytic reduction,*****?
and biotechnology.***>*** One could obtain highly dispersed
fine metal nanoparticles with the aid of organic or inorganic
overlayers after annealing treatment. As appealing in the ther-
mal catalysis field, the carbon nanoshell derived from organic
capping agents or polymers has been employed as a sacrificial
protector to inhibit metal particles from migration/coalescence
and sintering. A simple removal of carbon species by post-
oxidation treatment enables the formation of surface clean and
ultra-stable Co, Mo, Au, Pd, and Pt catalysts.***"**® One can also
achieve the control of catalytic selectivity in gas-phase thermal
reactions by the utility of the reactant sieve property of the
carbon overlayer.*** As for manipulating catalytic activity, after
overcoating reducible metal oxides onto Pt/SiO,, CO oxidation
activity followed the trend TiO, > CeO, > Pt/SiO, > Ta,05 ~
Nb,05.**° It is assigned to the formation of a metal-metal oxide
interface, which is also beneficial for Pt with high resistance
towards sintering under high temperature. In another report,
the Cu-ZrO, interface formed on ZrO,-overcoated Cu/SiO, was
efficient for methanol synthesis from CO, hydrogenation.*>*
Moreover, dopamine polymerization-derived N-doped carbon
shell-coated Sn0,,*> SnFe,0,,"** and silicon*>* have already
exhibited excellent rate capability and long-term stability in
lithium-ion batteries. Intriguingly, the implementation of the
surface overcoating strategy is holding great potential for
engineering of optimal heterogeneous catalysts with a broad
scope of applications.

Suitably engineered electrocatalysts play crucial roles in the
practical applications of electrocatalysis-based energy conver-
sion and storage devices. Great progress in the rational design
of nanomaterials based on the surface overcoating strategy has
been made for the assurance of electrochemical transforma-
tions with high efficiencies. We hope that this review can be a
useful reference and serves to provide instructive inspirations
for catalysis research communities. Surface overcoating engi-
neering will continue being one of the crucially developed

This journal is © The Royal Society of Chemistry 2022
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strategies for the design, fabrication and optimization of
advanced heterogeneous catalysts.
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