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Two-dimensional (2D) nanomaterials are some of the most promising bifunctional electrocatalysts that can
simultaneously catalyze the hydrogen evolution reaction (HER) and oxygen evolution reaction (OER). They
have attracted extensive attention owing to their decent electrocatalytic performance and cost advantages.
In this review, we first provide an overview of 2D bifunctional electrocatalyst categories including layered
double hydroxides, graphitic carbon nitride, metal-organic frameworks, transition metal
dichalcogenides, and transition metal carbon/nitrogen compounds, and discuss their structures and
synthesis methods, presenting detailed discussion on how the special 2D systems are synthesized and
characterized experimentally, which complement a comprehensive understanding of the characteristics
of 2D bifunctional electrocatalysts. Moreover, we focus on the recent development of 2D nano-catalysts
with both HER and OER activity in the field of overall water splitting and summarize some typical
strategies for enhancing the bifunctional activities, including doping, nanocomposite construction,

interface formation, defect engineering and morphology modulation. The structure—activity relationships
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Accepted 27th July 2023 are also discussed with the aim of providing guidance in designing novel 2D bifunctional electrocatalysts.
Finally, we explore some of the challenges and perspectives that remain in this rapidly growing field. We
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believe that the systematic and comprehensive contents of this review will stimulate wider research and
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1. Introduction

With a growing population and rapid economic development,
the global energy demand will continue to grow in the future.
Fossil fuels (coal, oil, natural gas, etc.) have always been the
main energy source for the global economy and society due to
their high energy and easy access.! However, the overuse of
fossil fuels has caused serious energy crises and environmental
pollution. Therefore, it is significant to develop and utilize clean
renewable energy to substitute conventional energies.*
Hydrogen is a renewable, clean, zero-carbon-emission
secondary energy. At present, most hydrogen is produced
from fossil resources through steam reforming processes,
which increases the consumption of fossil fuels and emissions
of carbon dioxide. Among the developed technologies,
producing molecular hydrogen from cheap and plentiful water
through electrolysis technology has been widely regarded as
a promising approach due to its simple conversion process,
cleanliness, flexibility and high purity of hydrogen produc-
tion.>* Although water electrolysis technology has been devel-
oped and applied in the two centuries since it was first
reported,>® its widespread application is limited because of its
high energy consumption and high cost.” The electrolytic water
splitting reaction includes two half reactions: cathodic
hydrogen evolution reaction (HER) and anodic oxygen evolution
reaction (OER).® Depending on the reaction environment
(acidic, neutral or basic), the two half-reactions of water elec-
trolysis can be expressed in different ways as shown in Fig. 1.

In alkaline/neutral solution:

40H ———> O, +2H,0 +4de

4H,0 + 4& —> 2H, + 40H"

2H,0 ——> 2H, + 20,

In acidic solution:

2H,0 —> O, +4H* + de

4H* +4e —>  2H,

2H20 _—> 2H2 + 202

Fig.1 The schematic of water splitting reactions under acidic, neutral
and alkaline conditions.
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Under standard conditions (25 °C and 1 atm), the AG of the
water splitting reaction is 237.1 kJ] mol™', corresponding to
a thermodynamic potential of 1.23 V.° However, the adverse
factors of electrode materials (such as activation energy and ion
and gas diffusion) and device-related factors (such as solution
concentration, wire and electrode resistance, electrolyte diffu-
sion blockage, bubble formation, and heat release) result in
a large overpotential during electrolysis. Therefore, the actual
potential of water electrolysis is always far higher than the
theoretical minimum value (commercial cells usually work at
a voltage of 1.8-2.0 V). Therefore, exploring suitable catalysts
to reduce the reaction overpotential and increase the reaction
rate and thus the total electrolysis efficiency is the current
research direction. An ideal catalyst for water electrolysis must
meet two basic requirements. First, the catalyst must be highly
active and have a minimum overpotential to produce a high
current density. Second, the catalyst must have long-term
stability. Hence, the development of electrocatalysts possess-
ing high activity and stability will be favorable for the
advancement of the large-scale applications of electrolysis-
related technologies. Earlier, Pt was used for the HER, while
RuO, and IrO, were used for the OER.**** However, their scar-
city, high cost and non-bifunctional properties hamper the
application in large-scale water splitting. In most of the cases,
the electrocatalysts show high HER performance but worse
performance for the OER in acidic medium, and high OER
performance but inferior performance for the HER in alkaline
medium.* At the same time, to meet the practical application
requirements, the HER and OER should be carried out in the
same electrolyte utilizing a single catalyst to achieve full water
splitting. However, the current prevailing water splitting
requires the integration of two types of catalysts that are espe-
cially suitable for the HER and OER, respectively. Such
a combination is usually incompatible and thus results in
a poor overall performance. Therefore, the development of
bifunctional catalysts, which are highly active for both the HER
and OER, is of prime importance for full water splitting.
Two-dimensional (2D) nanomaterials are regarded as some
of the most promising electrocatalysts for the HER and OER."7"**
The significance and irreplaceability of 2D nano-catalysts can be
demonstrated as follows: (1) 2D nanomaterials have high
specific surface areas (maximal surface to bulk ratio), copious
surface and edge-exposed sites, high morphological anisotropy,
tunable chemical composition, and unique electronic structure;
(2) most 2D catalysts could serve as ideal platforms to couple
with other materials or substrates compared with the bulk
catalyst; (3) 2D catalysts can be easily activated and optimized
for enhanced activity by some activation strategies; (4) 2D
catalysts can be used as an ideal model to investigate the rela-
tionship between the exposed active sites and the catalytic
activity, revealing the catalytic mechanism. In 2004, Geim and
Novoselov isolated graphene for the first time by stripping
graphite.” Since then, researchers have discovered a series of
2D nanomaterials with similar layered structural characteris-
tics, including layered double hydroxides (LDHs), graphite
phase carbon nitride (g-C3;N,), 2D metal-organic frameworks
(MOFs), transition metal dichalcogenides (TMDs) and
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transition metal carbon/nitrogen compounds (MXenes) and 2D
metal nanomaterials, which have attracted extensive research
interest in electrocatalytic due to their unique surface chemistry
properties and high specific surface area. With the development
of electrocatalysts used for water electrolysis, 2D nanomaterials
have been found to be electrocatalytically active toward the OER
or HER. In particular, 2D bifunctional catalysts that can
simultaneously catalyze the HER and OER (i.e., full water
splitting) have attracted extensive attention because of their
decent catalytic performance and cost advantage. In spite of the
great advances, no review is available that is exclusively dedi-
cated to introducing the advances in 2D nanomaterials as
bifunctional electrocatalysts for full water splitting, with
a particular emphasis on activation strategies for improving
bifunctional catalytic activities so far. Moreover, the catalytic
activity origin of electrocatalysts is unclear due to the frequent
lack of deep insights into the catalytic reaction mechanism at
the atomic level, and especially the discussion of the effect of
their electronic structure and morphology on catalytical prop-
erties is still limited.>*?® Thus, we would like to make
a comprehensive summary and induction of the progress of 2D
electrocatalysts used for overall water splitting (considering
the relatively limited reports on 2D metal nanomaterials as
bifunctional electrocatalysts,*”~*° this review does not introduce
it detail), so as to provide reference and guidance for
researchers in related fields.

In this review, we will first provide an overview of 2D bifunc-
tional electrocatalyst categories, including layered double
hydroxides, graphitic carbon nitride, metal-organic frameworks,
transition metal dichalcogenides, and transition metal carbon/
nitrogen compounds, and discuss their structures and synthesis
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Fig. 2 The schematic picture showing two-dimensional nano-
materials about their structures, synthesis methods and activation
strategies in the field of overall water splitting.
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methods, presenting detailed discussion on how the special 2D
systems are synthesized and characterized experimentally which
will complement a comprehensive understanding on the charac-
teristics of 2D bifunctional electrocatalysts. Then, we will
summarize the effective activation strategies of 2D bifunctional
electrocatalysts including doping, defect engineering, nano-
composite construction, interface formation and morphology
engineering (Fig. 2). Meanwhile, the relationship between the
structure and performance of 2D catalysts will be discussed.
Finally, perspectives on the challenges and opportunities in
developing new 2D cost-effective and high-efficiency bifunctional
electrocatalysts for practical applications will be outlined, which
will provide valuable insights for the development of novel 2D
bifunctional electrocatalysts with high performance.

2. Structure of two-dimensional
nanomaterials
2.1 Layered double hydroxides (LDHs)

LDHs are a class of 2D anionic clay materials, which is a general
term for hydrotalcite and hydrotalcite like compounds. As shown
in Fig. 3a, their general expression is [M>";_ M,**(OH),[*[Ay," -
mH,0," where M>" and M*" represent the metal cations respec-
tively, and m represents interlamellar water volume. A,,,,"” is the
intercalation anion, and the x value is equal to the mole ratio of
M>"/(M>*+M*"), and the x value ranges from 0.2 to 0.33. In terms
of expression, LDHs are mainly composed of three parts: main
laminate, interlayer anions and solvent molecules. The main
laminate is composed of divalent metal cations M>" (Ca>*, Fe**,
Mg>*, Zn*", etc.) and trivalent metal cations M*>* (Fe?*, Ni**, Ti**,
Cr*, etc). The interlayer is mainly occupied by intercalated
anions (OH~, NO;~, CO;>~, HCO; ™, etc.), and solvent molecules
are mainly water molecules between the main laminates.*
Generally speaking, M>" and M** metal ions are the active sites in
catalytic reactions of LDHs.*** LDHs with different properties
and functions can be obtained by adjusting the type of metal
cation, the mole ratio of M>*/M>" and the anions in solution.
LDHs have attracted great interest in energy storage/conversion,
chemical sensing, magnetism, optics, biomedical science, and
other fields due to their tunability of composition and the
structure, simplicity of the synthesis process and uniqueness of
physical and chemical properties.*** At present, many kinds of
LDHs are successfully applied in the catalytic electrolysis of water
reaction and show good results due to their excellent electrical
conductivity and structural stability. Since 2009, there has been
an explosion of publications on LDH-based materials employed
as efficient electrocatalysts.***' In order to promote the perfor-
mance of LDH-based electrocatalysts, some strategies including
modification of carbon materials, defect engineering, and
loading of noble metals could be adopted, which will be dis-
cussed in a later chapter.

2.2 Graphite phase carbon nitride (g-C3N,)

g-C3N,, a metal-free polymeric material, is one of the oldest 2D
materials in the record of scientific literature, and has a high
nitrogen content and similar planar structure to graphene.* Its

This journal is © The Royal Society of Chemistry 2023
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Fig. 3 The schematic structures of (a) layered double hydroxides (LDHSs). Reproduced with permission from ref. 30. Copyright 2020, Elsevier. (b)
Graphite phase carbon nitride (g-C3N4). Reproduced with permission from ref. 46. Copyright 2017, American Chemical Society. (c) Metal—
organic frameworks (MOFs). Reproduced with permission from ref. 56. Copyright 2016, Springer Nature. (d) Transition metal dichalcogenides
(TMDs). Reproduced with permission from ref. 61. Copyright 2012, Springer Nature. (e) Transition metal carbon/nitrogen compounds (MXenes).
Reproduced with permission from ref. 66. Copyright 2015, American Chemical Society.

history can be traced back to 1834, when Berzelius successfully
synthesized a carbon nitride compound, which was named by
Liebig. Subsequently, in 1996, Teter et al.** used first-principles
methods to accurately calculate the structure of carbon nitride
compounds and proposed five different crystal structures of
carbon nitride: a-C3;N, phase, B-C;N, phase, cubic C3N, phase,
quasi-cubic C;N, phase and graphite-like C;N, phase. Among
them, the structure of graphite-like C;N, (g-C3N,) is the most
stable. The highly delocalized 7 conjugated system is formed by
sp® hybridization between C atoms and N atoms. Studies have
found that the basic structural units of g-C;N, are two allotropes
of g-C3N,, a triazine ring (C3N3) and a heptazine ring (Ce¢Ny) (as
shown in Fig. 3b).*"*¢ Kroke et al.*” calculated the binding
energy of the heptazine ring unit by first-principles density
functional theory (DFT), and it was 30 KJ mol ", much lower
than that of the triazine ring, indicating that g-C;N, composed
of the heptazine ring was more stable than the triazine ring.
Therefore, the heptazine ring is generally considered to be the
typical structure of g-C;N,. g-C3N, with a heptazine ring as the
structural unit is formed by sp> hybridization, so a 7w conjugated
plane is formed between rings through the connection of N
atoms at the end of the rings, which shows considerable
chemical stability (stable in acids, alkalis, and various organic
solvents), thermal stability (up to 600 °C in air) and an

This journal is © The Royal Society of Chemistry 2023

appealing electronic structure with a suitable bandgap.*® At the
same time, layers are connected by weak van der Waals force.
Thus, g-C;N, has a broad application prospect in the field of
catalysis, triggering a lot of research work.

At present, g-C3N, is widely used in catalytic reactions due to
its advantages of highly active sites, easy preparation, low cost
and excellent photoelectric chemical properties. The applica-
tion of g-C3N, in electrochemical catalysis was first studied in
2009. Lyth et al.*® first demonstrated that g-C3N, had higher
oxygen reduction catalytic activity than carbon black in an
acidic environment, but its ultralow specific surface area and
weak electrical conductivity limited its catalytic activity. After
mixing g-C3N, with carbon black, the specific surface area and
conductivity of the catalyst were improved and the activity was
obviously enhanced. Pure g-C;N, based compounds are not
competitive in the field of electrocatalysis and have low current
densities even at very high overpotentials because of the weak
electrical conductivity. However, the activity of g-C;N, can be
optimized by means of hybridizing with carbon-based mate-
rials, metal or non-metal doping, and regulating the
morphology and nanostructure. Since then, some researchers
began to study modified g-C;N, materials in depth to achieve
enhanced catalytic activity, which had been successfully applied
in water electrolysis to catalyze the HER and OER.

J. Mater. Chem. A, 2023, 11, 18502-18529 | 18505
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2.3 Metal-organic frameworks (MOFs)

A metal-organic framework is a kind of organic-inorganic
hybrid material with intramolecular pores formed by self-
assembly of metal ions or clusters and organic ligands
through coordination bonds.® In layered MOFs, there are
strong in-plane coordination bonds, but weak interactions
between layers (e.g., van der Waals forces and hydrogen
bonding) as shown in Fig. 3c.*> In 1995, Yaghi et al.>* success-
fully synthesized 2D structural MOF materials by reacting the
transition metal Co with 1,3,5-benzenetricarboxylic acid and
proposed the concept of metal-organic frameworks for the first
time. Different from inorganic porous materials and general
organic complexes, MOFs have both the rigidity of inorganic
materials and the flexibility of organic materials, possessing
a designable structure, large channel, and high surface area.
Basically, the metal nodes can serve as active sites for the
catalytic process. Therefore, so far, MOFs have been reported to
be widely used in gas storage, biocatalysis, photocatalysis,
chemical sensing and other fields.*> However, when MOFs are
used in electrocatalysis, the main problems are poor electrical
conductivity and the instability of their own structure caused by
metal nodes surrounded by organic linkers compared with
other 2D nanomaterials.”*** Accordingly, researchers have
made some progress in increasing the electrical conductivity
and stability of MOFs for good electrocatalytic performance by
combining different metal ions or metal clusters with different
organic ligands to adjust the structure.”® Many studies have
shown that 2D MOFs have unique characteristics compared
with gross phase MOFs, which have great potential in the field
of electrocatalysis.***® 2D MOFs allow more active sites to be
exposed on the surface. Due to the lack of organic ligands, the
metal sites on the surface are unsaturated, which greatly
improves the catalytic activity.®® In addition, the ultrathin
structure can provide a short diffusion path and fast electron
charge transfer, further enhancing the catalytic activity. The
diverse and tunable chemical structures of 2D MOFs provide
a convenient way to fabricate a variety of efficient catalysts with
bifunctional catalytic activity by expanding the surface area,
incorporating bimetallic components and combining non-
metallic elements. 2D MOFs also introduce better simplicity
and compatibility for electrocatalytic systems. Despite many
advantages, the research on bifunctional MOF-based catalysts is
still in the initial stage, which faces several challenges in
academic research and industrial applications.

2.4 Transition metal dichalcogenides (TMDs)

Transition metal dichalcogenides are another class of 2D
materials that have been extensively investigated following the
unconventional properties of graphene. TMDs have attracted
extensive attention because of their broad energy application
prospects and striking fundamental properties.®® TMDs can be
described by the chemical formula of MX,, where M refers to
transition metal elements such as molybdenum (Mo), tungsten
(W), niobium (Nb) and rhenium (Re). It is sandwiched between
two chalcogenide X, such as sulfur (S), selenium (Se) and
tellurium (Te) with a thickness of =<1 nm. The atoms are

18506 | J Mater. Chem. A, 2023, 11, 18502-18529
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covalently bonded within each layer (X-M-X), and the indi-
vidual layers are connected together through weak van der
Waals (vdW) forces with +4 state metal and —2 state chalcogen
atoms. Due to the presence of lone pairs of chalcogen atoms
terminating the surface of the layers and the resulting differ-
ence in oxidation states, a significant amount of ionic character
is induced between the metal and chalcogen atoms. MX,
layered structures have three thermodynamically stable struc-
tures: 2H (hexagonal symmetry and triangular prism coordi-
nation, with two layers in each repeating unit), 3R (thombic
symmetry and triangular prism coordination, with three layers
in each repeating unit) and 1T (tetragonal symmetry and octa-
hedral coordination, with one layer in each repeating unit) with
a spacing of 0.7 nm (as shown in Fig. 3d).®* The unique structure
of TMDs can also be visualized from the perspective of two
distinct orientations characterized by surface inertness (basal
planes) and high surface energy (edges), exhibiting anisotropic
properties. It has been revealed that the electrical conductivity
along the layer is =2200 times higher than that across the van
der Waals force gaps between layers, predicting much faster
electron transport at the edges compared to the basal planes.*
Such inherent characteristics of TMDs can give rise to promi-
nently active catalysis in electrocatalytic reactions provided that
the active edges are maximally exposed.®***

2.5 Transition metal carbon/nitrogen compounds (MXenes)

MXene is a new kind of 2D material, which is divided into
transition metal carbide and nitride. In 2011, Gogotsi et al.** for
the first time obtained a 2D layered transition metal carbon/
nitride material (named MX) after selective etching of the A
atom layer in a MAX phase. MAX phases are a large family of
layered ternary transition-metal carbides or nitrides with the
chemical formula M,,.1AX,, (n = 1, 2, or 3), where M is a transi-
tion metal, A is an A-group element (usually IIIA or IVA group),
and X is C or N. Since the M-A bond is weaker than the M-X
bond, the “A” atomic layer can be selectively etched from the
maximum phase using HF. Compared with the crystal structure
of MAX phases, the A atomic layer of MX is missing, and the 2D
structure is similar to that of graphene, so it is named MXene.
There has been an exponential increase in the number of
reports on MXene materials thus far. Researchers have tradi-
tionally defined the general formula for the MXene structure as
M,,.1X, Ty, where n = 1-3, T, represents surface termination
groups, such as -OH, -O, or -F (the structures are shown in
Fig. 3e)* and studies showed that the stoichiometric coefficient
ratios of MXenes are M,X, M;X, and M X; respectively.®”*®
MXene materials have a layered structure with van der Waals
force and hydrogen bonding between the adjacent layers,
a highly adjustable transition metal combination structure and
a large specific surface area. In addition, MXenes also exhibit
excellent charge transfer kinetics meaning good electrical
conductivity compared with other 2D nanomaterials, and the -
OH functional group on the surface can interact with polar
solvents such as water and ethanol, showing good
hydrophilicity.®*”* All of these properties make MXenes an
effective electrocatalyst. As a class of young 2D nanomaterials,

This journal is © The Royal Society of Chemistry 2023
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MXenes feature high electrical conductivity, hydrophilicity, and
adjustable surface properties, and exhibit great potential in
overall water splitting as electrocatalysts. In 2016, Mo,CT, and
TizC,Tx were reported for the first time as HER and OER cata-
lysts, respectively. Since then, the number of MXene papers in
the field of water splitting has increased year by year.”>”*

3. Synthesis method
3.1 Top-down

At present, the methods of synthesizing 2D materials are mainly
divided into top-down and bottom-up methods. Top-down
synthesis is usually the decomposition process of layered or
massive materials under the action of external forces. The key to
this approach is to destroy the van der Waals forces, hydrogen
bonds or m-m stacking between the layered structures, and
further delaminate the layered structures to 2D ultrathin
nanosheets. There are many top-down synthesis methods for
2D nanomaterials, including liquid phase stripping, gas phase
stripping, ultrasonic stripping, mechanical stripping,
intercalation/chemical stripping, etching, etc.

3.1.1 Liquid phase stripping. Liquid phase stripping is one
of the most commonly used methods to prepare 2D nano-
materials. By introducing guest molecules, the interaction
between layers can be reduced. In 2005, Sasaki et al” mixed
Mg,Al-LDH with formamide and successfully separated a large-
size LDH for the first time. Delaminated nanosheets had
a lateral size of several micrometers and a thickness of 0.8 nm, as

View Article Online
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verified by atomic force microscopy (AFM) observation (Fig. 4a).
Formamide is a kind of good interlaminar growth inhibitor, that
can reduce interlaminar interaction and prevent lamellar stack-
ing. Later, Hu et al.” also successfully prepared NiFe, NiCo and
CoCo-LDH nanosheets in formamide (Fig. 4b). Pumera et al.”®
used the liquid stripping strategy to strip bulk MoS, by using
different organic lithium compounds (n-BuLi, Me-Li and #BulLi)
as shown in Fig. 4c. It is revealed that the stripping process of
bulk MoS, was related to the molecular size of the organic lithium
compound. Following the sequence of molecular size (Me-Li < n-
Bu-Li < ¢-Bu-Li), the stripping process was more and more
effective. MoS, produced by n-Bu-Li and ¢-Bu-Li stripping was
more active for the HER than MoS, produced by Me-Li stripping
(Fig. 4d and e). Zhang et al.”” separated ultra-thin g-C3N, nano-
sheets in water by the liquid phase stripping method (diameter of
~70-160 nm and thickness of ~2.5 nm). The nanosheets could be
stably suspended in acidic and alkaline media for one week, and
the density of states of single-layer g-C;N, nanosheets in the
conduction band increased significantly compared with that of
the bulk counterpart. Yang et al.”® also peeled off g-C;N, nano-
sheets with a thickness of ~2 nm using isopropanol as the
medium by using the liquid phase stripping method. In 2015, Lin
et al.” used different proportions of mixed solvents, including
ethanol and water, isopropylamine and water, and N,N-dime-
thylformamide (DMF) and water, to peel the bulk phase of g-C3N,.
It was found that the use of mixed solvent was more conducive to
the preparation of high concentration g-C3;N, nanosheet
suspension. Compared with the bulk, the prepared anisotropic
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(a) AFM image of delaminated MgAl-LDH sheets. Reproduced with permission from ref. 74. Copyright 2005, American Chemical Society.

(b) Schematic representation of LDH nanosheets’ synthesis and structures. Reproduced with permission from ref. 75. Copyright 2014, Springer
Nature. (c) Schematic representation of exfoliation of MoS, with methyllithium, n-butyllithium and tert-butyllithium. (d) Polarization curves and
(e) corresponding Tafel plots for MoS, with different exfoliation media and other control materials. Reproduced with permission from ref. 76.

Copyright 2015, Wiley-VCH.
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Ultrathin CoFe LDH nanosheets

Fig. 5 (a) Schematic representation of CoFe LDH nanosheets obtained by Ar plasma exfoliation. Scanning electron microscope (SEM), trans-
mission electron microscope (TEM), and high resolution transmission electron microscope (HRTEM) images of (b—d) the bulk CoFe LDHs and (e—
g) the ultrathin CoFe LDHs—Ar nanosheets. Reproduced with permission from ref. 80. Copyright 2017, Wiley-VCH.

2D nanosheets had a larger specific surface area and more active
sites, which exhibited better OER activity.

3.1.2 Gas phase stripping. The nanosheets obtained by
liquid phase stripping have strong adsorption to solvent mole-
cules, which hinders the exposure of surface active sites and
thus reduces catalytic activity. Moreover, once the solvent
molecules are removed, the nanosheets formed by stripping
may stack again. In this regard, gas phase stripping can over-
come this problem. Wang et al.*® for the first time used Ar
plasma to strip large CoFe LDHs into ultrathin LDH nanosheets
(thickness of ~0.6 nm) (as shown in Fig. 5e-g). Various vacan-
cies (including oxygen, cobalt and iron vacancies) were formed
in the stripping process, which is conducive to regulating the
electronic structure of the material and reducing the coordi-
nation numbers around cobalt and iron atoms (Fig. 5a). This is
beneficial to the adsorption/desorption behavior optimization
of OER intermediates on the LDH surface. Besides, the ultrathin
structure of 2D LDH nanosheets compared with bulk CoFe
LDHs (Fig. 5b-d) also exposes more active sites and significantly
improves the OER activity. Furthermore, Ar plasma stripping is
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not only clean, efficient and non-toxic, but also can obtain
stable nanosheets in a powder state.

3.1.3 Ultrasonic stripping. Ultrasonic stripping is one of
the simplest methods to obtain high quality 2D nanomaterials.
In the ultrasonic stripping process, the original bulk material in
a specific solvent is exposed to ultrasonic waves, resulting in the
acoustic cavity effect. The continuous nucleation, growth and
collapse of bubbles provide enough energy to break the inter-
planar forces within the 2D material to achieve stripping. In
2008, Nielsen et al.®' first used ultrasonic vibration to peel
metal-organic compounds. The weak interlayer interaction can
be easily overcome by ultrasonic stripping to peel MOFs into 2D
nanosheets. Then, a series of MOFs were successfully stripped
into nanosheets, including [Cu,Br(IN),] N (IN = isonicotinic
acid) nanosheets® and Zn,(BIM), (BIM = benzimidazole)
nanosheets.** Zhao et al.** synthesized ultrathin NiCo bimetal-
MOF nanosheets via ultrasonication exfoliation, showing an
outstanding OER catalytic activity (overpotential of 250 mV at 10
mA cm ™ ?), much smaller than that of the bulk MOF counterpart
(317 mvV). In 2014, Xie et al.*® prepared CoSe,/DETA ultrathin
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Fig. 6 (a) Schematic of the formation of vacancies in CoSe, ultrathin nanosheets. Characterization of CoSe, ultrathin nanosheets: (b) TEM
image; (c) AFM image; (d) HRTEM image. Reproduced with permission from ref. 85. Copyright 2014, American Chemical Society.

layered nanosheets (about 1.4 nm) (Fig. 6b—d) by the ultrasonic
stripping method (as shown in Fig. 6a). In the experiment,
CoSe,/DETA was dispersed in ethanol and ultrasonically treated
with ice water for 12 h. Studies found that vacancy formation
was closely related to the synthesis process. Ultrasonic treat-
ment could enable DETA to separate Co atoms from the lattice
due to the existence of coordination bonds between Co atoms
and DETA and form Co vacancies, which could be used as active
sites for effective adsorption of H,O molecules, thus signifi-
cantly improving the catalytic performance of the OER. Subse-
quently, Kim et al® prepared a series of TMD nanosheets
(MoS,, WS,, TaS, and TiS,) with about several hundred nano-
meters in size using a similar method and applied them in the
HER. Although the ultrasonic stripping method is easy to
operate, it also has some disadvantages, such as low yield and
limited application range (it is generally only suitable for the
structures with weak interlayer interaction).®”*®

3.1.4 Chemical stripping. The ultrasonic stripping is only
applicable to the materials with weak interlayer interaction.
However, the interaction force of some materials in the vertical
direction is very strong, and simple ultrasonic treatment cannot
achieve efficient results. Therefore, the chemical stripping
method is explored. Monolayer g-C3N, nanosheets were
prepared by the chemical exfoliation method.** During the
exfoliation process, H,SO, entered the interlayer of bulk g-C;N,,
and a single layer of g-C3N, nanosheets with a thickness of
about 0.4 nm (Fig. 7b and c) and a radial size of several microns
was obtained (Fig. 7a). The yield of the prepared g-C3N, nano-
sheets was up to 60% using such a method, and the specific
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surface area of the obtained monolayer g-C;N, nanosheets was
about 205.8 m” g~ ', which was about 50 times that of bulk g-
C3N4 (4.3 m”> g™ ).

Song et al.*® obtained MnDMS nanosheets from a flexible
ligand 2,2-dimethylsuccinate and Mn ions. The MnDMS nano-
particles could be obtained by simple ultrasonication of
a MnDMS crystal, which could then be exfoliated into ultrathin
nanosheets by lithium-ion intercalation. Huang et al.®* devel-
oped an electro-chemical/chemical exfoliation strategy to
prepare ultrathin 2D Co-MOF nanosheets as an efficient OER
electrocatalyst. Chemical exfoliation is also generally suitable
for stripping bulk TMDs with organolithium compounds such
as butyllithium (BuLi),”>** methyllithium (MeLi),** or lithium
borohydride (LiBH,)* as intercalation reagents (Fig. 8a—e). In
these studies, Jin et al.®® converted 2H-MoS, multilayered
semiconducting nanostructures into 1T-MoS, polycrystalline
nanosheets by soaking them in n-butyl lithium solution at room
temperature for 6-48 hours (Fig. 8b). Due to the electron
transfer of the embedded Li, the original triangular prismatic
2H-MoS, structure was destroyed, which was conducive to the
octahedral coordination of Mo atoms, thus achieving the tran-
sition to the 1T phase. Then, by reacting the embedded lithium
with excess water to produce hydrogen, the nanostructures were
stripped away, thereby separating the two-dimensional
nanosheets.

3.1.5 Mechanical stripping. Mechanical stripping is also
a common method for preparing 2D layered nanomaterials. For
the first time in 2004, Novoselov et al.*® used the mechanical
stripping method to successfully shed the high directional
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Fig. 7 (a) Illustration of the synthetic strategy of monolayer g-C3N4 nanosheets. (b) AFM images and (c) TEM images of the as-prepared
monolayer g-CzN4 nanosheets. The right panel shows the height and width information of different nanosheets from the AFM images.
Reproduced with permission from ref. 89. Copyright 2013, Royal Society of Chemistry.
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Fig. 8 (a) lllustration of the synthetic strategy and structure of vertical hetero-phase MoTe, (experimental setup for the Li*-intercalation into
a MoTe; single crystal, and the convectional flow of Li* ions was described by two brown arrows in n-butyllithium solution). Reproduced with
permission from ref. 92. Copyright 2019, Wiley-VCH. (b) Illustration of the synthetic strategy of 1T-MoS,. Reproduced with permission from ref.
93. Copyright 2013, American Chemical Society. (c) Illustration of the synthetic strategy of various chemically exfoliated TMDs (MoSe,, WS,, and
WSe,). Reproduced with permission from ref. 94. Copyright 2014, American Chemical Society. (d) SEM image of chemically exfoliated MoS,
nanosheets deposited on SiO,. (e) HRTEM image of chemically exfoliated MoS, with octahedral coordination (1T phase). Reproduced with
permission from ref. 95. Copyright 2013, American Chemical Society.
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Fig. 9 (a) Graphene films: (A) photograph (in normal white light) of
a relatively large multilayer graphene flake with a thickness of ~3 nm
on top of an oxidized Si wafer. (B) AFM image of a 2 um by 2 um area of
this flake near its edge. Colors: dark brown, SiO, surface; orange, 3 nm
height above the SiO; surface. (C) AFM image of single-layer graphene.
Colors: dark brown, SiO, surface; brown-red (central area), 0.8 nm
height; yellow-brown (bottom left), 1.2 nm; orange (top left), 2.5 nm.
Notice the folded part of the film near the bottom, which exhibited
a differential height of ~0.4 nm. Reproduced with permission from ref.
23. Copyright 2004, The American Association for the Advancement of
Science. (b) Schematic of freeze—thaw exfoliation of MAMS-1 crystals
into dispersed nanosheets. (c) Tilted vertical view of the ab plane in the
MAMS-1 monolayer featuring PW1 (amplified view of PW1 highlighted
in magenta). (d) View along an axis of the MAMS-1 monolayer featuring
PW2. Reproduced with permission from ref. 96. Copyright 2017,
Springer Nature.

pyrolysis graphite and observed monolayer graphene. As shown
in Fig. 9a, the graphene films were prepared by mechanical
exfoliation (repeated peeling) of small mesas of highly oriented
pyrolytic graphite. This approach was found to be highly reli-
able and enable the preparation of FLG (few-layer graphene)
films up to 10 um in size. Since then, a series of mechanical
stripping methods have been developed, which use external or
internal mechanical force to break the interaction between
layers (such as van der Waals force, hydrogen bonding and -7
stacking). It is an effective method to obtain micron-sized and
ultrathin 2D materials. Zhao et al.*® reported a new mechanical
stripping method based on a solvent lyophilization and thawing
process. The crystal powder of a MOF (MAMS-1 (Mesh Adjust-
able Molecular Sieve, Nig(5-bbdc)s(n-OH),)) was dispersed in
hexane solution, which was then quickly frozen and thawed
(Fig. 9b). The layers of MAMS-1 were held loosely together
through van der Waals interactions which could be easily
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overwhelmed to afford nanosheets. At the same time, the
nanosheet had two possible gas permeation pathways inter-
connected with each other. One pathway (PW1) was roughly
perpendicular to the monolayer basal plane with a pore size of
about 0.29 nm (Fig. 9c). The second pathway (PW2) with an
aperture of about 0.50 nm was distributed along a direction
parallel to the monolayer base plane (Fig. 9d). Due to the special
structure of the gas channel and the small pore size of PW1, the
gas could be discharged in the direction perpendicular to the
monolayer base plane through the molecular sieve separation
mechanism, so as to obtain lamellar AMS-1 nanosheets
arranged in the direction perpendicular to the monolayer base
plane. Due to the extreme volume variation between the solid
and liquid phases of the hexane solvent, the resulting shear
force was applied to the suspended crystals and promoted the
formation of the peeled 2D nanosheets. The resulting nano-
sheet has an ultrathin thickness of a few atomic layers (about 4
nm) and a large transverse size (10.7 nm).

In 2010, a monolayer and small amount of MoS, were
stripped on a SiO,/Si substrate. Using a micromechanical
stripping method widely used for preparing graphene samples,
large pieces of MoS, were placed on a strip of tape, which was
repeatedly folded and unfolded to separate single and multi-
layer MoS, films from the 2H-MoS, bulk crystal and then
pressed the tape onto a silicon substrate covered with a SiO,
layer. The measurements showed that exfoliation produced

N 2.6 nm
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0.65 nm

Fig. 10 (a) Optical micrograph of thin MoS, films deposited on the
SiO,/Si substrate. (b) AFM height image was taken for the 8 x 8 pm?
area indicated by dotted lines in (a). The thickness of each layer is
shown by the height profile (in green) taken along the blue line in the
AFM image. (c) Schematic model of the MoS, bilayer structure.
Reproduced with permission from ref. 97. Copyright 2010, American
Chemical Society.
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layers with a discrete number of these units. The measurements
showed that exfoliation produced layers with a discrete number
of these units. The AFM image showed that the thickness of
monolayer MoS, was 0.6-0.7 nm, which was consistent with the
layer spacing of monolayer MoS, (0.62 nm), and the films
composed of MoS, showed a wide distribution in heights due to
the stacking of layers (Fig. 10a—c).”

3.1.6 Etching. The chemical etching strategy is the main
method to prepare MXenes, in which HF is widely used as the
etching agent. The HF etching process was first used by Gogotsi®®
and co-workers in 2011 to directly etch Al from Ti;AlC,, through
a simple displacement reaction. At the same time, HF and water
molecules reacted with Ti;C, to form surface terminal groups
including -O, -OH, and -F. Later, Gogotsi et al. reported a series
of MXenes obtained by HF etching, such as Ti,AlC, Ta,AlC;,
(Tio.5NDy 5),AIC, (Vo.5Cr.5)sAlC,, Ti;AICN,” Ti;C,, Ta,Cs, TiNDC,
(Vo.5 Cro.5)3Ca, etc.’® However, the use of F-containing reagents
results in functional surface groups of the products containing F,
which limits their application in electrocatalysis. Later developed
electrochemical etching is an efficient and safe alternative to
MXenes. Yang et al.** prepared monolayer or bilayer Ti;C,T, by
electrochemically etching Tiz;AlC, with 1 mol L™ NH,CI and 0.2
mol L' tetramethylammonium hydroxide as electrolytes (as
shown in Fig. 11a). In this method, chloride ions were able to
rapidly etch the anode Al and break the Ti-Al bond. The subse-
quent intercalation of NH,OH played a key role in opening the
edges of the etched anode and facilitating etching below the
surface. The structural changes during the etching/delamination
process were clearly revealed by X-ray diffraction (XRD) patterns
(Fig. 11b). Due to the introduction of functional groups and the
intercalation of NH,OH mol