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Utilizing renewable sources to convert small-molecule energy carriers (such as nitrogen, carbon dioxide,
water, or oxygen) into high value-added chemicals and fuels is of great significance. Rational design of
the catalyst is the key to achieving efficient catalytic performance. Atomically precise metal nanoclusters
(NCs) exhibit the advantages of high atomic economy, distinctive discrete electronic energy, and
homogeneity in size, composition, structure, and surface environment, not only offering extraordinary
catalytic activity but also providing the opportunity to reveal the reaction mechanism. In the metal NC
family, Au-based NCs have attracted widespread and sustained interest due to their simple preparation,
high stability, easy functionalization, and especially their unique catalytic activity, which once provoked
a “gold rush” in academia. The synergistic effect between different metal atoms is regarded as an
effective strategy to achieve enhanced catalytic performance, but the underlying mechanism is a puzzle.
Recently, abundant, diverse and adjustable atomically precise Au-based bimetallic NCs (doped with Ag,
Cu, Pt, Pd, Cd, Hg, Ir etc.) have emerged, which not only provide a bank of materials for highly active
catalysts, but also provide feasibility for revealing synergistic effects at the atomic level. This perspective
briefly introduces the common synthesis strategy and structural characteristics of atomically precise Au-
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1. Introduction

In order to actively tackle the current increasingly severe energy
crisis and environmental problems, the search for renewable,
clean and environmentally friendly new energy resources has
become the consensus and the focus of joint efforts of all
countries in the world.** Therefore, the catalytic reaction of
small molecules related to new energy storage and conversion
technologies, such as the hydrogen evolution reaction (HER),
the oxygen evolution reaction (OER), the oxygen reduction
reaction (ORR), fuel small-molecule oxidation reactions, the
carbon dioxide reduction reaction (CO,RR), and synthetic
ammonia reactions has aroused great interest and attention in
academia and industry.® Although some breakthroughs have
been achieved after decades of effort and development, these
catalytic reactions still face some bottlenecks that need to be
overcome. For example, the electrocatalytic water splitting
technique for hydrogen production involving HER and OER
theoretically requires an applied voltage of 1.23 V in the
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molecule conversion, and proposes insights and advice for future breakthroughs in this field.

standard state (25 °C, 1 atm).>” However, in actual situations,
the applied voltage is much higher than the theoretical value.
The main reason for this serious deviation from the theoretical
voltage phenomenon is that the activity of existing catalysts is
not high enough to overcome the reaction energy barrier that
OER and HER need to cross as well as solution resistance and
contact resistance.®>*° For full-cells and metal-air batteries, the
critical process is ORR, which not only faces the limitation of
sluggish kinetics but also faces the problem of selectivity,
because it has two possible pathways: one undergoes a 4-elec-
tron transfer step to achieve the complete conversion of O, to
H,0, and the other is a 2-electron reaction pathway to generate
H,0,.""** For CO,RR, the difficulty in CO, activation due to its
chemical inertness and the poor product selectivity due to
various possible reduction pathways are stumbling blocks to its
further development.***” The N, reduction reaction (NRR) to
synthesize ammonia also faced the N, activation problem. In
addition, the diversity of by-product type (i.e. H,, N,H,, NO, ™,
etc.) in NRR or NO3RR (NO;~ reduction reaction) limits the
ammonia synthesis efficiency as well.”*** The catalyst is the key
to the catalytic reaction, where an excellent catalyst can effec-
tively improve catalytic activity, selectivity, and stability by
enhancing the adsorption and activation of the reactant, regu-
lating the adsorption ability of the intermediate, reducing the
limiting-rate-step barrier, promoting mass transfer, etc.>*>*
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Therefore, accelerating the development of novel highly-
efficient catalysts via rational design and precise construction
is of great significance.

In order to improve the reactivity per unit volume of the
catalyst, there are two main strategies: one is to increase the
number of active sites and the other is to improve the reaction
rate. Catalyst miniaturization is an effective method to realize
the former strategy.”*> In recent years, with progress in nano-
material preparation methods and the rapid development of
fine structure characterization techniques, scientists have been
able to achieve the controllable preparation of nanoparticles
(NPs), from tens of nanometers to precise nanoclusters (NCs)
composed of a few to several hundred atoms, and then to single
atom catalysts (SACs), maximizing the utilization rate of atoms
and achieving atomic economy.**** The latter is strongly influ-
enced by the adsorption, activation and desorption behaviours
of reactants, intermediates and products on the catalyst surface.
By using atom doping to exert a synergistic effect between the
components, these behaviours can be regulated and optimized
to obtain an appropriate and matchable interaction between the
reaction molecules and the catalyst, and then realizing an
improvement in the catalytic reaction rate.**** Metal NCs, as an
emerging type of nanocatalyst, bridging the gap between metal
NPs and SACs, has attracted extensive interest due to the
characteristic of having a unique molecule-like discrete elec-
tronic energy different from those of metal NPs or SACs.**** In
addition, compared to its large counterpart metal NPs, metal
NCs have relatively small size with higher atomic utilization and
abundant surface unsaturated coordination active sites.**** In
comparison to SACs, metal NCs exhibit the possibility of
a synergistic effect.**** Furthermore, metal NCs show great
adjustability in terms of catalytic properties, because at the sub-
nanometer scale, even a single atom change will have a huge
impact on the properties of the material.*>*

In recent years, research on metal NC catalysis has under-
gone explosive growth, especially, those metal NCs with precise
composition and structure, due to the potential opportunity to
investigate the catalytic mechanism based on a clear structure-
activity relationship.®»***** Au has for a long time been
considered an unreactive noble metal. In the 1980s, Haruta and
Hutching et al. discovered that small Au NPs exhibit extraordi-
nary catalytic activity in CO oxidation and acetylene hydro-
chlorination, which has caused a boom in research into Au
catalysis.*>** Within the large family of precise NCs, atomically
precise Au-based NCs show high stability and ready solubility in
various solvents, which is very important for practical catalytic
application.*»*® In addition, the advantages of easy preparation,
high yield, and versatile surface functionalization are also the
foundation of Au-based NCs as excellent catalysts.’** For
example, the typical representative, Au,; series NCs, can be seen
as the standard-bearer of the NC family due to their early
discovery (successfully synthesized in 1998 and structurally
determined in 2008), and in-depth investigation (properties of
optics, chirality, magnetism, electrochemistry, etc.), and wide
application (catalysis, chemical sensing, imaging, bio-labeling,
etc.).*»% Furthermore, a variety of derivatives with abundant

© 2025 The Author(s). Published by the Royal Society of Chemistry

View Article Online

Chemical Science

diversity in terms of properties can be obtained by metal
doping, changing ligands, regulating charge states, etc.**%®

Among various adjustment strategies, heteroatom doping is
an effective way to significantly expand the diversity of the
composition and structure of NCs and provide a potential
synergistic effect for improving catalytic performance. Speaking
of a synergistic effect, it is a widely known concept among the
public. Simply put, in the field of catalysis, a synergistic effect
refers to the catalytic performance produced by the combina-
tion of multiple components surpassing that of a single
component. It is mainly manifested through synergistic effects
between metal atoms, between metals and supports, and
between metal atoms and ligands. Here, we focus on the
synergistic effects between metal atoms, reflected in the inter-
actions between different metal active centers. Taking the
ternary catalyst PtPdRh in automobile exhaust treatment as an
example, Pt is mainly responsible for catalyzing the oxidation
reaction of CO and CH,, converting them into non-toxic CO,
and H,0. Pd also participates in this process, mainly playing
a role in heat resistance and improving stability. Rh is mainly
responsible for catalyzing the reduction reaction of NO,, con-
verting them into N, and O,. The synergistic effect among the
three achieves efficient catalytic activity and stability.

More importantly, the selective and purposeful introduction
of foreign atoms into a monometallic NC can rationally opti-
mize catalytic performance via modulation of electronic struc-
ture, additional active sites, and improvement in structural
stability.***”*® Many researches have reported that Au NCs can
be partially substituted with Ag, Cu, Pt, Pd, Cd, Hg, or Ir, and the
Au-based alloy NCs perform with superior catalytic activity to
their parent Au NCs in numerous reactions due to the syner-
gistic effect.®® Motivated by the current era of rapid development
of NC materials and energy catalysis, herein, recent advances in
atomically precise Au-based bimetallic NCs in energy-related
small-molecule catalytic conversion are reviewed, including
a summary of common synthesis strategies and structural
characteristic of Au-based bimetallic NCs, and a discussion of
the synergistic effect on catalytic activity, selectivity, and
stability in HER, OER, ORR, CO,RR, NRR, NO3RR, etc.

2. Synthesis strategy and structural
characteristic of Au-based bimetallic
NCs

This section briefly introduces the general synthetic method for
Au-based bimetallic NCs and their structural characteristics,
such as heteroatom doping number, type and position. The
precise and controllable synthesis of materials with high purity
and yield is the basis for a benign industrial catalyst. However,
synthesizing clusters with precise structures is not an easy task.
After extensive attempts and efforts by researchers, it was not
until Zhu et al. determined the crystal structure of Au,s(SR)qs
clusters using X-ray single crystal diffraction in 2008 that the
synthesis of atomically precise metal clusters entered a stage of
explosive growth.” Our previous review summarized several
synthesis strategies for atomically precise metal NCs, such as
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the direct synthesis method, size-focusing method, ligand-
exchange method, chemical etching method, reduction
method, metal-exchange method, separation method, inter-
cluster reaction method, and anion-template-assisted
method.*® In addition, a lot of cluster-related reviews have
summarized synthesis methods.****”* Besides those mentioned
above, others such as mass-selected gas-phase method,
template methods, photoreduction method, sonochemical
method, microemulsion method, radiolytic method, electro-
chemical method, and the microwave-assisted method, have
also been successfully applied in cluster synthesis. However, not
all methods are suitable for the synthesis of bimetallic NCs.
Here, we mainly introduce synthesis methods applicable to
bimetallic clusters, where common and general methods
include the direct co-reduction strategy, cation-assisted
strategy, anti-galvanic reduction (AGR) strategy, metal-
exchange strategy, and intercluster reaction strategy. The
basic principles of these methods are refined and summarized,
and corresponding application examples are provided for
readers to understand.

Direct co-reduction strategy: It usually takes a metal-ligand
complex (i.e. Au-SR, Ag-SR, etc.) as a precursor and directly
synthesizes bimetallic NCs with a reducing agent (i.e. NaBH,,
CO, etc.); it is also called “in situ” or “one-pot” synthesis.***® For
example, Au,s_ Ag,(SR);s NCs with continuously modulated x
have been successfully synthesized by this method.”

Cation-assisted strategy: this refers to the synthesis of
bimetallic NCs by the reaction of the existing parent NCs with
another metal cation.* For instance, Murray et al. obtained
Auys_,Ag,(SR);s NCs by utilizing Ag’ ions reacting with
Au,5(SR);s NCs.”

Anti-galvanic reduction (AGR) strategy: Wu et al. proposed
that the redox potential of the order of metals is no longer the
only decisive thermodynamic parameter when the size of NCs is
less than 3 nm.” They prepared Au-Ag and Au-Cu bimetallic
NCs by doping heteroatoms in Au,s(SR);3 on the basis of the
AGR method.””®

Metal-exchange strategy: instead of using an inorganic metal
salt, an organic metal-ligand complex is used in the synthesis of
bimetallic NCs, and this synthesis process can no longer relate
to the rule of metal redox potential.”” For example, our group
utilized Au,5(SR);s as a template to synthesize Cd;Au,,(SR)ig
and Hg;Au,4(SR);g by this method.”®

Intercluster reaction strategy: this refers to the preparation
of new bimetallic NCs via the reaction between two stable
NCs.**% For example, (Au,s ,Ag)(SR)1s and Au,Agss (SR)s0
NCs are obtained by spontaneously exchanging metal atoms
after mixing Au,5(SR):g and Ag,4(SR)z0.”

For bimetallic NCs formed by heteroatom doping, the most
important considerations are the type, number and position of
the doping atoms, because these structural parameters have
a great influence on the catalytic performance. Considering that
NCs can be viewed as being composed of a metal kernel and
a metal-ligand motif, the doping position of the heteroatom
can be divided into center doping, kernel doping, kernel surface
doping, and motif doping (Fig. 1). For motif doping, the
heteroatom is connected with the coordination atom of the
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Fig.1 Schematic diagram of the doping position of the heteroatom in
Au-based bimetallic NCs. Atom colors: Au = orange, heteroatom =
blue, S = red.

ligand, such as S, P, or N atoms. It is located on the outside of
the cluster and has the opportunity to make direct contact with
the reactant. For kernel doping (including center doping and
kernel surface doping simultaneously) and kernel surface
doping, the heteroatom is located at the surface of the metal
core. When the catalytic reaction occurs, some ligands will
detach due to the weak connection between metal atoms and
ligands, and the atoms at the surface of the metal core are
exposed as active centers to directly participate in the reaction.
For center doping, the heteroatom is located at the center of the
metal core, and it seems to have no influence on catalysis due to
the indirect contact with the reactant. However, it can partici-
pate in the catalytic reaction by modulating the electronic
structure of the metal core, regulating the interaction strength
with the reactant or intermediate, and optimizing the reaction
pathway and kinetics. The synthesis methods and characteristic
structural parameters of Au-based bimetallic NCs reported in
recent years are summarized in Appendix Table 1.

3. Au-based bimetallic NCs in
energy-related catalysis

Aiming at current attractive energy-related catalytic reactions,
this part classifies, summarizes, and discusses recent progress
in the synergistic effects of Au-based bimetallic NCs in the
hydrogen evolution reaction, oxygen evolution reaction, oxygen
reduction reaction, fuel small-molecule oxidation reaction,
carbon dioxide reduction reaction, and synthetic ammonia
reaction.

3.1 Au-based bimetallic NCs in the hydrogen evolution
reaction

The gradual depletion of fossil fuels and consequent environ-
mental and climate concerns have stimulated the development
and use of clean and renewable energy sources. Among various
clean energy carriers, hydrogen with its high energy density is
considered to be one of the promising energy resources for
a sustainable society.?® The hydrogen evolution reaction (HER),
which uses the abundant water on Earth as a raw material and is
driven by renewable energy, such as hydropower, photovoltaic,
wind, or tidal energy, is an ideal method of hydrogen produc-
tion, which has many advantages, including environmental
friendliness, production of high-purity hydrogen, and low
carbon emissions.** Currently, the mainstream prediction
method for the superiority of the HER catalyst is based on the

© 2025 The Author(s). Published by the Royal Society of Chemistry
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volcano plot, which is constructed by linking the hydrogen
adsorption energy with the exchange current.®” According to the
Sabatier principle, a good HER catalyst does not bind the
hydrogen too weakly or too strongly; therefore, a nearly ther-
modynamically neutral hydrogen binding step is assurance of
a good HER catalyst.*

At present, Pt is recognized as the best-known efficient HER
electrocatalyst; however, its high cost and scarce stocks hamper
its large-scale industrial application.®* As the sixth period
element in the periodic table next to Pt, the electronic structure
of Au is similar to that of Pt, so there is reason to believe that Au
NCs have the potential to be an outstanding HER catalyst.**%¢
Kwak et al. selectively replaced the center Au atom in Au,s NCs
with a single Pt atom and obtained Pt;Au,, bimetallic NCs
(Fig. 2a).*” Pt doping has little effect on the geometric structure
of the NCs; Pt;Au,, almost maintains the configuration of the
original Au,s. However, the electronic structure changes a lot,
which is reflected in the surface charge state ([Pt;Au,,]’ &
[Au,s]7), superatomic electronic configuration (Au,s: 8-electron,
Pt;Au,,: 6-electron)®**° and optical absorbance spectra (Au,s :
1.8 eV, Pt;Auy,:1.1 and 2.1 eV). The redox behavior is also
drastically altered. As measured by square-wave voltammetry
(SWV), the gaps between the first oxidation (O1) and reduction
(R1) potential for Au,s and Pt;Au,, are 1.67 and 0.73 V,
respectively (Fig. 2b). The HOMO-LUMO (highest occupied-
lowest unoccupied molecular orbitals) gaps are 1.32 and
0.29 V for Au,s and Pt;Au,,, respectively. It is worth noting that
the reduction potential of Pt;Au,, is nearly 1 V more positive
than that of Au,s, indicating the possibility of a lower over-
potential for the electrocatalytic reduction reaction. This
conjecture is further confirmed by the result of linear sweep
voltammograms (LSVs). In THF (0.1 M Bu,NPFg) solution con-
taining 1.0 M trifluoroacetic acid (TFA), Au,s and Pt;Au,, show
onset potentials at —1.10 and —0.89 V, respectively (Fig. 2c).
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Notably, the overpotential for Pt;Au,, is ~70 mV (relative to
—0.82 V, the thermodynamic reduction potential of a proton in
THF with 1.0 M TFA), which is superior to other natural
hydrogenase enzymes (~100 mV).**** With an increase in TFA
concentration, the current at —0.76 V (the first reduction
[Pt;Au,4]°/ ) of Pt;Au,, shows no significant change, while the
current at —1.10 V (the second reduction [Pt;Au,,] />7) is
significantly enhanced, suggesting that Pt;Au,, acts as an
electron transfer mediator for HER (Fig. 2d).°**® The kops
(pseudo-first-order rate constant) of Pt;Au,, is calculated to be
121000 s~ ' at 7 = 650 mV, which is higher than that of Au,;
(8000 s ") or other molecule-like complexes (Co-complex: 700
s~ at 7 = 890 mV, Cu-complex: 11000 s~ at = 720 mV, Ni-
complex: 106000 s~ ' at 7 = 650 mV) (Fig. 2¢).°*®

In addition, Pt;Au,, shows charge-state-dependent catalytic
activity, indicating molecule-like catalytic behavior different
from that of the larger-sized metal NPs. The currents at poten-
tials negative to the [Pt;Au,,] "> all exhibit linear correlation
with [Pt;Au,,] and [TFA]"?, suggesting a heterolytic HER
mechanism, [H-Pt;Au,,]” + H" — [Pt;Au,,]® + H,. In contrast,
the current at the potential at which [Pt;Au,,]|” exists as the
predominant form shows linear correlation with [TFA] and
[Pt;Au,,]*%, indicating a homolytic HER mechanism, [H-
PtAu,,]° + [H-Pt;Auy,]® — 2[PtAu,,]® + H,. The heterolytic
HER mechanism over Pt;Au,, is further confirmed by density
functional theory (DFT) calculations with an energy change of
—0.155 eV, while for Au,s, the thermodynamically favorable
HER pathway is the homolytic mechanism (Fig. 2f). Addition-
ally, an H-Pt bond can spontaneously form. The bond length
between adsorbed H and central Pt is shorter than that between
adsorbed H and surface Au, indicating that the stronger H-Pt
interaction is beneficial for HER energetics on [Pt;Au,,]” . As
a result, Pt;Au,, exhibits excellent HER activity whether for

homogeneous catalysis in non-aqueous solvent or
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solution containing 1.0 M TFA without a catalyst (black) and with Au,s (red) and PtjAuy4 (blue). (d) LSVs of PtjAusy in THF (0.1 M BuyNPFg) with
different concentrations of TFA. (e) Kops—potential plots for Au,s (red) and PtjAu,4 (blue). (f) Reaction energy calculation for HER on PtjAusg.
Reproduced from ref. 87 with permission from Springer Nature, copyright 2017.
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heterogeneous catalysis in aqueous media, compared to Au,s,
other molecule-like commercial Pt/C
benchmarking.

Recently, Sun et al. revisited the electrocatalytic HER activity
origin of Pt;Au,, NCs by a combination of advanced first-
principles calculations and attenuated total reflection surface-
enhanced infrared absorption spectroscopy (ATR-SEIRAS)
experiments.” They found that in addition to the central Pt
atom, the exposed bridged Au site, due to spontaneous thiolate
ligand desorption during the electrochemical process, is also
a catalytically active site. The synergistic effect between the two
types of active site contributes to the extraordinary HER activity
of the Pt;Au,, cluster. As Pt centrally doped Pt;Au,, significantly
improves HER activity, it is natural for researchers to ask
whether Pd;Au,,4, which has a nearly isoelectronic structure and
similar redox property, would also exhibit similarly high HER
activity. Choi et al. systematically compared the HER catalytic
activity parameters, such as onset potential (E,nset), current
density, and turnover frequency (TOF) of M;Au,, and M,Auze (M
= Pt, Pd).* Compared to non-doped Au NCs, atom doping not
only brings about a change in the electrochemical redox prop-
erty, but also causes an improvement in HER activity. Eqopget 1S
determined by the match between the reduction potential of NC
and H'. In both M;Au,, and M,Aus, systems, Pt doping shows
higher current density and TOF than Pd doping, which is
attributed to the lower H adsorption free energy (AGy) in Pt-
doped Au NCs (Fig. 3a). Based on the excellent HER perfor-
mance of Pt;Au,,, Negishi et al. further changed the surface
ligand to, for example, C6 = 1-hexanethiolates, TBBT = 4-tert-
butylbenzenethiolate, PDT = 1,3-propanedithiolate, or PET = 2-

complexes, or

2H*
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phenylethanethiolate, in pursuit of higher catalytic activity.'**
Due to the differences in the lengths and orientations of -Au(i)-
SR-Au(1)- staples between TDT/PDT- and C6/PET-protected NCs,
the Au atoms of the Pt;Au;, metal core in TDT/PDT-protected
Pt;Au,,; NCs are exposed on the outside, resulting in
enhanced HER activity. Although Ag is considered to be inactive
for HER, obtaining AuAg alloy NCs with comparable HER
activity is highly possible via a reasonable design. Li et al.
synthesized AuzsAg,(SR);s NCs, which can be regarded as
having a trimeric structure, that is with three icosahedral (1},)
units face-fused together in a cyclic manner.'** The unique face-
fusion mode in AuzsAg, endows it with unfilled superatomic
orbitals, a low ligand-to-metal ratio, and low-coordinated Au
atoms, leading to lower AGy and higher electron affinity, thus
showing improved HER activity over its counterpart monomeric
Au,;s and dimeric Auzg (Fig. 3b and c).

In addition to the synergies between different metal
components within clusters, there are also interactions between
NCs and functional carriers, which can be combined in one
system to maximize synergies. Du et al. designed and synthe-
sized Au,Pds NCs, which can be considered to be two Pd; NCs
connected by an Au, unit.'” On the one hand, after MoS, couple
metal NCs, the number of catalytic active sites is increased, and
electron transport is promoted, resulting in enhanced HER
activity. On the other hand, compared to monometallic Au, and
Pd; NCs, and mixed Au,-Pd; NCs, bimetallic Au,Pdg shows the
best HER activity with the lowest overpotential, the smallest
Tafel slope and electrochemical resistance, and the largest
electrochemically active surface area and TOF value (Fig. 3d-i).
X-ray photoelectron spectroscopy and Raman results indicate
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(a) Schematic diagram of M;Au,4 (M = Pt, Pd) enhanced HER activity compared to Au,s NCs. Reproduced from ref. 100 with permission

from American Chemical Society, copyright 2018. (b) LSVs and (c) AGy of Auzs, Auzg, and AuzsAg,. Reproduced from ref. 102 with permission
from American Chemical Society, copyright 2021. (d) LSVs, (e) current density and overpotential comparison, (f) Tafel slope, (g) electrochemical
impedance spectroscopy, and (h) electrochemical double-layer capacitance of MoS,, Au,/MoS,, Pdz/MoS,, Au,—Pdz/MoS,, and Au,Pdg/MoS;. (i)
Stability test of Au,Pdg/MoS,. Reproduced from ref. 103 with permission from Royal Society of Chemistry, copyright 2018.
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the strong electronic interaction between NCs and MoS,. DFT
calculations demonstrate that the largest number of catalytic
sites with almost nearly zero AGy occur on Au,Pde¢/MoS,,
further explaining the excellent HER activity of Au,Pds/MoS,
from a theoretical perspective. A similar phenomenon is
observed on bimetallic Au,Cu, NCs, which show better HER
activity than that of monometallic Cug or Aug NCs.'** Taking
atomically precise alloy NCs as a precursor to proceed with
ligand-assisted pyrolysis is a novel method to form nanocluster/
single atom (NC/SA) composite systems. Lv et al. obtained
a hybrid system containing two different active sites types, AuPd
alloy NCs and satellite Pd SAs (AuPdycs/Pdsas), by controllable
thermal treatment of Au,Pd,(SC,H,Ph)s.'” In the hybrid
system, the satellite Pd SAs play the role of optimizing the
electronic structure, and the Au sites effectively promote the
adsorption and dissociation of H,O molecules. Thereby, the
synergy between Au and Pd promotes the excellent HER activity
of AuPdycs/Pdsas-600, which shows one order of magnitude
higher mass activity and TOF than commercial Pd/C or Pt/C.
In addition to electrocatalytic HER, solar-driven photo-
catalytic water splitting is a sustainable and clean approach to
produce hydrogen. Metal NCs exhibit a molecule-like discrete
electronic energy band and strong light absorption in broad
spectra, which meet the basic requirements for potential
promising photocatalysts.'”® Bootharaju et al synthesized
a selenolated [Au;,Ag;,(SePh);o]*~ core-shell cluster based on
a templated galvanic exchange strategy, which is comprised of
an Au icosahedral core and an Ag;,(SePh)s;, shell.' The
synergistic effect between the Au core and the Ag shell greatly
changes the overall electronic structure, which aligns well with
the band structure of TiO,, facilitating photogenerated charge
carrier separation. Therefore, Au;,Ag;,/TiO, shows a photo-
catalytic H, production rate of 6810 umol g~ ' h™* under solar
irradiation, which is 37.8 and 6 times higher than those of TiO,
and Ag,,/TiO,, respectively (Fig. 4a and b). Liu et al. obtained
[Au,Ag,s »(SR)1g] seriesNCs(1=x=3,3=x=8,19=x =23,
defined as NC-1, NC-2, NC-3)."*® Under visible-light irradiation,
the H, production rate follows the order: NC-3 > NC-2 > NC-1 >
Auys > Ag,s. As revealed by DFT calculation, bimetallic Au,-
Ag,s_, shows that the better photocatalytic HER activity is due
to the optimization of electronic structure caused by the Au-Ag
synergy. The narrowed HOMO-LUMO gap in Au,Ag,s_, partially
contributes to the better HER performance. What is more, the
microenvironment localized in dual Au-Ag sites benefits the
formation of electron-acceptor centers, resulting in photo-
generated electrons tending to remain in a cluster to reduce the
adsorbed H' (Fig. 4c). Additionally, the Au-Ag bimetallic
synergistic effect upshifts the D-band centers and balances
hydrogen adsorption/desorption dynamics (Fig. 4d and e).
Kurashige et al. loaded Pd;Au,, and Pt;Au,, on BaLa,Ti,O;5 via
stepwise ligand-exchange, adsorption, and calcination
processes, to investigate the effect of heteroatom doping type on
photocatalytic HER activity.'* Although the Pd and Pt atoms are
both in the center of M;Au,, when it exists in the form of NCs
alone, the positions of Pd and Pt atom are different after
depositing them on BaLa,Ti,O;s. As can be rationally inferred
from extended X-ray absorption fine structure (EXAFS)
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spectroscopy results, Pd is located at the surface of the NCs,
while Pt is at the interface between NCs and BaLa,Ti O;s.
Whether Pd or Pt doping is used, the electron density of Au in
the NCs is improved. However, for photocatalytic HER activity
opposite results are obtained, where Pt doping increases the
activity; in contrast, Pd doping causes a decrease in activity,
which to a great degree can be attributed to the doping position
of the heteroatom (Fig. 4f).

3.2 Au-based bimetallic NCs in the oxygen evolution
reaction

The oxygen evolution reaction (OER) is an elementary reaction
of great importance in the field of energy and the environment.
It refers to the half-reaction that occurs on the anode during
electrolysis of H,O. Because OER involves a four-electron
transfer process, it exhibits slow reaction kinetics, and
requires higher energy to trigger a reaction; therefore, it is the
key factor restricting the efficiency of an overall H,O electrolysis
device."*'™ Liu et al. synthesized an alkynyl-protected AuAg
alloy cluster, Au;5Ag,3(‘BuC=C),4Brs, which has a triple-layered
core-shell-shell (Aus@AusAg,; @Au;) configuration."? Au;5Ag,3
not only shows excellent electrocatalytic HER activity (n =
125 mV to reach 10 mA cm ™ > current density) but it also displays
an outstanding OER property when it is loaded on NiFe layered
double hydroxide, whose overpotential is 250 mV to reach 10
mA cm 2 (Fig. 5a). In an overall water splitting (OWS) system,
achieving 10 mA cm ™2 requires only 1.51 V, and it performs for
as long as 50 h in a stability test.

The electrocatalytic OWS performance of Au NCs can be
regulated by utilizing the electron-attracting ability of an Fe
atom to Au NCs. Sun et al. synthesized a hybrid system of Au-
Fe;NCs loaded on Ni foam to act as alkaline HER and OER
bifunctional electrocatalysts.’*®* The electron structure of H
adsorption on the Au NC surface is optimized by the introduc-
tion of Fe atoms, manifested by a low overpotential of 35.6 mV
to reach 10 mA cm ™2 current density in HER. In addition, the
hybrid system Au-Fe;NCs display good OER activity with
a 246 mV low overpotential at 10 mA cm™ > oxidation current
density. In a two-electrode alkaline OWS device, the cell voltage
to reach 10 mA cm™> current density is only 1.52 V, and the
durability test lasts for 40 h. The synergistic effect in Au-Fe;NCs
is elucidated by X-ray photoelectron spectroscopy (XPS) experi-
ments and DFT theoretical calculations, mainly reflected in the
promotion of electron delocalization and enhancement of O-H
bond activation of Au NCs and an upshift in the D-band center
of the Fe atom.

The synergistic effect induced by heteroatom doping has
shown great improvement in electrochemical activity; however,
the understanding of the effect on photo-/photoelectro-catalytic
activity, especially that involving charge transfer characteristics,
remains blank. Su et al. took glutathione-protected Ag-doped Au
NCs (Au; _,Ag,@GSH) and a non-conjugated insulating polymer
of poly(diallyl-dimethylammonium chloride) (PDDA), as nega-
tively and positively charged building blocks to elaborately
fabricate a spatially multilayered alloy NCs/metal oxide photo-
anode heterostructure via layer-by-layer (LBL) assembly.'**
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Au,_,Ag,@GSH acts as a photosensitizer that can be instantly 3.3 Au-based bimetallic NCs in the oxygen reduction
photoexcited to generate e~ and h", and PDDA plays the role of  reaction

an electron-withdrawing mediator to accelerate interfacial
charge transfer and form a cascade electron transport channel.
As a result, LBL-assembled TiO,/(PDDA-Au; _,Ag,), shows good
photoelectrochemical H,O oxidation performance under
visible-light irradiation.

The electrocatalytic oxygen reduction reaction (ORR) is the
process by which oxygen is reduced to water or other oxygen-
containing species in an electrochemical system. ORR usually
has two reaction pathways, one of which is the 4-electron
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Fig. 5 (a) Schematic diagram of AuisAgos NC as efficient HER and OER catalyst. Reproduced from ref. 112 with permission from Elsevier,
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reduction process, starting from O, to H,O, and it is one of the
key reactions in energy conversion devices such as fuel cells and
metal-air batteries, and its efficiency has a decisive impact on
the performance of these devices."*'®* While the other one is
the 2-electron pathway, converting O, to H,0,, which can serve
as a promising alternative to the traditional energy-intensive
anthraquinone process."”**

According to theoretical calculation, the decrease in the core
size of Au NPs will result in a narrowed D-band and shift to the
Fermi level, which are considered to be beneficial for O,
adsorption.”*'*' At an early stage, Chen et al. utilized two series
of Au NCs with different core sizes to investigate the effect of
size on ORR activity, and they found the ORR catalytic activity of
both follows the trend where a smaller size of NCs results in
better ORR reactivity (Auy; > Au,s > Auss > AUy and Auys > Augg
> Auyyq).”*>"** Besides the core size of the NCs, heteroatom
doping is another critical factor influencing the ORR activity of
Au NCs. Zou et al. synthesized M;Ag,,(dppf);(SAdm),,](BPh,),
(M = Au/Ag) by introducing 1,1-bis-(diphenylphosphino)-
ferrocene (dppf) as an activating ligand.** Dppf is a derivative
of ferrocene as well as an electron donor, acting as a common
protective ligand used to design and synthesize a metal complex
with excellent electrochemical activity. Compared to other Au/
Ag NCs without a dppf ligand, the two NCs show better ORR
activity. In addition, the two NCs exhibit the same icosahedral
M,;; (M = Au/Ag) kernel with a protective shell of 3 Ag;(SR),
motifs and the protection of 3 dppf ligands (Fig. 5b). The
identical geometric structure provides an ideal platform to
reveal the heteroatom doping effect. Au;Ag,; shows higher
onset potential and diffusion limited current density, indicating
better ORR activity than that of Ag,, (Fig. 5¢).

Xu et al. simultaneously introduced a dppf surface ligand
and a Cd surface doping atom to perform a surface engineering
strategy, and then obtained Au,,Cd;(SAdm),,(dppf)Cl NCs."*®
Au,,Cd; and Auzg NCs have a similar bi-icosahedral Au,; core,
but different surface structures due to surface engineering. The
reconstructed surface structure offers enhanced ORR activity for
Au,,Cd,. The synergistic effect between Au and Cd is not only
reflected in a comparison of the ORR catalytic activity of
Au,,Cd,; and Auzg NCs but is also manifested in the improved
ORR activity of Au,,Cd; compared to that of Au,, NCs.
Furthermore, based on the Koutecky-Levich plots, the overall
number of electrons transferred for Cd-doped Au NCs is higher
than that for bare Au NCs (Ausg:2, Au,,Cdy: 3.3, Auy,:2.2,
Au,,Cdy: 3), indicating that Cd doping will change the ORR
reaction pathway of Au NCs. In addition to Ag/Cd doping, AuPd
alloy NCs show better ORR activity than Au NCs. Yan et al
synthesized GSH-protected AuPd NCs and tuned the structure
and composition with the Pd-to-Au ratio.”® The AuPd NCs are
supported on carbon nanosheets and the protective ligand is
completely removed by calcination. The hybrid composite with
30% metal mass loading and Pd-to-Au ratio of 1:2 exhibits
optimized ORR activity.

Although there is lots of research into Au,(SR),,-related alloy
NCs in electrocatalytic HER, OER, and ORR, the activities are
obtained under different experimental conditions, so it is
difficult to make a deep comparison and develop a general rule

© 2025 The Author(s). Published by the Royal Society of Chemistry

View Article Online

Chemical Science

about the methods needed to achieve high activity. Kumar et al.
systematically investigated the effect of heteroatom species on
the activity of these reactions."” Compared to Cu/Ag doping, Pd-
doped Au NCs show the highest current density in all three
reactions (Fig. 5d-g). Other parameters, such as the number of
constituent atoms or ligand functional groups, are also carefully
evaluated. The results indicate that the decreased number of
constituent atoms and thickness of the ligand layer are helpful
for an improvement in activity in all three reactions.

3.4 Au-based bimetallic NCs in the fuel small-molecule
oxidation reaction

Afuel cell is a chemical device that converts the chemical energy
of a fuel directly into electrical energy. Theoretically, it can
operate at close to 100% thermal efficiency. It exhibits lots of
advantages, such as high economy, low environmental pollu-
tion, high reliability, a wide selection of fuels and easy
construction.””**** Depending on the type of fuel entering at the
anode, different types of fuel cells can be obtained. For example,
a direct ethanol fuel cell (DEFC) is a device that uses ethanol
with its merits of high energy density, low cost and easy storage
as a fuel to perform an anodic oxidation reaction and convert it
into electric energy."**"** Au NCs exhibit excellent performance
in the ethanol oxidation reaction (EOR). Tang et al. reported
alkynyl-protected Au,g(DMPA),, NCs (DMPA = 1-ethynyl-2,4-
dimethylbenzene) synthesized by a direct reduction
method."* Compared to thiol-ligand-protected Auy,g(SR)y, (here
SR = TBBT/CPT, TBBT = 4-tertbutylbenzenethiol, CPT =
cyclopentanethiol) with a similar structure, Au,g(DMPA),,
shows superior EOR mass activity and specific activity. In order
to further improve the EOR activity, commercial Pd and Pt are
introduced into Au NCs as heteroatom dopants. Zhang et al
synthesized surface-clean Pt;Au NCs with a uniform size of
2.1 nm supported on PDDA-functionalized graphene (Pts-
Au@PDDA-G) by a CO reduction method."®” The obtained Pt;Au
NCs not only effectively suppress Ostwald ripening but also
show enhanced EOR activity due to the more efficient removal
of the adsorbed CO-like intermediates based on the synergistic
effect between Pt and Au. Similarly, Cui et al. utilized a wet-
chemical method to synthesize AuPd NCs with an average size
of 1.0 nm supported on amine-functionalized carbon black
(AUPd/CBy_,)."** In EOR, Aug4Pdy¢/CBy_a exhibits 5.25 A
mgaupa - Mass activity and 5.98 mA cmy.pq > specific activity,
which are 9.7 and 3.4 times greater than those of commercial
Pd/C (0.54 A mgpq " and 1.74 mA cmpy ), Tespectively.

In addition, direct formic acid fuel cells (DFAFCs) fueled by
formic acid are considered to be one of the most promising
power sources for portable electronic devices in the future due
to their small size, low toxicity and low penetration of Nafion
membranes.”*>*° Pt is generally considered to be the most
effective catalyst towards the anodic reaction of DFAFCs, formic
acid oxidation (FAO). However, due to its poor resistance to CO
toxicity, its current development faces a bottleneck. Lu et al.
synthesized single-Pt-atom-doped Au,s (Pt;Au,,(SR);g) NCs.™**
Although only one Pt replaces the central Au atom, Pt;Au,,
shows excellent FAO performance with a high mass activity of
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3.7 Amgpuau |, which is 12 and 34 times higher than that of Pt
NCs and commercial Pt/C, respectively. Moreover, the unavail-
ability of adjacent Pt atoms in Pt;Au,, NCs effectively
suppresses the poisoning of CO intermediates, which is re-
flected in the outstanding performance in an accelerated
durability test and CO stripping experiment. On the basis of in
situ electrochemical FTIR observation and thermodynamic and
kinetic calculation, the FAO process on Pt;Au,, is speculated to
be a direct pathway with COOH* as the preferred reactive
intermediate. The introduction of a Pt atom leads to a decreased
HOMO-LUMO gap and higher reactivity, and the original Au
atomic shell plays a CO anti-poisoning role. The synergistic
effect in Pt;Au,4 NCs contributes to the high activity and good
stability.

3.5 Au-based bimetallic NCs in the carbon dioxide reduction
reaction

The catalytic conversion of carbon dioxide is the process of
converting CO, into chemicals, energy products and functional
materials to achieve resource utilization, which has great
significance and application prospects for sustainable devel-
opment. The use of low-grade renewable electricity to reduce
CO,, which can both reduce CO, emissions and “turn waste into
good”, and convert renewable energy into high energy density
fuel storage, is considered a green and promising technique due
to its flexible and sustainable method of conversion.!#*-14¢

At present, the possible main products of CO, electro-
reduction include C; products (e.g., carbon monoxide, formic
acid, methane, methanol) and C,, chemicals (e.g., ethylene,
ethanol, ethane, n-propanol).’** Among the different products
of CO,RR, the conversion of CO, to CO is considered to be one
of the most promising reactions in the chemical industry due to
its technical and economic feasibility.**” Due to the relatively
weak binding of *CO intermediates to Au, Au-based materials
show particularly high selectivity for the formation of CO. It is
believed that alloying or doping can further improve the CO,RR
efficiency of Au NCs by optimizing the electronic structure and
surface geometry. Zhuang et al. employed Au,,(TBBT),s as the
parent NCs and chose Cd>* as the oxidative ions to prepare
Au,,;Cd,(TBBT);; NCs by the anti-galvanic reduction (AGR)
method in a two-phase system.*® The doped Cd atoms are on
the surface and are coordinated by three thiolates. Compared to
Au,(TBBT),g, Auy;Cd,(TBBT);3; shows higher faradaic efficiency
(FE) for CO over a wide potential range from —0.3 V to —0.9 V,
displaying FEco up to 96% at —0.57 V (Fig. 6a). DFT calculations
indicate that introducing Cd atoms results in a change in the
adsorption configuration for the COOH* intermediate. Unlike
Au,,(TBBT),s, the O atom of COOH* prefers to bind with Cd,
leading to the formation of Cd-O-C(OH)-Au and decreased
COOH* formation energy, benefiting the enhancement in
CO,RR activity.

In addition, Li et al. synthesized Cd-surface-modified Au NCs
(Au10Cd,(SR)16, SR = cyclohexanethiolate) by taking Au,;(SR);6
as the template."”® Compared to Au,;, the kernel of Au,;4Cd, is
maintained, except that two surface Au atoms are replaced by
Cd dopants. The introduction of Cd obviously improves the
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selectivity and activity of CO formation. The determination of
active sites is investigated in detail. Compared to the inactivity
of fully ligand-protected NCs, partial ligand detachment is
considered a necessity for high catalytic activity. However, it
needs to be carefully studied which part (-R or -SR) it is
reasonable to remove, and which exposure site (S or Au) is the
real catalytic site. Through DFT calculations, for both NCs,
removing the -R group is considered to be more feasible than
losing the -SR group, and the exposed S site is likely to be the
active center for CO,RR. In contrast, if -SR is removed, the
exposed Au site is more selective for HER than for CO,RR.
Furthermore, for Au;,Cd, NCs, the S active site (Cd-S-Au staple
motif) will undergo a dynamic regeneration process during CO
formation and desorption, contributing to the different *CO
binding mode and leading to the decreased energy for CO
formation (Fig. 6b). At the same time, Sun et al. investigated the
CO,RR activities of Au,s5(SR)s, Au,sCd;(SR)1s, Auy9Cds(SR)qg,
and AuzgCd,(SR)30, and found that Cd doping can selectively
control the cleavage of the Au-S or C-S bond.*™ They reached
a similar conclusion: that is, the exposed open S site obtained
by cleaving the C-S bond is readily bound to CO, and favourable
for CO,RR, while breakage of the Au-S bond leads to the
exposure of the metal site, which is preferable for HER.
Recognition of the real catalytic site in the two studies perfectly
reflects the advantages of atomically precise NCs in revealing
the catalytic mechanism and exploring the relationship
between structure and activity.

In a comparison of CO,RR performance between Pd;Au,,(-
SR);5 and Au,5(SR);3 NCs (R = -CH,CH,Ph), Li et al. found that
Pd;Au,, can greatly improve the CO,RR selectivity, with ~100%
FEco, especially at high potential (up to —1.2 V), while the FE¢o
of Au,; NCs starts to decrease at —0.9 V.*** Theoretical calcu-
lations demonstrate that the surface S atom is the active site,
and Pd;Au,, can increase the thermodynamic barrier for ligand
removal and retain a larger population of S active sites
compared to Au,s, which contributes to the improved CO,RR
selectivity in the extended potential range. As Pd doping can
effectively improve the activity of Au NCs in CO,RR, it is natural
to think of two-element doping to form trimetallic Au-based
NCs. Zhuang et al. utilized the AGR method to synthesize Au;-
AgPds(TBBT);, NCs by introducing a kernel Ag single atom on
the basis of Au,Pd¢(TBBT);,."*> The trimetallic AuzAgPds NCs
show higher CO,RR activity and selectivity than Au,Pds with
a similar structure (Fig. 6¢). The introduction of Ag causes
a significant change in electronic structure, decreases the d-
center, weakens *CO adsorption, and promotes the release of
CO, thereby improving the CO,RR activity. Meanwhile, the
difficulty of *H desorption is increased, suppressing HER and
enhancing CO,RR selectivity. Pd dop