
Dual-Atom Catalysts for Electrochemical Energy
Technologies

Tianchen Cui, Qiming Liu, and Shaowei Chen*

1. Introduction

Development of renewable and sustainable energy technologies
has become an important direction in the field of catalysis and
energy research, such as fuel cells, electrolyzers, and metal–air
batteries, where electrocatalysts constitute a core component of
the electrode structure.[1–5] Whereas precious metal-based
materials have been the catalysts of choice, their high costs
and limited natural abundance have significantly limited the
widespread applications of these technologies. Thus, develop-
ment of high-performance, low-cost alternatives has been the
focus of research in recent decades. Among these, single-atom
catalysts (SACs)[6–9] have been attracting particular attention,
which contain isolated metal atoms embedded within a select
functional scaffold. SACs were first demonstrated in 2011 by
Zhang et al.[10] where they synthesized a catalyst consisting
of isolated Pt atoms uniformly dispersed on an iron oxide
(FeOx) support of a high surface area, and observed a high activ-
ity toward both CO oxidation and preferential oxidation reac-
tions. In numerous subsequent studies, the high activity and
selectivity of SACs have been found to arise primarily from
the unique electronic structure and 100% atom utilization, in

comparison to the traditional nanoparti-
cle-based counterparts.[6] This is mainly
attributed to the coordination configura-
tion of the metal atoms that dictates the
adsorption energetics of key reaction inter-
mediates. However, at least two key chal-
lenges remain in the development of
SACs. First, because of a surface energy
significantly higher than that of the corre-
sponding metal clusters and nanopar-
ticles, aggregation of the single-metal
atoms is energetically preferred, leading
to reduced electrocatalytic activity and
durability.[11] To mitigate this impact,
the metal loading of SACs is typically lim-
ited to a low value (�2 wt%)[12]; yet this
compromises the overall performance.
In addition, it is difficult to break the lin-

ear scaling relationships between the adsorption energies of
reaction intermediates on SACs, such that the catalytic perfor-
mance of SACs is typically limited in sophisticated reactions
with various intermediates. Notably, these issues can be effec-
tively addressed by the incorporation of a second metal center in
the close proximity forming dual-atom catalysts (DACs).[13]

There are two types of DACs. In heteronuclear DACs, two
atoms of different metal elements are situated within a func-
tional moiety, whereas in homonuclear DACs, the two metal
atoms are of the same element. In these dimeric arrangements,
the two atomic centers work cooperatively, optimize the d-band
center, and manipulate the spin states of the active sites, leading
to an enhanced catalytic activity.[14,15] Moreover, the multiple-
active sites of DACs can support various adsorption configura-
tions which may facilitate the complex reaction pathways of
the electrochemical reactions.[16,17] Recent studies have shown
that such a level of structural engineering is uniquely effective
in manipulating the electronic properties of the materials and
hence the electrocatalytic activity toward a range of reactions that
are key to various electrochemical energy technologies, such as
hydrogen evolution reaction (HER) and oxygen evolution
reaction (OER) in electrochemical water splitting (water electro-
lyzers), oxygen reduction reaction (ORR) in fuel cells and metal–
air batteries, CO2 reduction reaction (CO2RR) and nitrogen
reduction reaction (NRR) to fuels and other valuable chemicals,
among others.

In this review, we will first highlight key procedures for the
synthesis of DACs, followed by experimental determination of
their atomic configurations and electrochemical performances
in various important reactions (Scheme 1). We will conclude
the review with a perspective highlighting the remaining critical
challenges and future research directions.
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Rational design and engineering of high-performance, low-cost electrocatalysts
represents a critical first step in the development of sustainable energy tech-
nologies. While single-atom catalysts (SACs) have emerged as viable candidates,
recent research has shown that the structure and activity can be further
manipulated and enhanced by the incorporation of a second metal center in the
close proximity, forming a binuclear configuration. Such dual-atom catalysts
(DACs) are recognized as feasible choices to break the limitations of SACs due to
the synergetic effects between the bimetallic atoms and their special structures.
Herein, the recent advances of DAC electrocatalysis for a range of important
reactions, focusing on their synthesis, characterization, and performance, are
summarized. The review is concluded with a perspective highlighting the
challenges and future research directions.
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2. Synthesis Strategies and Structural
Characterization

2.1. Materials Synthesis

A range of experimental protocols have been developed for the
synthesis of DACs, such as atomic layer deposition (ALD),[18–21]

wet chemical adsorption,[22,23] thermal treatment,[24–26] among
others. In ALD, an ultrathin film of ultrafine particles at the
atomic level is deposited onto a select substrate surface, which
can be used for the controllable design and synthesis of electro-
catalysts.[27] For example, Zhang et al.[21] prepared a PtRu DAC
supported on nitrogen-doped carbon nanotubes (NCNTs) by
using a two-step ALD process. Experimentally, trimethyl(methyl-
cyclopentadienyl)platinum(IV) (MeCpPtMe3) was used as the
precursor and deposited onto NCNTs by chelating to the N dop-
ants during the first ALD process, where the strong metal–
support interaction stabilized the formation of Pt single-atom
(SA) sites. PtRu DACs were then obtained by a second ALD with
bis(ethylcyclopentadienyl) ruthenium(II) as the precursor. Tian
et al.[23] reported a “precursor-preselected” wet-chemistry strat-
egy to prepare Fe2 DAC supported on mesoporous graphitic car-
bon nitride (Fe2/mpg–C3N4). While these procedures are rather
efficient and facile in sample preparation, ALD generally entails
expensive and sophisticated instrumentation, whereas DAC sam-
ples prepared by wet chemical adsorption typically suffers from
low structural stability.

Within this context, high-temperature heat-treatment meth-
ods (HTHM)[28–30] have emerged as powerful alternatives.
Xiao et al.[31] prepared atomically dispersed FeCu–nitrogen-doped
carbon (NC) nanocomposites containing FeN4 and CuN4 dual-
active sites by HTHM through a classical host–guest strategy,
where Fe- and Cu-codoped zeolitic imidazolate frameworks
(FeCu–ZIF) were subjected to pyrolysis at 950 °C in a N2 atmo-
sphere (Figure 1a). The dual-atom structure was confirmed by
high-angle annular dark-field scanning transmission electron
microscopy (HAADF-STEM) and X-ray absorption spectroscopy
(XAS) measurements. Electrochemically, the ORR half-wave
potential (E½) in alkaline media was nearly 40mV higher than that

of commercial Pt/C and 24mV higher than that of single-metallic
Fe–NC counterparts; and the peak power density of the FeCu–NC-
based hydroxide exchange membrane fuel cell (HEMFC) was
0.91W cm�2, which was 21% higher than that based on Fe–
NC (0.76W cm�2). Density-functional theory (DFT) calculations
showed that the introduction of CuN4 downshifted the d-band cen-
ter of Fe in FeN4–CuN4, weakened the adsorption of OH* on Fe,
and therefore improved the catalytic activity. The strain effect
caused by the adjacent carbon environment in which the CuN4

species replaced the FeN4 species became more significant when
the CuN4 species were situated closer to the FeN4 moiety, which
optimized the electronic structure and improved the catalytic activ-
ity. Computation based on the Crystal Orbital Hamilton
Population (COHP) theory showed that the dxz, dyz, and dz2 orbi-
tals indeed determined the catalytic activity of the active sites. This
work provided a unique insight into the design and synthesis of
DACs and the synergistic catalysis of dual-atom sites for ORR.[31]

Yang et al.[32] prepared O-coordinated W–Mo heterodimers
embedded in N-doped graphene (W1Mo1-NG) DACs through
a three-step procedure (Figure 2). First, a mixed solution of
Na2WO4·2H2O and (NH4)6Mo7O24·4H2O, and graphene oxide
(GO) in water was used as the precursor solution, and hydrother-
mal treatment at 190 °C for 12 h led to the formation and anchor-
ing of pairs of W–Mo species onto partially reduced GO (p-RGO).
The homogeneous mixture was then freeze-dried to minimize
restacking of the p-RGO nanosheets. Finally, W1Mo1–NG
DACs were obtained by chemical vapor deposition treatment
in an NH3/Ar atmosphere at 800 °C, which exhibited a Pt-like
activity and ultrahigh stability toward HER in a wide range of
electrolyte pH. Mechanistically, the electronic delocalization of
the W–O–Mo–O–C configuration was found to offer an optimal
adsorption strength of H, boosted the HER kinetics, and pro-
moted the intrinsic activity.

Selection of the supporting substrate materials is also impor-
tant in the successful preparation of DACs, which dictates the
interactions between the metal atoms and the supporting scaf-
fold and hence the structural integrity of DACs.[33] Nitrogen-
doped carbon has been known to help prevent metal atoms from
aggregation and corrosion, leading to improvement of the cata-
lyst durability. Yu et al.[34] reported a strategy that included poly-
dopamine (PDA) coating, spatially confined pyrolysis under
NH3, acid etching, and thermal annealing to synthesize atom-
ically dispersed Fe–Ni dual atoms embedded within a nitrogen-
doped carbonmatrix (FeNi DACs), which exhibited an outstanding
activity toward both ORR and OER. X-ray photoelectron
spectroscopy (XPS) analysis showed that pyridinic N made the
primary contribution to the formation of FeNi dual-atom sites,
and X-ray absorption near-edge spectroscopy (XANES) measure-
ments confirmed that Fe was more positively charged, as attested
by the higher white-line intensity, as compared to the Ni-free
counterpart, indicating an enhanced interaction between the het-
eronuclear Fe–Ni dual-atom moiety and the defective nitrogen-
doped carbon matrix.

In these studies, the experimental methods and selection of
the supporting substrate materials can influence the formation
efficiency and specific coordination configurations of the metal
atoms. Despite the progress, significant challenges remain.
Notably, in most syntheses, the products entail not only

Scheme 1. Schematic of DAC preparation, characterization, and
applications.
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DACs, but also SACs. Such structural inhomogeneity renders it
difficult to directly correlate the electrocatalytic activity with the
materials structure. In addition, the synthetic procedures typi-
cally involve complex and harsh reaction conditions that limit
the yield of DACs. Thus, further development of new, effective
protocols is urgently needed.

2.2. Structural Characterization

Several unique experimental techniques play a critical role in the
unambiguous determination of the dual-metal sites and their
atomic configurations, beyond the conventional characterization
tools, such as XPS and Raman spectroscopy. Among these, high-
resolution transmission electron microscope (HRTEM) repre-
sents an indispensable tool in the structural characterization
of DACs by not only visualizing the materials morphologies at

the nanoscale but also identifying the binuclear metal sites
within the support matrix.[35] The resolution can be markedly
enhanced with aberration-corrected HRTEM (AC-HRTEM).
For example, the Li group[36] used AC-HRTEM to elucidate
the formation of Co- and Fe-isolated atoms within a carbon sup-
port. HAADF-STEM is an even more powerful technique,[37,38]

which can directly visualize the atomic sites of the metal
elements by taking advantage of the marked electronic density
contrast against the carbon matrix. For instance, from the
AC-HAADF-STEM images in Figure 3, one can clearly see the
binuclear Co2 atoms in panel (a) and Pt2 in panel (b).

To directly probe the structural dynamics of DACs during
the formation and electrochemical reactions, in situ transmis-
sion electron microscopy (TEM) has emerged as a unique tool.
For instance, Zhu and co-workers[39] employed in situ TEM to
monitor the structural dynamics during electrochemical opera-
tion of Pt–Fe bimetallic nanocatalysts. From the evolution of

Figure 1. a) Schematic diagram of the synthesis of FeCu–NC nanocomposites. b) SEM and c) TEM images of FeCu–NC. d) X-ray diffraction (XRD)
patterns of FeCu–NC, Fe–NC, Cu–NC, and NC. e) Elemental maps of FeCu–NC. Scale bars are b) 500 nm, c) 50 nm, and e) 200 nm. Adapted with
permission.[31] Copyright 2022, Elsevier B.V.
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the diameter, number and composition of the metal clusters, the
mechanism of bi-atomization for the formation of DACs was
resolved, especially when the Kirkendall effect was involved.

In conjunction with TEM measurements that visualize the
distributions of the metal atoms, elemental mapping analysis
based on energy-dispersive X-ray spectroscopy (EDS) or electron
energy loss spectroscopy (EELS) can be carried out to identify the
chemical species of the metal elements, where EELS mapping is
more elaborate than EDS, by taking advantage of their electron
intensity difference.[40] For example, Xing et al.[41] used EELS
mapping to confirm that Co atoms were in the proximity of N
atoms, and in the Li group’s work,[36] the generation of Fe–Co
binuclear sites within a carbon scaffold was attested by EELS
mapping (Figure 3c).

Complementary structural insights can be obtained from
X-ray spectroscopy measurements, in particular, to resolve the
atomic configuration of the dual-metal centers of DACs.
Among these, XAS has been attracting particular attention,
which entails two techniques, XANES and EXAFS (extended
X-ray absorption fine structure), that can shed lights on the metal
valency as well as the coordination configuration within the sup-
porting matrix. For instance, the Li group[36] carried out XAS
studies to unravel the structural details of nitrogen-doped
carbon-supported FeCo DACs ((Fe,Co)/N–C), in comparison to
iron (II) phthalocyanine (FePc) (Figure 4a). From the Fourier-trans-
form (FT) profiles of EXAFS, it was found that (Fe,Co)/N–Cmainly
comprised the Fe–N coordination path (Figure 4b), and such path
assignments can be aided by Wavelet transformation (WT) of
EXAFS by correlating the R and k space profiles.[42] In another
study, Xiao et al.[41] used WT-EXAFS to analyze the structure of
a Co2 DAC (Figure 4c). As compared to the Co–Co bond in Co
nanoparticles, the Co–Co distance in the Co2 DAC was shortened

with lower k and R values at the B site (k= 6.88 Å�1) than at the C
site (k= 7.09 Å�1), consistent with the formation of Co–Co
binuclear sites.

Another unique characterization tool is Mössbauer spectros-
copy, which is a sensitive technique to characterize the spin prop-
erties of select metal centers, such as Fe and Sn, as magnetic
moment of the metal centers has been found to impact the inter-
actions with key reaction intermediates and hence the eventual
electrocatalytic performance.[11] For instance, Wang et al.[36] car-
ried out Mössbauer spectroscopy measurements to obtain struc-
tural insights into the coordination configurations of the active
sites of Fe–Co DAC embedded within N-doped carbon. The
appearance of the D1, D2, and D3 doublets suggested the forma-
tion of three types of square–planar FeIIN4 moieties in the sam-
ple in the high-, low-, and medium-spin states, respectively, and
the occurrence of a minor singlet component of the iron species
was due to the formation of the Fe–Co bond. In another study,[43]

the structures of Fe species in the Fe–Fe and Fe–Cu DACs
were probed by 57Fe Mössbauer spectroscopy measurements.
Whereas the D1 and D2 doublets were observed in both
Fe–Fe and Fe–Cu DACs, the fraction of the D2 component
was markedly higher in Fe–Cu DAC than in Fe–Fe DAC, sug-
gesting a decrease of the Fe spin state after Cu doping, in good
accord with the variation of the magnetic moment evaluated by
theoretical calculations.

To summarize, in comparison to SACs, the dual-metal atom
structure of DACs calls for more sophisticated characterizations.
In general, a combination of these complementary techniques is
needed to clearly unravel the sample structure. This is needed
in the construction of relevant structural models in theoretical
simulations, and in the correlation with the electrochemical
performance.

Figure 2. Schematic illustration of the synthetic procedure of W1Mo1–N-doped graphene (NG) dual-atom catalysts (DACs). Reproduced from[32]

Copyright 2020, The Authors, some rights reserved; exclusive licensee AAAS. Distributed under a Creative Commons Attribution NonCommercial
License 4.0 (CC BY-NC).
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3. Electrocatalytic Performances

A wide variety of DACs has been developed in recent years and
exhibited remarkable performances toward a range of key electro-
chemical reactions, such as HER, ORR, OER, CO2RR, NRR, etc. In
DACs, in particular, heteronuclear DACs, the two metal atoms can
interact synergistically with each other, which enables the effective
manipulation of the d-band center and optimizes the interaction of
reaction intermediates with the catalytically active sites. The recent
advancements of the design and engineering of DACs in these elec-
trochemical reactions will be summarized in this section.

3.1. Hydrogen Evolution Reaction

Electrochemical water splitting is an important sustainable
energy technology, which entails two half reactions, HER at

the cathode and OER at the anode, both of which necessitate
the development of effective catalysts to overcome the high
intrinsic energy barriers.[44–46] Currently, Pt-based nanomaterials
are the catalysts of choice for HER, 2 Hþþ 2e�!H2. However,
the high-cost and limited natural abundance have severely lim-
ited the widespread applications. Precious metal-free DACs have
emerged as viable alternatives.[47–50] In 2017, Kuang et al.[51]

developed a pyrolysis method to synthesize a CuCo@NC DAC
with Cu and Co dual atoms embedded into a N-doped carbon
framework. Experimentally, ZIF-67 was grown on the surface
of Cu(OH)2 nanowires via an in situ process, followed by pyrolysis
at 800 °C. The prepared CuCo@NCDAC displayed a large surface
area and an enhanced nitrogen doping efficiency due to the intro-
duction of the atomically distributed Cu species. The CuCo@NC
DAC exhibited an apparent HER activity in 0.5 M H2SO4, needing
a low overpotential (ηHER,10) of�145mV to reach the current den-
sity of 10mA cm�2, along with a small Tafel slope of 79mVdec�1,
in comparison to Co@NC SAC (ηHER,10=�380mV, and Tafel
slope 134mVdec�1). Zhou et al.[52] synthesized a Fe–Rh DAC
where Fe–Rh dual atoms were embedded into nitrogen-doped hol-
low carbon spheres. The resulting Fe–Rh DAC showed a high
HER activity (ηHER,10=�36mV) and a low Tafel slope of
26mVdec�1. This was ascribed to the synergetic effect between
Fe and Rh, where the Fe atom exhibited an enhanced charge den-
sity while the Rh site facilitated hydrogen adsorption and evolu-
tion, collectively enhancing the HER activity. Yang et al.[32]

prepared a DAC consisting of W1Mo1–NG. The distinctive
W–O–Mo–O–C configuration was found to serve as the active site
for HER, as the electron delocalization of the W–O–Mo–O–C con-
figuration provided a desirable H-adsorption-free energy (ΔGH*)
and boosted the HER kinetics. Indeed, the W1Mo1–NG sample
exhibited a remarkable HER performance in 0.5 M H2SO4 with
an overpotential (ηHER,10=�24mV) and Tafel slope (30mVdec�1)
lower than those of Mo2–NG (ηHER,10=�145mV, Tafel
slope 175mVdec�1), W2–NG (ηHER,10=�156mV, Tafel slope
107mVdec�1), and NG (ηHER,10=�200mV, Tafel slope
173mVdec�1).

Zhang et al.[21] synthesized a Pt–Ru DAC by ALD deposition
of Pt–Ru dimers on NCNTs (Figure 5a). The successful
formation of the dimer-like structure was confirmed by
HAADF-STEM measurements (Figure 5b–d). From the HER
polarization curves in 0.5 M H2SO4 at room temperature
(Figure 5e), the Pt–Ru DAC can be seen to exhibit a markedly
better activity than Pt SAC and commercial Pt/C. Specifically,
the Pt–Ru DAC showed a current density of 23.1 A mg�1 at
the overpotential of �50 mV, 54 times higher than that with
Pt/C (Figure 5f ), along with better stability (Figure 5g,h).
Mechanistically, the synergetic effect between Pt and Ru ren-
dered the dxz orbital of Ru unoccupied, which weakened the
interaction with H and enabled a high performance of the
Pt–Ru DAC for HER.

In summary, DACs can indeed serve as high-performance cat-
alysts toward HER due to their special structure and synergetic
effects between the bimetal centers. Of particular notice is the
development of DACs based on earth-abundant metals, such
as Fe, Co, and Cu, such that the costs of the materials can be
minimized. Table 1 lists the key results in recent studies of
DACs for HER electrocatalysis.

Figure 3. a) Aberration-corrected high-angle annular dark-field scanning
transmission electron microscopy (HAADF-STEM) images of Co2 nuclear
sites in Co–C–N–10 (highlighted with white circles). Adapted with
permission.[41] Copyright 2018, Elsevier Ltd. b) Aberration-corrected
HAADF-STEM image of Pt2 dimers (highlighted with yellow circles).
Scale bars 1 nm. Reproduced with permission under the terms of the
Creative Commons CC BY license.[18] Copyright 2017, the Authors.
Published by Springer Nature. c) The corresponding electron energy loss
spectroscopy (EELS) maps of Co, Fe, and N. Adapted with permission.[36]

Copyright 2017, American Chemical Society.
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3.2. Oxygen Evolution Reaction

As mentioned earlier, HER is the cathode reaction of electro-
chemical water splitting, and OER represents the anode reaction,
2H2O!O2þ 4Hþ þ 4e�, which is the reverse of ORR. Notably,
a number of ORR electrocatalysts also show a remarkable perfor-
mance for OER.[53,54] For instance, the FeNi SAs/NC nanocom-
posites developed by Yu et al.[34] were bifunctionally active
toward both ORR and OER, displaying a low overpotential of
(ηOER,10=þ270mV) at 10mA cm�2 for OER in 1.0 M KOH.
DFT calculations showed that the energy barrier of the rate-
determining step for OER was reduced by the synergetic inter-
actions between the metal atoms and N-doped carbon matrix. Ma
et al.[55] prepared a Fe/Ni(1:3)-NG DAC, and observed an appar-
ent activity for both ORR and OER (ηOER,10=þ480mV) in 0.1 M

KOH. The localization of the Fe 3d electrons was reduced by the
introduction of the adjacent Ni sites, which improved the charge
transfer at the interface and enhanced both ORR and OER activ-
ities. Bai et al.[56] synthesized a Co–Fe DAC (Co–Fe–N–C), which
exhibited a higher OER activity in alkaline electrolyte (1.0 M

KOH) than Co–N–C (Figure 6a). The Co–Fe atom pairs were
resolved by TEM and EDS measurements (Figure 6b–e). XAS
measurements showed that the structure of Co–N–C changed
upon immersion into an alkaline electrolyte, and Fe was then
incorporated forming a dimeric Co–Fe moiety through one or
two bridging OH groups after electrochemical activation. The

resulting Co–Fe–N–C composite exhibited a high OER activity
with an ηOER,10 of þ321mV, Tafel slope of 40mV dec�1, and
a turnover frequency (TOF) of �1 s�1 at η=þ300mV and
�12 s�1 at η=þ350mV (Figure 6f ). These results suggested
that Co–Fe–N–C could serve as a molecularly defined, nonpre-
cious catalyst for OER. In another study,[57] a Fe–Co DAC
(meso/micro-FeCo–Nx–CN) with a well-defined 2D morphology
was synthesized using silica nanoparticles as the templates. The
sample featured a hierarchically meso- and microporous struc-
ture, and the homogenous dispersion of isolated metal atoms
and very small metal clusters enabled the meso/micro-FeCo–
Nx–CN to have reversible oxygen electrocatalytic sites, thus
enhanced the electrocatalytic performance for both ORR and
OER. For OER, ηOER,10 was about þ370mV and the Tafel slope
57mV dec�1 in 1.0 M KOH, lower than the comparative samples
in the series. The meso/micro-FeCo–Nx–CN also exhibited
impressive durability retaining more than 95% of the initial value
after 10 h of operation and maintaining the potential of 1.7 V at
10mA cm�2.

Table 1 lists the OER performances of leading DACs in recent
studies. One may note that Fe–Co DACs and Fe–Ni DACs are the
most popular DAC choices for OER electrocatalysis, mostly
because the Fe–Ni and Fe–Co configurations can enhance the elec-
tron transfer and lower the energy barrier of OER. In addition, the
fact that Fe, Ni, and Co are low-cost, earth-abundant materials fur-
ther renders them attractive options in further studies.

Figure 4. a) N K-edge X-ray absorption spectroscopy (XAS) spectra of Fe single atoms (SAs)/N–C, Co SAs/N–C, and (Fe,Co)/N–C. b) The corresponding
Fe K-edge extended X-ray absorption fine structure (EXAFS) fittings of (Fe,Co)/N–C. Adapted with permission.[36] Copyright 2017, American
Chemical Society. c) Wavelet transformations (WTs) for the k2-weighted χ(k) Co K-edge EXAFS profiles. Adapted with permission.[41] Copyright
2018, Elsevier Ltd.
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3.3. Oxygen Reduction Reaction

ORR is a critical reaction at the cathode of metal–air batteries
and fuel cells, O2þ 4Hþþ 4e�! 2H2O in acid and
O2þ 2H2Oþ 4e�! 4OH� in base.[58–61] Due to the complex
reaction pathways and sluggish electron-transfer kinetics, appro-
priate electrode catalysts are needed to drive the reaction such
that a sufficiently high current density can be produced.
Again, platinum-based nanomaterials have been used extensively
as the leading catalysts.[62] Developing low-cost, high-performance
alternatives has been gaining increasing attention. For example,
Xiao et al.[41] pyrolytically synthesized a Co2N5 DAC and observed
an enhanced ORR performance in 0.1 M HClO4. STEMmeasure-
ments confirmed the formation of binuclear Co–Co sites, and
XAS measurements showed that the Co–Co path was 2.12 Å,
deviating from the conventional CoN4 moiety (1.90 Å) and Co
nanoparticles (2.50 Å), which implied the formation of a special
Co–Co path of the bimetallic atoms structure (Co2Nx). Indeed,
DFT calculations suggested the formation of Co2N5 sites. The
ORR activity was found to be approximately 12 times higher than
that of the conventional CoN4 site in acidic media with a half-
wave potential (E½) of þ0.79 V, which was the best among the
Co–N–C catalysts and only 100mV lower than that of commer-
cial Pt/C. In another study,[31] nanocomposites with Fe and Cu
atomically dispersed into nitrogen-doped carbon with FeN4 and
CuN4 dual-active sites (FeCu–NCDACs) were found to exhibit an

remarkable performance toward ORR in alkaline media, with an
E½ of þ0.882 V, nearly 40mV better than that of commercial
Pt/C and 24mV better than that of Cu-free Fe–NC SAC. This
was ascribed to the strain caused by the CuN4 moiety that
replaced the carbon adjacent to FeN4, which effectively tailored
the electronic structure, weakened the OH* adsorption on FeN4,
and ultimately improved the catalytic activity.

The remarkably activity of Fe,Cu DACs was also demonstrated
by He et al.[43] where they reported a heteronuclear DAC with
single-Cu sites incorporated into Fe–N–C aerogels (NCAG/Fe–
Cu), and observed a remarkable ORR activity within a wide
pH range of 0–14. Experimentally, the NCAG/Fe–Cu DACs were
synthesized by a controlled pyrolysis process and followed by
hydrofluoric acid (HF) etching (Figure 7a). The dual-atom struc-
ture was confirmed by the combined results of scanning electron
microscopy (SEM) measurements, TEM measurements, and ele-
mental mapping based on EDS and EELS (Figure 7b–e). In addi-
tion, in XPS measurements, the metal contents were estimated
to be 0.92 wt% for NCAG/Fe–Fe and 0.94 wt% for NCAG/Fe–Cu
(0.66 wt% Fe and 0.28 wt% Cu), suggesting that part of the Fe
sites in the former were displaced by Cu. Furthermore, the
atomic ratio between N in metal N and the total metal content
was found to be close to 4:1, suggesting that MN4 moieties were
the dominant configuration in these carbon aerogels–supported
DACs, in good agreement with results from XANES and EXAFS
measurements, which confirmed the successful formation of

Figure 5. a) Schematic illustration of atomic layer deposition (ALD) synthesis of Pt–Ru dimers on nitrogen-doped carbon nanotubes (NCNTs). First, the
Pt SAs were deposited by using MeCpPtMe3 as the precursor. Then, the Pt–Ru dimers were prepared by selective deposition of Ru atoms on Pt SAs. Gray:
C, blue: N, yellow: Pt, red: Ru. b–d) Aberration-corrected HAADF-STEM images of Pt–Ru dimers/NCNTs. Scale bars are b) 5 nm and c,d) 1 nm. The slowly
varying contrast is due to the changes in the thickness of the substrate. e–h) Electrocatalytic performance of Pt–Ru dimers toward hydrogen evolution
reaction (HER). e) HER polarization curves recorded on Pt–Ru dimers, Pt SAs and Pt/C catalysts. f ) Normalized mass activity at�0.05 V of Pt–Ru dimers,
Pt SAs, and Pt/C catalysts. g) Durability measurements of the Pt–Ru dimers catalysts. h) Normalized mass activity at�0.05 V of Pt–Ru dimers, Pt SAs, and
Pt/C catalysts before and after durability tests. The Pt mass loadings for Pt/C, Pt SAs, and Pt–Ru dimers are 61.2, 1.34, and 1.24 μg cm�2, respectively.
Reproduced with permission under the terms of the Creative Commons CC BY license.[21] Copyright 2019, the Authors. Published by Springer Nature.
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FeN4 and CuN4 sites in the NCAG/Fe–Cu sample. In electron
paramagnetic resonance measurements, the Fe spin state in
NCAG/Fe–Cu was found to decrease, as compared to that of
NCAG/Fe–Fe, due to electronic modulation by the adjacent
Cu atoms. First principles calculations indeed showed that the
neighboring metal sites could manipulate the Fe spin state in
FeN4 through the 3d electrons, which showed an obvious influ-
ence on the ORR catalytic activity. Electrochemically, NCAG/Fe–
Cu exhibited an excellent ORR activity, with a high E½ ofþ0.94 V
in alkaline media (Figure 7g,h), þ0.84 V in neutral media
(Figure 7j,k), and þ0.78 V in acidic media (Figure 7i). In addi-
tion, the NCAG/Fe–Cu exhibited high stability, where the peak
potential of oxygen reduction shifted negatively by only 13mV
after 8000 cycles in 1.0 M phosphate-buffered saline (PBS), much
lower than that (27mV) with NCAG/Fe–Fe (Figure 7L).

One may notice that in these two FeCu DACs,[31,43] the
NCAG/Fe–Cu sample exhibited a somewhat better ORR perfor-
mance in 0.1 M KOH than FeCu–NC with a higher onset poten-
tial (Eonset, þ1.07 vs þ0.96 V), E½ (þ0.94 vs þ0.882 V) and lower
Tafel slope (55 vs 74mV dec�1), despite the formation of a simi-
lar FeN4–CuN4 moiety. Such a discrepancy may be, at least in
part, ascribed to the different morphology of the carbon scaffold,

Table 1. Summary of electrochemical HER and OER performances of
DACs in recent studies.

Catalyst Reaction η10
[mV]

Tafel Slope
[mV dec�1]

Electrolyte References

CuCo@NC HER �145 79 0.5 M

H2SO4

[51]

W1Mo1–NG HER �24 30 0.5 M

H2SO4

[32]

W1Mo1–NG HER �8 20 1.0 M KOH [32]

FeRh-NCS HER �36 26 0.5 M

H2SO4

[52]

Cu/Ru@GN HER �10 25 0.5 M

H2SO4

[48]

Cu/Ru@GN HER �8 20 1.0 M KOH [48]

Co–MoS2/BCCF-21 HER �48 52 1.0 M KOH [47]

Pt1@ Fe–N–C HER �60 42 0.5 M

H2SO4

[53]

Pt–Ru dimer HER �50 28.9 0.5 M

H2SO4

[21]

FeNi SAs/NC OER þ270 54.68 1.0 M KOH [34]

Fe/Ni(1:3)–NG OER þ480 0.1 M KOH [55]

Co–Fe–N–C OER þ321 40 1.0 M KOH [56]

FeCo–NC OER þ349 99.93 0.1 M KOH [24]

meso/micro-FeCo–Nx–
CN

OER þ370 57 1.0 M KOH [57]

FeMn-DSAC OER þ405 96 0.1 M KOH [54]

Co1–PNC/Ni1–PNC OER þ390 117 1.0 M KOH [25]

NiFe@PCN OER þ310 38 1.0 M KOH [26]

Pt1@ Fe–N–C OER þ310 62 0.1 M KOH [53]

Figure 6. a) Synthesis of Co–N–C, b) high-resolution TEM (HRTEM), and
c) spherical aberration-corrected HAADF-STEM images of Co–N–C after
activation in Fe-containing KOH (Co–Fe–N–C). d) HAADF-STEM image
of Co–Fe–N–C and e) the corresponding EDS-based elemental mapping
of panel (c). f ) Potential-dependent turnover frequencies (TOFs) of
Co–Fe–N–C (solid line) and all-metal-based TOFs (dashed line) in com-
parison with selected state-of-the-art catalysts. Scale bars are b) 10 nm,
c) 5 nm, d) 50 nm, and e) 50 nm. Adapted with permission.[56]

Copyright 2019, American Chemical Society.
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Figure 7. a) Schematic illustration of the preparation of NCAG/Fe–Cu carbon aerogels. b) TEM and c) STEM images of NCAG/Fe–Cu. d) The intensity
profile and e) EELS spectrum of the red box A in (c). Inset to (e) is the zoom in of the Cu signal. f ) TEM image and the corresponding elemental maps of
NCAG/Fe–Cu. g) Linear sweep voltammetry (LSV) curves, and h) Jk (at þ0.85 V) and E½ of NCAG/Fe–Cu, NCAG/Fe–Fe and commercial Pt/C in 0.1 M

KOH. i) LSV curves of NCAG/Fe–Cu, NCAG/Fe–Fe, and commercial Pt/C in 0.1 M HClO4. j) LSV curves, and k) Jk (at 0.85 V) and E½ of NCAG/Fe–Cu,
NCAG/Fe–Fe and commercial Pt/C in 1.0 M phosphate-buffered saline (PBS). l) Cyclic voltammetry (CV) curves of durability tests in 1.0 M PBS. Scale bars
are b) 20 nm, c) 1 nm, and f ) 30 nm. Adapted with permission.[43] Copyright 2022, Wiley-VCH.

www.advancedsciencenews.com www.entechnol.de

Energy Technol. 2023, 2201456 2201456 (9 of 18) © 2023 Wiley-VCH GmbH

 21944296, 0, D
ow

nloaded from
 https://onlinelibrary.w

iley.com
/doi/10.1002/ente.202201456 by U

niv O
f C

alifornia Santa C
ruz - U

C
SC

, W
iley O

nline L
ibrary on [17/02/2023]. See the T

erm
s and C

onditions (https://onlinelibrary.w
iley.com

/term
s-and-conditions) on W

iley O
nline L

ibrary for rules of use; O
A

 articles are governed by the applicable C
reative C

om
m

ons L
icense

http://www.advancedsciencenews.com
http://www.entechnol.de


where the nanowrinkled carbon aerogels in NCAG/Fe–Cu were
known to further impact the electronic distribution of the metal
active sites and facilitated the adsorption of oxygen intermediates.[43]

Wang et al.[36] synthesized FeCo/NC DACs by a host–guest
design strategy with porphyrin-like Fe–Co dual sites occupying
the confined space of a metal–organic framework (MOF) by con-
trolling the bonding interactions between the Co nodes (host)
and adsorbed Fe ions (guest). Compared to commercial Pt/C,
the FeCo/NC DACs exhibited an enhanced ORR performance
in 0.1 M HClO4 with a higher Eonset (þ1.06 vs þ1.03 V) and
E½ (þ0.863 vs þ0.858 V). In rotating disk electrode tests, the
FeCo/NC DACs exhibited long-term stability even after more
than 5000 cycles and tolerance to carbon monoxide and metha-
nol. The high activity and selectivity to the 4e� ORR were
ascribed to the unique configuration of the Fe–Co dual-atom site
that favored the activation and cleavage of the O─O bond, as con-
firmed by DFT calculations. Zhang et al.[63] also prepared a Pt–Co
DAC supported on nitrogen-doped carbon (A-CoPt-NC) and
observed a high selectivity for the 4e� pathway in ORR in
0.1 M KOH, with a high E½ of þ0.96 V, 90mV higher than that
of commercial Pt/C. A–CoPt–NC also exhibited better stability,
retaining 96.4% of the initial current density after 4 h of reaction,
as compared to 79.7% for Pt/C. DFT calculations showed that the
high ORR activity was due to the synergetic effect of the Pt–Co dual-
atom sites located on a defected C/N graphene surface and the
asymmetrical distribution of the electrons around the Pt/Co centers.

Samireddi et al.[64] prepared DACs that combined Co and Fe
with a corrole–N4 center (PhFCC). The PhFCC exhibited a
remarkable ORR performance within a wide range of pH, with
an Eonset of þ0.86 V and E½ of þ0.75 V in acidic media, and
þ0.94 and þ0.85 V in alkaline media. The PhFCC also showed
impressive durability with a negative shift of E½ by only 25mV in
acidic media and 5mV in alkaline media after 3000 potential
cycles. Yu et al.[34] developed atomically dispersed Fe–Ni
DACs embedded in a nitrogen-doped carbon matrix (FeNi/
NC), which showed an impressive ORR performance with a high
Eonset of þ0.98 V and E½ of þ0.84 V in 0.1 M KOH. DFT calcu-
lations showed that the Fe sites acted as the active centers in the
4e� pathway, and the electronic structure of Fe sites was regu-
lated by the adjacent Ni sites, which reduced the energy barrier of
the rate-determining step. Ma et al.[55] prepared DACs with atom-
ically dispersed FeN4 and NiN4 in nitrogen-doped graphene
(FeNi–NG), and observed a high ORR activity in 0.1 M KOH, with
E½=þ0.842 V. Chen et al.[65] prepared Fe1Se1–NC DACs which
displayed a markedly higher ORR activity than Fe1–NC and Se1–
NC. DFT calculations and spectroscopic characterizations
showed that the introduction of neighboring Se sites led to
the generation of new active sites, and tuned the charge redistri-
bution and spin state of the Fe sites. Moreover, the desorption of
*OH, which was the rate-determining step, was also facilitated by
the coexistence of FeN5 and SeC2 dual active sites. Mercado
et al.[66] synthesized a DAC with Fe and Co dual-metal atoms
embedded into nitrogen-doped porous carbon cages (CHS–
FeCo) by controlled pyrolysis of silica nanoparticle–supported
melamine–formaldehyde resin embedded with iron and cobalt
precursors, followed by acid etching. The CHS–FeCo exhibited
an impressive ORR performance with Eonset=þ0.93 V and
E½=þ0.79 V. Repeated potential sweeping showed that the
polarization curves of CHS–FeCo remained virtually unchanged

for up to 10 000 cycles, due to the strong incorporation of the
metal centers into the carbon skeletons.

Table 2 lists the ORR performances of leading DACs in recent
studies, in comparison with commercial Pt/C. One can see that
DACs can indeed serve as effective catalysts toward ORR due to
the synergetic effects between the bimetal sites which reduce the
energy barrier in the four-electron pathway of ORR.

3.4. Metal–Air Battery

Rechargeable metal–air batteries have attracted a great deal of
attention due to their low cost and high energy density.[57,67–70]

Development of bifunctional ORR/OER catalysts represents a
critical initial step. DACs have emerged as unique viable candi-
dates where the two metal centers may be responsible for the two
reactions, and the metal–metal interactions may be exploited for
the enhanced performance as compared to their monometallic
SAC forms. For instance, Cui et al.[54] prepared a FeMn–DSAC
composite which consisted of adjacent FeN4 and MnN4 sites
on 2D ultrathin porous N-doped carbon nanosheets. FeMn–
DSAC exhibited an impressive activity toward both ORR and
OER, featuring a narrow potential gap (ΔE= 0.713 V) between
the ORR half-wave potential (E½) and OER potential (EOER,10) at
10mA cm�2 in 0.1 M KOH and could be used as the cathode cata-
lyst for a flexible low-temperature zinc–air battery (ZAB). The
FeMn–DSAC-based ZAB showed a peak power density of
30mWcm�2 and retained up to 86% of the specific capacity from
room temperature to �40 °C. DFT calculations revealed that the
synergistic effect between the Fe–Mn dual sites and the porous 2D
nanosheet structure enhanced *OOH dissociation and hence the
remarkable ZAB performance.

Wu et al.[71] synthesized a 3D porous Fe–Co DSAC (FeCo–
NSC) via a soft template-directed interlayer confinement route
(Figure 8a), which consisted of FeN4S1/CoN4S1 coordination
moieties embedded in 2D carbon nanosheets. Such morphologi-
cal characteristics were revealed in SEM and TEMmeasurements
(Figure 8b,c); and STEM measurements, along with elemental
mapping, clearly showed the homogeneous distributions of
the C, N, S, Co, and Fe elements (Figure 8d). The FeCo–NSC
could be used as the air cathode catalyst for a primary liquid
ZAB (along with a Zn-plate anode) (Figure 8e), thanks to the
remarkable bifunctional activity toward ORR and OER, with a
high open-circuit potential (OCP) of 1.51 V (markedly higher
than 1.45 V based on commercial Pt/C) (Figure 8f ), a high spe-
cific capacity of 782.1mA hgZn

�1 at 20mA cm�2 (95.3% of
the theoretical capacity) (Figure 8h) and a maximum power
density of 152.8mW cm2 at 252.1 mA cm2 (in comparison to
116.3mW cm2 at 169.8mA cm2 for the Pt/C-based battery)
(Figure 8i). The FeCo–NSC-based ZAB was also able to maintain
a potential of 1.49 V after continuous operation for 6000 s, which
was higher than those based on other comparative catalysts, such
as Fe–NSC (1.44 V), Co–NSC (1.39 V), and commercial Pt/C
(1.48 V), demonstrating the best durability among the series
(Figure 8g). From the results of DFT calculations, it was found
that the synergistic interactions between the Fe–Co dual-metal
centers optimized the adsorption/desorption of oxygen reac-
tion intermediates and decreased the energy barriers for
enhanced ORR.

www.advancedsciencenews.com www.entechnol.de
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The aforementioned NCAG/Fe–Cu nanocomposites by He
et al.[43] also exhibited an outstanding performance as bifunc-
tional cathode catalysts in a neutral/quasi-solid aluminum–air
and alkaline/quasi-solid zinc–air batteries. The NCAG/Fe–
Cu//Al battery showed an OCP of 2.00 V and a peak power
density of 137mW cm�2, which were about 200mV and
41mW cm�2 higher those of a Pt/C//Al battery. The NCAG/
Fe–Cu//Zn quasi-solid battery also exhibited a better OCP
(1.51 vs 1.40 V) and maximum power density (186 vs
100mW cm�2), along with excellent mechanical flexibility.
These results highlight the unique potential of NCAG/Fe–Cu
as viable bifunctional oxygen catalysts for metal–air batteries.

3.5. CO2 Reduction Reaction

Electrochemical CO2RR can not only reduce the atmospheric
CO2 concentration but also convert the chemically inert CO2 into
fuels and other value-added chemicals, a critical step in the
carbon-neutral economy.[72,73] However, the large-scale application
of CO2RR is severely hindered by the lack of efficient, selective,
and stable electrocatalysts. Recently, DACs with two interacting
metal atoms have been shown to be effective CO2RR catalysts,
due to the manipulation of the adsorption configuration of reac-
tant molecules. Compared to SACs, the dual-atom sites allow
both C and O atoms of CO2 to adsorb onto the metal atoms, thus
reducing the adsorption free energy of the intermediates and
lowering the activation barrier caused by the stable C═O bonds
in CO2. For instance, Li et al.[74] prepared a dual-atom Ag2/
graphene catalyst featuring well-defined AgN3–AgN3 active sites
for CO2RR. The Ag2/graphene catalysts were synthesized by a
high-temperature treatment method and could drive CO2RR at
a potential as high as �0.25 V, with an excellent CO Faraday
efficiency (FECO) up to 93.4% and a current density of
11.87mA cm�2 at �0.7 V in 0.5 M KHCO3 and long-term stabil-
ity, far surpassing the SA Ag1/graphene and the traditional silver
nanoparticle catalysts. Mechanistically, the dual-atom Ag2 sites
lowered the barrier for the formation of *COOH by stabilizing
the *CO2 intermediate through the concomitant interactions

with the C and one of the O atoms of CO2, as shown in DFT
calculations. In another study, Zhang et al.[75] synthesized
carbon-supported Pd2 DAC and observed that the electron trans-
fer between the Pd atoms at the dimeric sites led to a moderate
CO adsorption and facilitated CO production from CO2RR, fea-
turing a 98.2% FECO atþ0.85 V that was much better than that of
Pd1 SAC, along with long-term stability.

In addition, Wang et al.[76] prepared a Fe2 DACwhere the dual-
iron sites were anchored on a nitrogen-doped carbon matrix
(Fe2–N–C). Compared to Fe SAC, the Fe2 DAC showed better
durability and an FECO above 80% in a wide potential range,
along with a high TOF (26 637 h�1) in 0.5 M KHCO3. The syner-
getic effects of the Fe2 sites overcame the disadvantages of SACs
on the desorption of *CO intermediates and facilitated the CO2-
to-CO conversion. Cao et al.[77] synthesized a Ni2 DAC with a
unique bridging structure of binuclear nickel atoms coordinated
with four nitrogen and two carbon atoms (Ni2–N4–C2, Ni–CNC-
1000) by the electrospinning method and subsequent pyrolysis
(Figure 9a). The coordination structure of the atomic nickel
sites was unraveled by SEM, TEM, and EDS measurements
(Figure 9b–g). The Ni–CNC-1000 exhibited a high FECO
(96.6% at �0.8 V) (Figure 9h) and a remarkable TOF value
(4606.5 h�1 at �1.0 V) in 0.5 M KHCO3 (Figure 9i) in an H-type
cell, and an outstanding low onset potential (�0.2 V) and a maxi-
mal FECO (97.8% at �0.5 V) in a flow cell with an alkaline elec-
trolyte (1 M KOH) (Figure 9j,k). In an assembled Zn–CO2 cell,
the Ni–CNC-1000 showed an impressive peak power density
of 2.43mW cm�2 in the discharge process with excellent stability
as the cathode catalyst. The unique bridging structure of binu-
clear Ni atoms with four nitrogen and two carbon atoms (Ni2–
N4–C2) led to the adjustment of the electronic structure of the
d-states in Ni2–N4–C2 for the optimal activation and adsorption
of reaction intermediates, thus facilitating the activity and selec-
tivity for CO2RR, as confirmed in DFT calculations.

In another study, Zhang et al.[75] prepared Pd2 DACs by an
anion-replacement deposition–precipitation method for CO2RR.
The Pd2 DAC exhibited long-term stability and an excellent cata-
lytic performance with a 98.2% FECO at�0.85 V in 0.5 M KHCO3,

Table 2. Summary of the ORR performances of select DACs versus Commercial Pt/C.

Catalyst Eonset (V vs. RHE) E½ (V vs. RHE) Tafel Slope [mV dec�1] n Electrolyte Loading [mg cm�2] References

NCAG/Fe–Cu þ1.07 þ0.94 55 4 0.1 M KOH 0.425 [43]

FeCu–NC þ0.96 þ0.882 74 3.97 0.1 M KOH 0.24 [31]

(Fe,Co)/N–C þ1.06 þ0.863 66 4 0.1 M HClO4 0.77 [36]

A–CoPt–NC þ0.96 4 0.1 M KOH 0.262 [63]

PhFCC þ0.94 þ0.85 3.94 0.1 M KOH 0.25 [64]

þ0.86 þ0.75 3.96 0.1 M HClO4

FeNi SAs/NC þ0.98 þ0.84 54.68 4 0.1 M KOH 0.4 [34]

Fe/Ni(1:3)–NG þ0.842 3.8 0.1 M KOH [55]

Fe1Se1–NC þ1.0 þ0.88 4 0.1 M KOH [65]

CHS–FeCo þ0.93 þ0.79 86.1 3.6 0.1 M KOH 0.0813 [66]

CuCo@NC þ0.96 þ0.884 80 3.78 0.1 M KOH 0.182 [51]

FeMn-DSAC þ1.04 þ0.922 33 3.98–4 0.1 M KOH 0.30 [54]

Commercial Pt/C þ1.03 þ0.858 68 4 0.1 M HClO4 [36]

www.advancedsciencenews.com www.entechnol.de
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far exceeding that of Pd1 SAC. DFT calculations showed that Pd2
was close to the top of the volcano plot with an optimized limiting
potential (UL) and the moderate adsorption strength of CO* was
beneficial for CO production in CO2RR. Xie et al.

[78] synthesized
a NiSn atomic pair DAC (NiSn–APC) by an impregnation plus
pyrolysis treatment (Figure 10a), where both Ni and Sn were coor-
dinated with four nitrogen atoms (N4Ni–SnN4) (Figure 10b–e).
The NiSn–APC exhibited a higher activity and selectivity than rel-
evant electrocatalysts reported in the literature for CO2RR to
formate, with a TOF of 4752 h�1 and formate productivity
of 36.7mol h�1gsn

�1 in 0.5 M KHCO3 (Figure 10f ). The NiSn–
APC also displayed a higher-utilization efficiency (57.9%) of the
active sites, as compared to the SAC counterparts (Figure 10g).
DFT calculations showed that the Si site was the active site for
CO2RR to formate, and the synergistic interactions between the
Sn and Ni sites reduced the energy barrier of the production of
*OCHO intermediate, leading to an enhanced catalytic perfor-
mance for CO2RR to formate (Figure 10h,i).

Ren et al.[79] reported the production of Ni/Fe–N–C DACs by
an ion-exchange strategy followed by pyrolysis of a Zn/Ni/Fe-
containing ZIF. The Ni/Fe–N–C DAC displayed a high catalytic
activity toward CO2RR in 0.5 M KHCO3 with a higher current
density (7.4 mA cm�2 at �0.7 V), maximum FECO of 98%
at �0.7 V and TOF (7682 h�1 at �1.0 V) than Ni–N–C
(4.9mA cm�2 at �0.7 V and 3690 h�1 at �1.0 V) and Fe–N–C
(1.6mA cm�2 at�0.7 V and 813 h�1 at�1.0 V). After 30 h of con-
tinuous electrolysis, the Ni/Fe–N–C also retained 99% of the ini-
tial FECO (�8mA cm�2), indicating good durability for CO2RR.
The structural change of the bimetal–nitrogen sites reduced the
energy barrier for both the formation of COOH* intermediate
and the desorption of CO. Moreover, DFT calculations showed
that the synergetic effect of the neighboring Ni–Fe centers
decreased the reaction barrier for the formation of COOH*
and desorption of CO, leading to a remarkable CO2RR activity.
In another study, Meng et al.[80] synthesized a Bi–Zn DAC
(BiZn/NC) by a gas-migration/NH3-mediated strategy, which

Figure 8. a) Schematic illustration of the synthesis procedure for the FeCo-NSC. b) SEM and c) TEM images of FeCo-NSC. d) HAADF-STEM image and
the corresponding elemental mapping of FeCo-NSC. e) Illustration of a designed Zn–air battery with a FeCo-NSC cathode and Zn-plate anode.
f ) Photograph of a FeCo-NSC-based zinc–air battery (ZAB) showing an open-circuit voltage of 1.512 V. g) Open-circuit voltage curves and
h) galvanostatic discharge curves of ZABs based on FeCo-NSC, Fe-NSC, Co-NSC, and Pt/C. i) Discharge polarization and the corresponding power
density curves of ZABs based on FeCo-NSC and Pt/C. Scale bars in (b–d) are all 1 μm. Adapted with permission.[71] Copyright 2021, Elsevier B.V.
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enhanced the catalytic performance of the electrochemical con-
version of CO2 andH2O to syngas. The pyridinic–N–Bi/Zn bond-
ing moiety was argued to be key to the improvement of the
electrocatalytic activity. Compared with other electrocatalysts
used in syngas production by the Fischer–Tropsch process,
BiZn/NC exhibited a more efficient performance to tune the
CO/H2 ratios within the range from 0.20 to 2.92.

In CO2RR, a range of valuable products can be produced,
such as CO, formic acid, alcohols, and hydrocarbons.[78,81–83]

However, most DACs reported thus far are limited to CO2 reduc-
tion to CO, likely due to the limited number of active sites for the

concurrent adsorption of other intermediates required for the
formation of more complicated products.[15] Further structural
engineering of the nanocomposite catalysts is therefore strongly
desired to achieve both high activity and selectivity of CO2RR.

3.6. Nitrogen Reduction Reaction

NRR is a green technology that can be used for the artificial fixa-
tion of nitrogen into ammonia, a commodity chemical used
widely across the globe.[84] However, the traditional nitrogen
fixation (e.g., the Haber–Bosch process) is energy- and

Figure 9. a) Illustration for the preparation of binuclear nickel atoms coordinated with four nitrogen and two carbon atoms (Ni2–N4–C2, Ni-CNC) fibers
via the electrospinning method followed by pyrolysis. b) SEM, c) TEM, d) HRTEM, e) HAADF-STEM images, and f ) the corresponding intensity profiles of
Ni-CNC-1000. g) Elemental maps of Ni-CNC-1000. h) FECO of the Ni-CNC-1000 electrode in 0.5 M KHCO3 in an H-type cell. i) TOF of Ni-CNC-1000
compared with state-of-the-art CO2-to-CO catalysts. j) Schematic illustration of the flow cell configuration. k) FECO of the Ni-CNC-1000 electrode in 1 M

KHCO3 or 1 M KOH in a flow cell. Scale bars are b) 200 nm, c) 200 nm, d) 5 nm, e) 2 nm, and g) 200 nm. Adapted with permission.[77] Copyright 2021,
Wiley-VCH.
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capital-intensive because of the high bonding energy in N2

(N≡N) molecules.[14] Thus, rational design and engineering of
high-performance NRR catalysts are of both fundamental and
technological significance. DACs represent viable candidates.
For instance, He et al.[85] carried out DFT calculations and
observed that the energy barriers of the first (ΔGN2–N2H) and sec-
ond (ΔGNH2–NH3) proton-coupled electron-transfer steps could
be reduced on the bimetal active sites; and in a series of metal
combinations, Mo–Ru (0.17 eV), Mo–Co (0.27 eV), Mo–W
(0.28 eV), Mo–Fe (0.36 eV), and Fe–Ru (0.39 eV) were found to

be the viable candidates for NRR electrocatalysis. Mechanistically,
the strong polarization and weakening of the N≡N bond were
ascribed to the asymmetrical electron donation from the two dif-
ferent bimetallic active sites, as the binding strength of key reac-
tion intermediates could be regulated by the synergetic
interactions between the two metal centers, leading to an impres-
sive NRR performance. Zheng et al.[86] evaluated five DACs by
DFT calculations, CrN4/M’N4-C (M’=Cr, Mn, Fe, Cu, and
Zn), where the CrN4 moiety served as the main catalytic site,
and the NRR catalytic activity was enhanced by the modulation

Figure 10. a) Scheme illustration for the integrated nanostructural NiSn atomic pair DAC (NiSn-APC) electrode and the CO2RR process on NiSn-APC.
SEM images of b) N-doped carbon nanosheet and c) NiSn-APC nanoarray (insets are the corresponding magnified views). d) HRTEM and e) HAADF-
STEM images of NiSn-APC. f ) TOF values of Sn-SAC and NiSn-APC. g) Active site density and utilization degree of NiSn-APC, Ni-SAC nanoarray, and
NiSn-APC powder. Free energy diagrams in CO2 reduction reaction (CO2RR) for the production of h) formate and i) CO on Ni-SAC, Sn-SAC, NiSn-
APC * Ni, and NiSn-APC * Sn. Scale bars are b) 10 μm, c) 10 μm, d) 10 nm, and e) 2 nm. Adapted with permission.[78] Copyright 2020, Wiley-VCH.
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effect of the adjacent M’N4 moiety, such that a remarkable NRR
performance was achieved with the limiting potential ranging
from �0.64 to �0.62 V. Wang et al.[87] found that FeMo/
g-C3N4 stood out as the optimal NRR catalyst with a particularly
low limiting potential of �0.23 V based on the evaluations of 28
heteronuclear M1M2/g-C3N4 candidates. Nevertheless, thus far
experimental progress of DACs for NRR electrocatalysis has
remained slow and limited.

3.7. Other Reactions

DACs have also been found to exhibit a remarkable activity
toward other reactions. For instance, Tian et al.[23] prepared a
Fe2/mpg-C3N4 catalyst via a “precursor-preselected”wet-chemistry
strategy. In this catalyst, highly dispersed Fe2 clusters were sup-
ported on mesoporous carbon nitride (mpg-C3N4), which exhib-
ited an excellent catalytic performance for the epoxidation of
trans-stilbene to trans-stilbene oxide, with an outstanding selec-
tivity of 93% at a high conversion efficacy of 91%. Li et al.[88] syn-
thesized a Fe2N6 catalyst by selecting uniform pyridinic N of
graphitic carbon nitride (g-C3N4) as the anchoring sites. The per-
oxymonosulfate (PMS) activation performance was improved by
3.58 times and the selectivity of activating PMS via the radical
pathway remained at a high level of 75%, due to the significantly
improved PMS activation kinetics by the modified Fe2CN cata-
lyst. Because of the coupling of the Fe 3d orbitals, the contribu-
tion of the antibonding state in the Fe─O bond decreased by the
new Fe–Fe coordination, which facilitated the O─O bond cleav-
age of the Fe2–HOO–SO3 complex with a thermodynamic energy
barrier reduced to only �0.29 eV. This work confirms that the
coordination configuration of the metal sites can significantly
impact the intrinsic activity of DACs. In another study, Yang
et al.[89] synthesized a Ni–Ni DAC (Ni1–N–C) for dehalogenation
reactions via regulating the Ni content during sample synthesis.
XAS, XPS, and HAADF-STEM measurements confirmed the
diatomic structure of Ni1–N–C. In the debromination reactions
of tribromoacetic acid (TBAA), Ni–N–C showed a higher intrin-
sic electrocatalytic activity than Ni, Ag, and Pd nanoparticles.
Mechanistically, the unique adsorption configuration in
Ni–N–C led to a lower energy barrier than NiN3 and NiN4

SACs for the electrocatalytic debromination of TBAA.

4. Conclusion and Perspectives

Research of DACs has been increasingly intensified, where the
more complicated materials structures offer a unique variable in
the further manipulation of the electronic structure of the cata-
lytic active sites, in comparison to SACs. The synergetic effect
between the two metal atoms can be exploited for the control
of the d-band centers and adsorption energetics of key reaction
intermediates. This results in significant improvement of the
electrocatalytic activities toward a variety of important reactions,
such as HER, ORR, OER, CO2RR, NRR, etc. In this review, we
summarize the recent advances in the synthesis, characteriza-
tion, and electrocatalytic performances and applications of a
range of DACs. Yet, despite the progress, the research of
DACs has remained in the rather early stage. Following are some
of the challenges that need to be pursued in continuing research.

First, it has remained a great challenge to produce DACs with
a uniform structure and atomic configuration. As mentioned ear-
lier, in most syntheses, the products consist of a range of struc-
tures, including SAs, dual atoms, and even nanoclusters. Such a
structural heterogeneity renders it challenging to unambiguously
correlate the materials structure with the electrocatalytic activity,
and to delineate their mechanistic contributions. Thus, develop-
ment of effective protocols for high-yield, uniform production of
DACs is urgently needed. Within this context, rational design of
dinuclear organometallic complexes may be a viable strategy,
along with controlled assembly onto a supporting substrate.
This can be facilitated with the emerging ultrafast synthesis of
electrocatalysts.[90]

Second, the structural dynamics of the catalytic active sites
have remained largely unexplored. One critical issue about
DACs is if the dual-metal sites retain the dinuclear structure dur-
ing electrochemical reactions, as structural instability can lead to
diminishment of the electrocatalytic activity and compromise the
long-term operation of the electrochemical devices. In fact, such
issues of atomic restructuring have been observed with
SACs.[91–93] This calls for in situ, or better yet, operando, experi-
mental tools to monitor the functional moieties.

Third, integration with state-of-the-art computational tools is
of fundamental significance in catalyst design and structural
engineering and critical to unravel the mechanistic insights.
Specifically, a combinatorial approach may be adopted to identify
viable pairing of the metal atoms as well as optimal atomic con-
figurations within the dual-atom site.[94] These insights can then
serve as the guiding principle of the experimental design of
DACs, where the two atomic sites may contribute additively
or synergistically to the electrocatalytic activity.
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