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1.1 Introduction
Supported metal catalysts are extensively used in the chemical industry, from bulk
and fine chemicals production to petrochemicals. In this family of catalysts, the
support contributes to maintain a high dispersion of the active phase, improves catalyst stability (including mechanical) but also determines at a certain extent the
physico-chemical properties of the active phase, and thus its activity. When considering most of this support effects, the size of metal particles is an important parameter
to consider. For large particles (10–100 nm), the influence of the support will be limited to the interface (interfacial effects), and will involve a limited number of metallic
atoms, and the support effect can be diluted by the presence of the numerous metal
atoms located far away from the support. The interfacial effects between the support and catalyst could control electron distribution, tune intermediate adsorption,
prevent catalysts from dense aggregation, and improve stability. Thus, if we consider charge transfer, which can have a substantial influence on adsorption and,
therefore, on reactivity, it can be expected that for large particles the average number of electron transfer per metal atom will be smaller than for small particles [1].
It is however important to note that due to strong charge screening, the excess of
charge on metal particle could be expected to accumulate at the direct contact interface (sub-nanometer short-range charge transfer) [2]. Interfacial sites can also contribute to tune intermediate adsorption. For example, in the Sabatier reaction, an
enhanced cooperation between nickel and interfacial active sites was reported [3, 4],
which leads to rapid dissociative adsorption of H2 on Ni and hydrogen spillover. The
H atoms generated contribute to CO2 hydrogenation and create oxygen vacancies
on the reducible support surface, which contribute to CO2 adsorption and activation. In that context, it is interesting to decrease the particle size. As particle size
decreases (1–10 nm), these interfacial effects will be exacerbated, but other phenomena should be taken into consideration, such as the increase in surface defects
(uncoordinated metal atoms) and even quantum size effects in the case of very small
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particles (clusters), which can of course dictated the catalytic activity [5, 6]. In the latter case, although tremendous variation in the relationships between size and activity exist depending on the system studied, these relationships are often broken into:
positive size-sensitivity reactions, negative size-sensitivity reactions, size-insensitive
reactions, and a fourth category composed of reactions for which a local minima or
maxima in activity exists at a given particle size [7, 8]. Going back to the Sabatier
reaction, structure sensitivity over nickel catalysts was reported in the 1–7 nm range,
with a maximum in activity at 2.5 nm [9]. The smallest Ni particles bind CO too
weakly, facilitating its easy desorption and modifying the selectivity of the reaction.
Downsizing metal catalyst particles to supported metal single atoms is the
ultimate step. In that case, some interfacial effects can be exacerbated like the
electronic metal-support interactions and other intrinsic metal effects, such as
the electronic quantum size effect and the structure-sensitivity geometrical effect
disappear. We thus arrive at a situation where the role of the support, which
one has to see as a ligand as in homogeneous or enzymatic catalysis, becomes
preponderant. Indeed, it will have a direct influence on the charge state, oxidation
state and structure of the frontier orbitals of the active site, which is now limited to
an isolated metal single atom (Figure 1.1). Furthermore, in this case, tuning of the
support surface chemistry can even be as relevant as the selection of the supported
metal itself for regulating the catalytic activity [10].
Of course, such a size reduction raises questions other than chemical reactivity.
How to produce such species and how to characterize them reliably? The progress
made since the beginning of this century in terms of synthesis, characterization
and modeling strategy has made it possible to see the emergence of a new class of
catalysts: metal-supported single-atom catalysts (SACs). The catalysis community
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Figure 1.1 Inﬂuence of downsizing of catalyst particles on interfacial effects. Source:
Philippe Serp.
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quickly recognized the importance of metal supported single atom catalysis [11–17],
which can be seen as the ultimate consequence of applying the atom economy concept to heterogeneous catalysis. The First International Symposium on Single-Atom
Catalysis (ISSAC) was organized in 2016 by T. Zhang, J. Li, and J. Liu at Dalian
Institute of Chemical Physics in Dalian, China, in 2016. Since then, an exponential number of publications, including review articles and patents on that subject
are published every year.
Supported metal single atom catalysis has often been presented as a bridge
between heterogeneous and homogeneous catalysis [17–19]. On one side (where
we mainly find the heterogeneous catalysis community), it is true since at the
active site, a single metallic atom is surrounded by a ligand (the support) just like
in homogeneous system. On the other side (where most molecular chemists stand),
a difference exists linked to the presence of a surface that plays the role of a solid,
“rigid” ligand with specific redox, acid-base, as well as physical properties (e.g.
porosity, hydrophilicity, hydrophobicity, semiconducting properties, etc.). We will
also notice that the diversity of direct environment in supported metal SACs, i.e.
the first coordination sphere is rather limited compared to homogeneous systems.
Indeed, on oxide, it is often limited to a metal-O environment, and on carbon
metal-C, metal-N4 (like in metalloporphyrine) metal-O or metal-S bondings have
been regularly reported. Additionally, for oxide supports, beyond the first coordination sphere (O-coordination), metal cations on oxide supports readily serve as the
second coordination sphere and are involved in catalytic reactions together with the
primary catalytic metal single atoms [20]. The presence of such “macromolecular”
ligands can induce specific properties to the metal and in fine to the resulting
supported catalysts that most of the homogeneous systems do not present [16].
Most, but not all… Thus, Jørgensen introduced the term “non-innocent” ligand
in 1966 [21]. He stated “ligands are innocent when they allow oxidation states of
the central atom to be defined,” which correspond to non redox-active ligands [22].
We will see in Section 1.4.3.2 of this chapter that the support can indeed, in some
cases, behave as a “non-innocent” ligand and introduce complexity in the system.
Additionally, in metal–ligand cooperative catalysis [23], ligands are involved (like
in enzyme catalysis [catalytic residues] and in supported metal SACs [24] as we
have seen for the Sabatier reaction) in facilitating reaction pathways that would
be less favorable to occur solely at the metal center. Also, plastic deformation (a
dynamic phenomenon) of the catalytic system can induce difference in reactivity
as observed in heterogeneous catalysts [25–27], supported metal SAC [28], and
enzymatic catalysis (allosteric sites) [29, 30].
From these various considerations, it appears that a number of factors must be
carefully taken into account when trying to make correlation between the structure
of supported metal SACs and their catalytic performances (Figure 1.2). Such a level
of complexity positions supported metal single atom catalysis closer to enzymatic
[31] or supramolecular catalysis [32] than to conventional homogeneous catalysis.
Finally, if metal-support interaction is certainly important for regulating catalytic
performance of SACs, other type of cooperativity that are not specific to SACs,
such as metal–ligand or heterobimetallic cooperativity, and cooperativity that
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Figure 1.2 Factors affecting catalytic performances of supported metal SAC. Source:
Philippe Serp.

are SAC-specific such as nanoparticle-single atom or mixed-valence single atom
cooperativity have been reported [33].

1.2 Deﬁnition
One discussing about supported metal single atom catalysis, a first question is often
asked how different is tethered homogeneous catalysts or single-site heterogeneous catalysts (SSHCs) to supported metal single atom catalysts (SACs)? To answer this question, we will rely on some definitions introduced by Thomas et al. [34], Basset and
coworkers [16], and Liu [35].
For Thomas et al., an SSHC (catalytically active center) may consist of one (or
more in the case of small clusters) atoms spatially isolated from one another. Each
single site presents the same energy of interaction between it and a reactant; and is
structurally well-characterized as for single site homogeneous molecular catalysts
(Figure 1.3a) [34]. SSHCs may be conveniently classified into three main categories:
(i) individual isolated ions, atoms, molecular complexes or well-defined clusters
anchored to high-area supports; (ii) “ship-in-bottle” structures, in which isolated
catalytic molecular entities are entrapped within a zeolite cage; and (iii) solid frameworks that host the catalytically active centers, zeolitic [36], and metal-organic
frameworks (MOFs) [37] materials occupying an outstanding position since they
are crystalline.
As far as tethered homogeneous catalysts are concerned, Basset distinguishes surface organometallic catalysts (SOMCats) that are directly bound to the surface, and
where the surface acts as rigid ligand, and supported homogeneous catalysts (SHCs)
where the metal atom is tethered to the support surface via flexible linkers coordinating the metal via covalent or noncovalent interactions (Figure 1.3b) [16]. In SOMCats
and SHCs, the catalytically active sites are formed by reacting organometallic or
coordination compounds with (functionalized) surfaces (oxides, metal nanoparticles, carbon). For these catalysts, the supported organometallic/coordination species
keep at least part of their ligands after grafting. These types of catalysts can be classified as SSHCs if all of the active sites are structurally identical. This of course will
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Figure 1.3 (a) A single site homogeneous molecular catalysts (iron(II) phtalocyanine
complex); (b) a supported homogeneous catalysts (SHCs); and (c) a supported metal single
atom catalyst. Source: Philippe Serp.

depend on the nature of the support. Indeed, if the supporting solid exposes different
anchoring situations, the structure of the anchored sites is usually not well known.
In supported metal SACs, only single metal atoms are present, which are dispersed
on a solid support (Figure 1.3c) [35]. The interaction between the single atoms (SAs)
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and the support can be of a different nature involving covalent, coordination, or ionic
bonds. There should be no appreciable interactions among the isolated SAs.
The difference between SACs and SOMCats therefore lies in the presence of
ligands on the metal generally originating from the precursor used during the
synthesis. Of course, if these ligands are removed the SOMCat will transform into
SAC. Likewise, if a supported SAC is modified by the addition of a ligand, it can
be considered as a SOMCat. The active sites in SACs generally consist of the SAs,
but in some cases the immediate neighboring atoms of the support surface can
be involved. The catalytic property of the individual active sites can be similar or
different depending on the interaction between the SA and its neighboring atoms
of the support. When the catalytic behavior of all the metal SAs in a supported SAC
is the same, then the SAC can be considered to be an SSHC as well (Scheme 1.1).
This should not be the case of the SAC shown in Figure 1.3c, since the two Fe
centers do not present the same environment. For supported double and triple
metal atom catalysts discussed in Chapter 15, the same reasoning can be followed.
Supported single, double, triple metal atom catalysts can be considered as a subset
of atomically dispersed supported metal catalysts (ADSMCs) [35], together with
two-dimensional rafts or very small clusters.
Following these definitions, there is no substantial difference between homogeneous and heterogeneous single-site catalysts since the ligand sphere around the
metal, which is accurately engineered, should be the same in both cases. Additionally, supported SACs, SHCs or SOMCats can be considered as SSHCs if all of their
active sites are structurally identical (Scheme 1.1), which is not often the case due to
support inhomogeneity in term of anchoring sites.
It is worth noting that when considering supported SACs, the rules of molecular
chemistry apply, and help to rationalize the structure and the reactivity of these
species. This leads us to mention a point that seems important to us in this type
of catalysis. If definitions are necessary to clarify the differences between all these
types of catalysts, they should not make us forget the similarities. As we have
seen, the SSHC family is very large and includes grafted molecular species and
crystalline solids, which are generally studied by different communities (molecular
chemists and materials chemists). Similarly, the objects involved in catalysis are
Is it a supported SAC?
Single metal atoms spatially isolated from one other?
Direct bond with the support?
Presence of ligands (other than the
support)?
All of the active sites are
no
structurally identical?
yes
Supported SAC and SSHC

no

yes
yes

yes
no

no
Not SAC

Not SAC but SHC

Not SAC but SOMCat
Supported SAC

Scheme 1.1 Guide to the deﬁnition of supported single metal atom catalysts. Source:
Philippe Serp.
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often studied in different ways. Studies carried out on the most molecular catalysts
(SHCs, SOMCats) are often mechanistic; while those relating to catalytic solids
often also integrate traditional problems of heterogeneous catalysis and associated
processes (transfer, diffusion, etc.). Interestingly, supported SACs lie in between
grafted molecular species and crystalline solids and their study should be performed
by multidisciplinary scientists with solid basic knowledge in molecular and material chemistry as well as engineering and technology. In catalysis education, the
separation between catalysis science and catalysis technology is a regular issue, we
believe that as proposed by Pagliaro new courses in catalysis science and technology
should integrate a unified approach [38].

1.3 Origins of Supported Metal Single Atom Catalysts
Most recent reviews dealing with supported metal single atom catalysis underline
the innovative character of this type of catalysis:
●
●

●

Single-atom catalysis is a recent discipline of heterogeneous catalysis [16];
One of the earliest heterogeneous catalysts with surface metal atoms was reported in
1999 [12];
Single-atom catalysis is currently one of the most innovative and fastest growing
research areas in the entire field of catalyst science [14].

While it is true that most of the important work in the field dates from the
twenty-first century [39], an analysis of the bibliography associating the words
“single atoms” and “catalysis” in web of science (WoS) reveals that research had
been initiated long before (Figure 1.4a). We will present below some of the pioneering works (sometimes forgotten) representative of this research (Figure 1.4b) and
put them in perspective of certain recent (re)discoveries.
If the failure to obtain a high metal loading can be in certain cases a brake
for the industrial development of SACs (for example in electrocatalysis) [40], for
certain reactions at very high tonnages involving the use of noble metals, the
catalyst must be lightly loaded for economic reasons. This is for example the
case of reforming Pt/Al2 O3 catalysts. A crucial invention was made in 1947 by
Haensel at Universal Oil Products, who suggested the use of platinum supported
on alumina as a bifunctional catalyst in the refining process [41]. Using such
catalyst with an expensive metal for producing a cheap commodity sounded crazy
to most of his contemporaries. However, Haensel and coworkers demonstrated that
the high activity of a 0.01% Pt/Al2 O3 catalyst combined with long-term stability
and possible in situ regeneration justify a high initial price. In fact, this catalyst
was economically more efficient in the long run than a “cheap” catalyst with a
shorter life. Hydrogen adsorption indicated that 50% or more of the Pt atoms were
surface atoms. This was the first industrial bifunctional catalyst, exposing both
platinum SA and acid sites, and still today researches are conducted on supported
PtSA as reforming catalysts [42–44]. A combination of nuclear magnetic resonance
(NMR) spectroscopy, and high-angle annular dark-field scanning transmission
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electron microscopy (HAADF-STEM) analyses coupled with density functional
theory (DFT) calculations was used to reveal the nature of anchoring sites of a
catalytically active phase of Pt/γ-Al2 O3 catalyst [44]. At low (≤1 wt%) Pt loadings, Pt
is atomically dispersed on the support surface, and coordinatively unsaturated Al3+
centers acts as binding sites for PtSA . Seventy years after Haensel et al. the group
of Hutchings and researchers from Johnson Matthey followed a similar strategy
to replace the conventional Hg/C acetylene hydrochlorination catalyst by an Au/C
catalyst [45]. They set as a target an Au loading smaller than 0.25 wt%, since higher
loadings were considered to be not economically viable. In situ X-ray absorption
fine structure spectroscopy (EXAFS) experiments have definitively shown that the
active catalyst predominantly comprises Au(I) isolated cationic species [46]. PtSA /C
are also promising for this reaction [47]. These two examples show that the concept
of SA catalysis is attractive, particularly in the context of sustainable technologies
that will make use of critical metals, which are expensive and of limited availability.
Different studies were conducted in the 1970s–1980s on low loading M/Al2 O3
catalysts (M = Co [48], Cr [49, 50], Re [51] and more particularly Rh) in order to try
to elucidate: i) the nature of the metal species (SA [52], highly dispersed 2D phase [δ
phase] [53] or clusters [54]/nanoparticles [NP]), ii) the reasons why chemisorption
stoichiometries do not prevail for supported Rh catalysts [55], and iii) in some
cases the reason of the difficult reduction of some metal species. We will discuss
below the case of Rh/Al2 O3 . It was thought that Rh may be present on Al2 O3 in the
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form of 3D crystallites, 2D “rafts,” and/or isolated SA (ion) sites. This system was
investigated by a variety of techniques including chemisorption [53, 55], infrared
spectroscopy [56–62], X-ray photoelectron spectroscopy (XPS) [54], electron spin
resonance (ESR) [54], EXAFS [52, 54, 63, 64], 13 C NMR spectroscopy [65, 66],
luminescence spectroscopy [67], and ultra-high resolution electron microscopy
[53]. Most of these techniques are still used today for the characterization of
supported metal SA (Chapter 5). One of the most powerful techniques for the
study of the surface chemistry of supported high surface area metal deposits is
transmission infrared spectroscopy. The chemisorption of CO by Rh/Al2 O3 has
been well studied using infrared spectroscopy. Preliminary experiments performed
by Garland and coworker [56] have shown that three main types of chemisorbed
CO are produced on Rh/Al2 O3 catalysts: (i) a single CO molecule adsorbed on
one Rh atom, (ii) a band due to bridged CO, and (iii) two CO molecules adsorbed
on one Rh atom (geminal dicarbonyl rhodium species). The latter surface species
was particularly present for catalysts with a low Rh loading presenting highly
dispersed rhodium species. The other two species are related to CO-covered Rh
crystallites. The geminal dicarbonyl rhodium species was associated to a Rh(I)
species, which cannot be completely reduced to Rh(0) even at 400 ∘ C [60]. However,
infrared (IR) analyses were not conclusive about the exact nature of this species
and both monoatomically dispersed Rh(I) species on Al2 O3 (RhSA /Al2 O3 ), and 2D
supported Rh “rafts” [53] were proposed. For the latter case, the geminal dicarbonyl
rhodium species formed on the edge atoms of supported Rh “rafts.” Later on, an
important finding was reported by Primet [68], who discovered that the geminal
dicarbonyl species are not formed at low temperature, but develop on warming up
to room temperature. Dissociation of CO was assumed on Rh(0), and CO in excess
adsorbs on the surface Rh-O species to give the geminal dicarbonyl rhodium(I)
species. EXAFS analyses were also conducted on reduced low loading catalysts
[52, 54, 63, 64]. In such samples, the measured average coordination number was
low (1.5 [52] to 4.9 [64] according to the temperature of reduction). Although the
presence of isolated Rh+ ions in these low loading catalysts was not completely
ruled out, it was proposed that they mainly contain small metal clusters, consisting
of 6–10 atoms [54]. Another important finding was that adsorption of CO at room
temperature changes the system completely. It results in a significant disruption
of the Rh clusters, ultimately leading to the isolated Rh(I) geminal dicarbonyl
species, in which Rh is surrounded by two CO and three oxygen ions. This study
also confirmed that CO dissociation occurs and is followed by CO adsorption on
the oxidized rhodium.
These results can be put into perspective with more recent results obtained in
studies on supported metal SACs. First, several studies have been published on the
role of CO on the stabilization of SA [69], but also on their (dynamic) formation
by NP disintegration [70, 71] or reconstruction [72–74]. In particular, it was shown
that for CO assisted Ostwald ripening and induced NP disintegration, the strong
interaction between CO and the metal is essential [75]. When the formation
of the metal–CO complexes becomes exothermic with respect to the supported
metal NP of interest, the metal particles will be disintegrated to the individual SA.
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Figure 1.5 (a) An illustrative mechanism, with times given as taken from the beginning of
the reaction, of three elementary steps at room temperature for the disintegration of Rh
clusters on Al2 O3 during CO adsorption by time-resolved DXAFS. Source: Suzuki et al. [70].
Reproduced with permission of Wiley-VCH; (b) Three types of connectivity of RhI (CO2 )
species to the Al2 O3 observed in the minimum energy geometries obtained by periodic DFT
calculations. Source: Roscioni et al. [76]. Reproduced with permission of American Chemical
Society; (c) Free energy proﬁle obtained by DFT for CO oxidation on RhI (CO)2 /Al2 O3 . Source:
Ghosh et al. [77]. Reproduced with permission of Wiley-VCH.

Second, some studies on SAs are also dealing with the specific RhSA /Al2 O3 system
[70, 76, 77]. Thus, time-resolved energy-dispersive EXAFS analyses have revealed
three steps for the structural rearrangement of Rh clusters (Figure 1.5a) [70]. Before
CO exposure, Rh atoms in the cluster composed of seven Rh atoms in the first layer
and three Rh atoms in the second layer interact with the surface oxygen atoms of the
support. Each Rh atom in the lower layer interacts with two O atoms of the support.
Then CO (0–600 ms) rapidly adsorbs on the cluster without Rh—Rh bond breaking.
At the second step after 600 ms, further CO adsorption weakens the Rh—Rh bonds,
and the Rh cluster is completely disintegrated at 3000 ms yielding the [Rh(CO)2 ]
monomer that interacts with three surface O atoms. The slowest step in the cluster
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disintegration (Ea = 4.1 kcal/mol) is the formation of [Rh(CO)2 ] monomers, which
occurs concertedly with bond rearrangement at the interface, and probably with
the oxidation of Rh0 to Rh+ by surface OH groups. It is important to place this
result in the context of the characterization of supported metal SACs. Indeed,
IR spectroscopy using CO as a probe molecule is regularly used to complement
more local electron microscopy analyzes (Chapter 5) in order to distinguish SA,
clusters or NP [78]. The fact that under CO some metallic clusters can disintegrate
at room temperature at the second-scale can of course call into question many
interpretations, and lead to errors or misunderstanding of the system. First principle
plane-wave/DFT calculations were used to determine the exact environment of the
[Rh(CO)2 ] monomer. It was found that RhSA exhibit a square-planar coordination
geometry [76], and is bound to two oxygen atoms of the support (Figure 1.5b)
[76, 77]. Finally, the CO oxidation was investigated with this catalyst. CO oxidation
over RhNP is a highly structure sensitive reaction. The observed structure sensitivity
involves the formation and interplay of three structurally discrete supported Rh
species; RhNP , a Rh2 O3 -like phase, and monodisperse RhI (CO)2 species [79]. Thus,
the reactivity of the RhI (CO)2 /Al2 O3 was investigated for the CO oxidation reaction
by DFT (Figure 1.5c), and compared to that Rh0 (CO)2 /Al2 O3 and Rh6 /Al2 O3 [77].
The computed activation energy for this reaction were 21.2 (RhI (CO)2 /Al2 O3 ),
9.7 (Rh0 (CO)2 /Al2 O3 ), and 27.4 kcal/mol (Rh6 /Al2 O3 ). The CO oxidation on
Rh6 /Al2 O3 is sluggish compared to SA due to strong Rh—CO bonding on the
cluster. For SA, the oxidation of Rh to RhI has a negative effect on the rate of CO
oxidation, and the first CO oxidation by Rh0 (CO)2 is remarkably faster than that by
RhI (CO)2 , for which the free energy barriers are 9.7 and 21.2 kcal/mol, respectively.
It is worth mentioning the pioneering works of Köpp and coworkers, who
investigated in the early 1970s the reactivity of Pd/C catalysts prepared by
metal evaporation (PdSA or PdNP ) for the reverse methane cracking reaction
(C + 2H2 = CH4 ) [80, 81]. The results of their study on isosteric enthalpies of
adsorption of hydrogen on atomically distributed Pd on carbon indicate that the
occupation of H2 molecules per Pd atom in SA catalysts was surprisingly small,
and that the PdSA on the carbon are positively polarized (Pdδ+ ) [80]. Therefore, they
could conclude that the high hydrogenation activity for the investigated reaction
was due to Pd clusters and not due to PdSA . The fact that PtSA dispersed in sodalite
cages cannot chemisorb hydrogen was also evidenced by Imelik and coworkers
[82]. Three interpretations were proposed: (i) at least 2 Pt atoms are required
to dissociate H2 ; (ii) PtSA have lost their metallic properties including hydrogen
chemisorption; and (iii) hydrogen chemisorption is inhibited because a partial
electron transfer between Pt atoms and Lewis acid sites occurs. The poor efficiency
of electron-deficient supported noble metal SACs for dihydrogen dissociation [83]
(and further hydrogenation reactions) [84, 85] has been recently confirmed in
different studies. In fact, several studies have shown that in the electron-deficient
SA sites, the dissociation of H2 followed a heterolytic pathway, whose barrier can
be higher than that in metallic clusters with homolytic dissociation [86–90]. In that
case, the electron depletion of metal SAs induces downshift of the d-band center of
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Figure 1.6 (a): Heterolytic dissociation of H2 on EG-stabilized PdSA /TiO2 . Source: Philippe
Serp. (b): Heterolytic dissociation of H2 on PdSA -O/graphene. Source: Yan et al. [92].
Reproduced with permission of Elsevier.

the Mδ+ species and consequently reduces, when compared with the metallic clusters/NP, the binding strength of the dissociatively adsorbed hydrogen atoms. This
is particularly appealing for selective hydrogenation (see Chapter 8), since catalysts
allowing activation of H2 and weak adsorption strength of the dissociated H atoms
can exhibit optimal efficiency in balancing activity and selectivity for the targeted
product. On other side, if high hydrogenation activity is aimed, it is necessary to
modify the local environment of the Mδ+ species in order to facilitate the heterolytic
dissociation of H2 , or to favor a homolytic cleavage. Such strategies have been
followed in some studies. A facilitated heterolytic dissociation or H2 was obtained
on PdSA /TiO2 by doping the system with ethylene glycol (EG) [91], or by introducing
oxygen functionalities on carbon in PdSA /C catalysts (Figure 1.6b) [92, 93]. It is
generally accepted that upon homolytic dissociation of H2 on PdNP , hydrides (Hδ− )
are formed. When heterolytic activation of H2 occurs, both Hδ− and Hδ+ are produced that should allow better hydrogenation of polar unsaturated bonds. This was
demonstrated in a study on EG-stabilized PdSA /TiO2 catalysts. First, the presence of
EG facilitates the heterolytic dissociation of H2 (Figure 1.6a). Second, the authors
observed a much superior catalytic performance by EG-stabilized PdSA /TiO2 than
conventional PdNP /C catalysts in the hydrogenation of benzaldehyde. The activation
of H2 on PdSA /graphene catalysts was investigated, for which the PdSA is located in
a carbon vacancy [92–94]. If oxygen surface groups are not present in the vicinity
of the PdSA , the hydrogen molecule becomes activated but the H—H bond is not
broken. Thus, the electro-deficient PdSA is not able to dissociate the hydrogen
molecule [94]. However, if an oxygen atom is present (PdSA -O/graphene), the
reaction proceeds with an activation energy of 10.6 kcal/mol (Figure 1.6b).
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To increase the electronic density on a Ptδ+ SA immobilized on ceria, doping
with phosphorus, an electron acceptor was proposed [95]. Such electronic interactions between the PtSA and the P-modulated neighboring oxygen atoms of the
support led to a remarkable activity enhancement toward the hydrogenation of
styrene, cyclohexene, phenylacetylene, and nitrobenzene. H. Lee and coworkers
proposed a more straightforward solution that controls the oxidation state of PtSA in
PtSA /CeO2 –Al2 O3 catalysts by varying the reduction temperature [96]. Remarkably,
the PtSA were stable up to 500 ∘ C reduction temperature, clusters appearing at 600 ∘ C.
EXAFS and XPS analyses have shown that by increasing the reduction temperature
from 100 to 500 ∘ C, the oxidation state of PtSA could be controlled from highly oxidant (Pt0 16.6%) to highly metallic (Pt0 83.8%), while maintaining the SA structure.
The low activity of supported metal SAs compared to metal NPs for the reduction
of nitric oxide by hydrogen was also experimentally evidenced in the 1970s and
1980s when studying the influence of metal loading in Rh/Al2 O3 [97] and Pt/Al2 O3
catalysts [98]. Two explanations were proposed. First, isolated SAs cannot offer
an optimum site configuration for a transition complex, since the NO reduction
requires at least two nitric oxide molecules and two hydrogen atoms, so that clusters
with a minimum number of metal atoms are required for optimal activity. Second,
the higher oxidation state of the metal in SAs due to strong interaction with the
support is expected to result in a lower turnover frequency, as compared to a lower
oxidation state of the metal in the particulate phase [98]. More recently, nitric oxide
reduction with H2 or CO was also investigated on supported metal SA [99–102].
First, in a study on reduction of NO with CO on Rh/SiO2 catalysts, Tao and
coworkers have confirmed that RhSA /SiO2 are much less efficient than RhNP /SiO2
for this reaction [99]. It was shown from DFT calculations that the significant
difference in the reaction mechanisms between RhSA /SiO2 and RhNP /SiO2 is that
NO can directly dissociatively chemisorb on RhNP due to the multiple adsorption
sites; however, for RhSA /SiO2 , NO hardly dissociates with only one active site.
This leads to much higher activity but also selectivity on RhNP in comparison to
RhSA . Nickel SAs supported on g-C3 N4 nanosheets shows a comparable reactivity
with the RhSA /SiO2 catalyst; i.e. complete NO conversion at around 450 ∘ C [100].
An efficient strategy to overcome the limitations of supported single atoms for
this reaction is to associate them with a second metal. This can be done either
by using single metal alloys (Chapter 4) [101], or by diluting noble metal SAs in
Co3 O4 [102]. Thus, Cu5 PdSA /Al2 O3 exhibited outstanding catalytic activity and
N2 selectivity in the reduction of NO by CO since complete conversion of NO to
N2 was achieved at 175 ∘ C [101]. Kinetic and DFT studies demonstrated that the
rate determining step (N—O bond breaking of the (NO)2 dimer) was promoted
by the PdSA (Ea = 11.4 kcal/mol, to be compared to 25.6 kcal/mol computed for
NiSA /g-C3 N4 ) [100], while N2 O decomposition to N2 smoothly proceeds on the
Cu surface, which contributes to the excellent N2 selectivity. The use of catalysts
containing dispersed bimetallic sites Pt1 Com and Pd1 Con allowed performing the
reduction of nitric oxide with hydrogen at temperature as low as 150 ∘ C [102].

13

14

1 Introduction to Supported Metal Single Atom Catalysis

1.4 Challenges, Limitations, and Possible Opportunities
in Supported Metal Single Atom Catalysis
The unique structural and electronic properties of supported metal SACs that result
from multiple factors (unsaturated coordination environment, specific interaction
between the SAs and its neighboring atoms) offer great potential in catalysis.
All those merits are based on the stability of these catalysts that people are most
concerned about. The potential of these catalysts has been explored in diverse
thermo- (Chapters 8–12), electro-(Chapter 13), and photochemical (Chapter 14)
applications ranging from small-molecule activation (Chapter 10) to the production
of fine chemicals (Chapter 12). If the key factors controlling the activity, selectivity,
and stability of this new class of catalysts are mastered (cf. discussion in the
following sections of this chapter), thus 100% atom utilization efficiency can be
expected. This is particularly appealing for the replacement of noble-metal-based
catalysts for energy applications and of homogeneous catalysts in organic synthesis.
However, despite 100% atom utilization efficiency, a general question regarding
supported metal SA catalysts is whether a SA on a support represents the optimal
structure to deliver the highest intrinsic catalytic activity for all reactions. The rate
at which an elementary reaction proceeds on the catalyst surface will depend on
the strength of reactants/products/intermediates – surface interaction (electronic
effects), but also on the availability of specific atomic groupings (both in mono- and
bimetallic/alloyed systems) that can provide the number of surface atoms necessary
for chemisorption, by acting as active sites (atomic ensemble effects). In supported
metal SA catalysts, if ligand (electronic) effects can be modulated, the so-called
ensemble (geometric) effect, which is necessary for some reactions, is not present.
Thus, they may be inactive for some complex catalytic reactions where multiple
reactants, intermediates, and products are involved, unless the reaction proceeds via
a distinct mechanism and/or the support itself can fulfill the required catalytic role.
If such reactions are unwanted (undesired side reactions, coking), the isolation of
the metallic atoms is a promising strategy [93, 103]. But if atomic ensemble effects
are necessary for the aimed reaction to proceed (hydrogenolysis), single metal alloys
or double, and triple metal atom catalysts should be preferred [104–106]. Alternatively, the creation of arrays of SAs has been proposed to overcome this limitation of
supported metal SA catalysts while maintaining 100% atom utilization [107, 108].
The grand challenge in the development of supported SACs is their low
metal-atom loading density, uncontrollable localization and ambiguous interactions with supports, posing difficulty in maximizing their characterization and
catalytic performances. The following sections will treat these different aspects of
supported single-atom catalysis, highlighting the challenges, but also presenting
the limitations and possible opportunities through representative examples.

1.4.1

Metal Loading in Supported Metal Single Atom Catalysts

The low metal loadings generally needed to prevent metal NPs in supported metal
SACs is generally presented as a brake on their industrial development. This is a
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somewhat simplistic vision, which does not integrate the specificities of certain catalytic processes. Thus, we discuss in Section 1.3 the Platforming process developed
by Haensel et al. [41], who understood that a Pt-based catalyst presenting a long life
and could be regenerated and reused in situ would, in fact, be economically efficient.
To achieve this goal with an expensive metal as Pt, it was mandatory to minimize
the amount of platinum. In 1947, they showed that a catalyst with 0.01% platinum
on alumina was both active and stable. Hutchings when looking for a gold catalyst
to replace the mercury-based industrial catalyst for hydrochlorination of acetylene
to produce vinyl chloride followed the same strategy [45]. Of course, if for some
reactions the activities obtained with lightly loaded supported metal SACs are not
sufficient, then the low loadings become a major handicap, because their use would
imply increasing the size of the reactors, which is not economically sustainable. A
current trend in catalysis being to replace noble metals (expensive and for some of
them identified as critical elements) by 3d transition metals (Fe, Co, Ni for example),
which are generally less active, it also becomes necessary to significantly increase the
metal loading. Finally, some difficult reactions, i.e. the oxygen reduction reaction in
proton exchange membrane fuel cells, require high loading of an expensive metal as
Pt. If the current tendency in fuel cell electrocatalysis is to try to decrease as much
as possible the Pt loading [109], significant efforts are still needed to reach the Pt
amounts present in catalytic converters [110]. In this context, significant efforts have
been made in recent years to increase the loading of single atoms in supported metal
SACs (see Chapters 2 and 3). To prepare high loading supported metal SACs, three
main aspects have to be considered: (i) large-scale synthesis is still challenging and
new synthetic strategies should be explored; (ii) suitable metal precursors should
be selected to ensure easy decomposition and stabilization; and (iii) the appropriate
supports should present high density of potential anchoring sites and allow strong
metal-support interactions. Pyrolysis and wet-chemistry methods are the most efficient ones up to now to reach high metal loadings (>5 wt% of metal) [40]. Pyrolysis techniques produce carbon-based catalysts with nitrogen-coordinated metal SA
when zeolitic imidazolate frameworks nitrogen-enriched molecular carbon precursors are used as precursors [111–113]. The high temperatures used in these processes
usually generate a random distribution of MSA –N–C sites on/in the carbon matrix
(even if the M–N4 environment characteristics of some metalloenzymes is often proposed) [114, 115] making the method relatively unpredictable and difficult to reproduce at the atomic level [113]. Furthermore, it is also worth noting that the exposure
and accessibility of the metal SAs is also crucial to fulfill the 100% atomic utilization
[116]. Incorporating metal into MOFs will undoubtedly buries some of the SAs deep
inside the MOF framework, which would reduce atom utilization [117, 118].
Wet-chemistry routes (e.g. co-precipitation, impregnation) have been widely used
to prepare supported metal SACs, due to their simple implementation and potential for large-scale production. To reach high metal loading by these methods, the
choice of the support and the type of interaction with the SAs (coordination, electrostatic adsorption or ionic bonding) are crucial. Obviously, supports presenting a high
density of well-defined anchoring sites should be preferred. In that context, the use
of nitrogen-doped carbon materials such as graphitic carbon nitride is particularly

15

1 Introduction to Supported Metal Single Atom Catalysis

35
30
Metal loading (% w/w)

25
20
15
10
5
0
Mn Fe

Co

Ni

Cu

Zn Mo Ru RhPdAg W Ir

Pt

Au

(a)
20
Ni

18
Metal loading (% w/w)

16

Ru

Cu

16

Zn

14

Fe

12

Ir

Co

10

Mo

8
6

Ag

4
Mn

2

Pt

Pd
Au

Rh

W

0
0
(b)

2

4

6

8

10

Metal cohesive energy (eV/atom)

Figure 1.7 (a) Recent advances for supported metal SAC synthesis with high metal
loadings. (b) Relation between the metal loading in high loading supported metal SAC and
the cohesive energy of the bulk metal. Source: Philippe Serp.

interesting [119]. Other well-organized 2D materials such as hexagonal boron nitride
(h-BN) or MoS2 have also been used.
Figure 1.7a shows recent advances on supported metal SAC synthesis with high
metal loadings for Mn [120], Fe [121–125], Co [122, 126–130], Ni [122, 127, 131–133],
Cu [122, 134–136], Zn [122, 137, 138], Mo [139], Ru [85, 122], Rh [122, 140], Pd
[122, 140, 141], Ag [142], W [143], Ir [122, 140, 144, 145], Pt [140, 146–152], and
Au [153]. From this figure, it appears that relatively high metal loadings have been
repeatedly obtained by different methods for some metals like Ni, whereas with some
others like Pt or Pd, it seems difficult to reach such loadings. In order to explain
this tendency, we try to correlate the average value of the (high) metal loading of
Figure 1.7a with the cohesive energy of the metals. Indeed, we could expect that
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metals with a high cohesive energy are difficult to stabilize in the form of isolated
atoms, due to their natural tendency to form metal NPs. If high loading were indeed
reported for ZnSA catalysts, a metal that present a low cohesive energy; and low
loading were reported for WSA catalysts, a metal presenting a high cohesive energy,
it is obvious from Figure 1.7b that no correlation really exists between these two
parameters. For example, for a metal like ruthenium that presents a relatively high
cohesive energy, high metal loadings were obtained by pyrolyzing coordinated polymers, producing RuSA (13.5 wt%) with a Ru–N environment [122]; or by a bottom up
approach, producing RuSA (20% w/w) with a Ru–C environment [85]. Thus, in addition to the cohesive energy of the metal, the choice of the metal precursor/support
couple, which will ultimately dictate the strength of the metal/support interaction
must be carefully taken into consideration [154].

1.4.2 Metallic Species Homogeneity in Supported Metal Single Atom
Catalysts
Two types of homogeneity can be considered when preparing a supported metal
SAC. The first one deals with the selective deposition or not of metal SAs on the
support (presence of clusters or NPs). The second one deals with the presence or not
of a tailored local environment around the SA (SSHCs or not).
1.4.2.1 Are Clusters or Nanoparticles Present in Supported Metal Single Atom
Catalysts?

As far as selective deposition of SAs (or double, triple atoms) is concerned, many
synthetic strategies are at the disposal of the chemists (see Chapters 2, 3, 4, and 15).
It is however important to ensure the homogeneity of the samples, in particular
by checking the absence of clusters or nanoparticles. If microscopy offers a clear
view, it nevertheless remains local, and analytical techniques offering an overview
of the samples must be used in addition (Chapter 5). For this purpose, IR spectroscopy (with a probe molecule such as CO), EXAFS or XPS are commonly used.
We would like to caution the reader here against the use of these techniques, as
they can all present limitations to distinguish supported metal SA from clusters.
We have already discussed in Section 1.3, the phenomenon of clusters disintegration under CO at room temperature, which can occur on the scale of the second. IR
analyses at sub-ambient temperature is expected to be useful for identifying sample homogeneity, and monitoring possible catalyst reconstruction due to exposure
of probe molecules via corollary in-situ or ex-situ scanning transmission electron
microscopy (STEM) and X-ray absorption spectroscopy (XAS) characterization is
critical for developing definitive probe molecule IR assignments [78]. For XPS analyses, first supported SACs present some challenges: they are often high surface area
insulating powders and the metal loading can be very low (0.5 wt% or lower). In
addition, new or inexperienced practitioners should avoid erroneous data collection
and interpretation [155]. Finally, to make the distinction between SAs and clusters/NPs, the chemical state and most importantly the electronic state of the metal
within a SA-containing material are probed by this technique. Thus, if a significant
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charge transfer is present, the SA is often found to be electron-deficient (Mδ+ ) [156],
while the same metal in an NP will be at zero oxidation state (M0 ). It is nevertheless important to note that significant charge transfer can also be measured in the
case of clusters of low nuclearity [157–160], making the distinction between SAs and
clusters very delicate. Synchrotron radiation-based EXAFS is typically used in combination with HAADF-STEM to identify the SAs. However, it was shown that, in
many cases, EXAFS is not sensitive enough to identify SAs, which may easily confuse the contributions from clusters or small nanoparticles due to the polydispersity
and disorder effects and similar spectral shape [161]. A very careful measurement
by HAADF-STEM and detailed IR/XPS/EXAFS analyses with reasonable comparison to the control samples are thus highly required to thoroughly identify the SAs
and distinguish them from clusters or small NPs. Finally, if selective production of
supported metal SACs is often the goal to study their specific reactivity, it is important to note that mixtures of SAs and clusters/NPs are often present in commercial
catalysts [162]. During a catalytic reaction, all these various “sites” may contribute
differently to the observed catalytic performance. If the very large majority of catalytic studies on supported metal SACs are limited to a comparison of the reactivity
of SAs with that of metallic NPs; some studies have already demonstrated possible
synergy and cooperative catalysis between SAs and NP [163–169]. This is a subject
that definitively deserves more study in the future, and in that context, the control
of the SA/NP ratio in a given catalyst is also challenging.
1.4.2.2 Control of the Local Environment of Single Atoms in Supported Metal
Single Atom Catalysts

Structural regulation of catalytic performances in supported metal SACs involved a
control of metal-support interactions (charge state and coordination environment)
[24, 170, 171]. These characteristics are playing together to induce steric and
electronic effects to determine the catalytic performances of supported metal SACs,
as for homogeneous metal catalysts. Of course, and like in homogeneous catalysis,
the charge state of the metal can have a pronounced effect on the catalytic activity.
The effect of overall charge (particularly of positive charge) on Rh and Ir metal
compound reactivity was discussed by Crabtree [172]. He clearly showed that in
some cases, overall charge is the major factor determining reactivity, independent
of the nature of the ligands. The control of the charge state of a given metal in
supported metal SACs can be achieved by changing the nature of the support, if of
course the interaction established between the SA and the support has not a predominantly covalent polar nature [173]. Note also that in photo- or electrocatalysis,
other characteristics of the support should also be taken in consideration, such as
the value of the band gap and its electronic conductivity. Thus, it has been shown
that AuSA are positively charged (Au(I)) on TiO2 and CeO2 but negatively charged
(Au(0)) on ZrO2 , HfO2 , and ThO2 [174]. This support-dependent oxidation states
and charge distribution of AuSA can influence the reactivity toward CO. While CO
adsorbs strongly on AuSA /TiO2 , a weaker adsorption occurs for AuSA /ZrO2 . But
for a given support the control of the charge state of a given metal (and therefore
its reactivity) can also be achieved by changing the nature of the exposed support
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facet or adsorption site. For example, AuSA on perfect CeO2 (111) are reported to
be inactive for CO oxidation due to the formation of negatively charged Au at the
oxygen vacancy [175], but Li and coworkers have shown that the CeO2 support with
step sites stabilizes AuSA with a positively charge state of +I, which exhibits much
higher reactivity than the AuNP [73]. Similarly, on the (111) and (100) surfaces of
CeO2 , a PtSA exists at an oxidation state of +IV (upon replacement of Ce4+ ), while
on the (110) CeO2 surface, it exhibits an oxidation state of +II due to the formation
of surface peroxide O2 2− species [176]. For CO oxidation, the order of reactivity
follows PtSA /CeO2 (110) < PtSA /CeO2 (111)/(100); but for methanol oxidation the
reactivity order is PtSA /CeO2 (100) > PtSA /CeO2 (110) > PtSA /CeO2 (111). Compared
with PtSA /CeO2 (110) and PtSA /CeO2 (111), the Pt–O–Ce active interface over
PtSA /CeO2 (110) exhibits the highest intensity of distortion, which was correlated
to its high activity. This discussion highlights that the local binding environment
plays also a defining role in the catalytic performance, and that for some reactions
the charge state alone is insufficient to explain the catalytic activity. Indeed, many
different geometries can coexist with similar charge state, and perhaps only one
might be catalytically active.
As far as the control of the local environments around the SA is concerned, it is
obvious that the ability to tailor the atomic-scale structure of the active site is going
to be key going forward in the field of supported metal SACs [177]. Indeed, in the
absence of a well-defined coordination sphere around the metal SA, prediction and
tuning of catalytic activity with supported metal SAsC will be challenging if the
charge state of the metal is not the most important parameter, which is of course
system dependent.
Additionally, the applicability of the d-band center and charge states often used
to analyze the catalytic activity of transition metal surfaces/clusters can be unsure
for supported metal SAC. Indeed, the spatial structure and orientation of frontier
orbitals that are closest to the Fermi level of supported metal SACs play also a
key role. This has been nicely illustrated by DFT on a study on AuSA deposited on
various C3 N supports [178]. In AuSA /C3 N, by modifying the C3 N support, AuSA
can exist with different coordination modes and charge states, including Au+ , Au− ,
and Au(0) . Dioxygen and dihydrogen adsorption was investigated on these different
species. Surprisingly, the AuSA + is more active for gas adsorption than AuSA (0) or
AuSA − . In fact, the value of adsorption energy increases with the reduction of the
number of electrons on Au. This appears to contradict with common believes that
AuSA − are more active to dissociate these molecules, since they can inject electronic
density in the unoccupied antibonding molecular orbitals of the adsorbates (2π*
for O2 or σ* for H2 ), which is essential for the dissociation of these molecules. The
explanation of the difference of reactivity between the AuSA − and AuSA + species in
this specific case is the nature of the frontier orbital. For AuSA − the dz2 orbital is the
highest in energy (Figure 1.8a), and for AuSA + it is the dxy (Figure 1.8b). The level
of hybridization between the frontier orbitals of gold and the lowest unoccupied
molecular orbital (LUMO) of the adsorbate dictates the binding energy in these two
cases (see Figure 1.8 for the case of O2 ). For AuSA + , the frontier orbital is close to
the Fermi level, AuSA –O2 hybridization is strong and the 2π* orbital of O2 extends
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Figure 1.8 Projected density of states (PDOS) of Au d orbitals, calculated Wannier
functions of frontier d orbitals of AuSA , and different adsorption conﬁgurations of O2 on
AuSA with two different frontier orbitals: (a) AuSA + ; and (b) AuSA − species. Source: Fu et al.
[178]. Reproduced with permission of American Physical Society.

its tail to below the Fermi level and, hence, receives some electrons, even if Au is in
a positively charged state. The partial occupation of the antibonding state certainly
activates the dissociation of O2 , which is not the case for the AuSA − species. Thus,
the ability of hybridizing with the 2π* orbital rather than the negative charge state of
gold plays a major role in activating O2 dissociation on these supported metal SACs.
Finally, beyond the control of the first coordination sphere, the control of the second sphere can also be important [24]. Indeed, atoms/functionalities in this second
sphere can participate to the control of the activity [179] or the selectivity [180] of
the supported metal SACs.
Various synthetic strategies have been developed for creating supported metal
SACs with distinct coordination features. These include among others surface defect
engineering, heteroatom doping, functional group grafting, spatial confinement,
alloying, galvanic replacement or ionic liquid coating [170, 181, 182]. One exciting
avenue is combining metal SA with sosme well-defined 2D materials such as g-C3 N4
or MoS2 , with the aim to modulate the reactivity of metal atoms through unusual
bonding- and electronic-environments. But even on these supports, different adsorption sites are present and both the nature of the adsorption site and energy of adsorption are metal dependent [183, 184]. Thus, the sixfold cavity of g-C3 N4 is the energetically most favorable site for the deposition of SAs of Ti, Mn, Pd, Ag, Au, and W (site
1 on Figure 1.9a); while for Cr, Fe, Co, Ni, Cu, Mo, Ru, Rh, and Pt, the most favorable
anchoring site is located at the corner of the sixfold cavity (site 2 on Figure 1.9a).
For MoS2 , it was found that, except for the Pd, Ag, and Au SAs, which adsorb
preferentially on hollow (site 1 on Figure 1.9b), hollow, and topS sites (site 2 on
Figure 1.9b), respectively, there is an energetic preference for the threefold top Mo
adsorption sites (site 3 on Figure 1.9b). It is obvious that the research of “precise
control” of the microenvironments of supported metal SACs is challenging, still at
its infancy stage, but highly desired.
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Figure 1.9 Adsorption sites for
metal SAs on graphitic carbon
nitride (a) and MoS2 sheets (b).
Source: Philippe Serp.
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Another option consists in using bottom-up approaches. Thus, it is known
that transition metal-metallofullerene can be produced easily by reacting the C60
fullerene with metallic precursors providing C60 MSA polymers with high metal
loading [185–187]. These materials, which contain only metal SAs connected by
C60 with a well-defined coordination could constitute ideal candidates as model
carbon-supported metal SACs.
Unfortunately, precise determination of the active site geometry on a real metal
supported SAC is still extremely difficult; and it is thus probably fair to say that in
general the primary source of local structural information in SACs is DFT-based
calculations. Finally, we should mention that even if a precise location of metal SAs is
achieved after the preparation of the catalyst, metal SA stability and dynamic should
also be considered, as it will be discussed in Section 1.4.3.

1.4.3 Metal Single Atom Stability and Dynamic in Supported Metal
Single Atom Catalysts
1.4.3.1 Thermal and Chemical Stability

The stability of supported metal SACs always comes into question because SAs, if
bound only weakly to a support, are susceptible to aggregation either during catalyst pre-activation and/or reaction processes. Developing an active and stable supported metal SA catalyst is challenging due to the high surface free energy of metal
atoms. For transition metals commonly used in catalysis, the energy difference (ΔE)
between the cohesive energy between metal atoms in the bulk phase and the thermodynamic driving force to form SA-support bonds is generally positive, i.e. thermodynamically it is more favorable to form M—M bonds rather than M-support bonds.
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For oxide supports, the ΔE values for Ru, Rh, Pd, Pt, and Au all lay within the range of
100–200 kJ/mol (Figure 1.10a) [188], implying that additional means of stabilization
during or after the SA synthesis need to be considered for those metals. The intrinsic stability of SAs arises from the support-assisted lower chemical potential when
compared to NPs. When the free-energy change from NPs to SAs is negative, NPs can
be dispersed to SAs spontaneously, which leads to thermodynamic stability of SAs
(Figure 1.10b, black line). Since the binding strength depends on the p-d coupling
between the SA and the support, the stable metal supported SA requests strong p-d
coupling and deep states, while the unbound states near Fermi level may weaken the
stability. However, if the free-energy change is positive, the SAs will be stable only
if the aggregation barrier is high enough to prevent sintering, which corresponds to
the kinetic stability of SAs (Figure 1.10b, dotted line) [189].
Even though thermally stable supported metal SAs have been successfully produced using reducible supports prone to generate oxygen vacancies to stabilize SAs
[149, 190–194], chemical stability issues due to the presence of oxidative or reducing
reactants and high temperature under operating conditions should also be considered [195]. Generally, the more weakly the surface metal atom is attached to the
support, the more strongly it binds small adsorbates [196]. Consequently, both thermodynamic and kinetic criteria have to be considered to determine the stability of
supported metal SAs [189]. The thermodynamic part includes: (i) energetics of supported metal NPs, which is based on the Gibbs–Thomson relation with considering
the adsorbed reactants; and (ii) the chemical potential of monomers (both the metal
SA and SA-reactant complexes) on the support.
The kinetic part includes: (i) the diffusion barrier of monomers on perfect surfaces
and defects; and (ii) the barrier of moving one metal atom from a supported metal
NP to a substrate surface with corresponding sintering rate equations [73, 75].
CO stabilize a PtSA more than a PtNP because of the stronger adsorption of CO
to a PtSA and also because only a fraction of the Pt atoms in an NP is covered
by CO, as shown in Figure 1.10c. We already discussed in Section 1.2, the case
of RhNP that spontaneously disintegrated into RhSA under CO at room temperature. But at higher temperature, the Rh complexes decomposed, and the RhSA
released started to agglomerate and form metal NPs. Similarly, reactant-assisted
ripening/disintegration had also been reported when supported metal NPs were
exposed to dioxygen [197–201]. The reason was attributed to the formation of
volatile oxygen–metal complexes [202]. Interestingly, Corma and coworkers have
shown that by controlling the activation treatment (in that case under H2 or O2 ), it
was possible to prepare catalysts in which the nature of the Pt species (PtSA formed
under O2 or PtNP formed under H2 ) can be tuned reversibly [203]. Note that H2
activation is not always associated to SA instability. Thus, the addition of H2 is
beneficial for the stabilization of IrSA /C catalysts by suppressing the formation of
volatile Ir complexes during methanol carbonylation to acetic acid [204]. Of course,
metal supported SA formation by the disintegration of metallic NPs will be strongly
dependent on NP density and the concentration of support defect sites [71, 205]. The
energetics of supported NP/SA during Ostwald ripening and reactant assisted (here
carbon monoxide-assisted) Ostwald ripening are presented in Figure 1.11a,b [75].
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Reproduced with permission of Wiley-VCH. (b) Schematic illustration of free-energy diagram
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Liu et al. [189]. Oxford University Press. CC BY 4.0. (c) Schematic illustration of the relative
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et al. [74]. Reproduced with permission of American Chemical Society.
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Figure 1.11 Energy diagram of supported NP/SA without (a) and with (b) the presence of
CO. Here, Δ𝜇 NP (R) and Δ𝜇 NP (R) are the chemical potentials of supported metal NP, E f ma and
ΔE f ma (R) are the formation energies of monomers (the metal SA) on support with respect to
inﬁnite and ﬁnite size metal particle, ΔGCO is the Gibbs free energy of adsorption of
reactants CO on the metal SA, and E d ma and E d carb are the diffusion barriers of monomers
(the metal SA and the SA–reactant complexes) on support. Source: Ouyang et al. [75].
Reproduced with permission of American Chemical Society. (c) The Gibbs free energy
change for Au cluster disintegration (ΔGdis ) can be plotted against the energy associated
with the formation of support vacancies (E vac ). The more reducible the support, the more
stable the single Au centers are after dissociating from an Au cluster. Source: Wang et al.
[12]. Reproduced with permission of Springer Nature.
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Figure 1.12 Schematic representation of stabilization principles in colloidal chemistry
applicable to the synthesis of stable single-atom catalytic systems. Source: Hülsey et al.
[188]. Reproduced with permission of Wiley VCH.

The first step of sintering by Ostwald ripening, i.e. the release of metal SAs from
NPs is paradoxically the basis for metal redispersion in some specific cases. Ripening
occurs when large thermodynamically stable NPs trap the metal SAs released by the
smaller NPs after their fragmentation.
But if the support provides strong metal-support interactions such as those typically observed on reducible oxides (CeO2 or TiO2 ), the mobile metal SAs can be
intercepted before further aggregation phenomena occur, limiting or even eliminating the problem (Figure 1.11c). In some cases, the support sites necessary for the
enthalpic stabilization of SAs, for example Ov , can be formed in situ during the catalytic reaction, as shown in the case of Pd/TiO2 catalysts for the reverse water gas
shift reaction [205].
If it appears obvious that the stability control in supported SACs should involve
strong electronic metal-support interactions, other strategies have also been
proposed, mainly based on knowledge originating from colloidal chemistry
(Figure 1.12) [188]. Thus, electrostatic stabilization of supported SA catalysts by
ionic liquids (ILs) provides sufficient protection to isolated SAs by increasing the
kinetic barrier for the formation of metal–metal bonds on the support [206]. Employing a steric barrier during the reduction of the metal precursor, for example by iced
photochemical reduction, led to the formation of SAs even in an aqueous solid
matrix that can then be transferred and bind strongly to different supports [207].
Today, a growing body of evidence suggests that supported SAs through strong
covalent bonds can be more stable than their NP counterparts and are even resistant to sintering during reactions at high temperatures. If several theoretical models
have been developed to correlate the structural stability or catalytic activity with the
adsorption strength of reaction intermediate, d-band center of transition metals, and
e.g. filling number, and charge transfer ability, the simultaneous correlation of structural stability and catalytic activity with a specific parameter has not been reported so
far. Simultaneous enhancement of thermostability and catalytic activity is thus questionable. An attempt was made by Liu and coworkers to obtain a rational description
for structural stability and catalytic activity of supported SA catalysts (Figure 1.13)
[208]. The parameters associated with competitive distribution of free electrons near
the Fermi level should be considered during simultaneously combined optimization
of structural stability and catalytic activity. The fully occupied bonding orbitals correspond to the stability between the SAs, and the authors addressed the relationship
between the stability of supported SAs and the amount of free electrons near Fermi
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Figure 1.13 Illustration of competitive relationship between (a) catalytic activity and
(b) structural stability of supported single atom catalysts. Source: Wang et al. [208].
Reproduced with permission of Elsevier.

level using the parameter of binding strength. The free electrons near Fermi level
caused by unsaturated coordination can be responsible for the catalytic activity, and
the relationship between catalytic activity and the densities of free electrons was
considered to optimize the chemisorption. Compounds without such free electrons
may not display excellent catalytic activity. Therefore, the SAs should be strongly
coupled to the supports, and the localized structural coordination should be unsaturated to form a dangling bond near the Fermi level [209]. Thus, combining the
conventional screening criteria of catalyst stability (formation energy) and catalytic
activity (adsorption energy), for example by using high-throughput prediction and
machine learning, can provide new insights into understanding and developing new
supported SACs combining structural stability and high activity. Thus, combination
of DFT calculations and various machine learning methods have already been used
to investigate catalyst stability or reactivity [210–214]. Scaling relation between the
diffusion activation barrier (Ea ) of a metal SA on a support (a most relevant factor to
its stability) and (Ebind )2 /Ec has been reported; where Ebind is the binding energy of
the SA and Ec the metal cohesive energy [210].
1.4.3.2 Supported Single Atom Dynamics in Chemical Reactions

The structures of supported metal SACs may change during catalysis (dynamic
evolution) because of well-known restructuring phenomena induced by chemical
reactions and/or high temperatures. Understanding the dynamism of supported
metal SACs under reaction conditions is important [215, 216], especially given
the possible reversible dynamical conversion of NPs into SAs during catalysis.
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Figure 1.14 (a) Snapshots from a molecular dynamics simulation of a CeO2 -supported
Au50 cluster show that a AuSA can dissociate from the cluster to bind CO. Source: Wang et al.
[12]. Reproduced with permission of Springer Nature. (b) Schematic representation of the
dynamic behavior at the interface during CO oxidation on Au/CeO2 catalysts. Source: Wang
et al. [72]. Springer Nature. CC BY 4.0.

Thus, dynamic (co)catalysis of AuSA has been reported in the case of CO oxidation
on Au/CeO2 catalysts [72], and methane pyrolysis for producing carbon and
dihydrogen on gold nanoparticles [217]. Rousseau and coworkers used ab initio
molecular dynamics simulations to reveal dynamic SA catalytic mechanism for
the CO oxidation by CeO2 -supported gold clusters [72]. The dynamic SA catalytic
mechanism results from the ability of Auδ+ species to strongly couple with the
redox properties of CeO2 in a synergistic manner, thereby lowering the energy of
redox reactions. The Auδ+ can break away from the AuNP (Figure 1.14a) to catalyze
CO oxidation, adjacent to the metal/oxide interface and subsequently reintegrate
back into the NP after the reaction is completed (Figure 1.14b).
Such a dynamic phenomenon is reminiscent of that observed in the case of
PdNP for carbon–carbon coupling reactions [218, 219]. Interestingly, on PtSA /Al2 O3
catalysts, a reverse phenomenon was observed [220]. It was first shown that
the PtSA /Al2 O3 catalysts are poorly active for CO oxidation. However, the PtSA
gradually and irreversibly convert into highly active Pt clusters throughout the
heating-cooling reaction cycles, even under highly oxidizing conditions favorable
to atomic dispersion. Similarly, the in situ transformation of isolated CuSA N4 into
Cu clusters (the real active species) has been evidenced during the electrocatalytic
reduction of CO2 into ethanol [221]. Interestingly, the Cu clusters redispersed into
isolated CuSA following exposure to air. These two latter studies show that care
must be taken before concluding on the nature of the active sites in supported metal
SACs, even at very low metal loading. Experimental evidence for the co-catalysis
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between AuSA and AuNP was also evidenced during methane pyrolysis [217]. It was
demonstrated that AuNP surface partially disintegrate, releasing AuSA . DFT calculations have shown that the AuSA could co-catalyze the reaction with AuNP . Moreover,
the AuSA dynamically aggregate into AuNP , which re-disintegrate back to AuSA .
Another important dynamic phenomenon in supported metal SACs is the change
of local coordination environments and/or oxidation states/charge transfer that can
occur during the reaction process. A limited number of studies deal with this important point. Dynamic charge and oxidation state of PtSA /CeO2 catalysts were examined by combining DFT and first-principles molecular dynamics by N. López and
coworkers [222]. The authors also demonstrated how the reactivity for CO oxidation is closely related to this dynamic behavior. Their work raises the question of the
common assignment of a fixed oxidation state in supported metal SACs, which is
an oversimplification. Indeed, several well-defined charge states that were dynamically interconnected depending on the Pt–CeO2 combination and thus coexist were
identified. Pt2+ –4O was the resting state of the material under most conditions; and
only after CO (or H2 ) treatment a significant pressure, the Pt–4O coordination was
reduced to Pt–3O. The Pt–3O system is labile and converts into Pt–2O in <0.5 ps at
room temperature. During the CO oxidation cycle on Pt–2O, the electronic structure
of the active site needs to be dynamic to allow both CO adsorption (occurring at ionic
Pt) and oxidation (occurring on Pt0 ) elementary steps in the mechanism. Three Pt
oxidation states coexist on Pt–2O (Pt0 47% total lifetime, Pt1+ 49% total lifetime and
Pt2+ 4% total lifetime). When CO is adsorbed, the new intermediate shows larger
lifetimes for the ionic Pt configurations (Pt1+ 36% total lifetime and Pt2+ 63% total
lifetime). Then, O2 can adsorb, forming a species for which the formal oxidation
state of the metal is Pt2+ , regardless of its previous state. From this configuration on,
CO2 formation easily pushes the system to the low-lying Pt0 state (Figure 1.15).
This dynamic evolution of the metal oxidation states reminds the concept of
non-innocent ligands in coordination [223–225] or bioinorganic [226] chemistry.
This type of ligands is either redox-active (“redox non-innocent”) or actively
involved in bond-making or -breaking processes (“chemically non-innocent”),
and contribute to ligand-mediated oxidation state changes. Structural evolution of
atomically dispersed PtSA /TiO2 catalysts was also evidenced through a combination
of in situ atomic-resolution microscopy and spectroscopy based characterizations,
and supported by first-principles calculations [227]. It was demonstrated that
PtSA can adopt a range of local coordination environments and oxidation states,
which evolve in response to varied environmental conditions, similarly to the
dynamic behavior of copper species ions in zeolites [228]. This variation in local
coordination and electronic state of Pt species showed a strong influence on the
catalytic performance for CO oxidation on systems where the PtSA active site was
adsorbed at well-defined locations on the support. It was proposed, based on EXAFS
and STEM analyses and DFT calculations that oxidation of PtSA /TiO2 resulted in
Pt substituting into the Ti6c position (Pt+4 Ti6c ); mild reduction pulled PtSA out of
the lattice to form Pt+2 -O2 species; and harsh reduction induced the formation
of Pt+1 -OH species that were mobile and adsorbed to both step and terrace sites
on the support (Figure 1.16). It was expected that these changes were driven not
only by PtSA energetics, but also by structural transformations of reducible TiO2
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Figure 1.16 Schematic showing the proposed dynamic evolution of PtSA /TiO2 catalysts
following oxidation, mild reduction, and harsh reduction. Structures were derived from DFT
calculations and are consistent with experimental data. Source: DeRita et al. [227].
Reproduced with permission of Springer Nature.

support. Following harsh reduction, PtSA sites showed an increase in activity for CO
oxidation of two to fivefold, depending on temperature, compared to PtSA sites that
have followed oxidation or mild reduction [227].
Direct observation by synchronous illumination XPS of dynamic bond evolution
in PtSA /C3 N4 catalysts during photocatalytic water splitting was also reported by Bi
and coworkers [229].
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The graphitic C3 N4 support containing electron-rich N atoms provides sufficient
sites to stabilize Pt2+ SA through the formation of Pt—N bonds. The authors investigated the charge transfer and chemical bond evolution of such catalyst under
light irradiation. The dynamic variations of Pt—N bond cleavage into Pt0 and C=N
bond could be experimentally observed under light irradiation. This transformation
implies that in excitation states, the Pt0 and C3 N4 should be in separated states
without any bonding, and only spatial confinement effects and van der Waals forces
may insure the anchoring of the PtSA atoms on the support under light irradiation.
Therefore, in excitation states, the electron-rich PtSA 0 atoms and the hole-rich
C3 N4 layers in separated states could participate in water reduction and oxidation,
respectively.
These few examples clearly show that an improved understanding and description
of dynamic behaviors, especially under operating conditions, will be invaluable.

1.4.4
SACs

Obtaining Reliable Information About the Active Sites of Metal

Homogeneous catalysts present the advantage of well-defined single-active site on a
molecular level. Supramolecular catalysts have been dominated by enzyme-inspired
approaches; i.e. the assembly of catalytic species by harnessing multiple weak
intramolecular interactions. In enzymatic catalysis, the simple model often used
to describe enzyme activity is known as the lock-and-key model in which enzymes
accelerate reactions by providing a tight-fitting area, known as the active site,
where substrate molecules can react. For these latter systems, identification of the
active site is more complex and relies more and more on computational approaches
[230, 231]. In the case of supported metal SACs, obviously some similarities exist
with homogeneous or enzymatic catalysis, but also some differences, which make
that obtaining reliable information about the active site is complex. The first
difficulty arise from the fact that most (if not all) of the supported metal SACs are
not SSHCs. Furthermore, there is a possibility that the coordinated atom(s) of the
support would be involved in the reactions as a co-catalytic site. Another important
aspect to take into consideration is the intrinsic nature of the ligands, a molecular
species in one case and a solid for supported metal SACs. Indeed, this solid can
present redox properties, be constituted by a second metal, be a platform for
reactant diffusion or for spillover (see Figure 1.1); all this richness, this diversity but
also complexity are not present, or to a lesser extent in homogeneous catalysis with
molecular complexes. In that context, the use of model supports, presenting few
and well-defined anchoring possibilities for the metal should be encouraged [156].
We already discussed in this chapter the potentials and limitations of spectroscopic techniques for supported metal SACs, and they are further developed in
Chapter 5. The advantages of in situ/operando techniques for capturing the reaction
intermediates, identifying the active sites, and even monitoring the dynamic behaviors of both the geometric structure and electronic environment of catalytic sites
in supported metal SACs should of course be considered [216, 232, 233]. They are
discussed in Chapter 6. Finally, the coupling of spectroscopic studies with modeling
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works is today a prerequisite to the understanding of the nature of the active
site. Combinations of DFT and molecular dynamics and related computational
algorithms have already been used with success (see Chapter 7) [234]. However,
the interaction between the environment and the reaction intermediate species,
which plays an important role in the exploration of catalytic mechanisms, is often
neglected. Therefore, multiscale computational modeling approach should be
developed.
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