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ABSTRACT: It is shown that doping of a Pd cluster by Ag atoms
can provide an efficient catalyst for the Suzuki−Miyaura cross-
coupling reactions. We demonstrate this intriguing possibility by
considering a model reaction involving bromobenzene and
phenylboronic acid as reagents where the reaction involves
oxidation, transmetallation, and reduction steps. We have
examined the reaction barriers of all three steps for a conventional
ligated Pd catalyst, a nearly icosahedral Pd13 cluster, and a
monosilver-doped Pd12Ag cluster using gradient-corrected density
functional theory. It is observed that the reaction carried out on
the Pd sites adjacent to an Ag atom in a Pd12Ag cluster shows
substantially lower barriers for the oxidation and reduction steps
compared to the conventional ligated Pd catalyst and the pure Pd13
cluster. A detailed analysis indicates that the Ag site donates charge to the neighboring Pd site. While such a donation may have been
expected to reduce the barrier for the oxidative step, the lowering of the barrier for the reduction step indicates that the respective
sites not only act as a donor but can also serve as an acceptor for the reduction step. Furthermore, because of the differential donor−
acceptor characteristic of the Ag and Pd atoms, it is observed that the barrier heights of the redox steps are primarily dependent on
the chosen active site. The calculated results show that by altering the atom (Ag or Pd) at the active site of the reaction, the
activation energies of the redox steps can either be reduced or increased. This shows that the active sites of a bimetallic cluster-like
Pd12Ag can be utilized to control the barrier heights of suitable chemical reactions. The relative trend of the barrier heights for both
clusters is also observed to be predictable by the conceptual density functional theory. Previous studies in our group have indicated
that the reaction barriers for Pdn clusters can be lowered by supporting them on reduced graphene. We, therefore, propose that
silver-doped Pdn clusters may provide an even better catalyst.
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1. INTRODUCTION

The increasing demand for inexpensive, efficient, and environ-
mentally safe chemical processes has stimulated the develop-
ment of novel catalysts. Diverse materials employed as catalysts
include metal oxides, metal complexes, and organic and
inorganic polymers, as well as biocatalysts and photo-
catalysts.1−7 Because of the metastability of free clusters,
such reactions are usually catalyzed by clusters on inert
supports or by ligated clusters.8−11 The ligand protects the
cluster core, whereas the surface reduces mobility and inhibits
coalescence. Within the list of the notable chemical reactions
where metal clusters are frequently used as a catalyst, the C−C
cross-coupling reaction deserves a noteworthy mention.12−15

Here, two organic fragments are combined together using a
suitable catalyst.13,14 One of the most important catalysts for
such reactions is palladium clusters/nanoparticles. The
reactions are usually carried out under homogeneous
conditions, utilizing ligands to enhance activity and selectivity.
However, the process leads to residual palladium in the

solution that contaminates the reaction product.16−19 Because
palladium compounds can be highly toxic, this is a major
problem in pharmaceutical applications where this chemistry is
extensively employed.20,21 Also the inability to recycle the
metal results in a significant cost component in pharmaceutical
applications. The development of supported heterogeneous
catalysts that could reduce/eliminate leaching and sintering,
could enhance the performance, and could be recycled would
be a giant step in lowering the cost of the synthesis of
chemicals and drugs.
It was recently discovered that palladium clusters supported

on the defects of reduced graphene oxide lead to a high-
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performance heterogeneous catalyst.16,17,22 Experimental stud-
ies focused on a Suzuki−Miyaura (SM) reaction23,24 using 4-
bromobenzoic acid and phenylboronic acid as reagents. The
reaction involves a three-step pathway involving oxidative
addition, transmetallation, and reductive elimination. In these
studies, Pd nanoparticles supported on reduced graphene oxide
were synthesized by impregnating a Pd precursor with
graphene oxide followed by hydrazine and microwave heating
coreduction. Structural investigations of the resulting catalyst
using STM and other probes indicated that such a process
generates vacancy defect sites/voids on the reduced graphene
sheet with Pdn particles strongly bound to these vacancies/
voids. The resulting catalysts exhibited remarkable catalytic
activity compared to other support systems with turnover
frequencies (TOFs) that were orders of magnitude higher than
those of other catalysts. Furthermore, negligible metal leaching
was observed when these materials were used in cross-coupling
reactions, and the catalysts could be recovered and recycled
several times without any significant loss of catalytic activity.
The enhanced catalytic activity, along with the apparently
strong binding of Pd clusters to the defected graphene support,
suggested that an electronic interaction occurred between Pd
nanoclusters and graphene. Theoretical studies16,22 indicated
that the enhanced activity could be related to the graphene
acting as a reservoir of electrons that donated/accepted charge
for the oxidation and reduction steps, thereby lowering the
barrier of the various steps of cross-coupling reactions. While
the discovery of supported palladium clusters represents a
significant advancement, it raises the question as to whether
there are any other ways to enhance the activity and lower the
cost by replacing Pd with another element. In particular, is
there an alternative approach to control the donor/acceptor
characteristics of a local Pd site?
The objective of this paper is to propose an alternative

approach to enhance the catalytic activity of Pd clusters using a
mixed/bimetallic cluster where one or more of the surface sites
are replaced by Ag atoms. Our choice of Ag is motivated by its
electron configuration of a filled 4d-shell and a single 5s
electron. Our idea was to explore if such an atom with a filled
d-shell and an unfilled s-level could act as an effective donor or
acceptor, thus enhancing the activity of the neighboring Pd
sites. Because Ag is far less expensive than Pd, such a cluster
would enhance activity at a lower cost. We investigate this
interesting prospect by considering the reaction pathways of
the SM cross coupling23,24 reaction on the distorted
icosahedral Pd13 and monosilver-doped Pd12Ag cluster. An
analysis of the cluster surface reveals that the dopant Ag atom
perturbs the near-symmetrical charge distribution on the
surface and thereby creates sites with differential chemical
reactivity. Relative comparison of the activation energies with
the Pd13 cluster and the Pd(PPh3)2 catalysts shows that by
carrying out the reaction on the Pd sites, which are nearby to
the Ag dopant, the barrier heights of the redox steps can be
significantly reduced. Therefore, the selected Pd sites on
Pd12Ag act as a much better catalyst compared to either Pd13
or Pd(PPh3)2 in terms of activation energy. In addition, by
altering the atom (Ag or Pd) at the active site of the SM
reaction, the barrier heights for the redox steps can either be
increased or reduced, thus providing a way to control the
barrier heights. The calculated barrier heights of the Pd12Ag
and Pd13 clusters are also found to be consistent with the
computed local reactivity descriptors.25−27 The interesting
correlation between the computed reactivity descriptors and

the barrier heights is significant because it provides an
opportunity to predict the catalytic performance of the
individual sites on the cluster. The relative trends of the
energy barriers are also observed to be spin-independent
because it is noticed that the energy barriers of other spin
states are also altered in a similar manner. We would like to
add that the current work is a first step toward generating a
heterogeneous catalyst that outperforms the current catalyst
consisting of Pdn clusters bound to defects on graphene.16,17

We propose that PdxAgy clusters supported on reduced
graphene may provide a less expensive and more effective
catalyst for the cross-coupling reaction.

2. METHODS

All the results reported here are based on the density
functional theory (DFT) methodology. The calculations are
performed using the Amsterdam Density Functional (ADF)
program.28 The gradient-corrected Perdew, Burke, and
Ernzerhof (PBE) exchange-correlation functional was used
for all calculations.29 The Slater-type triple ζ basis set with two
polarization functions (TZ2P) and with a large frozen electron
core was used for all the elements.30,31 To account for the
relativistic effects for the heavy elements, the zero-order regular
approximation (ZORA)32,33 was included as well. The
geometry optimizations for all the reported structures were
carried out using the Hessian-based quasi-Newton method
without any symmetry constraints.34 The analytical frequency
calculation35,36 was performed for all the optimized structures,
and it was checked that all the normal modes of the energetical
minima structures are real-positive, whereas the transition
states are first-order saddle points with only one imaginary
frequency of appropriate magnitude. To ensure the accuracy of
the reported transition states, intrinsic reaction coordinate
(IRC) calculations37 were performed for selected transition
states. The IRC calculations verified that the respective
transition states are connected to the reported minima at the
left and the right-hand sides of the transition state. The rate
constants of the individual steps are calculated using the
Eyring−Polanyi38,39 equation, whereas the TOFs of the
catalytic cycles are estimated by the AUTOF40 (excel version)
utilizing the energetic span model (ESM).41−45 The spin
contamination values are also checked for all the optimized
structures, and no significant deviation was found for any of
them. To determine the global minima of each structure, a
wide range of spin multiplicities were examined, and only the
lowest energy structures were chosen for all cases. The zero-
point energy correction is included in the energies of all the
species reported in the reaction pathway. The conceptual DFT
calculations were evaluated by the frontier molecular orbital
(FMO) approximation with degeneracy correction as
implemented in the ADF.25 The numerical values of the
condensed descriptors are obtained by a quantum theory of
atoms and molecules (QTAIM)46 partition scheme. The three-
dimensional isosurface representations of the Fukui functions26

are generated by simple arithmetic operation using the total
electron density of the neutral, cationic, and anionic species at
the equilibrium geometry. The average binding energies (ΔEb)
for the clusters are calculated as,
For the Pd13 cluster:

n E E

n
Pd Pdn

· −
(1)
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For the Pd12Ag cluster:

E n E E

n

( 1)Ag Pd Pd Agn( 1)
+ − · −

−

(2)

where EPd and EAg are the energies of the ground state (GS) of
the respective isolated atoms. EPdn and EPd(n − 1)Ag are the
energies of the GS clusters for n = 13. To calculate the
Hirshfeld-I charge47 and average local ionization energy48,49

(ALIE, I(̅r)), the Gaussian09 package50 was used in
combination with Multiwfn.51 The ALIE is defined as,

I r
r

r
( )

( )

( )
i i iρ ε
ρ

̅ =
∑ | |

(3)

ρi(r) and |εi| are the electron density and energy of the ith
molecular orbital (MO) and ρ(r) is the total electron density,
respectively. The optimization and energy evaluation in the
Gaussian09 package50 were performed using the PBE/def2-
SVP52,53 level of theory.

3. RESULTS AND DISCUSSION
3.1. Effect of Silver Atom Doping on the Electronic

Properties of Palladium Clusters. To investigate the
electronic properties of the icosahedral Pd13 and Pd12Ag
clusters, we have first optimized the GS structures of both. For
the present work, we have chosen the nearly icosahedral Pd13
isomer because it is experimentally16,22,54 observed that the
Pd13 cluster adopts a distorted icosahedral shape when
deposited on chemical supports, which are commonly used
for catalytic purposes. The optimized GS of the two clusters
with interatomic distances (in Å) is shown in Figure 1a. The
GS spin multiplicity (M = 2S + 1) of the nearly icosahedral
Pd13 cluster was found to be 9, whereas the spin multiplicity for
the lowest energy structure of Pd12Ag is calculated to be 8. The
relative energies of other spin multiplicities are provided in
Table S1 (Supporting Information). Because of the inclusion
of the Ag dopant at the vertex of the icosahedra, minor
structural changes are noticed. The Pd−Ag bond length is also
found to be within a similar range to Pd−Pd, as shown in
Figure 1a. The removal energy of the Ag atom (2.38 eV) from
the Pd12Ag cluster is calculated to be lower than the removal
energy of a Pd atom (2.72 eV) from the Pd13 cluster. Despite
the difference, the average binding energies (ΔEb) of both
clusters are very close. The ΔEb values for the Pd13 cluster and
Pd12Ag cluster are calculated as 2.05 and 2.03 eV, respectively.
The major difference is observed in the charge distribution of
both clusters. Figure 1b,c shows the net total Voronoi
(NTV)55 and Hirshfeld-I47,50,51 charges of Pd13 and Pd12Ag
clusters, respectively. It is observed that compared to Pd13, the
Pd12Ag cluster shows relatively asymmetric charge distribution
on the surface. During doping, the Ag atom on the surface has
acted as a donor and hence is positively charged, whereas the
charges on the majority of Pd sites are negative. It is also
interesting to note that the Pd atoms, which are in close
proximity to the dopant Ag, show higher negative charges than
the rest of the Pd atoms. Despite the high basis set
dependency56,57 of Mulliken population analysis,58 the
Mulliken charges also show a similar trend. Investigation of
spin densities of both clusters shows that the spin densities are
localized only on the Pd atoms. The Mulliken charge and the
spin density data are included in the Supporting Information
(Table S2 and Figure S1). Based on the computed charges, it

can be argued that the electron-poor Ag atom on the surface
primarily acts as a Lewis acid (electrophile), whereas the
electron-rich Pd atoms act as Lewis bases (nucleophile). In
other words, the Ag atom will be more susceptible for an attack
by a nucleophilic reagent while the Pd atoms which are in close
vicinity to the dopant Ag will favor an electrophilic attack as
they are more negatively charged than the rest.
To further quantify the Lewis acid−base characteristics, we

have calculated the average local ionization energy48,49 (ALIE,
I(̅r)) and plotted the Fukui26 isosurfaces for the GS of the Pd13
and Pd12Ag clusters (Figure 2). The ALIE identifies the
location of weakly bounded electrons on the cluster surface,
and the locations of the minima indicate the preferential sites
for the electrophilic attack. As shown in Figure 2a, the local
minima (marked by green dots) of ALIE are uniformly
distributed on the surface of Pd13. On the contrary, in the case
of Pd12Ag, the minima are observed to be localized only near
the Pd atoms. The color-mapped isosurface also shows the
same (ALIE data are provided in Table S3 of the Supporting
Information). The relatively lower magnitude of ALIE in the
proximity of Pd atoms in the Pd12Ag cluster further indicates
that the Pd sites are more susceptible to an electrophilic attack
compared to Ag. The computed isosurfaces of the Fukui (f+

and f−) function also show a nice agreement with the ALIE
values. As shown in Figure 2b,c, the positive part of f+ is

Figure 1. (a) Optimized GS structures (distances are in Å), (b) net
total Voronoi (NTV) charges, and (c) Hirshfeld-I charges of GS Pd13
and Pd12Ag clusters.
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localized on the dopant Ag of the Pd12Ag cluster, whereas most
of the positive region of f− is localized on the Pd atoms. To
further test the donor characteristics of the Pd sites, we
calculated the binding energy of a Cl atom to the Pd atoms
adjacent to the Ag atom. The Cl atom shows 0.06 eV higher
binding energy with the Pd atoms in the Pd12Ag cluster
compared to Pd13 (see Figure S2 of the Supporting
Information). This observation also indicates that the
respective Pd atoms in the Pd12Ag cluster are more susceptible
to an electrophilic attack than the Pd atoms in Pd13.
To analyze the electronic structures of Pd13 and Pd12Ag

clusters, we now consider the electronic states. The MO
diagram and the density of states (DOS) plot of the two
clusters are shown in Figure 3a−d. The HOMO↑−LUMO↑ gap
for the Pd13 cluster is calculated as 1.70 eV, whereas the
HOMO↓−LUMO↓ gap is 0.14 eV. The valence region is
dominated by ↓ spin orbitals, and the HOMO↑ orbital lies
much lower in energy. Hence, the unusually low HOMO↓−
LUMO↓ gap (0.14 eV) can be considered as the reason for the
observed high reactivity of the icosahedral Pd13 cluster.

59 The
MO composition analysis reveals that the HOMO↓ of Pd13 is
mostly composed of Pd d orbitals, whereas the LUMO↓ shows
a hybrid composition of d and s orbitals of Pd atoms. The
introduction of Ag dopants within the icosahedron shows
minor changes in the MO and DOS diagram, especially near
the valence region. The HOMO↓ for the Pd12Ag cluster shows
the dominant contribution of the Pd d orbitals along with
minor s contribution from Pd and Ag. The composition of
LUMO↓ has remained like Pd13, except that the contribution
from the s orbital of Pd has reduced significantly, and minor

contamination from the s orbital of Ag is noticed. Compared to
the GS of the Pd13 cluster, the energies of the HOMO↓ and
LUMO↓ orbitals of the Pd12Ag cluster have marginally altered,
resulting in a small lowering in the HOMO↓−LUMO↓ gap
(0.05 eV). Likewise, the HOMO↑−LUMO↑ gap is reduced to
1.57 eV. Thus, it is expected that, akin to the Pd13 cluster, the
frontier orbitals from the ↓ spin will have a dominant effect in
controlling the reactivity of the Pd12Ag cluster. We have also
recalculated the HOMO−LUMO gap using a few selected
meta-generalized gradient approximation (meta-GGA) and
hybrid DFT functionals and observed that the meta-GGA
results are very similar as reported herewith (Table S4 of the
Supporting Information). On the contrary, the HOMO−
LUMO gaps for the hybrid calculations are found to be larger
than those obtained from GGA-PBE; however, the relative
trend remained the same irrespective of the DFT functional
used for the calculations. The DOS plots in Figure 3b,d draw a
similar conclusion to the HOMO and LUMO. The d orbitals
of Ag atoms are buried at a lower energy (∼−8.0 eV), and
both the HOMO↓ and LUMO↓ orbitals show a dominant
contribution from Pd atoms with some minor contamination
from the s orbitals of the Ag atom. It is important to mention
that although the overall DOS diagrams of the two clusters
may look similar, if one compares the projected DOS of only
the dopant Ag atom (Pd12Ag) to one of the Pd atoms (Pd13) at
the vertices, there will be much bigger differences (see Figure
S3 of the Supporting Information) especially in the projected
DOS regions of the d orbitals. For the present systems, such
comparison is more relevant because it is analogous to the
observed difference in the charge distribution between the
vertex Ag and Pd atoms.
From the reported results, it is now evident that all the

calculated results show that the overall electronic structure of
the GS Pd12Ag is mostly similar to that of the Pd13 cluster. The
MO and DOS diagrams are marked only by a handful of minor
alterations. The charge47,55 distribution, ALIE,48,49 and the
Fukui26 function, however, reveal a different story. Because of
the presence of an Ag atom, the surface of the cluster shows
two different types of reactive sites. In the next section, we

Figure 2. (a) ALIE and the isosurface (isovalue = 0.002)
representation of (b) Fukui f+ and (c) Fukui f− function for the GS
Pd13 and Pd12Ag cluster. The positive lobes are colored green,
whereas the negative lobes are marked by white color.

Figure 3. MO diagram and density of states (DOS) plots for the GS
Pd13 (a, b) and Pd12Ag (c, d) cluster, respectively. The isosurfaces
(isovalue = 0.03) of a few important MOs are also shown.
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have elaborated on how such active sites of a cluster can
influence and control a redox reaction like the cross-coupling.
3.2. Alteration of Barrier Heights upon Silver Atom

Doping. To investigate the catalytic performance of the Pd13
and Pd12Ag clusters, we have considered the SM cross-
coupling23,24 as a template redox reaction. The SM cross-
coupling reaction is conventionally catalyzed by Pd(0)-based
organometallic reagents, for example, Pd(PPh3)4 or tetrakis-
(triphenylphosphine)palladium(0).60 The 18e Pd(PPh3)4
complex actually acts as the precatalyst for the reaction. The
real catalyst of the reaction is the 14e Pd(PPh3)2 complex,
which is formed via the ligand dissociation of Pd(PPh3)4.

61 To
benchmark the reaction parameters of the selected clusters
toward the SM coupling, we have first computed the reaction
pathway of biphenyl (Ph−Ph) synthesis from bromobenzene
and phenylboronic acid on the Pd(PPh3)2 catalyst. Figure 4

shows the respective reaction pathway and the barrier heights
for the important steps of SM coupling. The computed results
are also included in Table 1 alongside the exothermicity (ΔHr)
and the changes in the Gibbs free energy (ΔGr) for the

reaction. As shown in Figure 4, we have followed the
conventional reaction mechanism of the SM reaction as
reported in the literature.61−63 Thus, the whole reaction
pathway of SM coupling is considered to be composed of three
major steps, that is, (a) oxidative addition, (b) trans-
metallation, and (c) reductive elimination. The ligand
substitution step between steps a and b is also shown. The
structure of the pre-reaction complex (PRC) is shown as 1 in
Figure 4, and the subsequent species are numbered (2 to 10)
accordingly. The transition states are denoted with an asterisk
(*) symbol. The PRC (1) is formed by the adsorption of the
bromobenzene molecule on top of the Pd atom of the catalyst.
The activation barriers for the three steps (Table 1 and Figure
4) are observed to be 0.62, 1.24, and 0.23 eV, respectively.
According to the energetic span model (ESM),40−45 the
transition state and the preceding intermediate of the
transmetallation step are observed to be the rate-determining
states. The representative data are included in the Supporting
Information (Figure S4). The ΔHr and the ΔGr values (at
298.15 K and 1 atm) are calculated as −4.47 and −4.33 eV,
respectively.
To calculate the reaction pathway on both clusters, that is,

Pd13 and Pd12Ag, a similar catalytic cycle is considered, and a
schematic is shown in Figure 5a (R1 = R2 = Ph). Because the
reaction on the Pd(PPh3)2 catalyst proceeds on top of the Pd
atom, a single atom on the surface of the cluster is chosen as
the active site for the reaction. To dope the silver (Ag) atom
on the surface, we have chosen three possible sites, as shown in
Figure 5b. The first one is at the active site (site A).
Additionally, two of the adjacent locations are chosen as the
second (site B) and third (site C) sites, respectively. The
location of site B and site C is chosen in such a way that site B
resides near the R1 fragment (originating from bromoben-
zene), whereas site C is located close to the R2 fragment, which
is derived from the phenylboronic acid. For convenience, the
reaction is always considered to be occurring at the fixed active
site as shown in Figure 5b, and only the dopant location is
altered. According to our discussion in Section 3.1, doping an
Ag atom on the surface makes nearby palladium sites
susceptible to an electrophilic attack. Therefore, it is expected
that doping the Ag atom either at site B or C will show a
similar trend in the barrier heights because both sites are

Figure 4. Calculated reaction pathway for the SM cross-coupling
reaction of bromobenzene and phenylboronic acid on the Pd(PPh3)2
catalyst. The activation barriers of the three important steps are
shown in eV. The transition states are marked by an asterisk (*)
symbol.

Table 1. Activation Energies and the Thermodynamic Parameters of the Suzuki Cross-Coupling Reaction on Pd(PPh3)2, Pd13,
and Pd12Ag Clustersa

activation energy (eV)

system spin multiplicity (M = 2S + 1) oxidative addition transmetallation reductive elimination ΔHr (eV) ΔGr (eV)

Pd(PPh3)2 1 (GS) 0.62 1.24 0.23 −4.47 −4.33
1 0.27 0.72 0.57 −4.33 −4.26

Pd13 3(GS) 0.29 0.75 0.51 −4.30 −4.25
5 0.21 0.70 0.55 −4.43 −4.24
2 0.98 0.67 1.10 −4.46 −4.32

Pd12Ag−A 4 1.00 0.64 1.07 −4.48 −4.25
6(GS) 1.10 0.56 0.96 −4.41 −4.36
2 0.10 0.72 0.36 −4.44 −4.29

Pd12Ag−B 4 0.10 0.69 0.37 −4.38 −4.34
6(GS) 0.07 0.72 0.25 −4.46 −4.26
2 0.20 0.75 0.23 −4.28 −4.20

Pd12Ag−C 4 0.17 0.75 0.26 −4.29 −4.21
6(GS) 0.12 0.63 0.18 −4.38 −4.29

aΔHr = Exothermicity and ΔGr = Changes in the Gibbs free energy of the reaction at 298.15 K and 1 atm.
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adjacent to the active site. On the other hand, a reverse trend
should be observed when the dopant atom is placed directly at
the active site, that is, site A.
To validate our assumptions, we have calculated the reaction

pathway of SM coupling for Pd13 and for the three (A, B, and
C) conformers of the Pd12Ag clusters. Table 1 includes the
summary of the calculated results. The structure of the PRC is
observed to be similar to the Pd(PPh3)2 pathway, that is, the
bromobenzene molecule is adsorbed on top of the active site.
Because of the availability of a much larger surface area, the Ph
terminal of the bromobenzene molecule has also interacted
with the nearby atoms on the cluster. It was noticed that the
GS spin multiplicity of the PRC differs from the GS
multiplicity of Pd13 and Pd12Ag clusters. In all cases, the spin
multiplicity of the GS PRC is calculated to be lower than the
multiplicity of the global minima of both clusters. The relative
energy ordering of the PRCs is provided in the Supporting
Information (Table S5). The lowering of the spin multiplicity
in the PRC can be attributed to the spin quenching because of
the adsorption of the electron-rich Ph−Br molecule on the
surface. The GS spin multiplicity of the PRC for the SM
reaction on the Pd13 cluster is calculated to be a triplet (M =
3). On the contrary, for all three cases (A, B, and C) of the
Pd12Ag cluster, the GS spin multiplicity of the PRC is observed
to be 6. Because the barrier height generally shows a strong
dependence on the spin state, we have calculated the full
reaction pathway for two nearby spin states in addition to the
pathway following the GS spin multiplicity of the PRCs. Thus,
the barrier heights for M = 1, 3, and 5 are reported for Pd13,

whereas, in the case of the Pd12Ag cluster, the results for the M
= 2, 4, and 6 are included (Table 1). Figure 5c shows the
energy profile of the SM coupling on Pd13 and all three
geometries (A, B, and C) of the Pd12Ag cluster. For simplicity,
in Figure 5c, we have only shown the energy profile diagram
following the GS spin multiplicity of the respective PRC in
each case. The optimized structures of all the respective species
in the reaction coordinate are included in Figures 6 and 7. The

optimized geometries obtained in other spin multiplicities are
observed to be quite similar, and hence only the structures
corresponding to the GS spin multiplicity of the PRC are
provided herewith. Considering all three spin states (Table 1),
the range of barrier heights of the oxidative addition (0.21−
0.29 eV) and transmetallation (0.70−0.75 eV) steps is
observed to be relatively lower on the Pd13 cluster compared
to Pd(PPh3)2. In contrast, the barrier range for the reductive
elimination (0.51−0.57 eV) is calculated to be higher. The
activation barriers calculated for M = 3 (i.e., at the spin
multiplicity of the GS PRC) are calculated as 0.29, 0.75, and
0.51 eV, respectively. The range of ΔHr for the Pd13 cluster is
within −4.30 to −4.43 eV, and the ΔGr values are observed to
be within −4.24 to −4.26 eV considering all three reported
spin states. Because the rate constants often provide a direct
way to compare the catalytic activity of the respective species,
we have also calculated the rate constants38,39 of the individual
steps and TOFs40−45 of the whole catalytic cycles for

Figure 5. (a) Schematics of the SM coupling reaction on the active
site of an icosahedral cluster. (b) Three chosen locations (A, B, and
C) for the Ag dopant on the surface of the palladium cluster. (c)
Reaction pathway of the SM coupling reaction on Pd13 and for all
three cases (A, B, and C) of the Pd12Ag cluster. Only the pathway
corresponding to the GS pre-reaction complex (PRC) is shown for
each case. The transition states are marked by an asterisk (*) symbol.

Figure 6. Optimized structures of the chemical species in the reaction
coordinate of the SM cross-coupling reaction on (a) Pd13 and (b)
Pd12Ag-A clusters. Only the structures corresponding to the GS spin
multiplicity of the PRC are shown. The transition states are marked
by an asterisk (*) symbol.
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comparison purposes. The results are included in Table S6 of
the Supporting Information.
Among the three steps of the SM coupling, oxidative

addition involves the dissociation of the C−X (X = halogen
atom) bond on the active site. According to the MO theory,61

in the oxidative addition step, the electron pair from the
bonding orbital of the C−X bond is donated to the empty
hybrid orbital of the metal. Simultaneously, the filled d orbital
of the metal center donates an electron pair to the antibonding
MO of the C−X bond, which results in the weakening of the
bond and subsequent dissociation. Thus, the barrier height of
the oxidative addition step largely depends on the electron-
donating property of the metal. Because doping an Ag atom on
the active site (site A) makes the site electron-deficient (Lewis
acidic), it is expected that the activation barrier for oxidative
addition will increase in this case. On the other hand, as shown
earlier, if the Ag atom is placed on either B or C, the active site,
which is now adjacent to the dopant Ag, will become
susceptible to an electrophilic attack. Thus, a reduction in
the barrier height is anticipated for both cases. Our calculated
results (Table 1 and Figure 5c) indeed show the same. A
significant increment in the first barrier was observed for all
three spin states of A. In contrast, reduction of barrier heights
of the oxidative addition was noticed for both B and C. To
explain the trend, we have calculated the Fukui25 indices
(Figure 8) at the active site of each PRC (designated as 1 in

Figures 5−8) for Pd13 and Pd12Ag (A, B, and C) clusters. The
respective active site of 1 of A (Figure 8b) shows a significantly
higher value of f+ compared to f− and further signifies that the
active site, in this case, is unfavorable for an electrophilic
attack. The computed barrier heights have also shown the
same. On the contrary, for both B and C (Figure 8c,d), the
active sites offer a reasonably higher f− value than f+, proving
that these sites are highly susceptible to an electrophilic attack.
For the GS pre-reaction complex of the Pd13 cluster (Figure
8a), the computed f+ and f− values of the active site are of
similar magnitude, and the f+ (0.018) value is marginally higher
than f−(0.012). Additionally, the f− value is much lower
compared to either B or C. These results revalidate our
previous arguments and provide the reasoning behind the
computed lower first barrier for B and C as compared to the
pristine Pd13 from a reactivity perspective.
The reductive elimination step is conceptually the opposite

of oxidative addition.61 In this step, the catalyst retains the
electron pair back, which was donated to the reactants in the
oxidative addition step. The calculated trend of the barrier
heights for the reductive elimination step has remained the
same as the oxidative addition. Thus, compared to Pd13, a
reduction of barrier heights is noticed for both B and C,
whereas a relative increment is observed for A. This
observation can also be explained in terms of the Fukui
indices as before. We have included the value of f+ and f− for
intermediate 8 for Pd13 and Pd12Ag (A, B, and C) in Figure 8.
The intermediate 8 is the structure in the reaction coordinate
that precedes the transition state (9* in Figures 5−7) of the
reductive elimination. It can be seen from Figure 8c,d that after
donating the charge in the oxidative addition step of B and C
isomers of the Pd12Ag cluster, the active sites have now
become marginally more susceptible to nucleophilic attack.
Thus, although both f+ and f− values are quite low and the
difference between them is small, a marginally higher f+ value
for B and C still partially favors the reductive elimination step.
For Pd13, (Figure 8a), although both f+ and f− values are
comparatively higher compared to B or C, the f− value now
predominates over the f+, which results in a relatively higher
barrier (compared to B or C) for the reductive elimination step
as obtained for Pd13 (Table 1). The situation for A at the
reductive elimination step is interesting. As depicted in Figure
8b, the active site of the intermediate 8 shows a nearly equal

Figure 7. Optimized structures of the chemical species in the reaction
coordinate of the SM cross-coupling reaction on (a) Pd12Ag-B and
(b) Pd12Ag-C clusters. Only the structures corresponding to the GS
spin multiplicity of the PRC are shown. The transition states are
marked by an asterisk (*) symbol.

Figure 8. Values of the condensed Fukui (f+ and f−) indices at the
respective active site of species 1 and 8 in the SM cross-coupling
reaction pathway on (a) Pd13 and (b−d) Pd12Ag (A, B, and C)
clusters.
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value of f+ and f−. In addition, both values are also very low.
This demonstrates that at this stage, the Ag site has become
almost passive toward either electrophilic or nucleophilic
attack, which is reflected in the higher barriers of the reductive
elimination step for A.
At this point, it has become quite evident that doping the Ag

atom at A increases the barrier heights of both oxidative
addition and reductive elimination, whereas an opposite trend
is noticed for B and C. It is possible that one might obtain
different barrier heights by incorporating a better functional or
by including self-interaction corrections.64,65 However, it can
be expected that the relative trend will remain the same as seen
for the HOMO−LUMO gap, which is discussed in Section 3.1.
The reverse trend in the computed barrier heights of the redox
steps provides a way to control the reaction by altering the type
of the active site (Pd or Ag). Such techniques can be useful to
prevent unwanted side reactions or to alter the conversion rate
between two competitive reactions. Additionally, one cannot
ignore the intriguing possibility of switching the rate-
determining states for a catalytic cycle. For example, according
to the ESM40−45 (Figure S4 in the Supporting Information),
the rate-determining states of the Pd12Ag-A pathway belong to
oxidative addition, whereas for the rest of the systems, the
states related to the transmetallation are identified as rate-
determining. Apart from that, as shown in Table 1, the trend in
the barrier heights is independent with respect to the spin
state, which suggests that the alteration of barrier heights is
definitely a surface-related phenomenon and the electronic
structure of the cluster has a smaller effect. Thus, the alteration
will happen even in higher spin states and is not restricted only
to the GS. This is an additional advantage because, in most
clusters, several different spin states lie very close in energy to
the GS.
Finally, it is also important to discuss the transmetallation

step. In both the B and C pathways (considering all the
reported spin states in Table 1), the barriers for trans-
metallation have remained almost similar to Pd13 (0.70−0.75
eV). Only for A, a minor reduction is noticed in the overall
range (0.56−0.67 eV). Because in the transmetallation step,
the oxidation state of the active site remains unaltered, it is
expected that the electrophilicity or nucleophilicity of the
active site will have a minor influence on the transmetallation
process. It is proven in the past studies that the barrier heights
of transmetallation in the SM reaction depends on the polarity
difference of the following two bonds, the B−C bond, which is
breaking, and the metal−carbon bond, which is forming.66,67

Because the metal atom (Pd) is not changing in B or C, no
reasonable change in the barrier height is noticed for those two
cases compared to Pd13. Only for A, where the Ag atom is
placed at the active site, is there a polarity alteration of the
metal-carbon bond, which results in the observed minor
lowering of the transmetallation barrier.

4. CONCLUSIONS
The inclusion of a silver atom on a vertex of icosahedral Pd13
clusters alters the charge distribution on the surface of the
cluster. The electronic structure of the clusters was observed to
remain mostly unchanged, especially near the valence region.
In contrast, the property of the surface has altered significantly,
which is confirmed by the overall charge distribution,47,50,51,55

average local ionization energy,48,49 and the Fukui25−27

function. Thus, the Pd12Ag cluster shows two different types
of reactive sites. Our calculation shows that the Pd atoms in

the vicinity of the dopant Ag atom are effective in reducing the
computed barrier heights of the redox steps of Suzuki coupling.
On the other hand, an opposite trend is noticed when the
dopant Ag atom is chosen as the active site. A comparison of
the calculated barrier shows that, if the Pd sites are chosen as
the active site, the Pd12Ag cluster can theoretically act as a
better catalyst for the redox steps than the pristine Pd13 cluster
and Pd(PPh3)2 catalyst. Additionally, the site dependence of
the cluster can potentially be useful as an effective tool to
control the barrier heights of the redox steps of cross-coupling
or analogous reactions. The computed reactivity descriptors
show close agreement with the calculated barrier heights,
which indicates that for these two reported clusters, that is,
Pd13 and Pd12Ag, the observed trends are theoretically
predictable and not random. As an added advantage, the
relative trend in the barrier heights is also found to be spin-
independent for both clusters. However, it is important to
mention that all of the observations reported herewith are
based on only the Pd13 and Pd12Ag clusters, and some of them
may not be universally applicable to other sizes. Additionally,
from an experimental perspective, one might face some
challenges in synthesizing such systems, to dope the Ag
atom at a specific location or to place the reagents at the
desired site. Despite these, from the reported results in this
paper, it can be said with certainty that the Pd12Ag cluster is
indeed an interesting system and if the same or similar
bimetallic PdxAgy clusters can be synthesized experimentally,
they can provide a superior and cheaper alternative as the
catalyst for the Suzuki cross-coupling23,24 reaction.
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