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Stability of AumAgn (m + n = 1–6) clusters
supported on a F-center MgO(100) surface†

Fernando Buendı́a, Jorge A. Vargas and Marcela R. Beltrán *

A theoretical study has been performed for deposited AumAgn (m + n = 1–6) clusters. The combined

use of the Mexican Enhanced Genetic Algorithm (MEGA) and Density Functional Theory (DFT) calculations

allows us to explore the potential energy surface and therefore, find the global minimum configuration

for each composition. We have performed calculations of clusters deposited on defects (oxygen vacancies)

known as F centers on MgO (100) surfaces. Our results show interesting differences in the geometries of

the clusters upon deposition and as a consequence in their electronic properties. The combination of two

metals with different electronegativities creates an inhomogeneous charge distribution on their exposed

surface producing good conditions for a catalytic process to take place.

1 Introduction

Gas phase gold clusters are of special interest due to their very
peculiar properties, like the observation of planar structures in
the small cluster regime (up to 13 atoms depending upon their
charge state),1–9 hollow structure10–15 and even amorphous-like
shape16–21 due to the gold special electronic configuration
and relativistic effects. Their catalytic properties have been
widely studied and a characteristic odd–even behavior has been
observed in many studies.22,23

On the other hand, silver clusters have also been intensively
studied by several groups in the past.24–26 It is unavoidable to
notice the similarities in the electronic configurations between
the two of them, and therefore some similarities in their
behavior, for example small silver clusters (4–8 atoms) are also
bi-dimensional.27 Catalytic properties have also been found for
silver clusters although the amount of published work on the
latter is more modest in number.28,29

The combination of two elements at the nanoscale offers the
opportunity not only to tune their already useful properties by
controlling their size and composition, but it also offers the
opportunity to form nano-alloys that sometimes do not exist at
the macro-scale.25,30–37 This has proved to be particularly useful
to obtain better candidates for catalysis. Such is the case of the
recently proposed AuRh nano-alloy.38–41

Another possibility for studying matter at the nanoscale can
be achieved either by adding molecules to the cluster surfaces
(functionalizing them)42 or by depositing them on a non-reactive

metal oxide surface.27,36,43–48 These processes add stability, but
the cluster geometries are rearranged and with it, their proper-
ties may change. Beyond that, it is known that defects on the
surface anchor the cluster to it, avoiding the agglomeration
process; this maintains the clusters in specific sizes. Several
studies either of gold or silver deposited clusters find that their
catalytic properties are maintained.43,49–55

The aim of this work is to study structural and electronic
changes varying the Au/Ag ratio concentration after deposition.
A combination of Density Functional Theory (DFT) with a
Genetic Algorithm (GA) has been sucessfully used to find
the global minimum configurations in previous works.56 This
methodology is in fact similar to the ones previously detailed in
ref. 4 and 5.

In the next section, we briefly discuss the details of both
the DFT and GA methods used in this work. In Section 3,
we present and discuss structural and electronic AumAgn

(m + n = 1–6) clusters supported on a defective MgO(100) surface
(where a global minimum search is performed over the MgO
surface). Finally, we present the conclusions of this work.

2 Methodology

This study has been done applying a genetic algorithm code
called the Mexican Enhanced Genetic Algorithm (MEGA),56

which runs in combination with a plane wave DFT calculation:
the Vienna ab initio simulation package (VASP)57 to perform
the minimizations. We employed PBEsol as the exchange and
correlation functional, which is known to improve the accuracy
when dealing with a solid.58 The plane wave energy cut-off has
been taken at 400 eV for an adequate convergence. Methfessel–
Paxton smearing, with a sigma value of 0.01 eV, was implemented
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to improve the SCF convergence of metallic systems. Gamma point
calculations were performed. The use of this methodology has
given good results in similar systems in earlier publications.40,59

The initial population of the pool is generated through the
minimization of random structures. Once an initial pool has been
reached, the algorithm applies mate or mutation operations on the
pool structures and relaxes them with VASP to sample selectively
the complex potential energy surface. The mate operator takes a
pair of clusters from the pool through roulette-wheel selection
where the lowest-energy minima within the pool have higher
probabilities to be selected. An offspring is then produced through
single-point, weighted crossover, carried out according to the
Deaven and Ho cut and splice method.60 For the mutations, MEGA
has several operators implemented whose efficiency varies with
the type of system it is working on, as it is detailed in previous
work.56 For small bimetallic clusters the ‘‘homotop’’ mutation
(swapping the type of a pair of atoms) has been proved to be very
efficient to find the lowest-energy structure, while for the mono-
metallic clusters the mutations called ‘‘move’’ (a slight random
displacement of atoms) and ‘‘rotate’’ (rotation of a few atoms with
respect to the rest around a random axis) were used. 80% of the
generated clusters were obtained by the mate operator and the
remaining 20% were obtained through the corresponding
mutation operators. Once the offspring is relaxed, and if the
obtained energy is below the highest energy of the clusters in
the current pool, MEGA carries out a similarity test to avoid
equivalent geometries in the pool. Again, there are different
options for the similarity test implemented in MEGA to deal
with different kinds of systems. For the small bimetallic
clusters studied here, the simplest and fastest option works
pretty well. It is just a term-by-term comparison between the
ordered and labeled lists with all the interatomic distances of
two structures. The similarity test allows MEGA to obtain not
only the lowest-energy structure efficiently, but also the isomers
close in energy to it. In fact, the algorithm stops when the
5 lowest-energy structures in the pool do not change in 30 steps,
which was proven to be adequate for the sizes studied here.
MEGA can be used on clusters in the gas phase as well as when
supported on a surface. This last possibility is important,
because the clusters generated on the surface are even lower
in energy than those obtained in the gas phase deposited on
every possible facet. This methodology can also simulate the
agglomeration process on a substrate.

Our gas phase initial pool consisted of 10 configurations,
while for the supported clusters, 15 initial configurations were
considered. The calculations have been performed within a
cubic supercell leaving at least 10 Å of space between them to
avoid cluster–cluster interactions. For the supported systems
the clusters were laid onto a 6 � 6 � 3 slab of a MgO(100)
surface with a defect on it (an oxygen vacancy, otherwise known
as an F-center). 14.7 Å of vacuum between slabs in the z-direction
is considered. A convergence study of both geometry and energy
observed only small differences (Dx o 2%) when the slab is
increased, which have been chosen to be ignored for practical
purposes. So, only three MgO atomic layers have been taken into
account. The approximation employed to calculate the charge

transferred is Bader analysis, which is based on the atoms in
molecules theory.61 The spd- and site character of the wave-
function for each band was obtained by projecting the orbitals
onto spherical harmonics that are non-zero within spheres of
the Wigner–Seitz radius around each ion.

The binding energies have been calculated as follows:

Eb ¼ �
EAumAgn � mEAu þ nEAg

� �
N

� �
; (1)

where EAumAgn
is the total energy of the AumAgn cluster and EAu

and EAg are the energies of single, spin-polarized Au and Ag
atoms, and N is the total number of atoms.

The energies, Eads, of the surface-supported global minima
were calculated as:

Eads = �[Eslab+AumAgn
� (Eslab + EAumAgn

)]. (2)

We have used the excess energy (D) to determine the stability
of the bimetallic clusters relative to pure gold and silver clusters.
This quantity is defined as:

DE = �{E(AumAgn) � [(n/N)E(AuN) + (m/N)E(AgN)]}, (3)

where N = m + n. The physical meaning of this value is easy to
understand, it is the energy of the mixed cluster with respect to
pure clusters of the same size; a positive value of D implies
favorable mixing.59

The fragmentation energies are defined as follows:

Efrag-Au = �{E(AunAgm) � [E(Aun�1Agm) � E(Au)]} (4)

for gold and:

Efrag-Ag = �{E(AunAgm) � [E(AunAgm�1) � E(Ag)]} (5)

for silver.
Notice that the fragmentation energy in this case only

considers that a single atom is removed from the cluster; this
is to illustrate the stability of a given cluster with respect to its
predecessor rather than a complete study of possible fragmentation
processes which is not the purpose of this work.

3 Results and discussion

First, we compare the density of states (DOS) as well as the
partial density of states (PDOS) of a perfect MgO(100) surface with
a defective one (F-center), shown in Fig. 1a and b respectively. Notice
in Fig. 1a a wide band around �2 eV corresponding to the O(2p)
orbitals and a band gap of 3.3 eV. In the defective surface (Fig. 1b) a
peak appears 2.3 eV above the valence band corresponding to the
oxygen vacancy, due to the remaining charge in the Mg(3s) orbitals.

Fig. 2a shows an adsorbed Au atom at an oxygen vacancy and
in Fig. 2b an adsorbed Ag atom. Their adsorption energies are
3.60 and 2.18 eV respectively, and the charge transferred from
the surface towards the metallic atom is: 1.77 e� and 1.67 e�

respectively. Therefore the ionic character of the binding between
the surface and the metallic atom(s) is revealed. The substitutive
(Au or Ag) atoms induce a local deformation, however having
much larger atomic radii cannot substitute the oxygen, rather
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both sit above the vacancy but not on top of the surface. A new
peak in the DOS located beyond the O(2p) band is generated by
the charge transfer from the Mg(3s) to the metallic orbitals; those
2 electrons are transferred towards the ns and np orbitals (n = 5
for Ag and n = 6 for Au). For an adsorbed Au atom shown in
Fig. 2a a peak with s character is located at a deeper position from
the valence band edge (�3.4 eV) when compared with the one
associated with the adsorption of an Ag atom (�2.6 eV), see
Fig. 2b. This difference in energy is easily explained by the
difference in electronegativity between the two metals. A second
peak which possesses p character also corresponding to the
adsorbed atom lies actually within the conduction band in both
cases. In the following subsections we present and discuss the
results obtained from a global and unrestricted minimization by
means of the methodology DFT-MEGA described in the previous
section. For more clarity we only present the lowest energy
minimum for each cluster studied.

3.1 Aun and Agn

When either the Au2 or Ag2 dimers are supported on a F-center
of an MgO surface, both have similar lowest energy isomers (see
Fig. 3). One of the atoms substitutes the missing oxygen while

the second atom lies on top of a neighboring Mg cation. This
provokes a larger charge transfer from the surface towards
the clusters (around 0.2 e�) when we compare it with the
monomers. The excess charge belonging to the Au or Ag atom
located on the F-center decreases from 1.77 to 1.38 e� and 1.67
to 1.33 e� respectively (this can be seen in Fig. 4).

The cluster excess charge enlarges the dimer bond length by
0.17 Å for Au2 and 0.14 Å for Ag2, compared with their gas phase
bond lengths. In both cases the total adsorption energy is
increased with respect to the 1-atom systems (4.41 eV for Au2

and 2.47 eV for Ag2); this is shown graphically in Fig. 5. Their
corresponding DOS are shown in Fig. 6a and b. The introduction
of a second gold atom introduces a 6s and a 5d state at 0.0 and
�1.2 eV respectively. Notice how this new d state is much closer
to the Fermi energy compared to the d state of the F-center
substitutive atom which is located deeper within the band
(�3.4 eV). On the other hand, the d state of the second atom
lies within the O(2p) band (the Fermi energy has been used as a
reference and therefore set at E = 0.0 eV).

Au3 and Ag3 are both triangular (see Fig. 3); one atom sits on
the vacancy for Au3 and the two others bond to neighboring Mg
atoms. On the other hand, for Ag3 one atom sits on the vacancy

Fig. 1 Magnesium oxide surface DOS and PDOS (top), and magnesium
oxide with an oxygen vacancy (F-center) DOS and PDOS (bottom). The
Fermi energy has been shifted in order to coincide with 0.0 eV.

Fig. 2 DOS and PDOS of a gold (a) and a silver (b) atom supported on a
defective (F-center) magnesium oxide surface. The Fermi energy has been
shifted in order to coincide with 0.0 eV.
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and the two others are not bonded to the surface. This fact can
be explained by the difference in electronegativity between the
two elements; Au3 generates a bigger charge transfer. In both
cases the amount of charge transferred towards the atom
located on the F-center is similar to the 2 and 1 atom systems.
The excess charge that goes to each one of the atoms that
are not at the F-center is 0.35 e� for gold and 0.25 e� for silver
(see Fig. 4).

Au4 and Ag4 are distorted rhombuses sitting at an angle; one
atom substitutes the vacancy in each case. The farthest atom
(from the defect) acts like an electron donor towards the rest of
the cluster. For Au4 the total charge transferred from the
surface towards the cluster increases when compared with
the previous cases. On the other hand, the charge transfer is
similar to the 3 atom cluster for the Ag4 case. The charge gained
by the atom on the F-center is similar to that in previous cases
(2 and 3 atoms).

The monoatomic 5 and 6 gold and silver clusters supported
on the surface (Fig. 3) have important geometrical differences.
First of all, we notice that our global minimum for Au6 deposited

Fig. 3 Geometry of the lowest-energy isomers for Aun and Agn (n = 1–6)
supported on a F-center MgO surface.

Fig. 4 Charge transfer from the surface towards the Aun and Agn (n = 1–6)
clusters supported on a F-center MgO(100) surface.

Fig. 5 Adsorption energy of the Aun and Agn (n = 1–6) clusters supported
on a F-center MgO(100) surface.

Fig. 6 DOS and PDOS of Au2 (a) and Ag2 (b) clusters supported on a
F-center magnesium oxide surface. The Fermi energy has been shifted in
order to coincide with 0.0 eV.
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Fig. 7 Lowest energy isomers for AunAgm (n + m = 1–6 and n Z 1) supported on a F-center MgO surface marked with a letter F. As atoms are added,
green vertical lines represent the addition of gold atoms while diagonal ones indicate the adsorption of Ag atoms. In red are indicated those who require
noticeable conformational changes, and may require overcoming an energy barrier. To know if one cluster can be obtained from the adsorption of one
atom over a smaller cluster, we compared the bonding network of the clusters. If the bond distances differ by more than 5% one bond can either be
broken or can be created generating a new potential energy barrier.
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on a F-center is comparable to that obtained by Vilhelmsen
et al.47,48 which is also a result of a genetic algorithm global
search. The gold clusters are distorted and tend to bond with the
Mg cations of the surface. As a consequence the charge trans-
ferred towards the cluster increases almost monotonically with
size. At the same time the adsorption energy goes down due to
the conformational changes with respect to the gas phase. The
silver clusters tend to form more compact structures that actually
reduce the interaction with the surface. Therefore the total charge
transferred towards the cluster is similar to the smaller clusters.

The study of the pure clusters on the defective surface sheds
light on the interplay between the ionic bonds with the surface
and the covalent bonds created within the cluster. First, pure
gold clusters prefer to increase the interaction with the surface
dragging charge towards them. On the other hand, silver clusters
form more compact structures with covalent bonds within.

The fragmentation energies are bigger for gold than for
silver clusters. In both cases, the well documented odd–even
behavior characteristic of the gas phase clusters is observed at
least in the size range here studied.22,23 This is due to the
addition of an even number of electrons (2 e�) coming from the
F-center.

3.2 AunAgm

For the AuAg dimer, the lowest energy configuration sits the Au
atom at the F-center position. When the silver sits at the
F-center, the energy is 0.21 eV higher. This difference is due
to the electronegativity of the 2 elements. This is explained by
the difference in charge transfer towards the ‘‘substitutive’’
atom on the F-center, which in the case of Au is 1.52 e� and
1.20 e� for Ag.

The global minima found with MEGA for the 3 atom mixed
systems (Au2Ag and AuAg2) supported on a defective surface
have a gold atom at the F-center as shown in Fig. 7 where a
frontal view is presented (to add clarity a 451 view for all cases is
also shown in the ESI†). On the other hand, the surrounding Ag
atoms sit over the neighboring oxygen anions, but for the Au2Ag
case the second Au sits over the Mg cation. The bond increases
in both cases due to the charge excess. There is 2.01 e� for
Au2Ag and 1.94 e� for AuAg2 charge transferred, but even if
these quantities are similar, the inhomogeneity of this is
important. The first cluster has one Au atom out of the defect
with an excess of 0.56 e� that could be accessible and useful for
possible catalytic purposes, while for AuAg2 the 2 Ag atoms out
of the defect only have 0.2 e� of extra charge (as can be seen
in Fig. 8).

The lowest energy minima found in our global search for all
4 atom systems are planar (very similar to the geometries
obtained in the gas phase1–9). Their structures are depicted in
Fig. 7. However, they are not perpendicular to the surface like in
the case of the clusters deposited on a perfect MgO surface
found in previous studies,46,59 where the metal on top effect
appears. Even for these intermediate sizes, one gold atom
is always at the F-center due to its higher electronegativity.
Therefore there is a transfer of electronic charge from the surface
to the clusters of around 2 e� dragged from the neighboring

Mg cations. Similar to previous cases this excess charge enlarges
the Au–Au and Au–Ag distances, especially for the atoms
surrounding the defect. The bond lengths of both (Au–Au and
Au–Ag) increase on average by 0.15 Å with respect to the gas
phase interatomic distances. However the Ag–Ag bond lengths
are less increased due to the lesser charge absorbed by the
silver atoms.

The increase of silver concentration decreases the total charge
transfer, but locally, the charge transferred to the gold atom
located at the F-center is actually larger with respect to the rest of
the cluster (this can be seen in Fig. 8). For those atoms that are
not at the F-center, we observed a little excess of electronic charge
that increases with the concentration of gold. Au3Ag shows the
largest amount of charge present in an atom out of the F-center
with one Au atom with an excess of 0.43 e�; this value is even
bigger than Au4. This available extra charge could be useful
to catalyze some reaction on its surface. Finally, the excess
energy analysis shows that bimetallic clusters are favored over
monometallic ones, either in the gas phase or when deposited.
However the excess energy is in general lower in the latter case
(see Fig. 9). The adsorption energy increases with gold con-
centration, and for all cases it is larger than the binding energy
per atom (see Fig. 10 and 11 respectively). This fact is probably
due to the strength of the ionic bonds that the surface forms
with the cluster.

The global minima for the supported MgO(100) (F-center)
5 atom-systems are all tridimensional (Fig. 7). The structures of
the mixed clusters are similar to that of Ag5, they form a distorted
triangular bi-pyramid, with one of the gold atoms always sub-
stituting the missing oxygen atom. There is a considerable charge
transfer towards this gold atom, that gives an ionic character
to the bonding. The remaining atoms create bonds with the
neighboring Mg cations, which also drag a small amount of the
excess charge towards them (see Fig. 8). This behavior is similar
to the one observed in the 4 atom clusters, and it is due to the
higher electronegativity of the gold atom(s). The charge analysis
show that Ag atoms acts like donors, increasing the amount of

Fig. 8 Total charge transferred (e�) from the surface to the AumAgn

(n + m = 3–6) clusters and charge transferred from the surface to the
atom of the cluster located at the F-center position.
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charge on the gold atoms that are out of the F-center (DQ Z 0.4),
favoring the formation of compact structures. Mixed clusters are
favored over monometallic ones, and this behavior is enhanced
when the clusters are deposited (see Fig. 9). The energy

necessary to remove one Au atom increases from 2.64 eV for
Au5 to 3.64 eV for AuAg4.

The structures of the global minima for Au6, Au3Ag3 and Ag6

when the clusters are deposited on a MgO perfect surface are
presented in Fig. 12 and all of them lie perpendicular to the
surface. This is consistent with previous findings.40,46,59 There
is a charge transfer of 0.65 e� for Au6, 0.59 e� for Au3Ag3 and
0.32 e� for Ag6 from the surface towards the clusters. The
charge transfer values are minima due to the electronic stability
of the MgO(100) plane surface. However, the high electronegativity
of gold attracts a small amount of charge from the surface and
allows some interaction between them.

On the other hand, when the clusters are supported on the
defect (F-center) the charge transfer is larger (2.30 e� for Au6,
2.05 e� for Au3Ag3 and 1.89 e� for Ag6, as can be seen in Fig. 7).
This fact has also been reported by Vilhelmsen et al.47,48 for the
case of pure gold clusters deposited on a MgO(100) F-center
surface. The 2 extra electrons located in the defect play a major
part. However, Au6 benefits from a small amount of charge
from the Mg atoms which are slightly farther from the defect.
The charge on the atoms away from the defect is larger than
that of clusters supported on a perfect MgO(100) surface. This
shows that most of the excess charge is actually trapped at the
gold atom substituting the oxygen vacancy.

The binding energy of the clusters deposited on a perfect
MgO(100) surface ranges from 1.60–2.39 eV, but when a defect

Fig. 9 Excess energy for AumAgn (m + n = 3–6) gas phase clusters (top)
and supported on an F center MgO(100) surface (bottom) with respect to
Ag concentration.

Fig. 10 Adsorption energy for the AumAgn (n + m = 3–6) clusters supported
on a F-center MgO(100) surface with respect to Ag concentration.

Fig. 11 Binding energy per atom for AumAgn (n + m = 3–6) clusters supported
on a F-center MgO(100) surface with respect to Ag concentration.

Fig. 12 Geometry of the lowest-energy isomers for Au6, Au3Ag3 and Ag6

supported on a perfect MgO surface.
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is introduced it is increased (3.31–4.93 eV). This is an important
point as it adds stability. The excess energy for the gas phase clusters
is positive in all mixed systems, Au3Ag3 being the cluster with the
largest value. For the clusters on a defective surface we observed that
only Au5Ag is not favored with respect to the monometallic clusters;
this is probably due to the high stability of Au6.

The population of the ns and np states of Au6, Au3Ag3, and
Ag6 for the atom located on the F-center is similar, all of them
lying close to the Fermi energy, while the md states lie deep
within the O(2s) band. On the other hand the position of the
md states for the atoms close to the surface varied with the
cluster composition (Fig. 13). Finally notice how the silver
d-states lie deep within the O(2s) band, but the gold ones are
close to the band gap, having the capability to tune the
electronic and catalytic behavior.

4 Conclusions

From the structural point of view, we can conclude that the
geometry of clusters changes dramatically upon deposition on a
defect. On one hand, pure gold clusters generate extended
structures over the surface due to the charge transferred, while
the silver clusters generate more compact structures due to the
preference for forming covalent bonds. On the other hand, the
mixed clusters also form compact structures due to the charge
transferred from the silver to the gold atoms. Also, due to the
covalent character of the cluster at least for the sizes here
studied.

We can summarize that the adsorption energy between the
cluster and the surface increases with the presence of an oxygen
vacancy due to the introduction of ionic character in the
bonding. This can reduce the agglomeration process of the
clusters in an experimental setting. The stability of these
systems is granted as the binding energy is greatly enhanced
with the introduction of the defect, avoiding fragmentation.

The observed charge excess remains principally in the atom
located at the F-center because the s orbital of this atom shifts
deeper within the O(2p) band. For the monoatomic systems,
there is no accumulation of charge in any particular site
reducing their catalytic capability. On the other hand, in the
mixed clusters the electronegativity difference generates charge
transfer from the silver to the gold atoms. Therefore, we can
foresee very important applications for AuAg mixed clusters in
catalysis as the inhomogeneity in the cluster is increased.

The global search we performed by means of MEGA, which
is capable of introducing the interaction with a defective sur-
face, proved to be of crucial importance for finding structural
changes for supported clusters otherwise impossible to guess.
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Fig. 13 DOS of (a) Au6 (b) and Au3Ag3 (c) and Ag6 clusters supported on a
F-center MgO(100) surface. The Fermi energy has been shifted in order to
coincide with 0.0 eV.
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