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INTRODUCTION

The studies on bimetallic clusters have been received great
attention'. Their surface structures, compositions and segre-
gation properties are of interest as they are important in deter-
mining chemical reactivity and have led to widespread appli-
cations in electronics, engineering and catalysis’. Though large
advances have been made in experimental physics to produce
measurable quantities of size selected clusters, it lacks the
ability to directly explore and assign cluster geometries and
discriminate between possible isomers®.

Of particular interest was Fe-Ni bimetallic clusters due to
their unique mechanical and magnetic properties. In addition,
studies on small metal clusters are important as the high cata-
lytic activity of metal Ni and Fe. They provide a link between
the molecular state and the solid state. Moreover such study
will provide a clear insight into its structure staility and its
growth mechanism*. However, theoretical studies of transition
metal clusters have been difficult due to the presence of
d electrons, with complicated electronic ground state structure
and with different spin multiplicities’. Especially for Fe and
Ni clusters, the energies between different spin multiplicities
states are so close that determining the ground state structures
is always complicated and a challengeable work®. In addition,
the study of Fe and Ni clusters is complicated by their
ferromagnetic nature and there exits several spin states to be
investigated’.

Recently, with the appearance of the DFT theory which
has the ability to directly explore and assign cluster
geometries and discriminate between possible isomers, some
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All possible geometrical structures of Fe,;Ni(n = 2-7) clusters were optimized at the BPW91 level in density functional theory. Theoretical |
results show that the Ni atom prefers to occupy the surface site and does not change the frame structures of iron atoms. Further, we analyze
the stability of the lowest-energy structures for Fe, Ni(n = 2-7) clusters and the corresponding results of the second difference in energy,
the vertical ionization potential as well as the HOMO-LUMO energy gap show that the FesNi has special stability.

meaningful improvements have been achieved in the property
studies of not only transition metal atoms®'* but also mixed
clusters including transition metal atoms. For example, extensive
density funcational theory studies have been done on Cu-Co
clusters', Ag-Ni clusters' and La-Ni clusters' so on.s

In this paper, we investigate the structural properties of
small Fe,.;Ni(n = 2-7) clusters using the BPW91 method in
density funcational theory. Our main objective is to determine
the stable geometrical structures with their electronic states of
binary Fe, Ni clusters. This information will be useful to
understand the enhanced catalytic activity and selectivity
gained by using Ni-doped iron catalyst.

COMPUTATIONAL METHOD

All density functional calculations have been done using
the GAUSSIAN 98 program package'®. Geometry optimizations
without symmetry constrains are performed with the BPW91
method'” as proposed by Gutsev and Bauschlicher'® and
Chrétien and Salahab'® who have proved the BPW91 level
provides remarkably good agreement with experiment. The
optimized geometries are further verified by frequency
calculations (no negative frequency).

In this paper, the LanL.2DZ basis sets is selected to describe
Fe and Ni atoms. The LanL.2DZ basis sets become widely
used in chemistry, particularly in the investigation of compounds
or clusters containing heavy elements***. On the other hand,
it has been demonstrated that the LanL.2DZ basis sets are
capable of providing results of very satisfactory and reasonable
quality for the geometries, stabilities and spectroscopic prop-
erties of the transition metal compounds or clusters®**** with
deviations of typically 1-6 %.
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To test reliability of the method and basis sets, we calculate
the bond lengths of Fe, and Ni, clusters and obtained the theore-
tical value 2.03 and 2.13 A which is consisted with the corres-
ponding experimental values of 2.02>* and 2.16 A%,

RESULTS AND DISCUSSION

Equilibrium structure: We examine the various possible
isomers of Fe, ;Ni (n = 2-7) clusters at the BPW91 level and
the optimized stable structures are shown in Fig. 1. For Fe,Ni,
we optimize three structures, including an equilateral triangle
and two linear chains. Finally, it is indentified that Fe,Ni takes
an isosceles triangle with an apex angle of 67.6° as its ground
state. Another stable structure obtained during the process of
optimization is a linear-chain structure (Fe-Fe-Ni) which is
0.98 eV lower than that of the ground state in energy. It is
indicated that iron clusters tend to go together which is similar
to that of Fe,Al*.

The lowest-energy structure of Fe;Ni is an edge-capped
tetrahedron, which is the first 3D configuration among
Fe,.1Ni clusters. A number of initial configurations are consi-
dered to obtain the ground state of Fe,Ni clusters, the optimized
results show that the most stable structure is the Ni atom
occuping the apex of the trigonal bipyramid which is 0.40 eV
lower in energy than the structure 4b. Clearly, the Ni atom
prefers to occupy the surface site.

co & oes o

The natural electron configurations of Fe and Ni atoms
are 3d°4s” and 3d*4s, respectively. Because they contain more
valence electrons, so they are more suitable to grow towards
higher-dimensional configuration. Therefore, only several
three-dimensinal structures are considered to be optimized for
FesNi. Those stable structures obtained are arranged as the
order of energy is shown in Fig. 1(5a-5c), of which the rectan-
gular bipyramid is the ground state. Other two stable configu-
rations (5b and 5c) are represented that the cap atom or the
side atom of the capped trigonal bipyramid is replaced by an
Ni atom, respectively. Fig. 1 shows that 5b structure is 0.42
eV lower than 5c in energy, which indicates Ni atom tend to
occupy the surface site that further confirms the conclusion
mentioned above. The lowest-energy structure of FesNi is
obtained by replacing an side atom of the pentagonal bipyramid
for Fe; cluster. It is seemly indicate that the Ni atom has
tendency to become a part of clusters starting atn =7.

In a word, the doping of a Ni atom does not change the
ground states of Fe, clusters listed in Ref.®. Moreover, the iron
atoms tend to go together and the Ni atom prefers to be located
around iron atoms.

Electronic properties: The stability of these clusters can
be discussed on the basis of the binding energy per atom (E,)
and the second difference in energy (A’E) and they are defined
as formula 1 and 2.

2

la 0.00eV 2a 0.00eV 2b 0.98eV 3a 0.00eV 3b 0.78eV
4a 0.00eV 4b 0.40eV 5a 0.00eV 5b 0.51eV 5¢ 0.93eV
6a 0.00eV 6b 0.15eV 6¢c 0.22eV 6d 0.32¢V 6e 1.18eV

Fig. 1. Low-energy isomers for Fe, Ni(n = 2-7) clusters at the BPW91 level. The deep blue and blue balls represent nickle atoms and iron atoms, respectively.
The number under the structure is relative energies (eV) with respect to that of the corresponding lowest-energy isomers
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{E(FenlNi) —[(n—-1)E(Fe)+ E(Ni)]}
E, = )

n—1

A’E = [E(Fe Ni)+E(Fe, ,Ni)|-2E(Fe, ;Ni) (2
where E(Fe,Ni), E(Fe,.iNi) and E(Fe,..Ni) are the total energy
of Fe,.1Ni, Fe,Ni and Fe,,Ni and Er. and Ey; are the energies
of atoms Fe and Ni, respectively. The corresponding calculated
results are shown in Table-1. It is seen from Table-1 that the
binding energy decreases monotonically as the size of cluster
increases, indicating that Fe, Ni clusters is easier to gain energy
to grow toward the evolution of bulk materials. For A’E, Table-1
shows a peak at n = 6.

TABLE-1
CALCULATED ENERGIES OF THE MOST
STABLE CLUSTERS OF Fe, ,Ni(n = 2-7)

Cluster E, N’E Vertical .ionization HOMO-LUMO
(eV) (eV) potential (eV) gap (eV)
FeNi -1.48 — 7.03 0.91
Fe,Ni -1.85  -0.31 5.89 0.49
Fe;Ni 220 -037 5.96 0.44
Fe,Ni -2.56 0.02 5.99 1.91
FesNi -2.78 0.06 6.49 2.31
Fe Ni -2.93 0.02 5.94 1.45

The vertical ionization potential is another useful quantity
for determining the stability of clusters and the ionized cluster
with same geometry as the neutral. It is defined as the total-
energy difference of the neutral cluster and the ionized cluster
with same geometry as the neutral. The vertical ionization
potentials calculated in Table-1 drastically decreases as cluster
size, then it is starting to increase and a striking peak occurs at
FesNi consisted with the result of AE. It is indicated that FesNi
have special stability. In addition, the (HOMO-LUMO) energy
gap is also a useful quantity for examining the stability of
clusters. From Table-1, it is also found the FesNi cluster have
larger energy gap than other Fe,.Ni(n = 2-7) clusters.

Conclusion

In this paper, we have studied the geometries and electronic
properties of Fe,.;Ni(n = 2-7) clusters at the BPWO1 level. All
calculated results are summarized as follows:

(1) The density functional method BPW91 combined with
LanL2DZ basis sets greatly reduce the computational efforts
and the bond lengths of Fe, and Ni, obtained by them is consisted
with the corresponding experimental values.

(ii) Calculated results show that the adoping of an Ni atom
does not change the geometrical configuration of corresponding
Fe, cluster.

(iii) For Fe,.Ni clusters, the Fe atoms tend to be gathered
and the Ni atom is located around iron atoms.

(iv) Similar to the results of the second difference in energy,
both the vertical ionization potential and the HOMO-LUMO
energy gap show FesNi has special stability.
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