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The adsorption of Ge on the Si(001) surface has been studied us-
ing ab initio quantum chemical (QM) and combined quantum-

concerning the structure of surface dimers still remains
the point of discussion. The variations of experimental

chemical-molecular-mechanical (QM/MM) cluster calculations. Mul- -onditions or the application of various theoretical re-

ticonfigurational self-consistent field calculations that took the con-
figuration interaction into account were performed to examine the
geometric and electronic structures of pure Si—Si, Ge—Ge, and
mixed Si-Ge addimers on the Si(001) surface. All addimers were
found to possess a biradical character, being not tilted with re-
spect to the surface. The bond lengths in Si-Si, Ge-Ge, and Si-Ge
addimers were determined to equal 2.35, 2.45, and 2.41 A, respec-
tively. The formation of pure Ge-Ge addimers on the Si(001)
surface was found to be more beneficial energetically than that of
mixed Si—-Ge addimers. The natural orbital occupation numbers
(NOONS) of antibonding orbitals in Si-Si, Ge—-Ge, and mixed Si—
Ge addimer structures on the Si(001) surface were calculated to
be 0.56, 0.65, and 0.66, respectively. The NOONSs of antibond-
ing orbitals for surface dimers was found to be 0.35. The biradical
character was more pronounced in the addimer case. The influence
of a voltage applied to an STM tip on the NOONSs of antibonding
orbitals in pure Si-Si and mixed Si-Ge addimers on the Si(001)
surface has been analyzed. Under the action of the tip voltage,
the multiplicity of a pure Ge-Ge addimer was observed to change
from the singlet to the triplet one.

1. Introduction

Since heterostructures of type Ge,Sij_,/Si(001) are
used in micro- and nanoelectronics, information is re-
quired concerning the structure of dimer layers consist-
ing of either pure (Ge-Ge) or mixed (Ge-Si) addimers.
As was demonstrated in work [1], those addimers are
formed on the surface of heterostructures concerned,
provided submonolayer coverages of the Si(001) surface
with Ge atoms.

The Si(001) surface is the most analyzed system in
surface science. It is known that a reconstruction takes
place on a clean Si (001) surface. The reconstruction is
accompanied by the formation of surface dimers, which
reduces the number of dangling bonds by a factor of
two. The dimerized Si(001) surface remains chemically
active owing to the remaining dangling bonds: one bond
per every atom of surface dimers. However, the issue
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search methods for studying the Si (001) surface struc-
ture bring about different results. Scanning tunnel mi-
croscopy (STM) researches [2] testified that Si-Si dimers
on the Si(001) surface look like untilted ones at the tem-
perature T' = 300 K, owing to the rapid “switching over”
between tilted states. As the temperature is lowered
down to 110-120 K, tilted dimers can be observed in the
STM images owing to the deceleration of atomic motion
[3,4]. However, a further reduction of the temperature
to T < 40 K is accompanied by a transition of dimers
from tilted to untilted state [4, 5]. There are discrep-
ancies in explanations of the appearance of a p(2 x 1)-
reconstruction on the Si(001) surface at low tempera-
tures (T < 40 K). In work [4], it was demonstrated that
dimers on the surface are untilted at 7'~ 0 K. In work
[5], the p(2 x 1)-reconstruction of the Si(001) surface
with untilted dimers was shown to take place owing to
the local interaction between dimers and an STM tip.

In theoretical researches, there are substantial mis-
matches between the results of single-determinant meth-
ods of calculation (Hartree-Fock, HF; density functional
theory, DFT) and the methods that take the configu-
ration interaction into account (complete active space
self-consistent field, CASSCF). In calculations carried
out using the single-determinant methods, tilted dimers
turned out energetically more beneficial, whereas, in cal-
culations that take the configuration interaction into ac-
count [6, 7], so were untilted ones. Such a difference
between the calculation results is explained by the fact
that the DFT and CASSCF methods make allowance
for somewhat different components of electron correla-
tion. The DFT methods involve a dynamic correlation
related to the correlated motion of electrons. The quan-
tum chemical approximations of CASSCF method de-
scribe a static correlation which arises, if the almost
degenerate energy levels exist. A mismatch (a contra-
diction) between the simulation results for the dimer
structure on the Si(001) surface obtained in the frame-
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work of DFT and MCSCF methods are connected with
the difference between the correlation effects which are
considered. There are a few techniques to determine
whether the use of the multiconfiguration description of
a wave function is necessary: by the NOON values [8]
and by the value of spin contamination <52> for wave
functions in the spin-unrestricted Hartree-Fock (UHF)
method [9]. Single-determinant wave functions are cor-
rect, if the NOON of the lowest unoccupied molecular
orbital (NOON LUMO) equals 0, and the NOON of
the highest occupied molecular orbital (NOON HOMO)
equals 2.0. In work [8], it was also demonstrated that
the single-determinant approximation is insufficient, if
the NOON LUMO for a multiconfiguration wave func-
tion is higher than 0.1. The authors of work [6] found
that a clean Si (001) surface has a biradical character,
and its surface dimers have partially filled antibonding
orbitals (the corresponding NOON LUMO amounts to
0.33).

Despite plenty of works devoted to the research of
SiGe/Si(001) structures, no ab initio calculations have
been carried out till now with the use of multiconfigu-
ration wave functions for the description of structures
that are formed at the initial stages of Ge adsorption on
the Si(001) surface. This work aimed at analyzing the
electron and geometric structures of both surface dimers
(Si-Si and Si-Ge) and addimers (Si-Si, Ge-Si, and Ge—
Ge) on the Si(001) surface, by using the multiconfigura-
tion wave functions. We also considered the influence of
an external electric field (the field created by an STM
tip) on the electron structure of both pure and mixed
addimers on the Si(001) surface.

2. Calculation Technique

Calculations were carried out from the first princi-
ples with the help of a completely quantum-mechanical
(QM) approach and the combined Quantum Mechan-
ics/Molecular Mechanics (QM/MM) method imple-
mented in the GAMESS package [10]. In the work,
we used single-determinant approximations of the spin-
restricted (RHF) and spin-unrestricted (UHF) Hartree—
Fock methods and multideterminant approximations
CASSCF(2,2) and CASSCF(4,4). First, the calculations
were carried out within the single-determinant RHF and
UHF methods. Then, the verification was carried out,
whether the single-determinant description of a wave
function was sufficient or not. The magnitude of spin
contamination, i.e. the expected value of the squared
spin operator (S?) = S(S+1) for the Hartree-Fock wave
function, was determined following the UHF method.
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For singlet states, the deviation of <S 2>—value from zero
(the so-called spin contamination) testifies to the exis-
tence of a strong electron correlation and the multirad-
ical character of the system [9]. The multiconfiguration
CASSCF wave functions were constructed on the basis
of RHF wave functions. In molecular-mechanical (MM)
calculations, the empirical force field MM3 was used. For
all Si, H, Ge, and O atoms, the basis sets N21-3** and
N21-3 of wave functions were used.

The X-ray diffraction researches of the Si(001) sur-
face showed that atoms in eight surface layers are shifted
with respect to the corresponding positions in the crys-
tal lattice of bulk Si [11]. On the one hand, the cluster
model of the surface has to be large enough to describe
the surface relaxation correctly. On the other hand, to
carry out ab initio calculations, the model has to include
a small number of atoms; it is the more so if the mul-
ticonfiguration wave functions are used, which requires
large computation capacities, even if small systems are
analyzed. Therefore, in this work, we used the Sur-
face Integrated Molecular Orbital Molecular Mechanics
(SIMOMM) method [12], which allows the bulk environ-
ment to be simulated correctly at acceptable computa-
tional costs.

Let us consider the application of this calculation
scheme to the simulation of GezSi;_,/Si(001) surface.
The cluster that simulates the surface is separated into
two parts (Figs. 1,a and b). A small cluster GesSijoHjo,
which was calculated with the help of quantum me-
chanics (QM) (Fig. 1,a), is built into a large cluster
GesSigoHgs (Fig. 1,b), which was calculated by the MM
technique. The MM calculations consume much less cal-
culation resources than the QM calculations do; there-
fore, such a separation would expectedly give rise to a
substantial reduction of the calculation time. As was
shown in work [12], quantum-mechanical calculations of
SigsHgg cluster (Fig. 2) took eight times as much time,
as was required for the calculation of the same cluster
in the framework of the SIMOMM SigH;5/SizsHss (QM
part /MM part) scheme, with the calculations being ex-
ecuted provided the same approximation conditions (the
identical calculation method and basis set).

The QM and MM calculations were carried out sepa-
rately. In order to explain the calculation scheme better,
let us split the cluster into three regions (Fig. 1). Atoms
belonging to the first region are taken into account in
both QM and MM calculations. Their positions change
under the action of QM/MM gradients in QM calcula-
tions, but remain fixed in MM ones. Atoms of region 2
saturate dangling bonds at the boundary of the active
cluster part; they are present only in QM calculations
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O Si atoms belonging to region 1
© H atoms belonging to region 1
Ge atoms belonging to region 1
(O Si atoms belonging to region 3
O H atoms belonging to region 3
@ H atoms belonging to region 2

Fig. 1. (a and b) Model of calculations in the SIMOMM scheme: (a) cluster GeaSiigHi2 calculated using the quantum mechanics and
(b) cluster GeaSizaHsa calculated using the molecular dynamics methods. Clusters that simulate Si(001) surface (2 x 1): (¢) Ge2SiyHi2

and (d) GeaSiisHis. Hydrogen atoms are not shown

. - Si atoms calculated by MM methods O - H atoms calculated by QM methods

() - i atoms calculated by QM methods ~ © - H atoms calculated by MM methods

Fig. 2. (a) Cluster SigH12/SizgHze used in QM /MM calculations
and (b) cluster SizgH3ze used in QM calculations in work [12]

and change their positions under the influence of QM
gradients. Atoms belonging to the third region are taken
into account only in MM calculations, and their posi-
tions change under the influence of MM gradients. Such
a calculation scheme allows both the calculation time to
be reduced substantially and the boundary conditions
to be improved. Calculations in the SIMOMM scheme
were compared with QM calculations using small clus-
ters SigH15 and GesSizHqo depicted in Figs. 1,c and d.
Note that, in the course of calculations, the optimiza-
tion of atomic positions in region 1 is stimulated by QM
and MM gradients. It is this fact that allowed the influ-
ence of atoms representing the bulk (atoms of region 3)
on addimer atoms and atoms in two near-surface layers
(atoms of region 1) to be taken into account. Such an
approach allows not only the calculation time to be re-
duced, but also the results identical to those obtained in
the quantum-mechanical calculation to be obtained. For
instance, the difference between the interatomic bond
lengths obtained in mere quantum-mechanical calcula-
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tions of SizggHsg cluster (Fig. 2,b) and in calculations
of SigHy2/SissHss cluster (Fig. 2,a) in the SIMOMM
scheme was 0.03 A (between atoms 1 and 2 in Fig. 2,a
and b). At the same time, the differences between the
corresponding dihedral angles and angles between atoms
did not exceed 2° [12].

Hence, the combined QM/MM calculations allow the
total calculation time to be reduced (due to a short time
needed for MM calculations). Nevertheless, they pro-
vide a determination accuracy for geometrical param-
eters which is close to the accuracy obtained at fully
quantum-mechanical calculations.

The following bond lengths were selected: 2.35 A for
Si-Si (as in the crystalline silicon bulk), 1.48 A for Si-H,
2.41 A for Si-Ge, and 2.44 A for Ge-Ge. In calcula-
tions of the GesSizHio cluster (Fig. 1,¢), we optimized
the coordinates of Ge adatoms. In calculations of the
GesSiy7Hyy cluster (Fig. 1,d), we optimized the coordi-
nates of Si atoms in two upper near-surface layers and
the coordinates of Ge adatoms. In calculations of clus-
ters GegSizoHszo and SigqHso by the SIMOMM method,
a complete coordinate optimization for Ge, Si, and H
atoms was fulfilled.

To simulate the influence of the electric field produced
by an STM tip, the GesSizoH3zo and SigqHso clusters were
imbedded into an external uniform electric field 2 V/A
in strength. Such an electric field gives rise to a con-
siderable growth of energy gradients for the system in
its ground state. Therefore, to find the stationary state
of the system, the criteria of iteration procedure conver-
gence at the solution of the Schrédinger equation have
to be changed. Searching for the new criteria of iteration
procedure convergence is a matter for a separate study,
which would require substantial calculation expenses.
Therefore, in this work, we calculated the electron struc-
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LUMO2 0.31 LUMO2
LUMO1 0.33 LUMO1
HOMO1 1.67 HOMOL1
HOMO2>———1.69 HOMO2

O - Si atoms in second layer
Q - Si atoms in first layer

’ - Ge atoms

0.32
0.33

1.67
1.68

Fig. 3. Si(001) surface models: (a) clean and (b) with a mixed Si-Ge dimer. HOMO1, LUMO1, HOMO2, LUMO2 are the natural
orbitals occupation numbers; 6 is the tilt angle of dimers with respect to the surface

@) ®) © @ ©

LUMO2— 031

LUMOI—— 0.33 L —
HOMO1 —— 1.67 A—
HOMO2 —— 1.69 HOMO Lad

—= Qb5

—1.35

— 0.66 — 0.68

— 134 —1.32

O -Si atoms in the 1-st layer @ _ addimer Ge atoms
o - Si atoms in the 1-st layer

@-Si atoms in the 2-nd layer

O - addimer Ge atoms

Fig. 4. Structures and occupation numbers of bonding (HOMO) and antibonding (LUMO) orbitals of surface dimers and addimers in
the cases of clean Si(001) surface (a) and Si(001) surface with pure Si-Si (b), Ge-Ge (c¢) and mixed Si-Ge (d and e) addimers

ture of clusters (already optimized at E = 0 V/A) in an
applied external electric field, making no optimization of
cluster atom coordinates.

3. Clean Si(001) Surface and Si(001) Surface
with Mixed Si—Ge Dimers

The Si(001) surface was shown in work [6] to have a
biradical character. Therefore, it is of importance to
test whether it remains biradical being covered with
a submonolayer coating of Ge atoms, when, besides
pure (Ge-Ge) and mixed (Si-Ge) addimers, mixed Si-
Ge dimers (Fig. 3) can be formed on the surface.
For this purpose, we carried out ab initio calcula-
tions, taking the correlation interaction into account (the
CASSCF(4;4)(N21-3**) method), for two Si(001) sur-
faces: a clean one with two Si dimers (Fig. 3,a) and
a surface with one mixed Si-Ge dimer (Fig. 3,b). The
active space in the CASSCF(4;4) method consisted of
bonding (m,7) and antibonding (7*,7*) orbitals of two
surface dimers.

Our calculation showed that the biradical character
persists for both considered surface models, which are
exhibited in Fig. 3. The obtained bond lengths for
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surface dimers agree well with experimental values of
2.2640.1 A [13]. The calculations of work [7] also demon-
strated that untilted dimers with a bond length of 2.28 A
are energetically the most beneficial ones on the Si(001)
surface. Hence, as is seen from Fig. 3, the occupation
numbers of antibonding orbitals (LUMO1, LUMO2) in
surface dimers do not change, if the Si atom is substi-
tuted by the Ge one. The bond length in a pure Si—Si
dimer and its tilt angle with respect to the surface (see
Fig. 3,b) also do not change, if the Ge atom, instead of
the Si one, appears in the neighbor dimer.

4. Si(001) Surface with a Submonolayer Ge
Coverage

The authors of work [1] noted that both pure (Si-Si,
Ge-Ge) and mixed (Si-Ge) addimers are formed in sub-
monolayer films of Ge atoms on the Si(001) surface. In
our previous work [14], we demonstrated that the struc-
tures shown in Figs. 3,c—e are the most beneficial ener-
getically. In this part of work, we compared the geomet-
rical and electronic structures of surface dimers (Fig. 4,a)
and Si-Si, Ge-Ge, and Si-Ge addimers (Figs. 4,b—¢, re-
spectively).
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T able 1. Calculated and experimental parameters of surface addimers: the bond length d; the energy AFE of mixed
Si-Ge addimer (Fig. 4,d and e) formation with respect to the formation energy of a pure Ge-Ge addimer (Fig. 4,c), both
being calculated with identical approximations; the occupation numbers of natural bonding (HOMO) and antibonding
(LUMO) orbitals; the tilt angle of an addimer with respect to the surface 6; and the spin contamination <Sz>

d A AE, eV HOMO LMo | 6 | ()
Ge-Ge/Si(001) (Fig. 4,c)
GeoSirHy4(UHF(N21-3) 2.58 0 - - 0° 1.0
GesSirHi4(RHF(N21-3)) 2.73 0 2 0 13.2° 0.0
Si17H14Geo (RHF(N21-3%%)[14] 2.62 0 2 0 13.8° -
GesSizaHaz (RHF(N21-3**)) 2.54 0 2 0 11.5° 0.0
GesSizaHz2 (CASSCF(2;2)(N21-3%%)) 2.45 0 1.35 0.65 0° -
Exp. 2.51 A (6 =0°) [15], 2.55 A (9 = 12°) [16]
Ge-Si/Si(001) (Fig. 4,d)
GeSirHy4(UHF(N21-3)) 2.52 0.95 - - 0° 0.9
GeSirHy4 (RHF(N21-3)) 2.65 0.31 2 0 12.5° 0
GeoSitrHi4 (RHF(N21-3*%)[14] 2.58 0.10 2 0 11.7° -
GeoSizaHao (RHF (N21-3*%)) 2.51 0.35 2 0 15.2° 0.0
GesSizaH32 (CASSCF(2;2)(N21-3%*)) 2.41 0.41 1.34 0.66 0° -
Ge-Si/Si(001) (Fig. 4,€)
GesSirHy4(UHF(N21-3)) 2.51 0.15 - - 0° 1.0
GesSirHy 4 (RHF(N21-3)) 2.58 0.44 2 0 9.7° 0
GeoSiiTH1a (RHF(N21-3**)[14] 2.51 0.06 2 0 6.9° -
GeoSizoHso (RHF(N21-3*%)) 2.46 0.34 2 0 14.2° 0.0
GeoSigaHao (CASSCF(2;2)(N21-3*%)) 2.41 0.13 1.32 0.68 0.0° -
Si-Si/Si(001) (Fig. 4,b)
SigH12(UHF(N21-3)) 2.33 - - - 0° 1.0
SigH12( UHF(HW*))|[7] 2.32 - - - 0° 0.9
SigH12( RHF(N21-3)) 2.55 - 2 0 13.0° 0.0
Sizq4H32 (CASSCF(2;2)(N21-3%*)) 2.35 - 1.44 0.56 0° -
Si(001)
SizoHao (CASSCF (4;4)(N21-3**)) 2.26 - 1.67 0.33 0.0° -

To select the most correct method of calculation, the
structures of Si—Si, Si—-Ge, and Ge-Ge addimers—tilted
and untilted with respect to the Si(001) surface—were cal-
culated at first in the single-determinant approximation
with the help of RHF and UHF methods, using the N21-3
basis set and small Ge,SizHq4 and SigHq4 clusters. The
formation of pure Ge-Ge addimers on the Si(001) sur-
face (Fig. 4,¢) turned out energetically more beneficial
than the formation of mixed Si-Ge addimers (Fig. 4,d
and e), irrespective of the calculation method (RHF,
UHF) applied. The formation energy AFE of a mixed
Si-Ge addimer with respect to that of a pure Ge-Ge ad-
dimer (Fig. 4,c) — the both were calculated adopting the
same approximations, — and the bond lengths and the
addimer-to-surface tilt angles are listed in Table 1.

The results of calculations in the framework of the
RHF method showed that, irrespective of the cluster
dimension, the formation of Ge-Ge, Si—Ge, and Si—Si
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addimers tilted with respect to the surface is energet-
ically the most beneficial. No energy minima, which
correspond to the formation of untilted Ge—Ge, Si—Ge,
and Si-Si addimers were found. The bond lengths in
Ge-Ge, Si—Ge, and Si—Si addimers were calculated mak-
ing use of small cluster models (GeoSizHi4, Sij7H14Ges)
with a small number of atomic coordinates to be opti-
mized; they turned out longer than the bond lengths of
addimers measured experimentally [15, 15]. The exper-
imental values of bond lengths in Ge-Ge addimers on
the Si(001) surface were found to fall within the interval
of 2.51-2.55 A. An improvement of the N21-3 basis set
taking advantage of p- and d-polarization functions, the
enlargement of the cluster model, and the extension of
the number of geometrical parameters to be optimized
give rise to a reduction of the bond lengths in addimers,
so that the values obtained are in agreement with exper-
iment.
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The UHF calculation method gave energy minima that
correspond to the formation of untilted Si—Si, Si—-Ge, and
Ge—Ge addimers of the Si(001) surface. For all structures
with untilted addimers, the values of <52> obtained in
the framework of this method were different from zero
(Table 1). The discrepancy between of the results ob-
tained in the framework of UHF and RHF calculation
methods and a nonzero magnitude of the quantity <S 2>,
which is inherent to the so-called spin contamination of
the system, testifies that the correlation interaction has
to be taken into account.

The calculations with the use of a multiconfigura-
tion wave function were carried out by applying the
CASSCF(2;2) method in the case where there was one
bonding, 7, and one antibonding, 7*, orbital of addimers
in the active space. In calculations, when correlation in-
teraction is taken into account, the wave function must
be versatile enough [8]; therefore, the basis N21-3** was
used. The results of calculations are presented in Ta-
ble 1. The formation of pure Ge-Ge addimers on the
Si(001) surface (Fig. 4,¢) turned out energetically more
beneficial than the formation of mixed Si—-Ge addimers
(Fig. 4,d and e) in all calculation techniques (RHF, UHF,
CASSCF).

The calculations carried out by the CASSCF(2;2)
method showed that Si—Si, Si—Ge, and Ge—Ge addimers
are untilted and have a biradical character for all three
structures depicted in Figs. 4,b to e. The occupation
numbers of antibonding orbitals (LUMO) in Si-Si, Ge—
Ge, and Si-Ge addimers on the Si(001) surface equal
0.56, 0.65, and 0.66, respectively, whereas this quantity
for antibonding orbitals in surface dimers in the case of
clean Si(001) surface is equal to 0.35. The occupation
numbers for bonding and antibonding orbitals in surface
dimers and addimers on the Si(001) surface (see Table 1
and Fig. 4) show that interatomic bonds are stronger
in surface dimers than in Si-Si, Si-Ge, and Ge-Ge ad-
dimers. The Si(001) surface with adsorbed dimers is
more active chemically than a clean Si(001) surface. The
biradical character of Ge-Ge and Si—-Ge addimers turned

Table 2. Occupation numbers of the highest occupied
(HOMO) and the lowest unoccupied (LUMO) molecular
orbital in an external uniform electric field 2 and —2 V /A
in strength and with no applied field (0 V/A) and the
multiplicity S of the system

| Ge Ge/si(oo)) |

Si-Si/Si(001)

E (B/A) 0 -2 2 0 ) 2

s 0 1 0 0 0 0
NOONLUMO  0.65 0.94 057 056 0.64 0.41
NOONHOMO 135 1.06 143 1.44 1.36 1.59
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out more pronounced than that of Si—Si addimers. This
means that a submonolayer Ge film enhances the activ-
ity of Si(001) surface.

The dissociation of an O5 molecule is known to precede
the oxidation process. The oxygen molecule dissociates
after the antibonding orbital has been filled. Oxidation
can be supposed to run more intensively on the Si(001)
surface with Ge—Ge and Si—Ge addimers than on a clean
Si(001) surface. This assumption should be verified, and
the corresponding results will be published in our next
work.

5. External Electric Field Effect on Electronic
Structures of Si—Si, Ge—Ge, and Si—Ge
Addimers on the Si(001) Surface

As was shown above, there are partially filled levels in
the system. Under the action of an external electric
field—e.g., created by an STM tip—the occupation num-
bers of partially filled levels (HOMO and LUMO) and
the electron density distribution may change. Hence, it
is expedient to study the influence of an external electric
field on the distribution of the electron density created
by Ge-Ge, Si-Si, and Si-Ge addimers on the Si(001) sur-
face. To simulate the electric field around an STM tip,
the clusters GesSigoHso and SizysHso were embedded into
an external uniform electric field 2 V /A in strength. The
electric field was applied perpendicularly to the surface.
The positive value of electric field strength (E = 2 V/A)
meant that the field strength vector was directed toward
the surface. This orientation corresponded to the regime
of occupied states in the STM experiment. The negative
value of electric field strength (E = —2 V/A) corre-
sponded to the regime of free states in the STM experi-
ment. The results of calculations dealing with variations
of the molecular orbital occupation number under the
action of the electric field are quoted in Table 2.

Table 2 demonstrates that the occupation numbers of
antibonding orbitals in Si-Si and Ge-Ge addimers de-
crease under the influence of the positive electric field
E=2V/ A. This can result in an enhancement of the
stability and a reduction of the bond length in addimers
under the influence of the field created by an STM tip in
the regime of occupied states. The occupation numbers
of antibonding orbitals in Si—Si and Ge-Ge addimers in-
crease under the influence of the negative electric field
E = —2 V/A. This means that the negative field of an
STM tip can reduce the bond length between addimer
atoms in the STM experiment executed in the regime of
free states. Graphically, the variation of HOMO occu-
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Fig. 5. Variation of the bonding-orbital occupation number in a
Si—Si addimer on the Si(001) surface under the influence of the
STM tip field (2 V/A)

pation numbers can be well illustrated using the Si-Si
addimer on the Si(001) surface as an example (Fig. 5).

In work [17], the applied tip field was found to be
able to change the mechanism of Si—Si addimer diffusion
along the chain of dimers. In particular, the addimer
diffuses as a whole in a positive field, whereas the dif-
fusion of the addimer in a negative field is accompanied
by a break of its bond. This fact agrees well with the
results presented above and in Table 2.

The data in Table 2 also evidence that the multiplicity
of the system “the Ge-Ge addimer on the Si(001) sur-
face” changes, if the tip field is negative. This circum-
stance testifies that the surface under examination can
be in different states at different polarities of the STM
tip voltage, which is to be taken into consideration, while
interpreting STM images.

6. Conclusions

Calculations carried out in the framework of the multi-
configuration method (CASSCF (2;2)) showed that Si-
Si, Si-Ge, and Ge-Ge addimers on the Si(001) surface
are untilted with respect to it and have a biradical char-
acter. The formation of pure Ge-Ge addimers on the
Si(001) surface is energetically more beneficial than that
of mixed Si-Ge addimers. The bond lengths in Si-Si,
Ge-Ge, and Si-Ge addimers on the Si(001) surface are
equal to 2.35, 2.45, and 2.41 A, respectively.

The occupation numbers of antibonding orbitals
(LUMO) in Si-Si, Ge-Ge, and Si—Ge addimers on the
Si(001) surface equal 0.56, 0.65, and 0.66, respectively.
For the clean Si(001) surface, the occupation number of
antibonding orbitals in surface dimers equals 0.35. The
biradical character of Ge-Ge and Si—Ge addimers on the
Si(001) surface was found to be more pronounced than
that in Si-Si addimers. The Si(001) surface with ad-
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sorbed germanium dimers is more active chemically than
the clean surface.
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STRUCTURE OF PURE Si-Si, Ge-Ge, AND MIXED Si-Ge ADDIMERS

CTPYKTYPA UMCTUX Si-Si, Ge-Ge TA 3MIIIIAHUX
AJITUMEPIB Si-Ge HA TIOBEPXHI Si(001)

T.B. Aganac’esa, O.A. I'punwyxk, I.II. Kosaav, M.I. Haxodkin
PeszmowMme

BukopucroByroun KjacrepHi KBaHTOBOXimiuHi Ta  ribpuaHi
KBaHTOBO-XIMi4HI—MOJIEKYJISIPHO-MEXAHIYHI PO3PAXYHKHU 3 MIEPIIUX
npuanumis (ab initio), gocaimpkeno amcopbmio Ge Ha MOBEPXHIO
Si(001). Pospaxynku 3 BpaxyBaHHAM KOHMIrypariifnol Bzaemouil
BUKOPHUCTOBYBaJIUCA JJIgd BU3HAYAHHA I‘eOI\IeTpI/I'{HO.f Ta eJie-
KTPOHHOI CcTPyKTypHu unctux Si—Si, Ge—Ge, Ta 3mimanux Si—Ge
agauMepiB Ha nosepxui Si(001). Ak uwmcri Si-Si, Ge-Ge, Tak i

3smimani Si-Ge agguMvepu — He HaxXWJIEHI JI0 TOBEPXHI Ta HOCHATH

ISSN 2071-0194. Ukr. J. Phys. 2011. Vol. 56, No. 3

GipagukaiabHuil xapakTep. JloBxKuHu 3B’s3KiB yuctux Si—Si Ta
aMimanunx Si—Ge ajgaumepiB cTaHOBIATH 2,35 A 245 A 1a241 A
Bignosiguo. YrBopenus umcrux Ge-Ge ajgamMepiB Ha MOBEPXHL
Si(001) € GibIn eHEPreTUYIHO BUTIAHUM, HIXK yTBOPEHHS 3MilIaHIX
agmumepiB Si-Ge. 3BaceneHocTi HaTypaIbHUX AHTU3B SIBYIOTHX
opbitasneit uncrtux Si—Si, Ge—Ge Ta 3Mmimanux Si—-Ge ajgaumepis
cranosaTh 0,56, 0,65 Ta 0,66 Bianmosimuno. Harypassai 3acesieHo-
cTi aHTHU3B sA3y04nX opOiTaseil 1y JUMePiB OBEPXHI CTAHOBJISATDH
0,35. BipagukanbHuit xapakTep OyB OlIbIINI y BUMAIKY aiMe-
piB. Tako>K pO3IJIsiHYTO BIUIMB IPUKJIAJIEHOI /10 BiCcTpsi HAIpyru
Ha HATypaJibHI 3aCeJIEHOCTI aHTU3B’A3YIOUYUX OpOiTajeil YuCTUX
Si-Si ra smimamnx Si-Ge anmumepis mosepxmi Si(001). Ilig
Ji€l0 Haupyru BiCTpsl criocrepirajacsd 3MiHa IMJIETHOCTI YHUCTOrO
agmumepa Ge—Ge 3 CHHIVIETY Ha TPHILIET.
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