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WITH A CHROMIUM OR TITANIUM MONOLAYER

The results of experimental researches concerning the initial stages of the interaction between
the Si(001) surface covered with a chromium or titanium monolayer and molecular ozygen at
exposures to 107 L (Langmuir) are reported. On the basis of experimental data, the coefficient
of molecular oxygen sticking is calculated. It is shown that not only silicon but also titanium
ozides are formed on the Si(001) surface covered with a titanium monolayer. The researches
are carried out, by using the Auger electron spectroscopy method.

Keywords: oxidation, chromium, titanium, silicon.

1. Introduction

The researches of the interaction between molecu-
lar oxygen and the silicon surface covered with a
thin layer of adsorbed impurity atoms, in particu-
lar, atoms of elements of the IV- and V-th groups
and transition metals, are important for further im-
provement of the molecular-beam epitaxy technology
and for understanding the fundamentals of adsorp-
tion processes. Silicides of transition metals, such as
chromium, manganese, titanium, iron, and cobalt si-
licides, find applications in the manufacture and the
development of modern integrated circuits, because
they are characterized by a low specific resistance,
high thermal stability, reliable contact to silicon, and
structural stability at variations of the temperatu-
re. Recently, the studying of chromium and titanium
silicides attracts most attention, because those ele-
ments and their alloys and compounds are widely
applied in modern super-large-scale integrated cir-
cuits. For instance, titanium enters the composition
of compounds that are used for the metallization and
for the creation of superthin barrier layers on sili-
con. These are such multicomponent compounds as
Ti-Pt, Ti-Pd-Au, and Ti-Pt-Au [1].

The shape change of Auger lines for titanium is
of interest from the viewpoint of its relation to the
chemical environment of titanium atoms. Depend-
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ing on the silicide formation temperature, compounds
with different stoichiometries can be formed, which,
in turn, affects the mechanisms of oxide formation in
metal-silicon systems [2]. Therefore, the search for a
correspondence between the shape of Auger lines and
the stoichiometry of surface compounds is important
for further researches.

Experiments on the oxidation of the silicon surface
covered with Cr and Ge films [3-6] showed that the
presence of a superthin chromium or germanium film
on the surface can increase the rate of oxygen accu-
mulation by several orders of magnitude in compari-
son with the Si(001) silicon surface already at room
temperature [3]. At the same time, there is a lack of
information on the surface oxidation in the presence
of other practically important transition metals, in
particular, Ti. Hence, this work is aimed at studying
the interaction between molecular oxygen and the sil-
icon surface covered with a submonolayer coverage of
Cr or Ti at its various exposures to Oz at room tem-
perature. The research was carried out with the help
of the Auger electron spectroscopy method. We also
analyze changes in the shape of titanium Auger lines,
in particular, the behavior of satellite Auger lines Ti
(354 eV) and Ti (364 V). This was done for the deter-
mination of the stoichiometry of the formed titanium
oxides.

2. Experimental Technique

Experimental researches were carried out in a work-
ing chamber of an ultrahigh vacuum installation with
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oil-free pumping on the basis of a serial Auger spec-
trometer 0910S-2. The composition of the residual
gas atmosphere and the purity of oxygen and argon
introduced into the vacuum chamber in the course
of experiments were monitored with the help of a
quadrupole mass-spectrometer MS-7303. The pres-
sure of residual gases in the system during experi-
ments did not exceed 1071°-10~° mm Hg.

Chromium and titanium were deposited on the
Si(001) surface using the thermal sputtering from a
filamentary source. The design of sources for the con-
trollable sputtering of transition metals was described
in work [7] in more details.

The specimen surface was cleaned from surface
films by sputtering the latter with the help of a beam
of 1-keV argon ions and the following high-temperatu-
re annealing, by using the flash method. In the frame-
work of this method, the temperature was drastically
risen to 1200 °C, then decreased to 700 °C by making
a 100 °C-decrement after every 5-min interval, and,
at last, gradually cooled down to room temperature.

The sticking coefficient of molecular oxygen is a
quantitative measure of the oxygen accumulation rate
on the Si(001) surface covered with monolayers of Ti
and Cr transition metals. The method of its calcula-
tion is described below.

Let us introduce the notations I(Si), I(Ti), and
I(O) for the intensities of Auger lines for silicon, ti-
tanium, and oxygen, respectively. If I4(Si) is the ini-
tial intensity of the Auger electron signal for a clean
Si surface, after the sputtering of a titanium film of
thickness d, the intensity of Auger electrons, I(Si),
decreases by k times,

_I(Si)
-~ Io(Si) (1)

After the silicon surface with a sputtered titanium
film was oxidized, we assume that saturated silicon
oxide SiO5 was formed on it, which, in turn, reduces
the intensity of the Auger line of silicon from the sub-
strate. In Fig. 1, the scheme of the silicon oxide SiO9
formation under the titanium layer is exhibited.

The coefficient k is determined with the help of the
expression

k= e xeoro (2)

where d is the thickness of the Ti or Cr film, 8 the
entrance angle of electrons into the analyzer of the
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Fig. 1. Scheme of the arrangement of Ti and SiO2 layers on
the Si(001) surface in the course of silicon oxide formation

cylindrical mirror type (6 = 42°), and A is the mean
free path of Si Auger electrons in the SiOs layer. The
numerical value of the latter was determined with
the help of software package QUASES-IMFP-TPP2M
[8]. In order to consider the reduction of intensities as
a result of the inelastic scattering in the metal layer
and determine the parameter Iy for oxygen and sili-
con, the measured intensities I(Si) and I(O) of cor-
responding Auger lines were divided by k.

The sticking coefficient 7 is the ratio between the
number of particles N7 remaining on the unit area of
the specimen surface and the flux of oxygen molecules
N27 N

1
=N, ®3)
We consider that, on the surface, all oxygen molecules
interact with silicon to form SiO;. Therefore, the
number of molecules arriving at the surface can be
evaluated using the relation

N1 = 2ngi0, dsio,, (4)

where ngio, is the concentration of oxygen atoms in
the SiOq layer of the thickness dsio,-

The total number of particles, which is calculated
as the particle flux per unit area and per unit time,
is determined by the formula

Ny = 2Tt (5)

where I is the particle flux, ¢ the time, and the multi-
plier 2 corresponds to two oxygen atoms in the oxygen
molecule. Taking into account that

1= —— (6)
27rm02 kT

where P is the pressure, k the Boltzmann constant,

T the temperature (293 K), and m the mass of an

O2 molecule, and substituting expressions (4) and

(5) into formula (3), we obtain the expression for the

sticking coefficient,

dsi i
n= %ﬁ#\/%rMOzRT, (7)
SIOQ
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Fig. 2. Sections of dN/dE Auger spectra for the Si(001) sur-
face covered with a titanium film for various exposures in the
oxygen atmosphere: 0 (a), 5 (b), 500 (¢), and 100000 L (d)
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Fig. 3. Dependences of the ratio Io/Ig; between the Auger
line intensities on the exposure to molecular oxygen for various
systems: (a) Si(001)-Ti-O2, (b) Si(001)-Cr-Oz, and (c) pure
Si surface

where psio, is the SiOq density, Mgio, the SiOg mo-
lar mass, Mo, the Oz molar mass, and R the univer-
sal gas constant. Substituting the known numerical
values into Eq. (7), we obtain the following value of
sticking coefficient:

_ dsio,[nm]

P 7.325. (8)
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The thicknesses of chromium, titanium, and sili-
con oxide films were calculated with the help of the
method of quantitative Auger electron spectroscopy
described in work [9]. In our researches, the thick-
nesses of chromium and titanium films were approxi-
mately equal to 0.2 nm. Substituting those values of
dsio, obtained at the given exposure dose into Eq. (8)
made it possible to determine the value of sticking co-
efficient.

3. Results and Their Discussion

In Fig. 2, the silicon Auger spectra for the Si(001)
surface covered with a titanium film sputtered at
room temperature and obtained at various expo-
sures to molecular oxygen (1 L = 107 mm Hg x s)
are depicted. One can see that the spectra contain
the Auger lines of silicon Si LVV (92 V), titanium
Ti LMM (387 and 418 €V), and oxygen O KLL
(506 V). As the exposure dose increases, the inten-
sity of the oxygen Auger line O KLL grows, whereas
the intensity of the silicon Auger line Si LVV de-
creases, which can testify to the formation of a new
phase, silicon oxide.

In Fig. 3, the dependences of the intensity ra-
tio between the oxygen and silicon Auger lines,
Io kiL/Isi Lvv, on the exposure dose in molecu-
lar oxygen are shown for the clean Si(100) surface
(a), the Si(100) surface covered with a submono-
layer chromium film, Cr/Si(001) (b), and the Si(100)
surface covered with a submonolayer titanium film,
Ti/Si(001) (¢). One can see that oxygen is accumu-
lated on the surface with a chromium or titanium sub-
monolayer coverage much more intensively in compar-
ison with that on the clean Si(001) surface already at
exposure doses of 10-100 L. As the exposure dose in-
creases, the intensity growth of oxygen Auger lines
starts to gradually slow down. This behavior can be
explained by the fact that a layer of saturated silicon
oxide has already been formed on the surface, and
the further growth of this layer is confined not only
by the molecular oxygen dissociation, but also by the
oxygen diffusion through the SiO5 layer.

By analyzing the ratio between the number of oxy-
gen atoms chemisorbed on the surface and the total
number of atoms that arrive at the surface during the
exposition, we obtained a number of values for the
sticking coefficient of oxygen atoms on the Si(001)
surface covered with a chromium or titanium sub-
monolayer. For instance, Fig. 4 illustrates the depen-
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Fig. 4. Dependence of the molecular oxygen sticking coef-
ficient on the exposure dose (on the logarithmic scale): (a)
Cr/Si(001) annealed at 450 °C, (b) unannealed Cr/Si(001),
and (c¢) unannealed Ti/Si(001)

dences of the sticking coeflicient of molecular oxygen
on the exposure dose to oxygen for the unannealed
and annealed at 450 °C Cr/Si (001) surfaces, and
also for the unannealed Ti/Si (001) surface. One can
see that, at low exposures, the sticking coefficient is
larger. As the exposure dose grows, the sticking coef-
ficient decreases.

The largest value of sticking coefficients for the an-
nealed Cr/Si(001) system is observed at an exposure
of 10 L and amounts to approximately 0.04. At higher
doses, it gradually decreases to a value of about 0.007
at an exposure of 500 L. The same dependence for
the unannealed Cr/Si(001) system has a similar cha-
racter. However, the attention should be paid to the
fact that the largest value of sticking coefficient is
reached already at an exposition of 50 L. The cor-
responding value amounts to about 0.1, which is by
an order of magnitude larger that its counterpart for
the annealed system. For the sake of comparison, we
note that the sticking coefficient of molecular oxy-
gen on the clean Si(001) surface amounts to approx-
imately 0.0001 at room temperature. For the system
Ti/Si(001), the largest value of sticking coefficient
amounts to about 0.62 at an exposure of 0.5 L. As the
exposure dose increases, this parameter quickly falls
down, being equal to 0.0012 at an exposure of 5000 L.

As was shown in work [10], the chemical composi-
tion of titanium oxides, which depends on the expo-
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Fig. 5. Modification of the titanium Auger peak with the
growth of the exposure dose in the oxygen atmosphere and the
correspondence to the formed oxides: Ti (1), Tig.750 (2), TiO
(3), Ti2O3 (4), and TizOs5 (5)
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Fig. 6. Satellites of Auger lines Ti 354 eV and 364 €V in
SrTiO. Notations are the same as in work [11]

|

sure dose, can be determined from the shape and the
shift of the main Auger peak of titanium (418 eV), as
is demonstrated in Fig. 5. However, in this work, we
applied a different method proposed in work [11]. Tt
consists in that variations in the form of titanium
satellites at 354 and 364 eV are considered. At the
oxidation, they acquire shapes shown in Fig. 6. In
this method, for the determination of the amount of
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Fig. 7. Dependences of the parameter Q (a) and the ratios
O(510 eV)/Ti (387 eV) (b) and O(510 €V)/Ti(418 eV) (¢) on
the exposure dose in the oxygen atmosphere
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Fig. 8. Interrelation between the parameter 2 and the tita-
nium oxidation degree (shift of the titanium Auger line)

titanium oxides, the following formula is introduced:

- l2ths )
hy

Here, the quantities hi, ho, and hgz are defined in
accordance with Fig. 6.

In order to obtain the initial information concern-
ing the regularities of oxidation processes in the sys-
tem, it is necessary to establish how the intensity ra-
tios for Auger lines change at the oxidation. In Fig. 7,
the dependences of the intensity ratio between the
oxygen (510 V) and titanium (386 €V) Auger lines,
the intensity ratio between the oxygen (510 V) and
titanium (418 eV) Auger lines, and the parameter 2
on the oxygen exposure dose are exhibited. One can
see that the oxygen-to-titanium ratios grow with in-
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crease of the dose, which testifies to the enrichment of
the system with oxygen and an increase of the oxygen
concentration. The ratio O(510)/Ti(418) illustrates
all that more pronouncedly.

At the same time, the parameter ) behaves dif-
ferently. As the exposure and, accordingly, the oxida-
tion degree increase, it decreases, similarly to what
was obtained in work [11]. Probably, such a behavior
is typical of not only the system of titanium oxides
in the composition of SrTiO3, which was studied in
work [11], but also of the Ti-O2 systems in general.

Figure 8 illustrates the interrelation between the
parameter 2 and the oxidation degree of titanium
(the energy shift of its Auger line). In correspon-
dence with Fig. 5, the energy shift of the titanium
line can be identified as a shift that, in the given en-
ergy interval, can be related to titanium oxide with
a certain stoichiometry. This means that, on the ba-
sis of the calculation of the parameter €2, the chem-
ical composition of titanium oxides can be deter-
mined. This is an alternative method to establish the
fact of the titanium oxide formation on the silicon
surface. Moreover, it allows not only the presence of
titanium oxides to be confirmed, but also specific ti-
tanium oxides to be identified.

4. Conclusions

It is established that titanium and chromium sub-
monolayer films adsorbed on the Si(001) surface at
room temperature accelerate the process of silicon ox-
idation. The sticking coefficient of molecular oxygen
on the Si(001) surface covered with a titanium and
chromium submonolayer coverage is three orders of
magnitude larger than the corresponding value for the
clean Si (001) surface. For the first time, it is shown
that the information on the stoichiometry of titanium
oxides in the Si(001)-Ti-O2 system can be obtained
with the help of relations between the parameters of
Auger line satellites Ti(354 €¢V) and Ti(364 eV) for
titanium deposited on the silicon surface.
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B3AEMO/IA MOJIEKYJIAPHOI'O
KNCHIO 3 ITOBEPXHELO Si(001), BKPUTOIO
MOHOIIAPAMI XPOMY TA TUTAHY

Peszmowme

ITojaHo pe3y/nbTaTH eKCIEePHMEHTAIbHUX JIOCIIIZKEHb HOYa-
TKOBHUX €TalliB B3a€MOZil MOJIEKY/IIPHOTO KHCHIO IIPU €KCIIO3U-
nisgx g0 107 JI (Jlenrmiop) 3 mosepxueio Si(001), BKpuToio Mo-
HoLIapaMH XpoMy abo turaHy. Ha OCHOBI ekcnepuMeHTaIbHIX
JIaHUX PO3PaXOBaHO KOEMIIEHT IPUJIMIIAHHS MOJIEKYJISIPHOTO
KHUCHIO Ta ITOKa3aHo, 110 Ha nosepxHi Si(001), BKpuTiit MOHO-
IIIApOM TUTAHY, YTBOPIOIOTHCS HE TLIBKH OKCUIM KPEMHIIO, &
it okcuau turany. JlocstiizKeHHsI IPOBOAMIINCE 3a JOIOMOTOO
METOMY €JIEKTPOHHOI OKe-CIIeKTPOCKOIIII.
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