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Electron paramagnetic resonance (EPR) and photoluminescence
(PL) have been used to study SiO2 films grown by thermal
oxidation of silicon substrates and possessing either a homogeneous
distribution or that close to a Gaussian one of implanted Ge
atoms. The E! centers connected with oxygen vacancies in SiO»
and the defects induced by replacing Si atoms in the matrix
sites by Ge ones have been identified as dominant paramagnetic
defects. Among the latter, the Ge E’ and Ge(2) centers, as well
as the germanium peroxy radical Ge PR, have been recognized.
The fact that the concentration of defects in specimens with a
homogeneous distribution of Ge atoms was an order of magnitude
lower than that in specimens with a Gaussian distribution has been
explained by a dynamic annealing of defects during the multiple
implantation. The revealed correlation between the intensity
variations of EPR spectra and PL bands peaked at 1.94, 2.00,
and 2.20 eV, which took place at annealing, testifies to that those
bands are of the defect nature. At the same time, the PL band with
a maximum at 2.32 eV, which appeared after annealing at 900
°C, has been connected with the formation of Ge nanocrystallites
in SiO3.

1. Introduction

Bulk germanium and silicon are indirect-gap
semiconductors with a low efficiency of interband
emission in the infra-red (IR) range, which does not
allow them to be used for the manufacture of emitters
for optoelectronic devices. However, if the dimensions of
Si and Ge crystallites are reduced to several nanometers,
a variation of a lot of properties including the energy
spectrum takes place, owing to the size quantization [1].
For example, the observation of visible PL becomes
possible because the emergence of quantum levels
in crystallites and substantial modifications of the
electronic structure that is typical of bulk materials
considerably enhance the efficiency of emission at room
temperature. For this reason, significant efforts of
researchers have been directed for the last decade at
studying the effects of size quantization and developing
the integrated optoelectronic silicon-based devices.
According to the elementary theory of size
quantization, which is based on the method of effective
mass [1], the shift Er of the conduction band edge in
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a semiconductor sphere with radius R, which is smaller
than the effective Bohr radius of an exciton ag, towards
shorter waves with respect to its position in a bulk
semiconductor is equal to Er = w2h%/2uR?, where
1 is the reduced effective mass of an exciton. The
effective Bohr radius of excitons in Ge, ap =~ 24 nm,
is larger than that in Si, ag = 10 nm, while the
effective masses of electrons and holes are smaller [2].
Therefore, more substantial variations of the electronic
structure should be expected to occur in Ge quantum
dots as compared to those in Si quantum dots similar
by dimensions. A lot of technological methods followed
by thermal annealing are used to form germanium
nanocrystallites (nc-Ge) in a SiO, matrix: magnetron
sputtering of SiO; and Ge plates [3], oxidation of
Siy_,Ge, alloys [4], molecular beam epitaxy [5], chemical
vapor deposition [6], implantation of Ge™ ions [7], and
so on. An important advantage of the last quoted
method is the exact monitoring over the concentration of
implanted atoms and the profile of their distribution in
a Si0, matrix, and its full compatibility with industrial
microelectronic technologies. However, during the ion
implantation, there appear radiation-induced defects,
because of which the radiative recombination of current
carriers may also take place [8].

Irrespective of the method applied for synthesizing
nc-Ge in SiO,, the bands close by position have been
observed in the corresponding PL spectra. Depending
on the excitation energy, some bands of emission have
been detected in a range from near ultraviolet to near
IR (see, e.g., [7,9]). The PL bands with energies of
4.3 and 3.1 eV are attributed to transitions between
the energy levels of a neutral oxygen vacancy in SiOs,
surrounded by two Ge atoms [7], i.e. with a defect in the
Si02 matrix. The origin of other PL bands has not been
elucidated ultimately. For their explanation, various
authors involved the mechanisms of both the exciton
recombination under the conditions of confinement
[10] and the recombination of current carriers through
defective states at the nc-Ge/SiO interface [11] and in
the SiOy matrix [12] under consideration.
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In general, the availability of defects of various
origins, including paramagnetic ones, has been supposed
in works devoted to the research of GeT-implanted SiO»
films. Some preliminary results of EPR measurements
carried out on those objects have been reported earlier
[13,14]. This work aimed at elucidating the basic types of
paramagnetic defects and their evolution during thermal
annealing of SiOs films, where various distribution
profiles of germanium atoms had been formed by the
ion implantation.

2. Experimental Method

The SiO, films 500 or 1000 nm in thickness were grown
on silicon (100) plates by thermal oxidation of the latter
in the atmosphere of humidified oxygen. Specimens
with three different distribution profiles of implanted
germanium ions in the SiO. film were investigated. In
all the cases, the profile was calculated using a TRIM-98
computer program [15]. The specimens of the first type
(I) were characterized by a homogeneous distribution
of germanium atoms in the 500-nm SiOs film. The
distribution was created by consecutive implantations
of Ge™ ions, with the corresponding ion energy E and
the expose dose D at every stage being E; = 150 keV
and D; = 9.0 x 10'% cm™2, Ey = 100 keV and Dy =
5.4x10% em~2, F3 = 50 keV and D3 = 4.3x 105 em ™2,
and Ey = 20 keV and Dy = 2.1 x 10" ¢cm~2. The total
dose amounted to Dy = 2.08 x 10'® cm 2. Under such
conditions, the average concentration of Ge atoms at
depths of 12 — 120 nm reckoned from the SiO, surface,
according to the calculations carried out using the TRIM
program, was Nge =~ 3 at.%. In other specimens of
this type, the value Nge ~ 5 at.% was achieved by
a proportional increase of the expose dose at each
stage, with the total dose being 3.48 x 10'6 cm™2. The
specimens of the second type (II) had a homogeneous
distribution of Ge atoms located deeper in an oxide film
1000 nm in thickness. They underwent a three-stage
implantation procedure with Ge™ ions with the energies
and doses E; = 400 keV and D; = 3.0x10% cm =2, B, =
300 keV and Dy = 1.0 x 10'% em~2, and E3 = 200 keV
and D3 = 3.5 x 10'6 cm~2 at each stage, respectively.
The total expose dose was Dy = 7.5 x 10 cm™2.
In these specimens, the average concentration of Ge
atoms at a depth of 360 nm from the SiO, surface was
about 3 at.%. At last, in the specimens of the third
type (IIT), GeT ions with an energy of 430 keV were
implanted into the 1000-nm SiOs film up to a dose
Dip1 = 4.1x10' ¢cm 2. In this case, the calculations gave
the distribution profile of the implanted Ge impurity
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Fig. 1. Distribution profiles of Ge atoms and vacancies in a
SiOs film implanted with Get ions with an energy of 430 keV,
calculated using a TRIM-98 program. The SiO3 film density d =
2.26 g;/cm73 and the effective threshold energies for displacement

of silicon and oxygen atoms E; = 22 eV were used in calculations

that was close to a Gaussian one (Fig. 1) with the values
of the mean projected range and straggle spread of 269
and 67 nm, respectively. The peak concentration of Ge
atoms was about 4 at.%.

The annealing procedure of implanted specimens in
a nitrogen environment was carried out consistently
within the temperature interval from 100 to 1100 °C
and with a step of 100°C. The time of annealing was
15 min.

The EPR spectra were measured using medium-size
0.5 X 3 x 15-mm? specimens. The measurements were
carried out at room temperature, in the X-range (the
microwave frequency v ~ 9.4 GHz), and with a 100-kHz
modulation of the magnetic field. In order to prevent the
effects of saturation and overmodulation, the averaging
over 16 to 49 spectra was fulfilled while registering the
relatively narrow EPR lines with small intensities. In
general, the microwave power did not exceed 1 mW and
the amplitude of modulation of the magnetic field was
at most 0.06 mT during experimental measurements. In
order to compare the parameters of various specimens
and to estimate quantitatively the g-factor and the
concentration of defects, a researched specimen and a
reference one, MgO:Mn2t with the known number of
spins, were placed together into a microwave resonator.
The number of defects was determined by comparing
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Fig. 2. EPR spectra of defects in SiO2 films with different
distribution profiles of germanium atoms (specimens of types I—
IIT). All spectra were measured under the same conditions at room
temperature and normalized per unit surface area of the specimen,
v = 9.441 GHz. The positions of spectrum peculiarities are marked
by vertical strokes with corresponding values of the g-factor

the double integrals of the first derivatives of the
absorption signals registered on the investigated and
reference specimens. The absolute error of the defect
number evaluated in such a way amounted to +40%.
At the same time, when comparing various specimens,
the relative error did not exceed +15%.

The PL spectra in the range from 500 to 800 nm
were registered at room temperature on a DFS-24 double
monochromator, with the emission of an Ar* laser (A =
487.9 nm), being used for their excitation. In the range
from 360 to 600 nm, we used a nitrogen laser with
A = 337.18 nm to excite PL spectra and a KSVU-31
installation to study them.

3. Results and Their Discussion

No EPR signal was detected from those parts of the
SiO2/Si structures that did not undergo implantation.
In Fig. 2, the EPR spectra measured for all three
types of as-implanted specimens and normalized per unit
surface area of the specimen are presented. They are
composed of several lines, with an almost symmetric
line with ¢ = 2.0005 £+ 0.0002 being dominating in all
of them. In the specimens of types I and II with a
homogeneous distribution of implanted Ge atoms, this
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line had identical forms and almost identical amplitudes.
At the same time, it was considerably wider and more
intensive in the specimens of type III. In the course
of annealing (Fig. 3), this line acquired the form that
could be simulated by the parameters of the E. defect
(Fig. 4), which was connected with oxygen vacancies in
amorphous SiOy (g1 = 2.0018, g» = 2.0006, and g3 =
2.0003 [16]). The structure of the latter is adopted to be
represented as O3=Sie 7Si=03, where the symbols “e”,
“4+”, and “=” stand for an unpaired electron, a hole, and
bonds with three separate oxygen atoms, respectively.
According to calculations [17], such a structure can arise
provided that a hole is trapped by a neutral oxygen
vacancy or an O~ ion is shifted from the site. As a result,
the electron would be localized on the broken sp3-orbital
of the Si atom, whereas the positively charged atom of
silicon located on the opposite side of the vacancy would
possess sp? hybrid orbitals and relax into a plane of three
oxygen atoms [17].

The lines with lower intensities were distinctly
observed on the tails of the EPR spectrum of the
E! defect (Fig. 2). The line in the vicinity of the
value ¢ = 1.99370 £+ 0.0003 was distinctly registered
in unannealed specimens of types I and II. During
annealing, its intensity decreased more slowly than that
of the spectrum of the £ defect did (Fig. 3,a; see also
work [14]), which allowed us to observe this line also
in specimens of type III after their annealing at 400°C
(Fig. 3,¢). The value of 1.9937 for the g-factor means
that this line can correspond to the value g3 of the so-
called Ge E' defect (g1 = 2.0012, go = 1.9954, and
g3 = 1.9937 [18]). This defect was observed in both
irradiated germanium glass [18] and an optical Ge-doped
quartz fiber [19] and is an analog of the E’ center in
Si02. Accordingly, its structure can be represented as
O3EG60 +GQEO3.

The line with ¢ = 1.9866 + 0.0003 was observed
only in unannealed specimens of type I (Fig. 2). It may
correspond to the value gz of the Ge(2) defect (g1 =
2.0010, g» = 1.9978, and g3 = 1.9868 [20]), the origin of
which has not been elucidated ultimately. It is supposed
[19] that a replacement of silicon by germanium in the
SiO, structure introduces traps for electrons, so that
the so-called fourfold coordinated germanium electronic
center Ge(2) has a structure O3=Ge®*—0—Ge=03 with
Si atoms in the following spheres. In a later work [21],
the Ge(2) center was classified as a hole trapped by
a defect, which appeared due to the formation of two
oxygen vacancies in the vicinity of a Ge impurity in SiO2
followed by pairing of two orbitals. The structure of this
center, the so-called twofold coordinated Ge atom in
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Fig. 3. EPR spectra of specimens of type II (panel a, v = 9.378 GHz) and III (b, v = 9.441 GHz): as-implanted specimens (1) and
specimens consistently annealed in the nitrogen environment for 15 min at temperatures of 200 (2), 300 (3), 400 (4), and 500°C (5)

SiOs, can be represented as (—O—Ge**—0—)*, where
the symbol “ee” denotes coupled orbitals.

The line corresponding to g = 2.0060 £ 0.0002 was
observed in specimens of types II and III (Fig. 2),
where ions were implanted into a 1000-nm SiO» film. A
characteristic feature of this line was that its intensity
did not reach saturation as the microwave power grew
up to 100 mW and became almost twice as large after
the specimen had been annealed at 300 °C (Fig. 3). Such
a behavior and a position of the line are inherent to
a peroxy radical GePR in irradiated germanium glass
and GeO-2 powder (g; = 2.0020, g» = 2.0062, and g3 =
2.0312[18,22]), the structure of which can be represented
as 03=Ge—0—O0Oe. In specimens of type I prepared
on the basis of 500-nm SiO- films, on the contrary, a
very weak EPR line from a nonbridging oxygen hole
center (NBOHC) [14] (g1 = 2.0020, g» = 2.0080, and
g3 = 2.0510 [22]), the structure of which is represented
as =Ge—Q0e TSi=, was observed. It was found for quartz
glass [23] that a similar PR defect appears in specimens
with a small content of OH groups as a result of the
breaking of the peroxy chain =Si—-O-0O-Si=, whereas the
NBOHC emerges in specimens with a high content of OH
groups as a result of the breaking of strained bonds =Si—
O—Si=. Thus, some distinctions between EPR spectra
for specimens of different types may be connected to
different contents of OH groups in oxide films possessing
different thicknesses.
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It should be noted that the presence of the intensive
E! line in the g-factor interval 2.0020 — 1.9999 of
the spectra of unannealed specimens, where one should
expect the appearance of the characteristic lines of
defects connected with Ge, and some broadening of
lines in the vicinity of the g3 values for the Ge PR
and NBOH centers [18,22], hampers the observation of
separate lines in EPR spectra. A considerable reduction
of the intensity and a narrowing of the £ line after the
annealing of the specimens simplify the simulation of the
spectra observed, as is illustrated in Fig. 4. In order to
calculate the E., GeE', and GePR components of the
spectrum, we used the values of the g-factors quoted
above, while the distributions of the g» and g3 values
were taken from works [24] and [18], respectively. The
ratios between the integrated intensities of the E! , GeE',
and GePR amounted to approximately 1:2:4 for the
example concerned. All the mentioned defects had been
found earlier in Ge-doped quartz glass, an optical fiber,
or, except for E, germanium glass. Their observation
in the EPR spectra of unannealed implanted SiO, films
indicates that Ge atoms were built abundantly into the
matrix instead of Si atoms without thermal activation.
Earlier, it was evidenced by IR absorption and X-ray
photoelectron spectroscopy measurements [25].

Important conclusions can be drawn by analyzing the
quantitative results concerning the concentration of
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Fig. 4. The EPR spectrum of a specimen of type II annealed
at 300 °C (1). The frequency v = 9.378 GHz, the temperature
of observation T' = 300 K. The calculated spectrum (2) is a
superposition of the components from three defects: the E,’Y (3),
Ge E' (4), and Ge PR ones (5). The spectroscopic parameters of

simulation are quoted in the text

defects in unannealed and annealed specimens. Some
experimental parameters of implanted specimens and
those calculated with the help of a TRIM computer
program are quoted in the Table. Considering the table
data, two points attract attention. It is, first, close values
of the total numbers of paramagnetic (PM) defects
per unit surface area Ng in specimens of types I and
Il with Nge =~ 3 at.%, in spite of the fact that the
homogeneous distribution of Ge in specimens of type II
was created by applying the considerably larger energies
and doses of implanted ions. We note that, for specimens
of type I with different doses of implantation, a definite
proportionality was revealed, namely, the value of Ng
for a specimen with Nge &~ 5 at.% is half as much again
as for a specimen with Nge ~ 3 at.%. Secondly, it is
the value of Ng for the specimens of type III, which
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Fig. 5. PL spectra (Eex = 2.54 eV) of GeT/SiO2/Si structures
of types II (a) and IIT (b): an as-implanted specimen (1) and

22 23 24 25

specimens consistently annealed in the nitrogen atmosphere for
15 min at temperatures of 200 (2), 300 (3), 400 (4), 500 (5), and
900 °C (6)

was almost one order of magnitude larger than that for
the specimens of type II, provided that the total dose of
implanted ions into the former was almost half as much
and the doses of high-energy ions were close. It is also
worth noting that, besides vacancies that were created
when high-energy ions collided elastically with nuclei,
additional defects arose in SiO2 in the course of energy
loss of those ions by electron excitation (for example, it
was equal to about 30% in the case of Ge™ implantation
with E = 430 keV). The defect formation efficiency
in inelastic processes was two orders of magnitude as
low, but they can also result in the breaking of Si—O
bonds [26].

A high-dose implantation may lead to the formation
of a considerable number of defects and their associates

Some experimental and theoretical (designated by *) parameters of unannealed specimens Get /Si02/Si. Theoretical
parameters were calculated making use of a TRIM program

Specimen type | Energy of ions Get | Total dose | Vacancy distribution* | Number of PM defects | Concentration of PM defects*
E, keV Ds;, cm™2 AX4, nm Ng, cm™2 Ny, cm~3
I 150 + 100 + 50 +20 2.1 x 1016 101 1.6 x 101® 1.6 x 1020
il 400 + 300 + 200 7.5 x 1016 287 2.0 x 1015 7.0 x 1019
111 430 4.1 x 106 269 1.5 x 106 5.6 x 1020
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in both the paramagnetic and diamagnetic states [27].
In addition, a reduction of the number of vacancies
may occur by their annihilation while interacting with
interstitial atoms. The so-called dynamic annealing
of defects, which was not taken into account in a
TRIM program, may occur during the implantation
owing to an elevated temperature. For specimens of
all types, the ion current density that was used in the
course of implantation did not exceed 0.03 pA/cm™>.
The corresponding supplied thermal power was rather
insignificant to heat up a specimen. According to the
estimations carried out with the use of the formulae of
work [27], even when implanting ions with an energy of
430 keV, the temperature of a specimen cannot raise
by more than 15 °C. At the same time, a local rise
of the temperature stimulated by accidental cascades
of collisions was quite probable provided that the heat
conductivity of SiOy is low. Concerning the possible
annihilation of defects, when a specimen was being
stored at room temperature, we know only the literature
data regarding the low-temperature annealing of E'
and NBOHC defects due to the diffusion of molecular
hydrogen after irradiation of fused quartz at 130 K [23].

The EPR studies testified to that a substantial
reduction of the number of paramagnetic defects
occurred as a result of the multiple implantations carried
out to create a uniform distribution profile of dopants.
It is known [27] that the maxima of distributions of
radiation-induced damages X4 and implanted atoms R,
do not coincide. For example, it followed from TRIM
calculations (Fig. 1) that, in the case of the implantation
of GeT ions with the energy E = 430 keV into SiOs, the
relation Xy ~ 0.6R, was actual. As is seen from Fig. 1,
a recession of the damage distribution curve towards
the surface is characterized by a very sluggish gradient,
so that the concentration of vacancies near the surface
amounts to 70% of the peak value. It allowed us to divide
the damaged area of the SiO» film conventionally into
two layers, nonsaturated and saturated with implanted
atoms, both being approximately equal by volume.
Judging from a reduction of the number of defects in
specimens of type II as compared with that in specimens
of type III, it is possible to suggest that in the course
of the further cascades of collisions of implanted ions
possessing a lower energy in the previously nonsaturated
layer, the formation of new defects was accompanied by
their more effective dynamic annealing. The latter was
promoted by a relative increase of the energy that was
supplied to the phonon subsystem, i.e. was spent for
heating the matrix, as the energy of ions diminished.
At last, a reduction of the number of defects might
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also be favored by a replacement of vacant sites of the
lattice by implanted atoms, which our observations of
paramagnetic defects connected with Ge in unannealed
specimens evidenced for. In general, when creating a
uniform profile of the impurity distribution by multiple
ion implantations, the sequence with the descending
order of ion energies is preferred. For a crystal matrix, it
occurs first of all because of the following fact. If a series
of implantations was carried out with the descending
order of ion energies, a consecutive damage of the
surface layer would take place, which might result in the
scattering of high-energy ions into channeling directions
(see, e.g., [28]). Surface sputtering is another factor that
can result in a loss of impurities implanted preliminary
at low energies. As follows from our results, multiple
implantations with the consecutive decreasing of the ion
energy also led to a substantial decrease of the defect
concentration.

The values of the bulk concentration of defects Ny,
which are presented in the Table, are evaluative and
were calculated using their experimentally determined
number Ng and the average width AX, of the vacancy
localization region by the relation Ny = Ng/AX,.
The value of AX,; was selected, according to TRIM
calculations, as a width of the vacancy distribution at
its half maximum. The results of such an estimation
of the bulk concentration Ny make clear a significant
broadening of the Eiv spectra in unannealed specimens,
especially those of type III. Similarly to the case of
SiO; films implanted with Si* ions [8], a contribution
of the dipole-dipole interaction between nearly located
pairs to the width of the EPR line and an influence of
the stresses that arise when implanted layers become
oversaturated with vacancies and interstitial atoms on
the distribution of g-factors [29], were considerable at
such high concentrations of defects. The annealing of
specimens led to a gradual reduction of the concentration
of defects, which had an expressive effect, first of all, on
the width of the most intensive line E, (Fig. 3).

Distinctions between specimens of different types
and a certain correlation with EPR data were also
observed for PL spectra. Similarly to works [7,30], a
band with the maximum of about 2.93 eV was registered
in the PL spectra of unannealed specimens of all three
types; the specimens were excited by the emission of a
nitrogen laser (E = 3.68 eV). In accordance with the
results of work [7], as the annealing temperature of the
specimens grew up to 500°C, the intensity of this band
increased considerably. The further annealing resulted
in a gradual reduction of the PL intensity, and the
band was not observed any more after the annealing
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at a temperature of 1000 °C. Concerning the nature
of this band, the authors of work [7] assign it to a
neutral oxygen vacancy surrounded by Ge and Si atoms
in various combinations, while the authors of work [30]
do with a neutral twofold coordinated germanium center
—0—Ge**—0—. The validity of the last assumption has
been proved in the later work [21].

It is worth noting that, in the case of PL excitation by
the emission of a nitrogen laser, only the band with the
maximum near to 3.0 eV was observed in the spectrum,
while the bands in the range of 1.9 — 2.2 eV did not
appear. If the as-implanted specimens were excited by
the emission of an argon laser with the energy of 2.54 eV,
two intensive bands with maxima at 2.20 and 1.94 eV
were registered in the PL spectra of the specimens
of types I and II (Fig. 5,a), and an intensive band
with the maximum at 2.00 eV was observed for the
specimens of type III (Fig. 5,¢). As one can see from
Fig. 5, the annealing of implanted films resulted in a
gradual diminishing of the intensity of the indicated PL
bands, and, after the annealing at T, > 600°C, they
were not registered any more analogously to the EPR
spectra.

A correlation between intensity changes of the PL
and EPR spectra during the annealing of specimens
evidences for the defective nature of those bands.
Another argument, which supports such a conclusion,
is the fact that an analogous correlation takes place
between the PL band and the most intensive component
E’ of the EPR spectra of the SiOs films of type III
and the SiO» films implanted with Si* ions with the
energy E = 150 keV and the dose D = 9.0 x 10 cm~2,
provided that the annealing temperature was less than
700°C. According to TRIM calculations, the profiles of
vacancy distribution and vacancy concentration, as well
as the widths of the layers nonsaturated with Ge or
Si atoms, had to be close. It allowed us to relate the
PL band at 2.0 €V to the recombination of radiation-
induced defects exactly in the subsurface nonsaturated
SiO, layer.

The higher concentration of Ge atoms and defects
connected to them in specimens of types I and II
probably stimulated the PL spectrum with two maxima
(Fig. 5). Using the results of X-ray photoelectron
spectroscopy measurements carried out for Ge™-
implanted SiO; films, the presence of Ge—0O bonds was
revealed in the GeO and GeOs phases [31]. The further
annealing resulted in a substantial growth of the number
of Ge—Ge bonds and a simultaneous decrease of the
number of Ge—O ones. Quantitative and qualitative
modifications of the structure of defects, which occurred
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in the course of the decay of the unstable phase GeO,
and the precipitation of Ge atoms, can be the reason
for those variations that were observed in PL spectra.
In general, the majority of PL bands in irradiated SiO2
are related to the recombination through diamagnetic
defects; only the band at 1.9 eV is connected with a
paramagnetic NBOHC [23]. As was mentioned above,
we observed a weak signal from the NBOHC only in an
unannealed specimen of type I.

After the further annealing of specimens of all the
types at a temperature above 900°C, a band with
the maximum at about 2.32 eV appeared in the PL
spectra. We associated this band with the formation
of Ge nanocrystallites in the SiOs matrix. Indeed,
as our study of Raman scattering showed [13], after
the specimens had been annealed at 7, = 900 °C,
a characteristic band of Ge—Ge bond vibrations in
germanium nanocrystallites, the average dimension of
which was equal to 4.5 nm by estimations, appeared in
the spectra. Concerning the nature of the PL band, a
substantial shift of the maximum of the PL spectrum
from 2.1 to 2.4 eV, which accompanied a diminishing
of the nc-Ge average size from 8 to 4 nm, allowed the
band to be related to the recombination of electron-
hole pairs in the quantum dots themselves [3], whereas
the results of relaxational measurements [30] yield that
there are recombination centers at the nc-Ge/SiO,
interface.

Thus, SiO2 films with a uniform distribution of Ge
implanted atoms and that close to a Gaussian one
have been studied in this work using the EPR method.
It has been found that the dominant paramagnetic
defects are the Eiv centers related to the oxygen vacancy
in SiO2 and the defects resulted from occupying the
matrix sites by Ge atoms instead of Si ones. Among
the defects, the Ge E' and Ge(2) centers as well as a
germanium peroxy radical Ge PR have been recognized.
The content of defects in specimens with a homogeneous
distribution of Ge atoms, which is lower by one order of
magnitude as compared with that in specimens with a
Gaussian distribution, can be explained by assuming the
dynamic annealing of defects in the course of multiple
implantations. The correlations observed in the course
of annealing between the intensity variations of the
EPR spectra and the PL bands with maxima at 1.94,
2.00 and 2.20 eV testify to that those bands have the
defective origin. At the same time, the PL band with the
maximum at 2.32 eV, which appears after the annealing
of specimens at 900 °C, has been related to the formation
of Ge nanocrystallites in SiOs.
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EIIP TA OIITUYHI JOCJIIJI>2KEHHA IMIIJTAHTOBAHUX
IOHAMUI I'EPMAHIIO ITJIIBOK SiO2

B.A. Bpamyco, M.A. Basaz, €.I'. I'yae, C.M. Oxyros,
B.O. Oxumvyk

Peszwowme

Meronamu €I€KTPOHHOrO mapamarziTHOoro pesonancy (EIIP) rta
doromominecuennii (®.JT) 10CTiXKEHO BUPOIIEH] TePMiTHIM OKUC-
JIEHHSIM KpeMHieBUX ITacTuH IIiBKH SiO2 3 piBHOMIpHHM Ta
OGJIM3bKUM JI0 IayCCOBOrO MPOMIJISIMU PO3MOAIIY IMIIAHTOBAHUX
aromiB Ge. BuzHaueHo, [0 OCHOBHHMH MapaMarHiTHUMHU mAedek-
TaMHu € IeHTpU Eir’ moB’si3aHi 3 BakaHciero kucHO B SiO2, a Ta-
KOXK naedekTu, 3yMOBJIeHI 3aMimeHHaM aromamu Ge atomiB Si B
Byanax marpuni. Cepes Hux inenrudikosano nenrpu GeE’, Ge(2)
Ta repmanieBuii mepoxcugunit pagukan (GePR). Junamvivaum Big-
naJsiom gedekriB y nponeci GararocryneHeBol iMrmiaHTaIi mosic-
HIOETHCSL T€, IO KOHIEHTpaniss medekTiB y 3pa3kax 3 piBHOMIp-
HEM npodisem po3noainy aToMiB Ge Ha HOPATOK BEJTMINHU MEHIIIa
nopiBusHO 31 3pa3kamu 3 rayccoBuM mpodisem. Bussnena B mpo-
meci Bigmasy 3pa3KiB KOpemnsnis y 3MiHi iIHTEHCUBHOCTe! CIeKTpPiB
EIIP Tta cmyr ®JI 3 makcumymamu 1,94; 2,00 ta 2,20 eB Bka3ye
Ha Te, IO IIi CMYTH MAalOTh AedeKTHy npupoxay. BomHodac cmyra
®JI 3 makcumymoMm 2,32 eB, sxa 3’saBisiersesa micas Bigmamy mpu
900 °C, noB’s3aHa 3 YTBOPEHHSIM HAHOKpHUCTAIITIB Ge B SiO2.
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