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This paper presents a comprehensive characterization of the structural and optical properties of the Cu—-Si—
O films prepared by the ion-plasma sputtering method of a combined Cu/Si target in an Ar and O
atmosphere before and after heat treatment at temperatures up to 600 °C. For this purpose, data from
seven experimental methods were analyzed: scanning electron microscopy, X-ray photoelectron
spectroscopy, dynamic secondary ion mass spectrometry, quantitative X-ray diffractometry, Raman
spectroscopy, Fourier transform infrared spectroscopy, and combined reflection—transmission
spectroscopy. It was found that as-deposited films represent a uniform over-depth film, the main
components of which are suboxides and oxides of silicon and copper with nano- and dispersed
inclusions of silicon and copper. At annealing temperatures of 400-600 °C, the film gradually transforms
into a heterogeneous structure composed of copper and silicon oxides, CuO and SiO,, and
inhomogeneity of composition and structure appears along the film depth. The film becomes two-
layered, with a denser lower layer and a less dense upper layer depleted in silicon. Similar to
substoichiometric silicon oxide (SiO,) films, the annealed Cu-Si-O films have the best ordering at the
level of short and medium range order (minimal value of the Urbach tail energy Ey) after annealing at
~600 °C. The obtained results demonstrate the possibility of deliberately tuning the structure and

physicochemical properties of Cu-Si—O films over a wide range, making them promising for applications

rsc.li/nanoscale-advances

1 Introduction

Research into materials based on or incorporating the Cu-Si-O
system is of considerable interest due to their broad application
potential. Understanding Cu-Si interactions and interface
formation is crucial for electronics and semiconductor technol-
ogies." As silicon-based technologies continue to dominate inte-
grated circuit manufacturing, the Cu-Si system has attracted
particular attention for microelectronics,” catalysis,® sensors,*
lithium-ion batteries,” solar cells,® and other related devices.
Copper is an important material in electronics because of its high
electrical conductivity, affordable price, and environmental
safety. However, its use in nanoelectronics faces several chal-
lenges, particularly the tendency of copper to diffuse into silicon
substrates, which can cause leakage currents or short circuits, as
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in sensing, dielectric layers for microelectronics, and functional oxide coatings.

well as its susceptibility to oxidation even under vacuum condi-
tions. To reduce these effects, dielectric barriers such as SiO, are
often used, as they are insulating, readily fabricated, and show
good stability and adhesion to copper.”

Another challenge is copper oxidation. In Cu-O systems, both
Cu,0 and CuO can be formed depending on processing condi-
tions.® Cu,0O and CuO are intensively studied p-type semi-
conductors relevant to optoelectronics and energy conversion,’™*
and Cu-based nanostructures are also attractive for functional
coatings and composite materials. At the nanoscale, Cu tends to
agglomerate and oxidize, which can degrade the functional
performance of the films; therefore, encapsulation in silica-based
matrices is often used to enhance dispersion and improve long-
term stability.”*'® Post-deposition thermal treatments are
frequently required to improve film quality and to stimulate
structural transformations;'” however, in Cu-Si-O systems they
may also induce silicide formation, which can strongly modify
transport and stability.*® Copper silicide formation can also affect
oxidation behavior and electrical properties.®

In parallel, non-stoichiometric SiO, and stoichiometric SiO,
thin films have been thoroughly studied*** and are widely used
in semiconductor  microelectronics®*?* and related
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technologies. Depending on the ratio of the metallic inclusions
to the dielectric matrix, the structural, optical, and electrical
properties of such nanocomposite systems can vary widely.>”">*

The ability of copper to form oxygen-containing compounds
in which Cu exhibits oxidation states of +1 or +2, its propensity to
form a series of Cu,Si, intermetallic compounds with silicon, and
the tendency of silicon suboxides SiO, (x < 2) to disproportionate
with the formation of nec-Si-SiO,, (y > x) nanocomposites suggest
that, by varying the composition and synthesis conditions of Cu-
Si-O system materials, it is possible to obtain (nano)composites
whose structure and functional properties can be tuned over
a very wide range. At the same time, achieving Cu-Si-O-based
materials with predetermined properties requires further
detailed studies of the formation processes as a function of
composition and processing conditions; the present work
contributes to addressing this challenge.

Most of the literature on Cu/SiO,-based nanocomposites
relies on embedding or encapsulating pre-defined Cu
morphologies (flakes, nanowires, and nanoparticles) in a silica
matrix.*>'® In contrast, the novelty of the present fabrication
approach lies in depositing an initially single-layer Cu-Si-O film
by ion-plasma sputtering (IPS)**** and using controlled post-
deposition annealing to trigger thermally stimulated vertical
redistribution of components, resulting in a bilayer-like archi-
tecture with distinct near-surface and near-substrate regions.

Similar annealing-driven Cu out-diffusion and microstruc-
tural rearrangement have been reported for co-sputtered Cu-SiO,
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composites.* Related A-B-O (A, B = metals) thin-film systems
can also exhibit annealing-induced vertical separation; for
example, co-sputtered Cu(Ti) films on SiO, undergo phase
separation upon annealing, with Ti accumulating near the SiO,
interface and Cu enriching the near-surface region, eventually
forming a continuous Cu-rich layer.* However, to the best of our
knowledge, an explicit and well-resolved bilayer-like stratification
driven by middle-temperature post-deposition annealing has not
been previously reported for mixed Cu-Si-O films comprising
both oxide phases and elemental inclusions.

Here, we provide direct experimental evidence for a stable
bilayer-like configuration with distinct near-surface and near-
substrate regions. The structure and composition of the films
were analyzed using a number of advanced methods: scanning
electron microscopy (SEM), X-ray diffraction (XRD), X-ray
photoelectron  (XPS) spectroscopy, Auger spectroscopy,
secondary ion mass spectrometry (SIMS), Raman spectroscopy,
Fourier transmission infrared (FTIR) spectroscopy, and optical
reflection and transmission spectroscopy.

2 Experimental

To form Cu-Si-O films, the ion-plasma sputtering (IPS) method
was used, which allows sputtering both semiconductor and
metal targets in a working atmosphere of an Ar/O, gas mixture
(Fig. 1). This method is based on the use of a non-independent
arc gas discharge between a thermionic cathode and anode,
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Fig.1 Schematic illustration of ion-plasma sputtering (IPS): reactive sputtering of a combined Cu-Si striped target (3D view shown) in an Ar/O,
discharge, transport of sputtered species through the plasma region, and deposition on a heated substrate forming a Cu-Si—O film.
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which forms a dense electron-ion plasma at low operating
voltages (tens of volts) and a pressure of the order of 107 to
1077 torr. The sputtering target is placed in the plasma region as
a third electrode and a negative bias (about 1-3 kV) is applied to
it relative to the anode, which ensures intensive bombardment
of the target with positive plasma ions and its sputtering.
Particles of the sputtered material (mainly neutral atoms and
partly ions) are transported to the substrate and deposited on it,
forming a thin film (the target-substrate distance was 180 mm).
Before supplying the working gases, the chamber was pumped
to the base pressure Pp,s. = 1.0 x 10 ° torr. To form oxide films,
oxygen is additionally supplied to the chamber; the sputtered
atoms interact with activated oxygen forms (mainly O, O" and
0,") in the plasma and/or on the substrate surface, which leads
to their partial or complete oxidation and deposition of the
material in the form of an oxide. The presence of a mechanical
shutter allows preliminary ion cleaning (target conditioning) of
the target before deposition.

For the simultaneous sputtering of silicon and copper,
a combined square target of 100 x 100 mm was designed and
manufactured, formed by alternating rectangular Cu and Si
strips of 10 x 100 mm. The Cu-Si target was mounted on
a single holder and a negative target voltage was applied to it, so
it operated as one sputtering electrode (single-cathode config-
uration). Simultaneous sputtering is ensured by the fact that
ions from the same plasma simultaneously bombard the open
Cu and Si strips of the combined target. Since the sputtering
yields of Cu and Si under the same ion bombardment are
different, the ratio of the areas of the components of the
combined target (Cu/Si) was used as the main parameter for
adjusting the relative fluxes of Cu and Si and was controlled
according to the results of post-deposition composition anal-
ysis. Adjusting the Ar/O, ratio in the working atmosphere
additionally allows controlling the degree of oxidation of the
components, and therefore, varying the elemental and phase
composition of the formed Cu-Si-O films. The films were
deposited on p-type Si(100) substrates with resistivity p = 10
Q cm and thickness 525 + 15 um, and the combined Cu-Si
target was assembled using Si strips of the same p-type Si(100)
material together with Cu strips cut from a T2 copper sheet (GB/
T 5231), i.e., Cu-ETP copper (UNS C11000, EN CW004A; Cu =
99.90 wt% and O = 0.040 wt%).

The deposition parameters were as follows: the working
(process) pressure Pyox = 6.5 X 10~* torr, substrate tempera-
ture Tgep = 100-120 °C, cathode heating current Iy = 144 A,
anode voltage U, = 50 V, anode current I, = 10 A, target voltage
U, = 0.7-0.9 kV, and target current /; = 0.6 mA. The Cu/Si target
area ratio was 1/1, the working gas ratio in the chamber during
deposition was O,/Ar = 10/55 = 0.18, and the deposition time
was t = 10 min.

To study the effect of the annealing temperature, Ty, on the
structural and optical properties of Cu-Si-O films, we examined
the initial structures and those that were annealed in an argon
atmosphere for 30 minutes at T,,, = 400, 600 °C.

The morphological structure of the films and their thickness
were examined with SEM. For this, a Tescan MIRA 3 LMU

© 2026 The Author(s). Published by the Royal Society of Chemistry
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scanning electron microscope was used. A Gatan 682 PECS
system was used for sample preparation.

The depth distribution of elements in the films was investi-
gated by dynamic SIMS (D-SIMS) using an ATOMIKA 4000
quadrupole instrument (PerkinElmer, Germany). The element
depth profiles were obtained using a 200 nA O," primary ion
beam with an energy of 5 keV. The angle of incidence of the
beam on the normal to the surface was 0°. The lateral square
raster of the crater was 500 pm x 500 pm. The analyzed area was
9% in the center of the formed crater.*

XPS measurements were performed using a PHI 5600 spec-
trometer with monochromatic Al Ko radiation (1486.6 eV).
Survey and high-resolution spectra were acquired with pass
energies of 93.9 eV and 11.75 eV, respectively. Prior to analysis,
the samples were sputter-cleaned for 2 min using Ar' ions (5
kev), and charge neutralization was applied. The atomic
percentage of the as-deposited (unannealed) film, determined
by XPS, was as follows: Cu - 23.4 at%, Si - 24.7 at%, and O - 51.9
at%.

Structural studies were carried out with the X-ray diffraction
method (XRD) using a PANalytical X'Pert PRO - MRD diffrac-
tometer with Cu Ka, radiation (A = 0.15406 nm). XRD patterns
were recorded in grazing-incidence geometry with an incidence
angle of 1.5°.%°

Fourier transform infrared (FTIR) spectra of the films were
measured in the 400-4000 cm™" spectral range using a Perki-
nElmer Spectrum BX FTIR spectrometer. Clean virgin silicon
plates were used as the reference.**?’

Raman scattering spectra were registered using an MDR-23
spectrometer equipped with a cooled CCD detector (iDus 401
A Andor). As the excitation source, a diode-pumped 457 nm
solid-state laser was used. The laser power density on the
sample surface was below 10> W ecm ™2 to preclude any photo-
thermal modification of the samples. The spectral resolution
was 3 em . It was estimated based on the detected width of the
Si TO phonon peak in the bulk Si substrate (centered at
520.5 cm ™ 1).*®

Transmittance T and reflectance R at normal and near
normal (11°) incidence angles, respectively, were measured in
the spectral range of 185-1200 nm using a double-beam spec-
trophotometer Specord 210 plus. The radiation sources were
a deuterium lamp (in the ultraviolet region of the spectrum) and
a halogen lamp (in the visible region of the spectrum). Switch-
ing of radiation sources was carried out at 320 nm. The slit
width was 1 nm.

3 Results and discussion

3.1. Investigation of the surface and cross-sectional
morphology of the Cu-Si-O films using SEM

The results of SEM observation of the initial (unannealed) Cu-
Si-O film are presented in Fig. 2: surface (a) and cross-section
(b). The SEM image of the film surface reveals a mosaic-like
morphology with a statistically uniform distribution of dark
and bright regions and characteristic lateral feature sizes below
50 nm (see Fig. 2a). The surface exhibits a uniform granular
structure with nanoscale contrast variations.
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Fig. 2 Surface (a) and cross-sectional (b) SEM images of the as-deposited Cu-Si—O film deposited on a p-Si(100) substrate.

The cross-sectional image shows a continuous film with
nearly uniform contrast throughout the entire thickness, d =
265 nm (see Fig. 2b).

Fig. 3 shows SEM images of the Cu-Si-O film annealed at
400 °C: surface (a) and cross-section (b). Annealing leads to the
formation of uniformly distributed isolated island structures on
the surface, ranging from rounded shapes with an average
diameter of D = 0.5-1.5 um to elongated shapes with an average

SEM HV: 10.0 kV
View field: 2.00 ym
SEM MAG: 94.8 kx

WD: 2.33 mm
Det: InBeam

length of [ = 2.3-4.5 pm. The cross-sectional image indicates
that annealing at 400 °C results in the formation of two layers
with different thicknesses and compositions (indicated by
varying contrast), with thicknesses of d; = 217 nm and d, =
64 nm. Comparing the cross-sectional images of the as-
deposited sample and the sample that was annealed at 400 °C
reveals a slight increase in the total film thickness from 265 nm
to 281 nm (sum of the two layers) (see Fig. 3b). Notably, the

200 nm

217 nm

p-Si substrate

b)

SEM HV: 10.0 kV MIRA3 TESCAN|

View field: 2.00 ym

WD: 2.69 mm
Det: InBeam

Fig. 3 Surface (a) and cross-sectional (b) SEM images of the Cu-Si—O film on p-Si(100) after annealing at 400 °C (Ar, 30 min). The inset in (a)
shows a lower-magnification surface view (scale bar: 50 pm). The cross-sectional image reveals a bilayer film (layers 1 and 2).
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View field: 2.00 um
SEM MAG: 94.8 kx

WD: 2.06 mm
Det: InBeam

Fig. 4 Surface (a) and cross-sectional (b) SEM images of the Cu-Si—O film on p-Si(100) after annealing at 600 °C (Ar, 30 min). The surface
exhibits crystal-like features, and the cross-sectional image shows a pronounced two-layer film (layers 1 and 2).

bottom layer remains homogeneous, similar to that of the
original film.

The appearance of two distinct layers after annealing is
attributed to annealing-driven redistribution of constituents
and partial phase separation in the Cu-Si-O film, leading to
regions with different local density and/or composition and,
consequently, different SEM contrast. This interpretation is
further supported by the XPS and SIMS results discussed below,
which provide insight into the mechanisms underlying the
bilayer formation.

Fig. 4 shows SEM images of the Cu-Si-O film annealed at
600 °C: surface (a) and cross-section (b). Annealing leads to the
formation of a rocky surface texture with crystal-like structures
ranging in size from 0.2 to 1.0 pm, where distinct edges and
even facets begin to appear. These structures are separated by
small granular gaps, indicating the possible crystallization of
certain phases within the Cu-Si-O film (see Fig. 4a).

The cross-sectional view of the film shown in Fig. 4b reveals
a decrease in the thickness of the bottom layer to d; = 197 nm
and a significant increase in the thickness of the top layer to d,
=~ 150 nm, indicating annealing-driven redistribution of
constituents from the bottom layer towards the top. Crystal-like
formations with a height of up to =500 nm are formed on the
surface of the top layer.

Thus, the as-deposited Cu-Si-O film exhibits a uniform
granular structure with nanoscale contrast variations, indi-
cating structural and/or compositional heterogeneity. Anneal-
ing at 400 °C leads to the formation of a bilayer structure,
preserving the uniformity of the bottom layer, while rounded or
elongated island-like structures appear on the surface. At Ty, =
600 °C, crystallization is suggested, resulting in a rough, rock-

© 2026 The Author(s). Published by the Royal Society of Chemistry

like texture and isolated pores. These observations indicate
that the film structure and surface morphology are strongly
dependent on the annealing temperature.

3.2. X-ray photoelectron spectra

The concentration of the main elements on the surface and the
Cu: Si ratios are shown in Table 1. As seen in Table 1, copper
tends to migrate to the surface at all annealing temperatures,
forming a Cu-rich surface layer. After annealing at 600 °C, no
silicon is detected on the surface. A small amount of carbon is
also present on the film surface, with its concentration drop-
ping to below 2% after ion etching. This may be due to
contamination within the pores and at the grain boundaries of
the crystallites.

The absence of the Si signal after annealing at 600 °C does
not necessarily indicate complete removal of silicon from the
film. Rather, it shows that silicon is no longer detected within
the shallow surface region probed by XPS. This behavior can be
explained by thermally stimulated copper segregation toward
the surface and the formation of a Cu-rich surface layer, which
attenuates the photoelectron signal from the underlying Si-
containing region. Due to the sampling depth for XPS analysis
with photon energy 1486.6 eV being less than 10 nm, even
a relatively thin copper-containing overlayer can strongly
suppress or completely mask the Si 2p signal.

Table 1 Surface elemental composition of Cu-Si—O films

Tann, °C Cu: Si ratio Cu, at% Si, at% 0, at%
As-deposited 0.99:1 24.00 24.2 51.71
600 1:0 46.18 — 53.82
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Fig. 5 High-resolution XPS spectra of the Cu-Si-O film: (a) Cu 2p and (b) O 1s. In both panels, the upper spectrum corresponds to the as-
deposited film, whereas the lower spectrum corresponds to the film annealed at 600 °C.

Fig. 5a shows the high-resolution spectra of the Cu 2p3/, and
Cu 2p,,, peaks, as well as the Cu 2p;,, peak deconvolution. The
peak fitting was carried out using a Shirley background and
a Gaussian-Lorentzian peak shape.*® For direct comparison, the
spectra of the as-deposited and 600 °C-annealed films are pre-
sented within the same figure format. This makes it possible to
clearly trace the annealing-induced evolution of the Cu chem-
ical states and the corresponding spectral changes. As can be
seen from the graph, the initial sample and the sample
annealed at 600 °C exhibit the main Cu 2p*? feature at about
932.4 + 0.1 eV. The Cu 2p*? peak fitting shows that copper
present in two states: the overlapping peak from Cu® and/or
Cu'" species, and Cu®**, which is identified from the fitted
oxide component and, in particular, from the shake-up satellite
structure.’*>*® Annealing leads to the formation of a larger
amount of the Cu** oxide phase, from =8 at% to ~17 at%. This
is also confirmed by the enhanced intensity of the shake-up
peaks.

It should be noted that after annealing the most significant
spectral change is not a large displacement of the main Cu 2p
maximum, but rather a change in the line shape and in the
relative contribution of the fitted components. This is expected,
because the Cu’/Cu” phase is dominant in both samples.
Therefore, the annealing-induced chemical transformation is
more reliably reflected by the increased Cu®** contribution and
stronger satellite intensity than by the position of the main
maximum alone.

Nanoscale Adv.

The deconvolution of the O 1s spectra (Fig. 5b) revealed
peaks corresponding to oxygen in Cu,O and CuO within the
crystal lattice (530.2 = 0.1 eV and 529.7 + 0.1 eV), as well as
“defective” oxygen states (531.6 £+ 0.1 eV and 531.0 &+ 0.1 eV).*
In the initial sample, a peak at 532.2 & 0.1 eV corresponds to
oxygen in silicon oxide within the SiO, structure. An increase in
the area of the defective CuO oxygen peak relative to lattice
oxygen may be associated with surface contamination and/or
oxygen from silicon oxide with a lower oxidation state.

After annealing at 600 °C, the O 1s spectrum changes
markedly: the SiO, related contribution at higher binding
energy disappears, while the contributions associated with
copper oxides become dominant. At the same time, the overall
O 1s envelope shifts toward lower binding energy. This shift
reflects a change in the oxygen bonding environment, from
a mixed Si-O/Cu-O surface composition in the as-deposited
film to a surface layer dominated mainly by Cu-O bonds after
annealing. Thus, the changes in the O 1s spectra are consistent
with copper enrichment of the outermost surface and with the
attenuation of the silicon-related XPS signal. In the spectra of
the films annealed at 600 °C, only the signals associated with
copper oxides and surface contamination are observed.

The analysis of the Si 2p spectra (Fig. 6) shows that the initial
sample contains peaks at 102.4 £+ 0.1 eV and 100.7 £+ 0.1 eV.
These correspond to Si-O bonds in SiO, with x = 1.5 (Si**) and x
<1 (Si'"), respectively.** For the film annealed at 600 °C, no Si 2p
signal is observed. In combination with the surface

© 2026 The Author(s). Published by the Royal Society of Chemistry
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Fig. 6 Si 2p high resolution spectra of as deposited Cu-Si-O films.

compositional data in Table 1 and the changes in the Cu 2p and
O 1s spectra, this indicates that annealing causes strong copper
enrichment of the near-surface region probed by XPS. As
a result, the silicon-related signal becomes strongly attenuated
and falls below the detection limit of the method.

Thus, XPS analysis confirms that annealing at 600 °C results
in substantial chemical and compositional restructuring of the
film surface. The surface becomes enriched in copper, the
contribution of the CuO phase increases, the O 1s spectrum
shifts toward copper-oxide-related states, and the Si signal
disappears from the XPS-detectable region due to the surface
sensitivity and limited probing depth of the method.

3.3. SIMS

Fig. 7a shows the normalized SIMS profiles of Si and Cu
impurity distribution in the Cu-Si-O film on the silicon
substrate before and after annealing at 400 °C. The vertical axis
represents the relative values of Ng,/(Ncy + Ng;) X 100% (red and
pink curves in the left figure), as well as Ng;/(Ncy + Ns;) X 100%
(black and blue curves in the left figure; olive and gray curves in
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the right figure). Here, N¢, and Ng; denote the number of Cu
and Si atoms (ions) per unit volume, respectively. This
normalization of the signals allows tracking changes in the Cu-
to-Si ratio in the fabricated structures after thermal treatments.
A copper-implanted silicon sample was used as the reference
sample.

For the as-deposited Cu-Si-O film (without annealing), an
almost uniform distribution of Si and Cu atoms is observed
along the depth. After annealing at 400 °C, a redistribution of
Cu occurs throughout the film thickness: its concentration
increases to a maximum in the near-surface layer (d < 15 nm).
With increasing depth, the Cu concentration decreases, reach-
ing a minimum at approximately d = 50 nm, and then rises
again to values close to those of the as-deposited sample. The Si
distribution after annealing shows a mirror-like behavior rela-
tive to Cu. Segregation of Cu and Si is also observed. On the
surface (d < 15 nm), a copper-rich layer without silicon is
formed. Below this, in the region of 35 nm < d < 70 nm, a layer is
observed with a Cu/Si ratio of = 90/10. In the range of 100-
270 nm, the Cu/Si ratio remains nearly constant. Additionally,
a part of the copper atoms diffuses deeper into the silicon
substrate.

Fig. 7b presents the normalized SIMS profiles of Si and Cu
atoms distribution in the Cu-Si-O film on the silicon substrate
after annealing at 600 °C. For the film annealed at 600 °C, the
thickness of the near-surface Cu layer increases to d = 42 nm,
with the Si content in this Cu-rich layer reaching about 5%. In
the thickness range of 40 nm < d < 125 nm, a transition layer is
located where the Cu-to-Si ratio gradually changes. In the range
of 125 nm < d < 300 nm, a Si-rich layer is formed, with an
approximate N¢,/Ng; ratio of = 5/95.

Thus, after annealing at 600 °C, the film becomes strongly
compositionally stratified along the depth and can be described
as a bilayer-like heterogeneous Cu-Si-O film, with a Cu-rich
upper region and a Si-rich lower region. This transformation
indicates that annealing drives thermally activated phase
separation and elemental redistribution within the film.

Based on the results of the SIMS method, it can be concluded
that increasing the annealing temperature to 600 °C leads to
a rise in the concentration of Cu atoms in the near-surface

1004 D)
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c Cu 600 °C
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& 20+
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Fig.7 Normalized SIMS profiles of the concentration distribution of Si and Cu impurities along the depth of the Cu-Si—-O film on the surface of
the silicon substrate (p-Si): (a) before and after annealing at 400 °C; (b) after annealing at 600 °C.
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region of the Cu-Si-O film. At the same time, the overall depth
distribution changes from nearly uniform in the as-deposited
state to strongly stratified after high-temperature annealing.

Fig. 8 shows the depth-dependent profiles of the oxygen
redistribution parameter R(z) for the Cu-Si-O film deposited on
a silicon substrate in the as-deposited state and after annealing
at 400 °C, and 600 °C. The oxygen redistribution parameter was
defined as the ratio of the total intensity of oxygen associated
with Si-O related species to the total intensity of oxygen asso-
ciated with both Si-O and Cu-O species: R(z) = Isi_o(2)/(Isi-o(2) +
ICu—O(Z))'

This parameter does not represent the absolute oxygen
concentration. Under dynamic SIMS conditions with an O,"
primary ion beam, the atomic O signal is strongly affected by
ionization probability and matrix effects. Instead, R(z) reflects
the relative partitioning of chemically bound oxygen between
Si-O and Cu-O bonding configurations. The numerator
accounts for oxygen associated with silicon, whereas the
denominator represents the total amount of oxygen chemically
incorporated in oxide-related species within the analyzed
volume. Normalization to the total oxide signal minimizes
matrix effects inherent to positive secondary ion detection and
ensures that the observed variations primarily reflect chemical
redistribution rather than changes in total ion yield.

As shown in Fig. 8, the as-deposited sample exhibits a rela-
tively high but weakly depth-dependent R(z) distribution, indi-
cating that a significant fraction of oxygen is already associated
with silicon oxide species. This behavior is consistent with the
incorporation of oxygen into both Si-O and Cu-O related envi-
ronments during deposition. Higher R(z) values are observed in
silicon-rich regions, while lower values are characteristic of
copper-containing layers, indicating different oxygen
incorporation/stabilization behavior in the Cu-rich and Si-rich
regions.

After annealing at 400 °C, moderate but spatially non-
uniform changes in R(z) are observed. In particular, local
maxima of R(z) appear within silicon-rich regions at depths of
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Fig. 8 Depth profiles of the oxygen redistribution parameter for the
Cu-Si-O film deposited on a silicon substrate in the as-deposited
state and after annealing at 400 °C and 600 °C.
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approximately 50 nm and 200 nm. These features indicate the
onset of oxygen accumulation in silicon-rich regions, likely
driven by defect-assisted diffusion toward energetically favor-
able Si-O bonding configurations near the Cu/Si interfaces. At
this temperature, oxygen mobility is sufficient for local redis-
tribution and trapping in defect-rich regions but remains
limited, resulting in a non-uniform stabilization of oxygen
within the silicon-rich part of the film.

A pronounced redistribution occurs after annealing at 600 ©
C, where R(z) increases systematically in silicon-rich regions
and decreases in copper-containing layers, indicating enhanced
oxygen diffusion and interlayer transfer. In the near-surface Cu-
rich region, the relatively low R(z) values indicate that oxygen is
predominantly associated with Cu-O bonding. In contrast, in
the deeper Sirich region, R(z) increases strongly and
approaches unity, showing that oxygen becomes predominantly
associated with silicon oxide species. These results demonstrate
that, although annealing was performed in an Ar atmosphere,
oxygen already incorporated into the film during deposition
undergoes substantial internal redistribution during annealing.
Therefore, the formation of the CuO-rich upper region at 600 °C
is governed not by an external oxygen supply, but by thermally
activated redistribution of oxygen already present in the Cu-Si-
O film.

Thus, the combined analysis of Cu, Si, and R(z) depth
profiles shows that annealing causes not only Cu segregation
toward the surface, but also concurrent redistribution of
chemically bound oxygen between Cu-O and Si-O rich regions.
This process drives the transformation of the initially nearly
uniform Cu-Si-O film into a depth-stratified bilayer-like
heterogeneous film.

The pronounced compositional stratification observed after
annealing at 600 °C can be attributed to thermally activated
diffusion and chemically driven redistribution processes in the
Cu-Si-O film. Upon annealing, Cu atoms exhibit a strong
tendency to migrate toward the surface, whereas Si remains
preferentially stabilized in the oxide-rich deeper region of the
film. Such behavior is consistent with diffusion-driven phase
separation reported for related co-sputtered metal-oxide
systems, where differences in elemental mobility and in the
thermodynamic stability of oxide phases govern depth-
dependent segregation. In particular, Cu out-diffusion accom-
panied by structural rearrangement of the SiO,-based matrix
and formation of segregated regions has been reported for Cu-
SiO,-derived films during annealing.®* A similar trend was also
demonstrated for co-sputtered Cu(Ti) films, in which annealing
induced phase separation, enrichment of Cu near the surface,
and segregation of the more oxygen-affine component toward
the interface region.”” In the present case, the redistribution of
oxygen within the film additionally contributes to the stabili-
zation of Cu-O bonds in the near-surface region and Si-O bonds
in the deeper layer. As a consequence, the initially nearly
uniform Cu-Si-O film evolves into a depth-stratified bilayer-like
structure after high-temperature annealing.

In summary, SIMS analysis shows that the as-deposited Cu-
Si-O film is characterized by an almost uniform depth distri-
bution of Cu and Si, whereas annealing induces progressive

© 2026 The Author(s). Published by the Royal Society of Chemistry
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Fig. 9 XRD patterns of the Cu-Si-O film deposited on p-Si(100)
substrates, measured in grazing-incidence geometry, before and after
annealing at 400 and 600 °C.

elemental segregation. After annealing at 600 °C, the film
becomes strongly stratified and bilayer-like, with a Cu-rich
upper region and a Si-rich lower region. The R(z) profiles
further demonstrate that oxygen, initially incorporated during
deposition, is internally redistributed during annealing in Ar
between Cu-O and Si-O related environments.

3.4. X-ray diffraction method

Quantitative phase composition analysis and refinement of
lattice parameters were carried out using full-profile analysis of
the diffractograms (Rietveld method). In the diffractogram of
the as-deposited sample (Fig. 9, curve 1), strong reflections are
observed at 43.34°, 50.47°, and 74.17°, corresponding to the
(111), (200), and (220) reflections of the cubic phase of copper
(PDF no. 030-65-9026). A weak peak at 36.24° most likely indi-
cates the (111) reflection of the cubic Cu,O phase (PDF no. 010-
73-6371), suggesting that copper oxidation begins during
deposition.

After annealing the as-deposited sample at 400 °C, addi-
tional peaks of the monoclinic CuO phase (PDF no. 010-73-
6372) and cubic Cu,O phase appear, while the intensity of the
Cu reflections decreases (Fig. 9, curve 2). The phase composi-
tion includes 55.6% CuO, 15.8% Cu,0, and 28.6% Cu.
Following annealing at 600 °C, only reflections of CuO remain
(Fig. 9, curve 3), indicating that the oxidation of copper is nearly
complete at this temperature.
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The diffractograms of the samples annealed at 600 °C show
a set of reflections (Fig. 9, curve 3), which correspond to the
monoclinic CuO phase and do not contain any other crystalline
phases. Using the Williamson-Hall method,****’ the average size
of the coherent scattering regions (D, nm) and the average level
of microstrain (¢, %) in the present phases were determined (see
Table 2). The Williamson-Hall analysis was performed sepa-
rately for each crystalline phase using the diffraction peaks
assigned to that phase.

The latter parameter to some extent characterizes the degree
of crystalline perfection of the materials, since point defects and
their accumulation lead to the occurrence of local deformations
in the crystallites, which contribute to the broadening of the
reflections. It should be noted that this value is averaged and
includes both tensile and compressive microstrains. The
concentrations of the crystalline phases determined by the
Rietveld method are listed in Table 2.

The absence of diffraction peaks associated with Si or SiO, in
the XRD patterns is due to the structural state of the silicon-
containing phase in the investigated films. In the as-deposited
film, as well as in the samples annealed at 400 and 600 °C,
silicon is present predominantly in an amorphous state in the
form of SiO, and/or amorphous Si nanoclusters, which do not
form long-range crystalline order and therefore are not detected
by X-ray diffraction. It is known that the formation of crystalline
Si nanoparticles in a dielectric SiO, matrix occurs only at higher
annealing temperatures (typically = 800-900 °C),* when phase
separation and crystallization of excess silicon take place.

Thus, in the as-deposited film, the crystalline Cu phase is
predominant (98.6%), with a small amount of the Cu,O phase
(1.4%). Annealing the film at 400 °C indicates the beginning of
the oxidation process of crystalline Cu, leading to the formation
of the CuO phase (55.6%) and further oxidation of the Cu,O
phase (15.8%). At Tann = 600 °C, the crystalline Cu and Cu,O
phases disappear completely, resulting in the formation of
a single-phase CuO composition (100%).

3.5. Raman spectroscopy

Fig. 10 shows the Raman spectra of Cu-Si-O films formed on Si
substrates: directly after deposition (1) and after thermal
annealing in an argon atmosphere for 30 minutes at tempera-
tures of 400 (2) and 600 (3) °C. After deposition, two broad
spectral features appear with maxima at 500 and 640 cm™". The
first feature may correspond to amorphous silicon, while the
second is likely related to Cu-O vibrational bonds.

Table 2 Structural parameters (D, ¢) and relative concentrations of the crystalline phases in the initial film and after annealing at 400 and 600 °C

Cu Cu, 0 CuO
Tann, °C D, nm & % Phase conc., % D, nm & % Phase conc., % D, nm & % Phase conc., %
As-deposited 15.0 0.01 98.6 — — 1.4 — — —
400 14.1 0.12 28.6 45.2 1.14 15.8 65.3 0.83 55.6
600 — — — — — — 36.1 0.14 100
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Fig. 10 Raman spectra of Cu-Si-O films formed on Si substrates:
directly after deposition (1) and after annealing in an argon atmosphere
for 30 minutes at 400 °C (2) and 600 °C (3).

Annealing the film at 400 °C leads to the formation of crys-
talline CuO and Cu,O phases. As is well known, CuO has
a monoclinic structure and belongs to the C2/c space group.
According to group theory analysis, 12 phonon modes can
appear in the vibrational spectra of CuO: I' = 4A, + 5B, + Ag +
2B,. Among them, three modes (A, and 2B,,) are acoustic, and
the remaining nine are optical, and six of them (3A, and 3B,,)
are IR-active, while the remaining three (A; and 2B,) are Raman-
active. In our experimental Raman spectra, they appear at 296,
346, and 630 cm~ ' and correspond to the Ag, By, and B, vibra-
tional modes, respectively.*®

As for Cu,O crystals, their unit cell contains two formula
units, and according to group theory analysis, fifteen optical
and three acoustic vibrational modes can appear in the spectra
(F'cu,0 = Agy + Ey + 3Ty, + Ty, + Tag). Among these vibrational
modes, only T,, is Raman-active. In our case, this corresponds
to the band at 515 ecm™". However, as seen in Fig. 10 (spectrum
2), the experimental Raman spectrum shows six bands associ-
ated with Cu,O at 146, 217, 310, 417, 520, 636, and 810 cm .
The appearance of these modes in the spectrum is the result of
selection rule violations, caused by defects present in the films
and/or possible mechanical stresses within the film structure.

It should be noted that the intensity of the bands associated
with Cu,O is significantly higher than that of CuO. However, it
cannot be definitively concluded that the amount of CuO in the
film is lower than that of Cu,O, since the efficiency of Raman
scattering may be influenced by the realization of resonance
Raman conditions during spectrum acquisition. Indeed, the
bandgap energies of CuO and Cu,O are 1.4 eV and 2.38 eV,
respectively.* Therefore, excitation of Raman spectra with laser
radiation of 2.7 eV (457 nm) will be more effective for Cu,O,
especially in the case of quantum-sized crystals, for which the
bandgap increases compared to bulk Cu,O. The dominance of
Cu,0 and CuO features is further enhanced by the resonance
Raman effect, as the excitation energy (2.71 eV) is close to the
electronic transitions of these semiconductor oxides, while SiO,
remains transparent and non-resonant. Furthermore, the
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absence of distinct SiO, bands is attributed to the low Raman
scattering cross-section of the amorphous oxide matrix
compared to the crystalline copper oxide phases.

Annealing the film at 600 °C leads to the formation of only
the CuO phase (see spectrum 3, Fig. 10). Such a drastic change
in the Raman spectrum compared to spectrum 2 may indicate
that during annealing at 600 °C, oxygen atoms are released and
bond with copper atoms. This is supported by the fact that the
Gibbs free energy for the CuO phase is —45.89 kJ per (mol
atom), which is significantly lower than the corresponding value
for Cu,0 (—39.22 kJ per (mol atom)). Therefore, in our case,
CuO is preferentially formed. Similar results were reported in
ref. 50 for Cu-O films annealed at 600 °C.

Thus, Raman spectroscopy was used to study the phase-
structural transformations in initial Cu-Si-O films at anneal-
ing temperatures ranging from 400 °C to 600 °C. It was shown
that in films annealed at 400 °C, both Cu,O and CuO phases are
present. In contrast, at 600 °C, only the CuO phase forms, since
its Gibbs free energy is lower than that of Cu,0. The obtained
results are in good agreement with the data acquired by XRD.

3.6. Influence of the annealing temperature on the IR
transmission spectra of Cu-Si-O films

The evolution of the Cu-Si-O film structure with increasing
annealing temperature was studied using infrared (IR) trans-
mission spectroscopy. Fig. 11a shows the transmission spectra
of the Cu-Si-O film recorded under normal incidence of the
excitation light. To identify the contribution of vibrational
modes associated with Cu-O and Si-O bonds, these spectra
were compared with the IR transmission spectra of SiO, films of
similar thickness that were annealed under the same condi-
tions (Fig. 11b).

It is known that Si-O vibrational modes appear in the range
of 400-1300 cm™'. Under normal incidence of IR excitation
light, the presence of Si-O bending, rocking, and stretching
modes can be observed near 450-490 cm ™}, 780-810 cm ™', and
1040-1080 cm ™', respectively (Fig. 11a), which correspond to
the vibrations of oxygen atoms relative to silicon atoms.**

As for Cu-O modes, they are typically observed in the range of
300-700 cm ™, in particular at 610 cm ™" (TO) and 650 cm™* (LO)
for Cu,O (cuprous oxide).* Vibrational modes for CuO (cupric
oxide), which has a monoclinic structure, appear at 480 cm ™" and
530 cm~ ' (TO), and 580 cm ™' (LO).** In other studies, it is shown
that for Cu,O and CuO the modes at 620 cm™* and at 510 cm ™ ?,
respectively, are active.>® The spectral position of these modes
may shift to 640 em™" and 520-560 cm™ ', respectively, with
increasing oxide film thickness.** IR transmission spectra for
CuO particles coated with a SiO, shell show slightly different Cu-
O vibrational mode positions - at 468 cm™", 554 cm™*, and
877 em™',*** indicating that the shape and composition of the
copper oxide affect the position of the IR bands.

The IR transmission spectra of Cu-Si-O films show several
bands that can be clearly attributed to Cu-O and Si-O vibra-
tions. Notably, the spectral positions of the Si-O “bending”,
“rocking”, and “stretching” modes®* peaked at 458 cm’,

800 cm™ ', and 1080 cm™', respectively, remain unchanged

© 2026 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d5na01144b

Open Access Article. Published on 24 April 2026. Downloaded on 4/25/2026 1:08:05 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper
a) g
gz o 2 38 3
§§£ 3 Q 33 o
9% 2 ? @
o\o (7;0 3 /\/\/\\ :
c /\
Re)
n
E H
]
—
- \
M/‘\
20%[
400 600 800 1000 1200 1400
1
v, CMm
Fig. 11

View Article Online

Nanoscale Advances

_ g . b)
2 g s 3
B Q 2
Q i %

X

-

je)

n

@

e

(72]

[

©

|

|_

400 600 800 1000 1200 1400

-1
v, CM

IR absorption spectra of Cu—-Si—O films (a) and SiOj films (b) before (curve 1) and after annealing at temperatures of 400 (2), and 600 (3) °

C. Spectral positions of Cu—-O and Si—O vibrational modes are indicated for clarity.

regardless of annealing temperature (Fig. 11a, curves 2,3). The
appearance of intense Si-O-Si mode at 1080 cm™* can be
explained by the formation of asymmetric stretching vibration
of the bridging oxygen specific for high-quality stoichiometric
SiO,. This statement is supported by the evolution of IR spectra
of a SiO, film with annealing (Fig. 11b). Usually, in amorphous
substoichiometric SiO,, this peak appears at lower frequency,
observed here at 1034 cm™'. Upon annealing, its progressive
shift to 1056 cm™* (Fig. 11b) is caused by the relaxation of
strained Si-O bonds toward their equilibrium tetrahedral
geometry with a bridging bond angle of about 144°. This
relaxation increases also the force constant favoring the shift of
the Si-O-Si peak position to high frequency range observed in
Si0,. Saying in advance, the Si-O-Si peak at about 1080 cm ™"
(Fig. 11a) can originate from the phase separation within Cu-Si-
O network accompanied by the decrease of the magnitude of the
Cu-O-Si peak at 1000 cm™ " and formation of relaxed Si-O-Si
bonds specific for high-quality SiO, (Fig. 11a).

Indeed, examination of the Cu-O and Si-O vibrational band
positions suggests significant overlap between the bands. The
band in the 440-460 cm™ ' range is a superposition of the Si-O-
Si “bending” mode and a Cu-O mode, while the band in the
900-1030 cm ™' region appears as a broadening of the Si-O-Si
“stretching” mode due to the emergence of a maximum at 997-
1000 cm™*, which is attributed to the formation of Cu-O-Si
bonds during the film deposition process (Fig. 11a, curves 1-3).
A similar effect, where an element of a different nature than

© 2026 The Author(s). Published by the Royal Society of Chemistry

silicon is incorporated into Si-O-Si bonds, leading to a shift of
the “stretching” Si-O-Si band to lower frequencies, has been
observed in SiO, films doped with hafnium and/or rare-earth
elements.**” A comparable effect related to the formation of
Ti-O-Si bonds was demonstrated in ref. 58.

In Cu-Si-O films annealed at 400 °C, additional modes are
observed at 485, 520, 640, and 940 cm ™" (shoulder), while the
contribution of the peak at 997-1000 cm ™" decreases (Fig. 11a,
curve 2). As Ty, increases to 600 °C, new modes appear (at
430 cm™ " as well as at 655 and 680 cm ™ '), along with a reduction
in the contribution of the 940 cm™" mode to the IR transmission
spectrum (Fig. 11a, curve 3).

FTIR studies of Cu-Si-O films show that in the as-deposited
film, the intensity of Si-O bands significantly exceeds that of
Cu-0 bands. However, since the copper and silicon contents are
approximately equal, it can be assumed that copper may be
present in the form of isolated atoms (Cu®) or copper clusters
embedded in the silicon oxide matrix. As for the presence of Cu-
O bonds, they may originate from a phase present within the
bulk of the film or on the surface of copper clusters.

3.7. Tracking the transformations of Cu-Si-O films through
analysis of absorption spectra in the near band and inter-
band absorption regions

The aim of this section is to investigate the optical spectra of
Cu-Si-O multiphase films in the electron absorption region to
gain further insight into their properties.
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3.7.1 Qualitavite analysis of the R-T spectra. ‘Try graphics
first’ is one of the basic scientific principles when analyzing
data in many research areas.*>* In our case, it is useful to first
consider the spectral dependencies of R-T and try to extract as
much information as possible from them. The measured 7(A)
and R(2) spectral plots, along with the absorptance spectra (4 =
1 — R — T), are shown in Fig. 12 (it should be noted that the A
contains not only absorption effects but also scattering effects
of light through the structure and the various interfaces of our
films).

The general appearance of the transmittance spectra is
characterised by low transmittance in the UV region (less than
3% for all films) and an increase in transmittance as the
wavelength increases. The higher the annealing temperature,
the stronger this increase. As a result, at the long-wavelength
edge of the spectrum, the film annealed at 600 °C becomes
almost completely transparent (A = 0.025). In the deposited
film, a well-defined minimum T is observed in the region of
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~615 nm (hv ~ 2.0 eV). This shifts to ~590 nm (kv ~ 2.1 eV) after
annealing at 400 °C, disappearing completely after annealing at
600 °C. In the short-wavelength region, against the background
of a generally weak change in T, a weakly pronounced minimum
is observed at ~450 nm (kv ~ 2.75 eV). After annealing at 400
and 600 °C, this minimum transforms into an inflection point
on the T(A) curves. After annealing at 400 °C, a minimum
appears on the T(A) plot at ~365 nm (hv ~ 3.40 eV), which
deepens after annealing at 600 °C.

Due to the films' very low transmittance in the short-
wavelength part of the spectrum, some features of the absorp-
tion spectrum may be more clearly visible in the R(A) spectra.
The R(1) spectrum of the initial film shows several absorption
bands, which could be due to interband and/or resonance
absorption. Due to the film's complex, heterogeneous (multi-
component) structure, these bands appear in the R(1) spec-
trum as maxima, shoulders, and inflection points. These
absorption bands are visually manifested at ~850 nm (hv ~ 1.46
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Fig. 12 Reflectance, transmittance and absorptance spectra for the Cu-Si-O film: (a) as deposited; (b) after annealing at 400 °C; (c) after

annealing at 600 °C.
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eV) as a maximum; at ~635 nm (kv ~ 1.95 eV) as a shoulder; at
~345 nm (hv ~ 3.6 eV) as a maximum; and at ~240 nm (hv ~
5.15 eV) as a maximum. The overall appearance of the R(A)
spectrum of a film annealed at 400 °C resembles a smoothed
spectrum of a sputtered film with reduced total reflection. This
may be because the two-layer film formed during annealing is
more ‘anti-reflective’ than the original film. At the same time,
the amount of energy absorbed by the film (A) increased across
most of the spectrum (4 < 950 nm), due in part to improved light
penetration in it. The R(4) spectrum shows a broad maximum at
830 nm (hv ~ 1.5 eV) and weak maxima at 385 nm (hv ~ 3.22 eV)
and 220 nm (hv ~ 5.65 eV), as well as a shoulder at 540 nm (Av ~
2.30 eV). The long-wavelength part of the R(1) spectrum of the
film annealed at 600 °C is primarily due to interference effects.
In the region of strong absorption (low transmittance), shoul-
ders are observed at ~380 nm (Av ~ 3.25 eV) and ~230 nm (Av ~
5.4 eV).

The minimum 7T at iy ~ 2.0 eV and the shoulder in the R
spectrum at v ~ 1.95 €V in the as-deposited film may be due to
the superposition of the interband absorption edge of the
copper particles, their surface plasmon resonance absorption
band, and the near-edge absorption band of the Cu,O phase
due to direct forbidden transitions.®~** The weaker manifesta-
tion of the features in the 7T(1) and R(1) spectra of this region
after annealing at 400 °C correlates precisely with the decrease
in signals from the copper subphase in the XRD spectrum. The
position of the shoulder in the R(}) spectrum at 520 nm (~2.4
eV) is close to the energy position of the optical band gap for
direct transitions in Cu,0% as well as the energy position of the
first interband absorption peak in copper.® The maximum at
~250 nm (~4.95 eV) is close to the position of the second
interband absorption peak in copper.®* The reduction in the
intensity of these features after annealing at 400 °C and 600 °C
is consistent with the reduction in the XRD signal from copper.
The position of the 7T(A) minimum at ~3.4 eV, which is observed
after annealing at 400 °C and is enhanced after annealing at
600 °C, coincides with the positions of the strongest peaks of
the optical dielectric function ¢(Av) of CuO and Cu,0.%*

The very broad maximum in the reflectance spectrum of the
as deposited film is apparently the result of several factors.
These include an increase in the effective refractive and
absorption indices of the multicomposite in this region, due to
an increase in edge absorption in the non-metallic subphases of
the film. This is compounded by absorption in copper nano-
particles and, possibly, a geometric factor (interference effect).
The narrowing and weakening of this maximum and its short-
wavelength shift to 830 nm after annealing at 400 °C can be
explained by a decrease in the copper nanoparticle content and
structural ordering of the non-metallic subphases, or an inter-
ference effect. After annealing at 600 °C, this effect becomes
dominant in the long-wavelength part of the investigated
spectral range.

3.7.2 Quantitative analysis of the absorption coefficient
spectra. Photometry allows the average values of optical
constants of complex films to be obtained more easily than
other optical methods, e.g., ellipsometry, where this requires
complex modeling.®*”” For this reason, spectra of the
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Fig. 13 Spectral dependences of the absorption coefficient for the as-
deposited Cu-Si-O film before (1) and after annealing at 400 (2), 600 °
C (3.

absorption coefficient measured by spectrophotometry allow
more direct access to the band gap energies, especially in the
presence of sub-gap absorption.®® The absorption coefficient
a of the films was determined using the following formula:*
a= 5 In M (1)
where d is the film thickness, Ty is the transmittance of the
substrate without film, and R and T are the reflectance and
transmittance of the film/substrate system, respectively.

The «(2) spectra calculated on the basis of photometric
measurements using eqn (1) are presented in Fig. 13. When
moving toward shorter wavelengths, the growth rate of « first
increases (fundamental absorption edge), after which a region
of relatively small changes in « is observed (fundamental
absorption region). The «(1) dependence in the deposited film
exhibits a maximum at A = 605 nm, obviously due to localized
surface plasmon resonance (LSPR) in Cu nanoparticles. After
annealing at 400 °C, this resonance peak shifts to shorter
wavelengths and becomes less pronounced. After annealing at
600 °C, it is no longer observed. Both annealed films exhibit
broad peaks at ~365 nm (hv = 3.4 eV) which is a distinct feature
of crystalline Cu,0O, Cu,0;3 and CuO.”

In amorphous, disordered, heterogeneous, nanostructured
semiconductor and dielectric materials, and semiconductor-
dielectric nanocomposites there is usually a region of the
absorption spectra generally termed the “Urbach region” where
spectra «(hv) can be represented by the exponential form:”*”2

a o« exp(hv/Ey) (2)

where Ey is called the Urbach tail energy. The value of Ey is
equal to the inverse slope of the linear part of the ‘In o versus hv’
plot. The absorption in this region is caused by the superposi-
tion of transitions from localized states in the valence band tail
to non-localized states in the conduction band and transitions
from non-localized states in the valence band to localized states
in the conduction band tail. The photon energy at which
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a deviation from the Urbach law is observed can be used as
empirical estimation of the electronic band gap E, - the energy
distance between the highest non-localized states in the valence
band and the lowest non-localized states in the conduction
band. The electronic band gap is typically derived from trans-
port measurements. However, it is often very useful to estimate
it from optical experiments.

The absorption spectrum in the region of interband transi-
tions from non-localized states in the valence band to non-
localized states in the conduction band can be approximated
by the Tauc dependence:™

(ahw)™ o (hv — Ey) (3)

where E, is termed the optical band gap or the Tauc band gap.
In eqn (3), m depends on the electron transitions exhibited by
the material: m = 1/2, 2, 1/3, 2/3 for indirect allowed, direct
allowed, indirect forbidden and direct forbidden transitions,
respectively. The values of E; and E, should ideally be equal in
magnitude, by definition. E, is therefore regarded as an
empirical quantity’* used to estimate the electronic band gap
E,. However, as a general rule, the value of E, obtained from the
experimental results using the approximation (eqn (3)) is
smaller than the true value of E,. The reason is the presence of
structural and compositional disorder (including nano-
heterogeneity), which gives rise to the Urbach tail effect. The
larger the Ey, the greater the difference between the true value
of E; and the value of E, obtained by approximating the
experimental curve a(hv) with the Tauc dependence eqn (3).”>77
Often the anticorrelation between E, and Ey is linear.”””” This
enabled Cody” to propose a concept whereby the true E, value
can be regarded as the upper limit of the experimental values of
E, obtained from eqn (3) when Ey = 0.

Analysing the E, and Ey values in their totality is an essential
tool for studying disorder. In general, the Ey and E, values
should be considered effective for heterogeneous media, since
their structure differs from that of “classical” homogeneous
ones. The classical Tauc relation is strictly valid for homoge-
neous single-phase layers. In the present work, the Cu-Si-O
films represent multiphase nanocomposite systems and, after
annealing, exhibit a bilayer-like structure. Therefore, the Tauc
analysis is used here mainly as an effective description of the
optical absorption edge evolution rather than as a strict deter-
mination of mobility gaps for individual phases.

From the XRD, Raman scattering, IR spectroscopy data, we
can conclude that the fundamental absorption edge in the
optical absorption spectra of the as-deposited film should be
determined by absorption in (quasi)amorphous Cu,O and Si
phases as well as intermediate Si-O-Cu amorphous phases. In
addition, the absorption in these amorphous phases is super-
imposed by absorption in nanocrystalline Cu particles. Thus, it
can be expected that the minimum value of the electronic band
gap can be estimated as E, ~ 2.1-2.2 eV, considering the values
of E; = 2.1 eV for defect-free amorphous silicon™ and E, =
2.17 eV for crystalline Cu,0.*® The electronic band gap E, of
crystalline Cu,O is determined by the energy distance between
the valence band and first (forbidden) conduction band. Optical
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transitions between these electronic bands are weak due to the
forbidden nature of these transitions. The electronic band gap
between the valence band and the second (allowed) conduction
band is 2.62 eV.* The size effect can increase E, in a-Si up to
3.22 eV.”® An increase in E, can also take place in direct band
gap Cu,O (a 0.4 eV blue shift of the first fundamental absorp-
tion peak relative to its position in a Cu,O single crystal was
observed in Cu,O nanocrystalline samples with a 20 nm crys-
tallite mean size).” E, for amorphous Cu,O is 2.7 eV.*

The structural analysis data presented above suggest that, in
the film annealed at 400 °C, the edge of the fundamental
absorption band should be formed by absorption in the CuO
and Cu,O phases, whereas in the film annealed at 600 °C it is
formed by absorption in the CuO phase. The electronic band
gap of CuO is lower compared to that of Cu,O: many-body GW
calculations employing an additional onsite potential for the
Cu-d orbital energies predicted for CuO an indirect electronic
band gap of E; = 1.24 eV and a direct electronic band gap of E,
= 1.46 eV.®® These calculations agree rather well with the optical
band gap value of 1.34 eV obtained for the single crystals in ref.
81. The size-dependent band gap effect was also observed for
CuO: the E§ value obtained from the (a x hv)? versus hv plot was
1.64 eV in a polycrystalline CuO film with a crystal size of
18 nm,* and 2.65 eV in a powder sample with a particle size of
7 nm.*

Fig. 14 shows the «(hw) dependences in semilogarithmic
coordinates in the spectral range v < 2 eV for all three samples.
As can be seen, these experimental plots contain quasi-linear
regions. Their linear approximations are shown by the red
lines. The Ey values were obtained using the slopes of these
lines. For the as deposited film, the Urbach region extends up to
hv ~ 1.6 eV, with Ey = 0.72 eV. Annealing at 400 °C resulted in
a narrowing of the range of the exponential dependence a(hv)
both in the energy interval and in the values of «; the Urbach
region extends only to Av ~ 1.3 eV, with Ey = 0.40 eV. This
indicates an increase in the overall ordering of the film. The
Urbachian dependence is poorly fulfilled in the region of the
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Fig. 14 Spectral dependences of the absorption coefficient in semi-
logarithmic coordinates for the Cu-Si-O film before (1) and after
annealing at 400 (2) and 600 °C (3).
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very edge of the measured range for the film annealed at 600 °C,
unlike the previous films. This may be due to the fact that eqn
(1) does not fully take into account the influence of interference
in the region of weak absorption. For this film, a linear region
can be identified within the energy range sv = 1.29-1.57 eV. The
slope of this region yields a value of Ey = 0.12 eV. For the as-
deposited film, the large value of Ey (0.72 €eV) is significantly
higher than the value of Ey, = 0.075 €V in pure silica glass,” the
Ey = 0.08 eV value in high-quality crystalline highly textured
Cu,0 and CuO films,**** and the Ey = 0.042 eV value in high-
quality amorphous silicon films.”" Annealing reduces Ey,
which indicates the ordering of the film structure. The Ey value
obtained after annealing at 600 °C (0.12 eV) approaches those
observed in high-quality, single-phase oxide samples. This
indicates a significant decrease in the defect density of CuO
crystallites, since, according to XRD and Raman data, they may
be responsible for the long-wavelength absorption edge. This
decrease in defectiveness correlates with a decrease in the
average level of microstrain in CuO crystallites (Table 2).

The «(hv) plots built in (akv)*?~hy coordinates are shown in
Fig. 15. As can be seen, in this representation, all three plots at
hv < 2 eV exhibit a quasi-linear section approximated by the red
line. The Tauc optical bandgap E, is defined as the intersection
of these lines with the abscissa at the ahv = 0 level. The E val-
ues obtained in this way are 0.39, 0.69, and 1.325 eV for the as-
deposited film and for the films annealed at 400 °C and 600 °C,
respectively. As can be seen, these values are anti-correlated
with the Ey values. The experimental “(afw)*® vs. hv” plot for
the as-deposited Cu-Si-O film (not shown) has a narrow linear
region (1.49 = hr =< 1.74 eV), the extrapolation of which gives
the value E{ (forbidden) = 0.73 eV. This value is significantly
lower than the expected one for the Cu,O subphase due to
significant heterogeneity of the deposited film. Based on the
Tauc relation for indirect band gap transitions and the energy
position corresponding to the deviation from the Urbach rela-
tion, the following E, estimates are obtained: 0.73 eV = E, =

600
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O 400-
>
(0]
o 1
=
£ 200
3 2
3
0 . .
0 1 2 3
hv, eV

Fig. 15 Spectral dependences of the absorption coefficient in
(ahw)?>~hy Tauc coordinates for Cu-Si—O film before (1) and after
annealing at 400 (2) and 600 °C (3).
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Fig. 16 Experimental (ahw)? versus hv plot (circles) for the as-depos-
ited Cu=Si—O film and linear dependence (ahr)®> = —1.335 x 10 +
8.686 x 10'° x hv (red line).

1.6¢eV,0.69eV =E, =1.3eVand 1.325 eV = E, = 1.57 eV for the
film before and after annealing at 400 and 600 °C, respectively.
As can be seen, the greatest discrepancy between the E, esti-
mates derived from these two approaches is observed for the
initial sputtered film and the smallest is observed for the film
annealed at 600 °C. The obtained Tauc band gap energies
(Eb and E§ (forbidden)) for the as-deposited film and the film
annealed at 400 °C are significantly lower than the expected E,
values due to the films' pronounced heterogeneity and the
presence of metallic copper inclusions. The E, estimates, based
on deviations from Urbach dependence, are closer to the ex-
pected values for these films. This is an important result. The
significant decrease in the Ey value after annealing at 600 °C
brings the E, estimates derived from these two approaches
much closer together. The value obtained in this case (1.325 <E,
= 1.57 eV) demonstrates that the interband absorption of the
film annealed at 600 °C is due to absorption in the crystalline
form of CuO.

Materials that exhibit indirect band gaps may also present
direct transitions at higher energies. These transitions are
responsible for most of the edge interband absorption in
Cu,0.%® The presence of a (quasi)crystalline Cu,O phase in the
deposited film makes it possible to expect direct allowed tran-
sitions. Fig. 16 shows the experimental “(a/v)* vs. hv” plot for
the as-deposited Cu-Si-O film. As can be seen, in the spectral
range hv = 2.5-3.5 eV the experimental plot for the as-deposited
film is close to linear. The value ES = 1.54 eV for direct allowed
transitions is obtained from the extrapolation of the linear least
squares fit (red line) of (« x hv)® to zero in this plot. However,
due to chemical and structural heterogeneity of this film the
obtained E§ value is much lower than the direct electronic gap
value of 2.62 eV in cuprous oxide with a perfect crystalline
structure.®® By extrapolating the linear part of the “(ahv)* vs. v”
plots widely different EJ values were obtained: from 2.16 in
a thin film of copper oxide deposited by thermal evaporation of
cuprous oxide powder® to 2.38 eV in the film deposited by
reactive magnetron sputtering® and up to 2.51 after post-
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Fig. 17 Experimental “(ahw)®> vs. hv" plot for the Cu-Si-O films
annealed at 400 (1) and 600 °C (2).

annealling of this film in air. The authors in ref. 86 found that
the increase in the measured value of ES from 2.38 eV to 2.51 eV
was accompanied by a decrease in the Urbach energy from
0.25 eV to 0.14 eV. The points (0.14 eV, 2.51 eV) and (0.25 eV,
2.38 eV) from ref. 86, as well as the point (0.72 eV, 1.54 eV) for
our as-deposited film, are well approximated by a linear anti-
correlation between E, and E§ (R = 0.9984). Such a linear
anticorrelation at Ey = 0 eV yields an E¢ value of 2.77 eV.

Fig. 17 shows the experimental “(chv)” vs. hv” plot for the Cu-
Si-O films annealed at 400 and 600 °C. The predominant
contribution to the interband absorption in these films is
apparently made by the CuO phase. At T,,, = 400 °C the “(ahv)?
vs. hv” plot shows a clearly distinct straight line in the spectral
range 2.3-4.5 €V, and from its intercept on the Av axis, the
E§ value is estimated to be 1.89 eV. Practically the same E§ value
(1.9 eV) was obtained for CuO films prepared by oxidation of
a Cu,O film in open air at 400-500 °C.*” In the spectral range
2.3-5.0 eV the experimental “(a x hv)> versus hv” plot for the Cu-
Si-O film annealed at 600 °C is close to linear, with E$ = 2.02 eV.
That is, despite the decrease in Cu,O phase content and the
increase in CuO phase content with an increase in T,,, from
400 to 600 °C, an increase in ES occurs. Such behaviour of the
determined EJ can be associated with a decrease in Ey and
a reduction in the size of the CuO crystallites (by almost half:
from 65 to 36 nm).

For the as deposited film and the film annealed at 400 °C
within the 2 eV photon energy range, the difference between the
experimental and Tauc-approximated « values (see Fig. 16 and
17) is primarily due to plasmonic absorption in copper nano-
particles. This makes it possible to estimate their volume frac-
tion, g. For this purpose, the as deposited film is considered as
a composite with absorption coefficient ac = « consisting of
isolated Cu inclusions in a continuous matrix. That is, &« = «ac¢
= ay tap, where ay and ap are the contributions of the matrix
and copper nanoparticles to the total absorption coefficient of
the film. From the data presented in Fig. 16, at iv ~ 1.96 eV (A =
633 nm), a¢c = 1.196 x 10° cm ™', ayy = 9.77 x 10* em ™", and ap
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=2.185 x 10* em ™. Accordingly, for the absorption indices, k =
(A x a)/am, we have kg = 0.602, kyy = 0.49, and kp = 0.112.
Optical characteristics of such composite media can be
described by the Maxwell Garnett electrodynamic theory of
effective medium® to determine the volume concentration of
copper particles. For our case the Maxwell Garnett formula can
be written as

E&C — &M

ec +2em

&p — &M
~ Tep+ 2ey )
where ¢c, e and ep and are the complex optical dielectric
functions (&; = [n; — ik;]*) of the composite, matrix and included
particles (n;, k; — refractive and absorption indexes).

In the region of the absorption band caused by plasmonic
absorption in Cu nanoparticles the value of T/T; is ~2.5%. On
the one hand, this allows us to determine the absorption coef-
ficient & of the film with sufficient accuracy using eqn (1) since
the contribution of interference in this case is very small. On the
other hand, reflection from such a film practically corresponds
to the case of reflection from two semi-infinite media, one of
which is the deposited film and the other is air, i.e.

(n—17+k

R= —
(n+1) 4+ k&2

n

(5)

where n and k are the refractive and absorption indexes of the
film. Having the measured value of R and the value of k calcu-
lated using eqn (1), from eqn (5) we can determine the value of
n, which for the deposited film at A = 633 nm is n = 3.23. Thus,
using the values of 7 and k obtained using eqn (1) and eqn (5),
we know the value of ¢c = ¢ = (n — ik)%.

In the deposited film, the average size of copper particles is
15 nm, which is tens of times smaller than the electron mean
free path in bulk Cu.* As a result, the optical constants of small
metal particles differ from the optical constants of bulk metal
and depend on their size. To obtain the values of optical
constants of such particles, the values of optical constants for
the bulk metal, corrected for the effect of a reduced mean free
path of the conduction electrons in small particles, are used.”
In the quasi-classical approximation, this effect is associated
with the limitation of the electron mean free path by the particle
surface. For spherical particles, the mean free path is equal to
their radius. More accurate quantum mechanical calculations
of the influence of size effects on the optical properties of
metallic particles have also been performed. However,
a number of experimental studies have shown that the quasi-
classical approximation describes the size dependence of the
optical constants for small (less than 20 nm) copper particles no
less adequately.”® Within this approximation, the optical
dielectric function of a metallic particle is expressed as®

Ep = EB — —————=EF (6)

where eg = &1 — ig,p is the optical dielectric function of bulk
metal. & = [, F)/[w(w — ig)] is the contribution of free electrons
to the optical dielectric function of bulk metal (wpz = Ne*legm, g
= eowy Floey, L = (2Ex mg )", Here g—damping parameter;
L—mean free path in the bulk metal; R—the radius of the
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particles; F—the fraction of free electrons that is effective; w,—
plasma frequency; Er—Fermi energy). When calculating the
optical dielectric function of copper particles the values of ¢ are
taken from ref. 92 and R = D/2, where D is the crystallite size of
copper inclusions determined from the diffractograms of the
deposited film using the Williamson-Hall method.****

From eqn (4) the volume fraction of metal particles can be
expressed as

g= &ecép + E‘M(zé‘c — 28M — 81)) (7)

ecép + {:‘M(2€p — 28M — €c)

In eqn (7) in addition to the volume fraction of metal parti-
cles g, the unknown quantity is the refractive index of the matrix
ny, which is included in the quantity ey as ey = [1y — iky]* The
values of g and ny, are obtained by solving a pair of equations
given by the real and imaginary parts of eqn (7) [¢ = ¢ — igi]
with the condition that g; = 0, since the volume fraction is
geometrical in nature and should be real. The resulting value is
g = 0.03.

Thus, using the reflectance-transmittance spectroscopy
technique, thorough research into the evolution of absorption
spectra in the near band and inter-band absorption regions of
heterogenous multiphase nanocomposite Cu-Si-O films as
a result of annealing at T,,, = 600 °C was performed. Based on
the obtained spectra for the absorption coefficient « in the
energy range of 1.03-6.53 eV, the optical band gap or Tauc band
gap E, and the width of the exponential absorption tail (Urbach
tail energy) Ey, which together are an important tool for
studying heterogeneity and (dis)ordering of complex materials,
were estimated. The behaviour of these parameters with
increasing annealing temperature indicates an increase in the
overall ordering of the film up to 600 °C. Absorption bands
caused by plasmonic absorption in Cu nanoparticles have been
observed in both the as-deposited film and the film annealed at
400 °C. Using Maxwell Garnett theory and considering the
influence of size effects on the optical constants of copper, the
volume fraction of copper nanoparticles in the as-deposited
film was estimated to be 3%. Annealing at 600 °C leads to the
disappearance of this plasmonic absorption band, which is
consistent with the results of XRD studies.

4 Conclusions

The films obtained by ion-plasma sputtering of a combined Cu/
Si target in an Ar/O, atmosphere are uniform nanocomposites
consisting of a heterogeneous mixture of silicon and copper
suboxides and oxides with nano- and dispersed inclusions of
copper and silicon. The presence of silicon and copper oxide
and suboxide phases was confirmed using XPS, FTIR, and XRD
spectroscopy. The crystalline Cu nanoinclusions were identified
by XRD, and the amorphous Si nanoinclusions were identified
by Raman spectroscopy. The size of Cu nanocrystallites was
estimated to be ~15 nm.

According to the results of SEM studies, it was found that
depending on the annealing temperature, significant trans-
formations occur in both the internal structure of the films and
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their surface morphology. The macrostructure of the film
becomes bilayered with the presence of island formations,
crystal grains, and pores. The XPS and D-SIMS methods
revealed a redistribution of Si and Cu atoms across the depth of
nanocomposite films, and it was also shown that an increase in
temperature leads to the release of copper atoms to the surface,
additional oxidation of silicon, the formation of porous struc-
tures and the formation of CuO and Cu-Si-O phases. Heat
treatment causes successive phase transformations. Cu and
Cu,0 oxidize to CuO up to 600 °C. FTIR studies showed that the
intensity of the Si-O bands in the as-deposited film significantly
exceeds that of the Cu-O bands. This indicates the possible
presence of copper atoms or clusters in the silicon oxide matrix.

According to the results of combined reflection-trans-
mission spectroscopy, a plasmon absorption band corre-
sponding to Cu nanoparticles was detected in the as-deposited
film. The volume fraction of nanoparticles, estimated using the
Maxwell Garnett theory, is 3%. The absorption coefficient
spectra were used to determine parameters such as the Tauc
optical band gap (E,) and the Urbach tail energy (Ey), which
characterise the heterogeneity and ordering of the film. The
electronic band gap of the narrowest-band-gap subphase was
estimated. The change of these parameters with the annealing
temperature indicates an improvement in ordering up to 600 °©
C.

The results demonstrate that the structure and physico-
chemical properties of Cu-Si-O films can be effectively tuned
over a wide range, which makes these films promising for
applications in resistive switching structures, sensing systems,
and dielectric layers for micro- and nanoelectronics.

Author contributions

Oleh Bratus: conceptualization, project administration, meth-
odology, resources, data curation, investigation, formal anal-
ysis, visualization, writing—original draft, and writing—review
and editing. Antonina Kykot: investigation, visualization, and
writing—original draft. Mykola Sopinskyy: investigation, formal
analysis, visualization, writing—original draft, and writing—
review and editing. Pavels Onufrijevs: funding acquisition,
writing—review and editing. Oleksandr Gudymenko: investi-
gation, formal analysis, visualization, and writing—original
draft. Larysa Khomenkova: investigation,
writing—original draft, and writing—review and editing. Volo-
dymyr Yukhymchuk: investigation, visualization, and writing—
original draft. Tomash Sabov: investigation, visualization and
writing—original draft. Oleksandr Oberemok: investigation,
visualization, and writing—original draft. Anton Semeniuk:
investigation and writing—review and editing. Dmytro Kysil:
investigation and visualization. Anatoliy Evtukh: supervision,
funding acquisition, writing—review and editing.

visualization,

Conflicts of interest

There are no conflicts to declare.

Nanoscale Adv.


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d5na01144b

Open Access Article. Published on 24 April 2026. Downloaded on 4/25/2026 1:08:05 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Nanoscale Advances

Data availability

Due to the large volume of raw data obtained during this study,
the data will be provided upon reasonable request.

Acknowledgements

This research was supported by the Ukraine-Latvia cooperation
projects Nr. M/07-2024 and LV_UA/2023/3 “Plasmonic light
trapping for highly efficient thin film solar cells”. We thank Dr
Sci. Zinoviia Tsybrii and PhD Mykola Vuichyk for their assis-
tance with the measurement and processing of IR spectra.

References

1 S. Bawaked and K. Narasimharao, Structural and catalytic
properties of copper silicate nanomaterials, Sci. Rep., 2020,
10, 518.

2 Y. Liu, S. Song, D. Mao, H. Ling and M. Li, Diffusion barrier
performance of reactively sputtered Ta-W-N between Cu
and Si, Microelectron. Eng., 2004, 75, 309-315.

3 C.Xu, G. Chen, Y. Zhao, P. Liu, X. Duan, L. Gu, G. Fu, Y. Yuan
and N. Zheng, Interfacing with silica boosts the catalysis of
copper, Nat. Commun., 2018, 9, 3367.

4 S. Mahajan and S. Jagtap, Metal-oxide semiconductors for
carbon monoxide (CO) gas sensing: a review, Appl. Mater.
Today, 2020, 18, 100483.

5 N. Shimoi and K. Tohji, Structure and Electrochemical
Properties of a Mechanochemically Processed Silicon and
Oxide-Based Nanoscale Composite as an Active Material for
Lithium-Ion Batteries, J. Nanotechnol., 2017, 2017, 1-8.

6 Y. Liu, J. Zhu, L. Cai, Z. Yao, C. Duan, Z. Zhao, C. Zhao and
W. Mai, Solution-Processed High-Quality Cu,O Thin Films
as Hole Transport Layers for Pushing the Conversion
Efficiency Limit of Cu,0/Si Heterojunction Solar Cells, Sol.
RRL, 2020, 4, 1900339.

7 D. Liu, P.-C. Chen, T.-C. Chou, H.-W. Hu and K.-N. Chen,
Demonstration of Low-Temperature Fine-Pitch Cu/SiO,
Hybrid Bonding by Au Passivation, IEEE J. Electron Devices
Soc., 2021, 9, 868-875.

8 L. De Los Santos Valladares, D. H. Salinas, A. B. Dominguez,
D. A. Najarro, S. I. Khondaker, T. Mitrelias, C. H. W. Barnes,
J. A. Aguiar and Y. Majima, Crystallization and electrical
resistivity of Cu,O and CuO obtained by thermal oxidation
of Cu thin films on SiO,/Si substrates, Thin Solid Films,
2012, 520, 6368-6374.

9 A.Visibile, R. B. Wang, A. Vertova, S. Rondinini, A. Minguzzi,
E. Ahlberg and M. Busch, Influence of Strain on the Band
Gap of Cu,O, Chem. Mater., 2019, 31, 4787-4792.

10 I. S. Brandt, M. A. Tumelero, S. Pelegrini, G. Zangari and
A. A. Pasa, Electrodeposition of Cu,O: growth, properties,
and applications, J. Solid State Electrochem., 2017, 21,
1999-2020.

11 A. Paracchino, V. Laporte, K. Sivula, M. Gratzel and
E. Thimsen, Highly active oxide photocathode for
photoelectrochemical water reduction, Nat. Mater., 2011,
10, 456-461.

Nanoscale Adv.

View Article Online

Paper

12 S. Shibasaki, Y. Honishi, N. Nakagawa, M. Yamazaki,
Y. Mizuno, Y. Nishida, K. Sugimoto and K. Yamamoto,
Highly transparent Cu,O absorbing layer for thin film solar
cells, Appl. Phys. Lett., 2021, 119, 242102.

13 R. Daira, A. Kabir, B. Boudjema and C. Sedrati, Structural
and optical transmittance analysis of CuO thin films
deposited by the spray pyrolysis method, Solid State Sci.,
2020, 104, 106254.

14 Y.-X. Hou, H. Abdullah, D.-H. Kuo, S.-J. Leu, N. S. Gultom
and C.-H. Su, A comparison study of SiO,/nano metal
oxide composite sphere for antibacterial application,
Composites, Part B, 2018, 133, 166-176.

15 D. Cao, W. Zhou, Y. Li, C. Liang, J. Li, D. Liu, Y. Wang, T. Li,
G. Cao, ]J. Zhou and H. Zhang, Tailoring the dielectric
properties and thermal conductivity of fCu/PVDF
composites with SiO, shell as an interfacial layer, Polym.-
Plast. Technol. Mater., 2022, 61, 400-414.

16 A. Maity, S. Samanta, S. Roy, D. Biswas and D. Chakravorty,
Giant Dielectric Constant of Copper Nanowires/Amorphous
SiO, Composite Thin Films for Supercapacitor Application,
ACS Omega, 2020, 5, 12421-12430.

17 O. Bratus, A. Kykot, A. Semeniuk, S. Prucnal, P. Onufrijevs,
J. Kaupuzs, S. Bugaychuk, T. Sydorenko, V. Ilchenko,
V. Marin, I. Sokolovskyi, T. Sabov and A. Evtukh,
Conductivity mechanisms of the nanocomposite SiO,(Si)
&CuyO(Cu) films, Thin Solid Films, 2026, 836, 140874.

18 R. Sreedharan, M. Mohan, S. Saini, A. Roy and
K. Bhattacharjee, Intermediate Cu-O-Si Phase in the Cu-
Si0,/Si(111) System: Growth, Elemental, and Electrical
Studies, ACS Omega, 2021, 6, 23826-23836.

19 A. Evtukh, A. Kizjak, O. Bratus’, M. Voitovych, V. Romanyuk,
S. Mamykin, S. Antonin, Ya. Muriy, V. Klymenko and
A. Sarikov, Structure and electrical conductivity of
nanocomposite SiO.N,(Si) and SiAl,O.N,(Si) films, J. Alloys
Compd., 2023, 960, 170879.

20 A. A. Evtukh and O. Bratus, Electrical Properties of
Composite Films with Silicon Nanocrystals in the
Insulating Matrix, Adv. Mater. Res., 2013, 854, 105-110.

21 V. V. Ilchenko, V. V. Marin, I. S. Vasyliev, O. V. Tretyak,
O. L. Bratus and A. A. Evtukh, presented in part at IEEE
34th International Scientific Conference on Electronics and
Nanotechnology (ELNANO), IEEE, Kyiv, Ukraine, 2014, pp.
86-89.

22 K. Michailovska, I. Indutnyi, P. and
M. Sopinskyy, Polarization memory the
photoluminescence of nc-Si—SiOy light-emitting structures,
Nanoscale Res. Lett., 2016, 11, 277.

23 R. Laishram, M. W. Alam, B. Souayeh and N. K. Singh,
Exploring non-stoichiometric SiOx thin film for non-
volatile memory application, J. Alloys Compd., 2024, 978,
173420.

24 A. Evtukh, O. Bratus', V. Ilchenko, V. Marin and 1. Vasyliev,
Capacitive Properties of MIS Structures with SiO, and
SiOyN, Films Containing Si Nanoclusters, /. Nano Res.,
2016, 39, 162-168.

Shepeliavyi
effect in

© 2026 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d5na01144b

Open Access Article. Published on 24 April 2026. Downloaded on 4/25/2026 1:08:05 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

25 O. L. Bratus, A. A. Evtukh and V. V. Ilchenko, Peculiarities of
electron transport in SiOx films obtained by ion-plasma
sputtering, Appl. Nanosci., 2020, 10, 2723-2729.

26 A. Evtukh, O. Bratus', T. Gorbanyuk and V. Ievtukh, Electrical
characterization of SiO,(Si) films as a medium for charge
storage, Phys. Status Solidi C, 2008, 5, 3663-3666.

27 C. Cheng, H. Li, Q. Fu, L. Guo, ]J. Sun and X. Yin, Effect of Zr
doping on the high-temperature stability of SiO, glass,
Comput. Mater. Sci., 2018, 147, 81-86.

28 Z. Wang, Z. Zhang, C. Shao, J. Robertson, S. Liu and Y. Guo,
Defects and Passivation Mechanism of the Suboxide Layers
at SiO,/4H-SiC  (0001) Interface: A First-Principles
Calculation, IEEE Trans. Electron Devices, 2021, 68, 288-293.

29 T. Schossler, F. Schon, C. Lemier and G. Urban, Effect of
high temperature annealing on resistivity and temperature
coefficient of resistance of sputtered platinum thin films of
Si0,/Pt/SiO, interfaces, Thin Solid Films, 2020, 698, 137877.

30 O. Bratus, A. Kykot, V. Yukhymchuk, L. Khomenkova,
M. Sopinskyy, S. Kravchenko, ©O. Gudymenko,
K. Svezhentsova and A. Evtukh, Influence of the Annealing
Temperature on the Structural and Electrical Properties of
SiO4(Si)&Fe,O, (Fe) Films, J. Phys. Chem. C, 2025, 129,
1362-1376.

31 O. Bratus, A. Kizjak, A. Kykot, O. Pylypova, V. Ilchenko and
A. Evtukh, Influence of the annealing temperature on the
electrical conductivity mechanisms SiOy(Si)&Fe,O,(Fe)
films, J. Alloys Compd., 2025, 1011, 178383.

32 C.-J. Wang and S. Jou, Study of copper-doped SiO, films
prepared by co-sputtering of copper and SiO,, J. Phys.
Chem. Solids, 2008, 69, 523-526.

33 P. C. Lin, H. Chen, H.-C. Hsieh, T.-H. Tseng, H. Y. Lee and
A. T. Wu, Co-sputtered Cu(Ti) thin alloy film for formation
of Cu diffusion and chip-level bonding, Mater. Chem. Phys.,
2018, 211, 17-22.

34 O. Oberemok, T. Sabov, O. Dubikovskyi, O. Kosulya,
V. Melnik, B. Romanyuk, V. Popov, O. Liubchenko,
V. Kladko, E. Zubarev and Y. Pershyn, The elemental
composition mixing in a Mo/Si multilayer structure under
overheating, Mater. Today: Proc., 2021, 35, 579-583.

35 S. A. Mulenko, N. Stefan, M. A. Skoryk, V. M. Popov,
A. B. Smirnov and O. Y. Gudymenko, Laser synthesis of
hybrid Fe/Cr 2D structures based on their oxides for
thermo-sensors with high sensitivity, J. Mater. Sci.: Mater.
Electron., 2022, 33, 21258-21269.

36 E. Rudenko, Z. Tsybrii, F. Sizov, 1. Korotash, D. Polotskiy,
M. Skoryk, M. Vuichyk and K. Svezhentsova, Infrared
blocking, microwave and terahertz low-loss transmission
AIN films grown on flexible polymeric substrates, J. Appl.
Phys., 2017, 121, 135304.

37 Z. Tsybrii, F. Sizov, M. Vuichyk, I. Korotash and E. Rudenko,
AIN and MgO thin-layer coatings on the bendable polymeric
substrates as selective filters for IR and THz spectral ranges,
Infrared Phys. Technol., 2020, 107, 103323.

38 O. M. Popovych, I. M. Budzulyak, V. O. Yukhymchuk,
S. 1. Budzulyak and D. 1. Popovych, Raman spectroscopy of
nickel molybdate and its modifications, Fullerenes,
Nanotub. Carbon Nanostruct., 2021, 29, 1009-1015.

© 2026 The Author(s). Published by the Royal Society of Chemistry

View Article Online

Nanoscale Advances

39 M. C. Biesinger, L. W. M. Lau, A. R. Gerson and
R. S. C. Smart, Resolving surface chemical states in XPS
analysis of first row transition metals, oxides and
hydroxides: Se, Ti, V, Cu and Zn, Appl. Surf. Sci., 2010, 257,
887-898.

40 P. Jiang, D. Prendergast, F. Borondics, S. Porsgaard,
L. Giovanetti, E. Pach, J. Newberg, H. Bluhm,
F. Besenbacher and M. Salmeron, Experimental and
theoretical investigation of the electronic structure of Cu,O
and CuO thin films on Cu(110) using x-ray photoelectron
and absorption spectroscopy, J. Chem. Phys., 2013, 138,
024704.

41 R. Alfonsetti, L. Lozzi, M. Passacantando, P. Picozzi and
S. Santucci, XPS studies on SiOy thin films, Appl. Surf. Sci.,
1993, 70-71, 222-225.

42 P. C. Lin, H. Chen, H.-C. Hsieh, T.-H. Tseng, H. Y. Lee and
A. T. Wu, Co-sputtered Cu(Ti) thin alloy film for formation
of Cu diffusion and chip-level bonding, Mater. Chem. Phys.,
2018, 211, 17-22.

43 S. Husain and A. O. A. Keelani, Structural Properties and
Williamson-Hall Analysis of Mn Doped SmFeO;, Mater.
Today: Proc., 2018, 5, 5615-5622.

44 A. K. Zak, W. H. A. Majid, M. E. Abrishami and R. Yousefi, X-
ray analysis of ZnO nanoparticles by Williamson-Hall and
size-strain plot methods, Solid State Sci., 2011, 13, 251-256.

45 J. Madhavi, Comparison of average crystallite size by X-ray
peak broadening and Williamson-Hall and size-strain
plots for VO** doped ZnS/CdS composite nanopowder, SN
Appl. Sci., 2019, 1, 1509.

46 Y. T. Prabhu, K. V. Rao, V. S. S. Kumar and B. S. Kumari, X-
Ray Analysis by Williamson-Hall and Size-Strain Plot
Methods of ZnO Nanoparticles with Fuel Variation, World
J. Nano Sci. Eng., 2014, 04, 21-28.

47 N. B. Abdulrahman and W. Scherre, Williamson-Hall and
SSP Analyses to Estimate the Variation of Crystallites Sizes
and Lattice Constants for ZnO Nanoparticles Synthesized
at different Temperatures, NeuroQuantology, 2020, 18, 53-63.

48 H. Li, L. Ban, Z. Wang, P. Meng, Y. Zhang, R. Wu and
Y. Zhao, Regulation of Cu Species in CuO/SiO, and Its
Structural ~ Evolution in  Ethynylation  Reaction,
Nanomaterials, 2019, 9, 842.

49 P. Sawicka-Chudy, M. Sibinski, G. Wisz, E. Rybak-Wilusz and
M. Cholewa, Numerical analysis and optimization of Cu,O/
TiO,, CuO/TiO,, heterojunction solar cells using SCAPS, J.
Phys.: Conf. Ser., 2018, 1033, 012002.

50 F. A. Akgul, G. Akgul, N. Yildirim, H. E. Unalan and R. Turan,
Influence of thermal annealing on microstructural,
morphological, optical properties and surface electronic
structure of copper oxide thin films, Mater. Chem. Phys.,
2014, 147, 987-995.

51 G. Lucovsky, M. J. Mantini, J. K. Srivastava and E. A. Irene,
Low-temperature growth of silicon dioxide films: a study of
chemical bonding by ellipsometry and infrared
spectroscopy, J. Vac. Sci. Technol., B:Microelectron. Process.
Phenom., 1987, 5, 530-537.

Nanoscale Adv.


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d5na01144b

Open Access Article. Published on 24 April 2026. Downloaded on 4/25/2026 1:08:05 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Nanoscale Advances

52 B. Lefez, R. Souchet, K. Kartouni and M. Lenglet, Infrared
reflection study of CuO in thin oxide films, Thin Solid
Films, 1995, 268, 45-48.

53 G. W. Poling, Infrared Reflection Studies of the Oxidation of
Copper and Iron, J. Electrochem. Soc., 1969, 116, 958.

54 S. C. Lims, S. Divya and M. Jose, Design of CuO@SiO, core
shell nanocomposites and its applications to
photocatalytic degradation of Rhodamine B dye, Opt.
Mater., 2023, 144, 114356.

55 E. Ramya, A. Thirumurugan, V. S. Rapheal and K. Anand,
CuO@SiO, Nanoparticles assisted photocatalytic
degradation of 4-nitrophenol and their antimicrobial
activity studies, Environ. Nanotechnol., Monit. Manage.,
2019, 12, 100240.

56 L. Khomenkova, P. Normand, F. Gourbilleau, A. Slaoui and
C. Bonafos, Optical, structural and electrical
characterizations of stacked Hf-based and silicon nitride
dielectrics, Thin Solid Films, 2016, 617, 143-149.

57 L. Khomenkova, N. Korsunska, C. Labbé, X. Portier and
F. Gourbilleau, The peculiarities of structural and optical
properties of HfO,-based films co-doped with silicon and
erbium, Appl. Surf. Sci., 2019, 471, 521-527.

58 J.-W. Lee, S. Kong, W.-S. Kim and ]. Kim, Preparation and
characterization of SiO,/TiO, core-shell particles with
controlled shell thickness, Mater. Chem. Phys., 2007, 106,
39-44.

59 D. Stengel, G. M. Calori and P. V. Giannoudis, Graphical data
presentation, Injury, 2008, 39, 659-665.

60 M. V. Sopinskyy, K. P. Grytsenko, C. Villringer,
Yu. V. Kolomzarov and S. Schrader, Determination of
scattering and Urbach absorption contributions to the
light extinction in PTFE films by using graphical
representation technique and numerical solution of the
inverse problem, Semicond. Phys. Quantum Electron.
Optoelectron., 2023, 26, 303-314.

61 R. Courths and S. Hiifner, Photoemission experiments on
copper, Phys. Rep., 1984, 112, 53-171.

62 J. Shen, Y. Ren, X. Zhu, M. Mao, Q. Zhou, R. Zhou, B. Dai and
X. Li, An ordered copper nanowell-array film with near-
perfect broadband absorption from ultraviolet to near-
infrared light, Jpn. J. Appl. Phys., 2020, 59, 110906.

63 C. Malerba, F. Biccari, C. L. A. Ricardo, M. D'Incau, P. Scardi
and A. Mittiga, Absorption coefficient of bulk and thin film
Cu,0, Sol. Energy Mater. Sol. Cells, 2011, 95, 2848-2854.

64 T. Ito, T. Kawashima, H. Yamaguchi, T. Masumi and
S. Adachi, Optical Properties of Cu,O Studied by
Spectroscopic Ellipsometry, J. Phys. Soc. jpn., 1998, 67,
2125-2131.

65 B. K. Meyer, A. Polity, D. Reppin, M. Becker, P. Hering,
P. J. Klar, Th. Sander, C. Reindl, J. Benz, M. Eickhoff,
C. Heiliger, M. Heinemann, ]. Bldsing, A. Krost,
S. Shokovets, C. Miller and C. Ronning, Binary copper
oxide semiconductors: from materials towards devices,
Phys. Status Solidi B, 2012, 249, 1487-1509.

66 N. V. Sopinskii, V. S. Khomchenko, O. S. Litvin, A. K. Savin,
N. A. Semenenko, A. A. Evtukh, V. P. Sobolevskii and
G. P. Ol'khovik, Properties of low-refractive-index films

Nanoscale Adv.

View Article Online

Paper

obtained by the close-spaced vapor transport technique
under the sublimation of graphite in a quasi-closed
volume, Tech. Phys., 2011, 56, 1665-1669.

67 M. V. Sopinskyy, N. A. Vlasenko, I. P. Lisovskyy, S. O. Zlobin,
Z. F. Tsybrii and L. I. Veligura, Formation of
Nanocomposites by Oxidizing Annealing of SiOx and SiOy
Films: Ellipsometry and FTIR Analysis, Nanoscale Res. Lett.,
2015, 10, 232.

68 Y. Wang, S. Lany, J. Ghanbaja, Y. Fagot-Revurat, Y. P. Chen,
F. Soldera, D. Horwat, F. Micklich and ]J. F. Pierson,
Electronic structures of Cu,O, Cu,O;3, and CuO: a joint
experimental and theoretical study, Phys. Rev. B, 2016, 94,
245418.

69 R. Raciti, R. Bahariqushchi, C. Summonte, A. Aydinli,
A. Terrasi and S. Mirabella, Optical bandgap of
semiconductor nanostructures: methods for experimental
data analysis, J. Appl. Phys., 2017, 121, 234304.

70 K. Ungeheuer, K. W. Marszalek, M. Mitura-Nowak and
A. Rydosz, Spectroscopic ellipsometry modelling of Cr"
implanted copper oxide thin films, Sci. Rep., 2023, 13, 22116.

71 G. D. Cody, Urbach edge of crystalline and amorphous
silicon: a personal review, J. Non-Cryst. Solids, 1992, 141, 3-
15.

72 K. Saito and A. J. Ikushima, Absorption edge in silica glass,
Phys. Rev. B:Condens. Matter Mater. Phys., 2000, 62, 8584-
8587.

73 P. H. M. Andrade, C. Volkringer, T. Loiseau, A. Tejeda,
M. Hureau and A. Moissette, Band gap analysis in MOF
materials: distinguishing direct and indirect transitions
using UV-vis spectroscopy, Appl. Mater. Today, 2024, 37,
102094.

74 J. Tauc, R. Grigorovici and A. Vancu, Optical Properties and
Electronic Structure of Amorphous Germanium, Phys. Status
Solidi B, 1966, 15, 627-637.

75 G. D. Cody, T. Tiedje, B. Abeles, B. Brooks and Y. Goldstein,
Disorder and the Optical-Absorption Edge of Hydrogenated
Amorphous Silicon, Phys. Rev. Lett., 1981, 47, 1480-1483.

76 C. H. Grein and S. John, Temperature dependence of the
Urbach optical absorption edge: a theory of multiple
phonon absorption and emission sidebands, Phys. Rev.
B:Condens. Matter Mater. Phys., 1989, 39, 1140-1151.

77 M. Sopinskyy, I. Indutnyi, K. Michailovska and
V.  Yukhymchuk, Tracking the thermostimulated
transformations of silicon suboxide film through
absorption edge characterization, Charact.  Appl

Nanomater., 2025, 8, 11021.

78 S. Askari, V. Svrcek, P. Maguire and D. Mariotti, The
Interplay of Quantum Confinement and Hydrogenation in
Amorphous Silicon Quantum Dots, Adv. Mater., 2015, 27,
8011-8016.

79 B. A. Gizhevskil, Y. P. Sukhorukov, A. S. Moskvin,
N. N. Loshkareva, E. V. Mostovshchikova, A. E. Ermakov,
E. A. Kozlov, M. A. Uimin and V. S. Gaviko, Anomalies in
the optical properties of nanocrystalline copper oxides
CuO and Cu,O near the fundamental absorption edge, J.
Exp. Theor. Phys., 2006, 102, 297-302.

© 2026 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d5na01144b

Open Access Article. Published on 24 April 2026. Downloaded on 4/25/2026 1:08:05 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

80 Q. Huang, J. Li and X. Bi, The improvement of hole transport
property and optical band gap for amorphous Cu,O films, J.
Alloys Compd., 2015, 647, 585-589.

81 F. Marabelli, G. B. Parravicini and F. Salghetti-Drioli, Optical
gap of CuO, Phys. Rev. B:Condens. Matter Mater. Phys., 1995,
52, 1433-1436.

82 X. Zeng, M. Zhukova, S. Faniel, J. Proost and D. Flandre,
Structural and Opto-electronic characterization of CuO
thin films prepared by DC reactive magnetron sputtering,
J. Mater. Sci.: Mater. Electron., 2020, 31, 4563-4573.

83 M. L. Said, A. A. Othman and E. M. A. Elhakeem, Structural,
optical and photocatalytic properties of mesoporous CuO
nanoparticles  with  tunable size and different
morphologies, RSC Adv., 2021, 11, 37801-37813.

84 S. Han and A. J. Flewitt, Control of grain orientation and its
impact on carrier mobility in reactively sputtered Cu,O thin
films, Thin Solid Films, 2020, 704, 138000.

85 M. F. Al-Kuhaili, Characterization of copper oxide thin films
deposited by the thermal evaporation of cuprous oxide
(Cu,0), Vacuum, 2008, 82, 623-629.

© 2026 The Author(s). Published by the Royal Society of Chemistry

View Article Online

Nanoscale Advances

86 Y. Wang, P. Miska, D. Pilloud, D. Horwat, F. Miicklich and
J. F. Pierson, Transmittance enhancement and optical
band gap widening of Cu,O thin films after air annealing,
J. Appl. Phys., 2014, 115, 073505.

87 S. C. Ray, Preparation of copper oxide thin film by the sol-
gel-like dip technique and study of their structural and
optical properties, Sol. Energy Mater. Sol. Cells, 2001, 68,
307-312.

88 R. W. Cohen, G. D. Cody, M. D. Coutts and B. Abeles, Optical
Properties of Granular Silver and Gold Films, Phys. Rev. B,
1973, 8, 3689-3701.

89 D. Gall, Electron mean free path in elemental metals, J. Appl.
Phys., 2016, 119, 085101.

90 P. H. Lissberger and R. G. Nelson, Optical properties of thin
film Au-MgF, cermets, Thin Solid Films, 1974, 21, 159-172.

91 R. Ruppin, Optical absorption of copper colloids in
photochromic glasses, J. Appl. Phys., 1986, 59, 1355-1359.

92 K. M. McPeak, S. V. Jayanti, S. J. P. Kress, S. Meyer, S. Iotti,
A. Rossinelli and D. J. Norris, Plasmonic Films Can Easily
Be Better: Rules and Recipes, ACS Photonics, 2015, 2, 326-
333.

Nanoscale Adv.


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d5na01144b

	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films
	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films
	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films
	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films
	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films
	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films
	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films
	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films
	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films
	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films
	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films
	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films
	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films

	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films
	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films
	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films
	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films
	Middle-temperature thermally stimulated transformations of Cutnqh_x2013Sitnqh_x2013O films


