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ABSTRACT: We investigate here the strain-induced growth of Cu at 600 °C and
its interactions with a thermally grown, 270 nm-thick SiO, layer on the Si(111)
substrate. Our results show clear evidence of triangular voids and formation of <«
triangular islands on the surface via a void-filling mechanism upon Cu deposition,
even on a 270 nm-thick dielectric. Different coordination states, oxidation
numbers, and chemical compositions of the Cu-grown film are estimated from the
core level X-ray photoelectron spectroscopy (XPS) measurements. We find
evidence of different compound phases including an intermediate mixed-state of
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Cu—O-Si at the interface. Emergence of a mixed Cu—O—Si intermediate state is Wcu-o g T
attributed to the new chemical states of Cu*™, O, and Si** observed in the high- Ws-o 22 % é i’
resolution XPS spectra. This intermediate state, which is supposed to be highly Wc-osi 41% 2o /
catalytic, is found in the sample with a concentration as high as ~41%. Within the T e v,
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Cu—O-Si phase, the atomic percentages of Cu, O, and Si are ~1, ~86, and ~13%,
respectively. The electrical measurements carried out on the sample reveal different resistive channels across the film and an overall
n-type semiconducting nature with a sheet resistance of the order of 10° Q.

1. INTRODUCTION

The study of metal, silicon (Si) interactions,' " and formation
of interface is important owing to its apglication in the
electronics and semiconductor industry.'’~"* With Si-based
technologies still governing the integrated circuits, the Cu—Si
system has been of particular importance in deliverin§
promising applications from silicon bronzes to catalysis,"*~*
microelectronics,”> Li-ion batteries,”>** solar cells,”” >’ and
more. Copper (Cu) with its low cost, low electrical resistivity
(~1.7 p cm), high melting point (1357.6 K), and low
diffusivity showed tremendous potential over aluminum for
applications in the electronic devices such as Schottky
junctions,30 metal gates3’I and local interconnects.''>*
However, even with a low diffusivity, Cu interacts with the
Si or SiO,/Si substrate, making it a limiting factor for the
device performances due to the problem of leakage current.
Pavlenko and Cherkashina have particularly investigated the
stability of the grown composite films on the SiO, layer.*
Many studies have been carried out to understand Cu growth
on the SiO,/Si matri}(,3l’34 or on the native oxide of the Si
substrate."*>™*" Zhang et al.*’ have reported shape- and
orientation-controlled growth of nanotriangles, nanosquares,
and nanowires of Cu;Si on a 2—4 nm-thick native SiO, layer
on Si(111), Si(100), and Si(110) surfaces, respectively,
through a Au nanoparticle-assisted vapor transport method
and reviewed the dependence of substrate crystal symmetry on
the growth morphology of CusSi. Cemin et al.*' have
demonstrated the growth of epitaxial ultrathin Cu films of up
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to 150 nm at ambient temperature conditions using high
power impulse magnetron sputtering and substrate biasing on
the native oxide-covered Si(001) oriented substrate. According
to their report,* the heteroepitaxial growth of Cu(001) on the
Si(001) with the native oxide occurred via the formation of a
complex interface composed of various copper silicides and
amorphous phases.

The effect of annealing on the Cu—Si system had been
studied by different groups."****** Thin films deposited at
room temperature (RT) by thermal evaporation usually do not
form good chemical bond with the substrate due to the lower
kinetic energy of the incoming atoms and non-uniformity in
the sticking coefficient.** Growth at an elevated temperature
and post-deposition annealing are important processes to
achieve high-quality films from the vapor deposition technique;
however, they can lead to the formation of silicides and oxides
in the case of the Cu—SiO,/Si system. The coefficient of Cu
segregation in a clean Si(111) surface without any oxide layer
is reported to be highest for a temperature range of 500—650
°C.* Annealing will lead to the coalescence of copper and
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formation of isolated crystallites,”” which are mostly composed
of copper silicide on the native oxide of 2—4 nm on bare Si
substrates. As a result, these nanostructures usually follow the
crystal symmetry of the substrate surface.

The diftusion and interaction of Cu in the SiO,/Si system
will mainly result in the formation of Cu silicides and Cu
oxides depending on growth parameters and thickness of the
SiO, layer. By performing Rutherford backscattering experi-
ments on the Cu/Si system, Sekar et al. had shown that for
Si(111) surfaces with a native oxide layer, the onset
temperature of interdiffusion of Cu is in the range of 500—
700 °C." Cu silicides can form at a relatively lower temperature
than other metal silicides.*> Three stable Cu-Si alloys exist at
RT and are metallic. Out of them, Cu,Si is the most stable."'
Cu silicides have got significant applications as a catalyst for
hydrogenation,10 chlorosilane formation,*® and gas etching of
silicon.”” Strong resistance to oxidation is displayed by these
metal silicides compared to their metal counterparts, which
makes them highly applicable as electronic interconnects.
Owing to its high charging and optimized cycling properties,
the metallic Cu;Si poses itself as a suitable candidate as an
anode in lithium-ion batteries.*® On the other hand, the two
main variants of Cu oxides, which are usually formed due to
the reaction with oxygen from the SiO, interface, are Cu,O
and CuO. Both these oxides are p-type semiconductors. Cu
oxide thin films have been widely studied in the past decades
where it has been shown that Cu,O is a good candidate for
applications in the area of spintronics,* catalysis,”® and solar
cells,”"** whereas CuO is an attractive system related to
photothermal and photoconductive applications.” Also, the
highly catalytic property of the Cu/SiO, system'*™'® is likely
to promote metal—support interaction via controlling the
catalysis of the metal particles. An intermediate Cu—O—SiO,,
phase in the Cu/SiO, interface is reported to exhibit
extraordinary catalytic activity to dissociate H, for hydro-
genation of esters.”” SiO,-coated Cu nanocatalysts with a very
active and abundant Cu—O-SiO,, interface is responsible to
assist the huge selective hydrogenation of dimethyl oxalate that
is about 80 times more than that of gristine Cu at the
temperature range between 200—240 °C.”

The work presented here is greatly motivated by the
scientific importance and wide range of applications displayed
by the Cu—SiO,/Si system in different areas starting from
electronic devices to catalysis. Though, the Cu—Si system had
been widely studied earlier from the morphological,**"!
compositional,S1’34'54_56 electronic, and electrical trans-
port™**%>” aspects, a comprehensive and systematic study
related to the growth and interaction of Cu into a large SiO,
barrier was missing, which is important to address the
underlying issues related to micro- and nanoelectronics, energy
storage, solar cells, and catalysis. In this work, we aim to study
this atypical Cu—SiO,/Si system from a more general
perspective to illustrate the growth, elemental compositions,
and electrical nature of the film when Cu was grown on a 270
nm-thick SiO, dielectric on the Si(111) substrate at 600 °C
and was annealed post-deposition at the same temperature for
1 h. The formation of different Cu-induced phases in the SiO,/
Si matrix would depend on the temperature, thickness of the
SiO, barrier, diffusion processes, chemical reactivity of the
atoms, and amount of the deposited material. The surface
morphology and elemental compositions of the grown film
were studied by using atomic force microscopy (AFM),
scanning electron microscopy (SEM), and X-ray photoelectron

spectroscopy (XPS). AFM and SEM measurements provide
direct evidence of triangular voids and formation of islands via
a void-filling mechanism upon Cu deposition on the surface.
XPS analyses reveal the appearance of a highly catalytic Cu—
O-Si intermediate phase that is present in the film with
highest concentration (~41%) in addition to other compound
phases. The elemental compositions of the intermediate state
were calculated to be ~1, ~86, and ~13% for Cu, O, and Sj,
respectively. Electrical characterizations were performed in a
two probe transport measurement system using van der Pauw
(vdP) geometry in the presence of a magnetic field applied
perpendicular to the plane of the sample. The results disclose
an n-type semiconducting behavior of the film with a sheet
resistance of the order of 10° Q. We present here our classified
experimental observations on the Cu—SiO,/Si system that
might provide useful and effective insights to address future
scientific interest related to this topic.

2. EXPERIMENTAL TECHNIQUES

Si (111) substrates with a SiO, layer of 270 nm thickness were
purchased from Testbourne Ltd., UK. SiO,/Si (111) wafers
were initially cleaned in organic solvents before loading into
the deposition chamber. The turbomolecular pump-based
thermal evaporation setup was procured from H. Fillunger and
Co. Pvt. Ltd. Pune, India. In the thermal deposition chamber,
the substrate temperature was set and maintained at 600 °C by
a temperature controller for 60 min before the deposition to
ensure uniform temperature attainability of the substrate
surface. The temperature of the substrate heater was measured
by a thermocouple, and the set temperature of 600 °C of the
substrate heater was maintained within an accuracy of +10 °C.
Copper was deposited from a thermal evaporator for 30 s at a
rate of 2 A/s on the SiO,/Si (111) surface. The base pressure
inside the chamber before deposition was of the order of 107°
Pa, whereas during deposition, it was around 5.7 X 107* Pa.
After deposition, the substrate heater was maintained at the
same temperature of 600 °C for 60 min to anneal the samples.
Post-deposition annealing was followed by normal cooling
down of the samples to RT before taking them out from the
growth chamber.

The surface morphology of the samples was investigated
using AFM in tapping mode (Agilent: 5500 AFM/SPM
N9410S and Nanosurf: NiaoAFM) and SEM (Carl Zeiss EVO
18 secondary electron microscope). The SEM images were
acquired at an operating voltage of 5 kV. Data acquired by
AFM were investigated and analyzed using the WSxM™
software package, and SEM images were analyzed using
Image]. The elemental composition and chemical stoichiom-
etry of the samples were studied by XPS. All XPS spectra were
acquired at room temperature using an Omicron Multiprobe
system and monochromatic Al-Ka (hv = 1486.7 eV) X-ray
radiation source.’” The background pressure during measure-
ments was kept below 3 X 107® Pa, and the pass energy for the
high-resolution spectra was 20 eV. A CN10 charge neutralizer
was used to compensate for the charging effect during the
measurement, and the samples were not ion-sputtered before
the measurement. The binding energies of all the registered
XPS spectra have been calibrated to the C—C component of
the C 1s peak, which is at 284.8 eV. However, this method of
referencing that corresponds to adventitious carbon contam-
inations might be erroneous as the elemental composition and
thickness of the film vary.”” The chemical composition of the
grown film was quantified using the Casa XPS software. In the
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Figure 1. AFM images of Cu-deposited film on the SiO,/Si(111) surface (a—d). Height profiles taken along the corresponding lines (marked as

(i~iii) in (a—d)) are shown in (e).

deconvolution process, some of the peak parameters like
binding energy, FWHM, peak area, etc., were kept fixed’' and
the fitting of the spectra were performed using either a
combination of the Gaussian/Lorentzian function with GL line
shapes (with varying FWHM for component peaks) or with
the Voigt function following a Shirley background correction.
The percentage elemental compositions of the Cu—O-Si
phase are obtained from the equation:

. A/S,
Y (A/S) (1)

where X; is the atomic concentration of element j, 4 is the
peak area, and ; is the sensitivity factor of the element j given
in the XPS analysis software.®”

Raman spectroscopy measurements have been carried out in
a Renishaw inVia Raman microscope using a laser excitation of
532 nm. The electrical characterizations have been performed
using a two-probe probe station connected to an Agilent
B2912A precision source/measure unit. RT Hall measure-
ments were made in vdP geometry at high vacuum conditions
in a direct current probe station with an integrated PMS. A
magnetic field of strength 1.0 T was applied perpendicular to
the sample surface. The system was coupled with an Agilent
semiconductor device analyzer B1500A.

3. RESULTS AND DISCUSSIONS

3.1. Morphology: AFM and SEM Investigations. Figure
1 shows AFM investigations of the surface morphology of a 30
s Cu-deposited film on a SiO,/Si (111) substrate. It can be
seen that Cu grows as a triangular island (Figure 1a) with side
lengths in the range of 300—500 nm. The profile (Figure le)
taken along the line (i) marked in the image shows the height
of the island, which is around 50 + 10 nm. According to Zhan%
et al,, the growth of Cu at 600 °C may not be a single crystal.”
This is clear from the AFM image shown in Figure la, where
the surface seems to be uneven or rough signaling mostly a
polycrystalline nature of the film.*> A detailed investigation of
the sample further reveals the formation of triangular voids
(Figure 1b—d) with varying dimensions on the surface. Small

triangular voids (Figure 1d) have side lengths approximately
100 nm, whereas large triangular voids (Figure 1b,c) exhibit
side lengths in the range between 1.0 and 2.0 ym. Depth of the
triangular voids varies from a few (~10) nm for small ones to
100—200 nm for large ones as revealed by AFM micrographs
(Figure 1b—d). Evidence of empty (Figure 1b,d) and partially
filled triangular (Figure 1c) voids are also clearly seen in the
AFM measurements. The line profiles taken across the voids
(marked as (ii) and (iii)) are shown in Figure le. From various
AFM images, we have tried to find out the number density of
such voids, which is 1—3 voids/100 pm? The occurrence of
empty or partially filled voids is an indication of the rapid
growth of voids in the system. The growth of such triangular
voids following substrate crystal symmetry and growth of Cu
on a relatively thick SiO,/Si is not yet reported.

The formation of voids and the growth of Cu silicides
through void-filling mechanisms were explored by Li and his
coworkers.'" They reported the growth of voids from the
defect sites that are already present at the thermally grown
SiO, on Si surfaces.'" A small amount of deposited Cu on SiO,
at a high temperature can form Cu;Si, which acts as a catalytic
element and enhances the decomposition of SiO, into SiO at
the SiO,/Si interface (Si + SiO, — Si0).'"**%* This further
promotes the formation of voids at the interface.'" Initially, the
voids formed can have different shapes, which may eventually
grow to the morphology that is matching with the substrate
symmetry. The void structures play an important role in Cu—
Si intermixing and can act as a template for the growth of
islands."" Annealing at 450 °C can initiate the intermixing of
Cu and Si and can facilitate the formation of silicide
nanocrystallites following the substrate symmetry®® through a
void-filling mechanism in the presence of a native SiO, barrier
of 4 nm.”*

SEM investigations performed on the grown sample further
validate the triangular morphology of the nanoislands (Figure
2a,b) and the formation of half-filled voids (Figure 2c, marked
in a circle) on the sample surface. The lateral dimension of the
triangular islands in the SEM images is around 150 nm. We
also see direct evidence of spherical, partially, and fully formed
triangular islands on the surface, which are marked in single,
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Figure 2. SEM micrographs of the nanoislands formed on the SiO,/Si
(111) surface. (a) Evidence of an individual triangular island. (b)
Array of spherical (marked in single arrow), partially formed
triangular (marked in double arrow), and fully formed triangular
(marked in triple arrow) islands on SiO,/Si (111) substrate. (c) A
half-filled void is shown (marked in red circle).

double, and triple arrows, respectively, in Figure 2b. On an
oxidized surface, because of its much lower surface free energy,
the growth of nearly spherical islands is expected.”® The
spherical or nearly spherical islands (Figure 2b,c) observed in
the SEM micrographs are indeed smaller in dimension with a
diameter less than 100 nm compared to the triangular islands
with side lengths around 150 nm or above (Figure 2b,c). A
smaller dimension of the spherical islands compared to the
triangular ones and signature of partially grown triangular
islands in the SEM images (Figure 2b,c) are the direct
manifestation of the evolution of islands from spherical to a
triangular shape. Evidence of half-filled voids seen in AFM
(Figure 1c,d) and SEM investigations (Figure 2c, marked with
circle) is a clear demonstration of the faster growth of the voids
than that of the nanocrystallites. From all these analyses of
AFM and SEM studies, it is well evident that the growth of
islands is taking place via a void-filling mechanism.'' At the
initial stage of growth, Cu—Si precipitates at the voids, giving
rise to small spherical islands due to a comparatively less
surface energy of SiO, than Si. These spherical islands
eventually grow as triangular nanocrystallites following the
three-fold crystal symmetry of the substrate as well as that of
Cu to minimize the system energy through shape trans-
formation."' However, the formation of voids, diffusion of Cu,
and evolution of nanocrystallites will all be limited by the
amount of deposited Cu, growth and annealing temperature,
duration of annealing, and thickness of the SiO, layer. In our
case, even on a thick oxide layer of 270 nm, we observe the
formation of triangular voids following the substrate crystal
symmetry and growth of triangular nanocrystallites through a
void-filling mechanism, which provides crucial insight related
to fundamental studies on growth, a hitherto unreported
observation for material growth on a substantially thick
dielectric.

3.2. XPS Studies. XPS studies were carried out to examine
the elemental composition of the sample. Figure 3a is the

20k

Intensity

1200 600 0 280 285 290
Binding energy (eV) Binding energy (eV)

Figure 3. (a) XPS survey scan. (b) C 1s calibration peak.

survey scan of the sample obtained using Al Ko beam, whereas
Figure 3b is the high-resolution C 1s line. Figure 4 shows the

(a) Cu'/Cu /Cu” /Cu-Si 2p,,
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Figure 4. High-resolution XPS spectra of the grown film. (a) Cu 2p,
(b) Si 2p, and (c) O 1s core level data along with the fittings are
shown.

XPS measurements carried out on the grown film. High-
resolution Cu 2p (Figure 4a), Si 2p (Figure 4b), and O 1s
(Figure 4c) peaks in the XPS studies reveal various chemical
compositions of the film. The deconvolution of the Cu 2p
spectrum is shown in Figure 4a. The peak centered at 932.9 eV
is assigned to a Cu™" oxidation state that can be related to the
formation of an additional mixed state of Cu—O—Si.>" The
peak at 934.9 eV in Figure 4a is assigned to Cu 2p;/, with
contributions that may come from oxide phases of Cu in +1
and +2 oxidation states,“‘“’67 metallic Cu, and Cu silicide.
The binding energies of metallic Cu, silicide phase, and the
oxide states (Cu,O, CuO)*"*® are reported to be very close to
each other.”®® As a result, it is usually difficult to resolve
individual signature in the XPS spectrum.®”’® Also, evidence of
prominent satellite peaks in the Cu 2p spectrum is a clear
indication that the sample mainly contains a CuO phase.®”°
The peak at binding energy 942.9 eV is associated with the Cu
2ps), satellite peak.”” The band at 952.2 eV is attributed to the
Cu™" state in Cu 2p, ;,, and the peak at 954.8 eV is associated
with Cu 2p,/, from different chemical states of Cu mostly and
CuO.”” The last peak observed at 962.7 eV in the Cu 2p
spectrum is the Cu 2p, ), satellite peak.”””"”* It is important to
highlight that the spontaneous oxidation of Cu surfaces with
air is also a possibility since samples were exposed to ambient
air before XPS analysis. The peaks corresponding to the Cu 2p
band in Figure 4a are relatively broad with FWHM falling in
the range between 2.3 and 4.4 eV that further corroborates the
formation of different Cu—oxide and Cu—silicide phases in the
sample.*®
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The XPS spectrum from the Si 2p band and the fitted curves
are shown in Figure 4b. In the fitted spectra, the peak at 98.7
eV is assigned to elemental Si” or the formation of a silicide
phase in the sample.”*®> The peak centered at 101.3 €V is
attributed to the Si*" states, the presence of which might be
due to the formation of the additional state of Cu—O—Si after
the deposition of Cu.’' The peak at 102.6 €V corresponds to
the Si** state in the SiO, layer.’’ The 1.55 eV of FWHM of
this peak could be associated with the Cu/SiO, interface
formation.”’ The binding energy of the Si 2p band in the SiO,
matrix can vary by 1.5 eV depending on the coordination
number, oxidation states, and chemical compositions during
interface formation.>' Therefore, the 102.6 eV feature, which is
the signature of Si 2p peak in the SiO, layer, could be
associated with the modification of the chemical environment
and subseci[uent formation of the interface after Cu
deposition.’

High-resolution O 1s peak and corresponding fitting of the
data are shown in Figure 4c. Results obtained from the fit to O
1s peak further substantiate the results obtained from Cu 2p
(Figure 4a) and Si 2p (Figure 4b) high-resolution XPS spectra.
In the fitted data, the first peak position centered at 530.8 eV is
due to the formation of copper oxides, mostly CuO,*""* in the
film. The peak centered at 531.7 eV represents an O state,
which could be due to the formation of a mixed oxide state
related to Cu—O=Si in the sample.’””* The peak at $32.7 eV
is coming from O in SiO, matrix,*"”® which is also observed as
a 102.6 eV peak in the Si 2p spectrum in a Si*" state. Details of
the deconvolution parameters are given in Table 1.°'

Table 1. Fitting Parameters of the High-Resolution XPS
Spectra of Cu 2p, Si 2p, and O 1s

peak std.
spectra composition position ~ FWHM  deviation
Cu2p Cu™ 2p;), 932.9 3.16
Cu(0)/Cu*/Cu?*/ 934.9 2.3 0.07
Cu—Si 2p;3),
Cu 2p;), sat 942.9 4.4 0.1§
Cu*™ 2p,,, 952.2 4.34
Cu(0)/Cu'*/Cu**/Cu—Si 954.8 2.8 0.14
2p1n
Cu 2p, ), sat 962.7 3.6 0.24
Si2p  Si(0)/Cu-Si 98.7 0.95 0.01
Si¥* 101.3 1.27 0.10
Sit 102.6 1.5S 0.14
O Is Cu-0O 530.8 2.5 0.47
o S531.7 1.5 0.03
Si—O 5327 2.8 0.2

Subsequent approximations carried out to the high-
resolution Cu 2p, Si 2p, and O 1s XPS spectra were helpful
to quantify various chemical and structural phases that were
formed at the interface after the deposition of Cu. The
formation of copper oxide states (mostly Cu’*) is obvious from
the peaks centering at 934.9, 942.9, 954.8, and 962.7 eV in the
Cu 2p (Figure 4a) and the peak at 530.8 eV in the O 1Is
spectra. Interestingly, we observed the emergence of a mixed
Cu—O-Si phase, which is apparent from the peaks centering
at 932.9 and 952.2 eV in the Cu 2p, 101.3 eV in the Si 2p, and
at 531.7 eV in the O 1s spectra. The results are consistent and
could be validated by considering mainly three simultaneous
interface processes: first, mixing of Cu and O to form the
oxides; second, the formation of the Cu—O—Si mixed-phase;

and third, mixing of Cu and silicon to form the Cussilicide
phase. We have calculated the concentration of each
compound phase formed in the film by considering the
percentage peak area under the fitted curves. A qualitative
estimation of the concentration of each phase formed in the
film is shown in Table 2. As we can see, the concentration of
the mixed additional phase is the highest with ~41% in the film
followed by Cu oxides and Si oxide, which are around 37 and
22% respectively.

Table 2. Percentage Concentration of Various Chemical
Phases Present in the Sample

spectrum phase composition (%)
Cu 2p Cu(0)/Cu*/Cu**/Cu—Si 80
Cu—0-Si 20
Si 2p Si(0)/Cu—Si 20
Cu—0-Si 33
Si—-O0 47
O Is Cu-0 12
Cu—0-Si 70
Si—0O 18
total composition (%) Cu(0)/Cu*/Cu** + Cu—Si 37
Cu—0-Si 41
Si—0O 22

When metallic copper is evaporated onto SiO,/Si(111) at an
elevated temperature and subsequently annealed, Cu diffuses
into the substrate. However, the diffusion and intermixing of
Cu and Si are limited by the presence of the SiO, layer and
temperature. In our case, we have a 270 nm-thick oxide over
Si(111) as the substrate. The diffusivity of Cu in intrinsic Si is
reported to be almost two orders of magnitude greater than
that in $iO,.”%”” Thus, the SiO, layer acts as a barrier for Cu
diffusion, promoting the oxidation of Cu over the formation of
Cu silicide. The two main reasons for the interface mixing of
Cu and Si are the solid-state chemical reactions at the interface
at an elevated temperature and the increase in diffusivity of Cu
atoms in the Si matrix compared to the SiO, layer. The
diffusivity of Cu in intrinsic Si is reported to be (3.03 + 0.3) X
107+ (018200 VKT =2/ and in SiO,, it is 7.6 X 107°
e 182V T «m=2/s.'" However, the diffusion of Cu into Si
increases by an order of magnitude as the temperature is raised
from RT to above 120 °C.* When Cu atoms diffuse through
the SiO, layer, it can combine with oxygen to form oxides. The
kinetics of oxidation depends on various factors like temper-
ature, annealing time, etc. Even at a lower temperature of ~150
°C, Cu is reported to form oxides with Cu atoms in the +1
oxidation state.”® In general, we can get a mixed oxide phase
with Cu in +1 and +2 oxidation states at a temperature around
600 °C and a pure CuO (Cu in the +2 state) at around 1000
°C.”® Therefore, we expect the formation of Cu oxide in both
+1 and +2 oxidation states with higher concentration than
silicides due to a thick SiO, layer, which interacts with Cu
vapors to form oxides and the mixed chemical state involving
Cu—O0-Si bonds, thus limiting the interaction of Cu and Si.
Benito and Flores’' have studied the formation of Cu oxide
states, mixed chemical states (Cu—O—Si), and silicide phases
w.r.t. the Cu/Si ratio. According to their results, the mixed
chemical state of Cu—O—Si is formed for the lowest Cu/Si
ratio with the highest concentration. In our case, only around
60 A Cu was deposited and as a result, it is quite likely that we
get to see a substantial portion of the film (~41%) containing
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an intermediate mixed chemical state in the XPS data. It was
proposed that the oxygen from the SiO, substrate initially
reacts with Cu and forms a thin layer of Cu oxides and Cu—
O-—Si phase. In the Cu—SiO,/Si interface, Cu*" in Cu 2p;/,
should form at a binding energy lower than that of Cu**, O*
should form in O 1s in between the binding energies of Cu—O
and Si—O, and Si** in Si 2p should form at a binding energy
below that of SiO,, giving rise to an intermediate state of Cu—
0-Si.>" The migration of Si atoms toward the surface is also
an important phenomenon to form this intermediate state.’"”
Using eq 1, we have calculated the individual atomic
concentration within the Cu—O-Si phase. The highest
concentration is observed for oxygen, ~86% followed by Si
and Cu, at ~13 and ~1%, respectively.

The growth of Cu silicide in the Cu—SiO,/Si system is
mainly governed by the thickness of the SiO, barrier and the
temperature, which would decide about the diffusion of Cu
into Si to form Cu silicide. Voids present on the surface also
play an important role to accelerate the formation of the
silicide phase. The enthalpy of mixing of Cu and Si is almost
the same at RT because of the similarity in their crystal
structure. Thus, the intermixing is not energetically favorable in
such conditions.”” Copper-rich silicides (Cu,Si, Cu,Si) can be
formed by the reaction between copper layers and silicon
substrates covered by a thin silicon oxide layer of 2—4 nm
durin% heat treatment in the temperature range of 600—750
°C.'"”® The enthalpy of formation of the most stable Cu
silicide (Cu,Si) has been calculated to be —24.4 kJ/mol”” at
RT. The catalytic action of Cu silicide further helps in breaking
Si—Si and Si—O bonds (which would otherwise occur at
higher temperature), thereby enhancing the formation of voids
and more silicide formation. These extra silicides will then
generate additional defects at the SiO,/Si interface promoting
the growth of more islands.”> We expect the formation of Cu-
silicide due to the migration of Cu mainly through the voids or
defects on the surface. As a result, Cu-silicide might be the
main compound phase of the sparsely distributed islands with
an overall lower concentration in the film due to low number
density of the islands on the surface. This will make it difficult
to be detected and resolved by the XPS.

3.3. Raman Spectroscopy. Raman spectroscopy studies
are shown in Figure 5. Figure Sa exhibits the Raman transitions
from a SiO,/Si substrate. The most intense Raman shift
observed at 518 cm™' is attributed to main one-phonon
(optical) peak of Si,*” whereas a relatively less intense broad
band with a doublet feature observed between 900 and 1000
cm™! with peaks centering at 940 and 969 cm™" (inset, Figure
Sa), respectively, is associated to two phonon overtones related
to the transverse optical branch of Si.*’ We could resolve all
the fine structures between 200 and 450 cm™ of Si,”**"~** by
performing a multi Gaussian peak fit to the experimental data
(Figure Sc). Peaks at 246, 298, 359, and 428 cm™" (Figure 5c)
in the fitted data correspond to optical phonons.>***~**
Raman shifts from the Cu-deposited film (Figure Sb) are
somewhat displaced compared to the features observed on the
bare SiO,/Si substrate along with the signature of additional
peaks/onsets in the spectrum. Cu with an FCC crystal
structure does not have any Raman active mode. We observe
peak features from the grown film (Figure Sb,d) at wave-
numbers 138, 249, 301, 320, 424, 469, 518, 607, 943, and 980
cm™!, which could be associated with various vibrational
modes ascribed to the film and the substrate. The convoluted
peak feature in the range of 200 to 450 cm™" of the deposited
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Figure S. (a, b) Raman spectra of SiO,/Si before (a) and after Cu
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film was deconvoluted in a similar fitting process considering
various Gaussian peaks discussed above. The formation of
Cu,O in the system is validated by the presence of the onset at
138 cm %’ Raman shifts related to CuO should be seen at
297 and 626 cm™.,* whereas the formation of the CuO—
Cu,O mixed phase is reported to exhibit a broad feature
peaking at 630 cm™.*’ In our fitted data (Figure 5d), we
observed an onset at 301 and a broad feature centering at 607
cm™ (Figure Sb). The feature at 301 cm™' could well be
correlated with the formation of the CuO phase,** whereas a
large downshift of 23 cm™" of the 607 cm™" peak compared to
the reported value of 630 cm™"** might as well be associated
with the formation of the Cu—O—Si intermediate phase in the
sample. The peak feature observed at 469 cm™" (Figure Sb)
could be assigned to the emergence of the Cu-silicide phase in
the grown film.** Fitted data in the range of 200 to 450 cm™"
for both the substrate and the film (Figure Sc,d) exhibit four
peaks related to Si acceptors/donors electronic Raman
transitions”* among which the 428 cm™ peak from the
substrate could also be due to symmetrical Si—O—Si stretching
modes principally involving the motion of oxygen atoms of the
Si0,/Si substrate.®” Features related to Cu oxidation are
supposed to appear within ~630 cm™'. We see a shift in peak
positions and a change in intensity in the fitted Raman
transitions (Figure 5d) (200—450 cm™) of the grown film
compared to the substrate (Figure Sc). A clear shift observed
in the peak features in this region requires further studies to
discuss. From the Raman studies discussed here, evidence of
the formation of Cu-oxides and Cu-silicide is established;
however, it is difficult to comment certainly on the Raman
active signatures of the Cu—O—Si phase as there is hardly any
theoretical or experimental studies available so far related to
this. We believe that our results associated with well-defined
Raman shifts in the characteristic peak features might provide
important insight toward future investigations to develop a
quantitative understanding of the Raman transitions of the
intermediate Cu—O—Si phase.

3.4. Electrical Characterizations. We have carried out
two probe transport studies and RT Hall measurements
following vdP geometry on our sample. Schematics of the
electrical characterizations are shown in Figure 6. The results
obtained from two electrode measurements are shown in
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Figure 6. Schematic representation of electrical transport studies of Cu film grown on SiO,/Si with various compound phases. (a) Domains of
different phases are shown on the surface in different colors. (b) Schematic depiction of two probe electrode measurements and (c) a probable
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Figure 7, and the data procured from Hall investigations are
given in Table 3. Gold electrodes (140 nm thick) were made
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Figure 7. Two probe electrical measurements performed on the Cu-
grown film. (a) RT IV characteristics exhibiting various conducting
channels (denoted as 1, 2, and 3 in the plot) in the film. The ohmic
nature of the contacts around 0 V is shown as an inset in (a). (b)
Rectified current scale data of (a) keeping the same x scale to show
further the three different current paths, which were observed within
the same Cu-grown sample. (c) Temperature-dependent I-V
characteristics from 30 to 200 °C along the current path 3. Inset of
(c) displays the ohmic nature of the contacts. (d) Resistance vs
temperature plot for path 3

Table 3. Hall Measurement Data

carrier concentration, p
(em™)

4.93 x 10"

Hall mobility, y sheet resistance, R
(em? V71s7h) (Q)

34.24 3.7 x 10°
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on the sample surface using a thermal evaporation system, and
the current—voltage (I—V) spectra were acquired across the
electrodes from RT to 200 °C. Figure 6a shows the RT [-V
spectra obtained for a voltage range of —2 to +2 V along
different current paths. The set of curves denoted as 1 in
Figure 7a exhibit resistance of the order of 10 Q, whereas the
curves 2 and 3 (Figure 7a) show resistance of the order of 10°
and 10" Q respectively. The ohmic nature of the contacts
around zero bias is shown as an inset in Figure 7a. Figure 7b is
the rectified current scale data of Figure 7a to clearly
emphasize further on different current channels that exist in
the film. Figure 7c exhibits I—V measurements from 30 to 200
°C obtained along a particular path without disturbing the
probe positions. This set of data reveals a resistance range,
which is similar to that of 1 in Figure 7a,b. The slope of the I—
V curves (Pigure 7¢) increases with an increase in temperature
exhibiting the highest slope at 200 °C, indicating the lowest
resistance of the sample at this temperature. A signature of
non-linearity, which is evident in the data set in Figure 7c, is
presumably arising from the difference in Schottky barrier
heights of the Cu species and the Au contacts. We have
calculated the resistance values for each temperature from the
corresponding I—V spectrum and plotted the values as a
function of temperature. A linear fit to the resistance vs
temperature plot (Figure 7d) shows a negative slope revealing
a semiconducting nature of the channel.

Two electrode I-V measurements performed at various
probe positions across the film disclose varying electrical
nature (Figure 7ab), which must be due to the domains of
different Cu-induced phases in the film. As a result, the -V
spectra obtained along particular lines may not be sufficient to
comment about the overall electrical behavior, especially for a
complex film network like the one discussed here. Therefore,
we further carried out RT Hall measurements on the sample
following vdP geometry. Table 3 summarizes the results
obtained from Hall studies. Hall measurements reveal an n-
type carrier density (n,) of 493 X 10 cm™ of the Cu-
deposited film. The overall sheet resistance (R,) of the film is
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3.7 X 10° Q, and the carrier mobility (i) is 34.24 cm* V™' s7%,
The thickness of the grown film, as we have seen from AFM
and SEM investigations, is not uniform with evidence of
sparsely distributed islands, voids, and partially filled voids on
the sample surface. This makes the resistivity measurement and
quantitative estimation further difficult. However, the
resistances calculated from the I-V curves corresponding to
different channels lie within 10° to 107 Q, which is typically the
resistance range exhibited by the semiconducting materials. A
temperature-dependent resistance measurement (Figure 7c)
across a particular channel (current path 3) also shows a
decrease in resistance with an increase in temperature
corroborating further about the channel being semiconducting.
Hall studies again provide the average sheet resistance of the
film, which is of the order of 10° Q and n-type.

The additional phase of Cu—O-Si and the Cu oxides
(Cu,O + CuO) constitute together a substantial amount
(~78%) of the film, whereas the silicide phase is present in a
small amount. Experiments performed based on electrical
current measurements on metal silicides exhibit either metallic
or semiconducting behavior.'"***” Cu silicides usually come
under metallic silicides.'"" Cu oxides (both in +1 and +2
states), on the other hand, are p-type semiconductors with an
energy band gap of 2.1 eV for Cu,O and 1.21-1.51 eV for
CuO.”® However, very little is known about the electrical
characteristics of the Cu-O—Si phase. The RT resistivity of
CuO is in the range of 0.01—1 Q cm, Cu,O is in the range of
10* to 10® Q cm, and Cu,Si is in the range of 55—60 u€ cm,
whereas intrinsic Si has a resistivity of the order of 10° Q cm.
We attribute the semiconducting behavior of the film due to
the coexistence of Cu—O—Si and Cu oxides. All Cu oxides
(CuO and Cu,0) are p-type semiconducting. The Cu—O—Si
mixed phase has unknown electrical properties. The film
contains ~41% of the mixed phase. The overall electrical
properties of the film should be dominated by the main phases
formed. Since we see an n-type semiconducting behavior with
an average film resistance of the order of 10° Q, it means that
the mixed-phase cannot be metallic but mostly semiconducting
only. This also indicates that the amount of Cu-silicides is less
and mostly scattered throughout the film. Thus, the current
could not find any metallic paths.

4. CONCLUSIONS

The growth of Cu at 600 °C on a 270 nm-thick SiO, layer on a
Si(111) substrate has been investigated. Upon deposition, Cu
grows as sparsely distributed triangular islands, while the
morphology of the Cu-grown film is continuous (in the AFM
and SEM images) with the presence of different domains of
different elemental compositions. The growth of triangular
islands occurs via a void-filling mechanism through diffusion
and segregation where a three-fold crystal symmetry of the Cu
as well as that of the substrate gets reflected on the
morphology of the islands. AFM studies also clearly indicate
empty and half-filled triangular voids on the surface, a case of
direct manifestation of faster growth of voids than islands.
These results provide valuable insight of Cu growth at an
elevated temperature on the Si substrate that is covered with a
considerably thick (270 nm) thermally grown SiO, dielectric.
XPS measurements reveal the emergence of an intermediate
Cu—O-Si phase in the grown film with atomic concentrations
of ~1, ~86, and ~13% for Cu, O, and Si, respectively. This
intermediate state, as high as ~41%, dominates the film
composition followed by Cu oxides (~37%) and Si oxides

(~22%). The formation of all these phases can be associated
with the temperature of annealing, thickness of the SiO,
barrier, amount of the deposited Cu, diffusion and reactivity
of Cu in the SiO,/Si system, and migration of Si toward the
surface. Two probe electrical measurements carried out on the
Cu-grown film exhibit different current channels across the film
with resistance varying from 10° to 107 Q indicating evidence
of different phase domains that exist in the film. Hall
measurements performed using vdP geometry confirm an n-
type semiconducting nature of the grown film with an overall
sheet resistance of the order of 10° Q.
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