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The peculiarities of obtaining thin ceramic coatings (TiO2 + Al2Os, Al2Os, ZrO2) on the surfaces of
dielectrics (on the example of Krl silicon) during their formation by thermal evaporation in vacuum have
been established. The mechanism of increase of microhardness of such coatings by their surface modification
by a ribbon-shaped electron steam is investigated. It is shown that the combined thermal vacuum deposition
of thin ceramic coatings from powder materials on the surface of Krl silicon, followed by their modification
by low energy electron flow in one technological cycle, allows to significantly reduce the micro relief and to
stabilize the homogeneity of the coating surfaces, as well as to increase the chemical and biological
resistance of these coatings to the influence of the environment. The conditions of qualitative determination
of microhardness of the studied material with the use of atomic force microscopy are determined.
Microhardness studies, both of modified coatings and of dielectric surfaces on which they were applied, were
carried out. The fact of nonlinear increase of microhardness (by 13-17 %) of thin coatings deposited on the
surface of dielectric material by the combined electron beam method as the thickness of these coatings is
established. The possibility of determining the microhardness of multilayer multifunctional ceramic coatings
obtained by combined electron beam technology under different conditions and different modes of
technological experiment is shown.
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1. INTRODUCTION

In modern industry, such promising directions as
functional electronics, microelectronics, micro electro-
mechanotronics and others are gaining more and more
development [1]. Particular attention in the process of
improving the elemental base of functional electronics
is given to the technologies for creating fine functional
coatings and structures based on them, which makes it
possible to create multifunctional products on a single
dielectric basis, for example, by applying thin ceramic
coatings to silicon [2].

However, long-term operation of products based on
these coatings is impossible without increasing their
microhardness. Researches carried out earlier [3] show
that an increase in microhardness is possible due to an
increase in the uniformity of coatings in thickness. In
this case, the measurement of the microhardness of thin
(up to 100 nm) ceramic coatings on dielectric materials
remains a complex task, and known methods allow only
qualitative studies [4]. The authors of works [5-8] have
shown the possibility of obtaining thin oxide (ceramic)
coatings on dielectric materials in microelectronics and
optics by various methods. However, in these works
there is no information about the microhardness of
ceramic coatings deposited on the surfaces, as well as
their impact on the accuracy and reliability of the
products based on them.

Earlier, studies were carried out [9], which showed
the possibility of obtaining thin (up to 100 nm), including
ceramic, coatings with a structure ordered in thickness
formed on the dielectric surface by a combined thermal
vacuum deposition technology with further electronic
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surface modification. Further optimization of the regimes
of this technology made it possible to significantly
improve the formation process and improve the degree
of ordering of such structures [10]. However, the use of a
combined technology for the formation of thin coatings
on dielectrics is not possible without studying the
mechanical properties of such coatings, namely, their
microhardness. Therefore, studying the microhardness
of thin ceramic coatings on dielectric materials is a
topical issue.

The aim of the work is to justify the increase of
microhardness of single and multi-layer thin ceramic
coatings on dielectric materials after their combined
electron-beam technology.

Studies conducted in [11] have shown the possibility
of forming thin (up to 100 nm) functional coatings on
the dielectric surface (piezoelectric ceramics PZT-5)
using a combined technology of thermal deposition in
vacuum. This paper is devoted to the study of the
mechanism for increasing the microhardness of such
coatings after their surface modification by a ribbon-
shaped electron beam.

2. THE PROCEDURE OF THE EXPERIMENT

A combined thermovacuum application of thin
ceramic coatings TiO2 + Al203, Al203, ZrO:z (the
thickness of each layer was 40-100 nm) to the silicon
surface was carried out by the team of the educational
and scientific center "Micronanotechnologies and
Equipment" (ESC MNTE) created on the basis of the
Department of Physics of the Cherkasy State
Technological University.
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The starting material for obtaining thin coatings on
the samples was a powder of TiOz (rutile modification,
dispersity 1.8-2.3 um), Al2O3 (corundum modification,
dispersity 1.9-2.8 um) and ZrO:z (dispersity 0.6-0.8 um)
calibrated according to particle size. Powder manufacturer
— «Powder nanotechnology» (Cherkasy).

Previously, the powder was weighed on electronic
scales VLA-200 g-m. Each of the powders with the
selected material was loaded into two baths, which were
placed in a special tungsten evaporator, the temperature
of which was maintained at the level of 2300-2800 K.
The coatings were applied to plane-parallel plates of
circular shape (diameter 20 mm and thickness 0.2; 0.4;
0.6 mm) made of silicon. The silicon plate, preheated to a
temperature of 840 K, was placed in a vacuum chamber
above the evaporator unit by means of a rotary
movement mechanism, where oxide coatings were
carried out for 5-8 s under the following conditions:
heating current of the evaporator I=185-305A;
evaporator  voltage U=20-26V; distance from
evaporator to substrate surface 4 = 120 mm; application
time of coating 3-8 s.

Further modification of the obtained coatings by a
low-energy electron stream was carried out under the
following regimes [12]:

—TiO2 coating (coating thickness 40-60 nm): specific
power of the electron stream 6.9-1023 W/m2;, beam
current 50 mA; exposure time 1.6-10-6 g;

— Al203 coating (coating thickness 70-100 nm): specific
power of the electron stream 11.3-10% W/m2;, beam
current 75 mA; exposure time 7-10-¢ s;

—ZrOz coating (coating thickness 50-80 nm): specific
power of the electron stream 3.5-103 W/m2;, beam
current 36 mA; exposure time 1.2-10-6 s,

J. NANO- ELECTRON. PHYS. 11, 06024 (2019)

values of microroughness of coating surfaces (for
example, for TiOs, the average height of micro-
irregularities is 25.8 nm, for AleOs — 30.1 nm, for ZrOs
— 23.7 nm), to stabilize the uniformity of these coatings
in thickness and to ensure a sufficiently high resistance
of these coatings to the influence of the external
environment.

The thickness of the coatings was measured by two
methods. In the deposition process, the quartz resonator
method was used. This makes it possible to select the
desired speed of deposition (~5-12 nm/s). Further, the
obtained coating was measured by Linnik optical inter-
ferometry on the MII-4 device.

Microhardness studies were performed by micro-
identification using the Vickers method on a DuroScan-
10/20 device (Centre of collective usage «Melitek-
Ukraine», Kiev) and also on atomic force microscope NT-
206 («Laboratory of nanometric research» ESC MNTE,
Cherkasy). Measurements of surface microrelief and
microhardness of thin ceramic coatings on dielectric
samples by atomic force microscopy (AFM) were
performed in a static mode on the surface areas with a
maximum size of 13 x 13 pm, according to the developed
methods and recommendations [13].

3. DISCUSSION OF EXPERIMENTAL RESULTS

As a result of the studies carried out using AFM
methods, the following values of microroughness of thin
TiO2, Al2Os, ZrO2 coatings on the silicon (Si) surface
were established after their modification by a low-
energy electron stream (Fig. 1-Fig. 3).

Fig. 1 shows an AFM image of the penetration zone
of a probe-nanoindenter on the surface of the TiO:
coating applied on Si (1a), and also the approach curve
— retreat of the probe to the surface (1b).

This allowed to significantly reduce the average
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Fig. 1 — Appearance of the surface of the TiO2 coating applied on Si (platform 13 x 13 pm) with the nanoindenter imprint obtained
by the AFM method (a), the approach (1) and retraction (2) curves of the probe to the surface under study (b)

The load on the probe was 0.5-10-¢ N, the probe
penetrated into the sample to a depth of about 5.5 nm,
and the contact area was 451016 m2,

Calculations of microhardness using data obtained
with the help of AFM are carried out according to the
following algorithm.

1. The atomic force microscope is switched on and the
detection module is set up.

2. A sample is scanned to select the location of the nano-
indentation. After that, the point of penetration of

the probe into the surface is chosen, which must be
homogeneous, without insertions and sharp changes
in the relief.

3. We assign an increasing load of not more than 47 mN
(the critical load at which the probe collapses) and a
gradual load time of 5-7 s. The choice of such a large
value of the penetration time is due to a qualitative
transition from elastic to plastic deformation.

4. The depth of penetration of the probe into the sample
is determined from the approach and retraction curves
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of the probe to the surface under investigation (see
Fig. 1b, Fig. 3b).

5. By the retraction curve of the indenter of Si conical
probe it is possible to determine the projection area of
the print under the maximum load by the following
formulas:

— when the probe is inserted into the surface at a depth

h<10nm: A =7z-r-h_;

— when the probe is inserted into the surface at a depth

h>10 nm:

7r-(r1 +r)~(hc—r)

cos @

A =

2
. +zere,

where r is the radius of the probe tip; Ac is the depth of
print at maximum load; r1 is the radius of the probe
base; r1=hetgp;, @ is the angle of inclination of the
vertex of the conical probe (for probes CSC38: ¢ = 25°).
Making the substitution of r1 in the previous formula,
we get:

_z-(h tgp+r)-(h.-7)

A = +7-1r?
cos @

or, after simplification (cos ¢ = 0.906; tg @ = 0.466),

A ~11-7-(0,466-h, +r)-(h,—r)+7-1".

Y, nm Z, nm 180
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Calculation of the microhardness of the coating
under investigation is carried out by the formula:

H = Fmax/Ac,

where Fnax is the maximum load on the probe at inden-
tation; Ac is the projection area of the contact between
the probe and the surface of the test material; & is the
coefficient taking into account the form of the indenter.

To qualitatively determine the microhardness of the
test material, one should adhere to the following
conditions: smooth insertion of the probe into the sample
with a duration of 2-8 s; smooth removal of the main
force 1-5s after applying maximum force; the distance
between the centers of two adjacent indentation prints
must be at least 4 diameters of the indenter; the distance
from the center to the edge of the sample must be at
least 2.5 diameters of the indenter; after the indenter
replacement, the first three measurements are carried
out without taking into account their results. After
calculating the above algorithm, we have found that the
microhardness of the test sample is 4.2 GPa.

Fig. 2 shows an AFM image of the penetration zone
of a probe-nanoindenter on the surface of an Al203
coating deposited on Si (Fig. 2a), and also the approach-
retraction curve of the probe to the surface (Fig. 2b).
The load on the probe was 1.3:10-*N, the probe
penetrated into the sample to a depth of 10 nm, and the
contact area was 821016 m2,
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Fig. 2 — Appearance of the surface of the Al20s coating deposited on Si (13 x 13 pm area) with the nanoindenter imprint obtained
by the AFM method (a), the approach (1) and retraction (2) curves of the probe to the surface researching (b)
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Fig. 3 — Appearance of the surface of the ZrO2 coating deposited on Si (13 x 13 um area) with the nanoindenter imprint obtained
by the AFM method (a), the approach (1) and retraction (2) curves of the probe to the surface researching (b)
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Fig. 4 — Dependence of microhardness of coatings TiOz + Al2Os
(1), AlzOs (2), ZrOz (3) on Si after electron-beam modification
from their thickness

According to calculations, the microhardness of the
test sample is 21.9 GPa. Fig. 2 shows an AFM image of
the penetration zone of a probe-nanoindenter on the
surface of a ZrOz coating deposited on Si (Fig. 2a), and
also the approach-retraction curve of the probe to the
surface (Fig. 2b).

The load on the probe was 1.1-10-4 N, the probe pene-
trated into the sample to a depth of 7 nm, and the contact
area was 581016 m2, Wherein, the micro-hardness of the
test sample, according to calculations, was 17 GPa.

Thus, the studies of the microhardness of thin ceramic
coatings on Si modified by an electron stream showed a
significant increase in comparison with coatings obtained
under the same regimes, but without electron-beam
modification (from the value of 16.4 GPa to 19.2 GPa
for TiO2 + Al20s3 coating; from the value of 18.9 GPa to
21.9 GPa for Al20s3 coating; from the value of 15 GPa to
17 GPa for ZrOz coating).

In the authors' opinion [14], this increase in micro-
hardness is associated with the compaction of the
coating material under thermal and mechanical action of
the electron beam on it, a decrease in the porosity of this
material, and diffusion of the lower layers of the coating
into the Si surface.

This hypothesis is also confirmed by a decrease in the
microhardness of the applied coating with an increase in
its thickness. In studies carried out by us, there is a clear
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JocaigmeHHa MiKpOTBEpPAOCTi TOHKUX KepaMiuHUX MOKPUTTIB,
chopMoBaHHNX KOMOIHOBAHUM €JIEKTPOHHO-MIPOMEHEBHUM METOA0M Ha
OieJIeKTPUIHUX MaTepianax

B.C. Aaronmwoxk!, 10.10. Boanapeuxo?, C.O. Bunokins2, B.O. Aungpuenxo?, M.O. Boumapenko?

1 Hauionanvruili mexuiuHuil ynisepcumem Yrpainu «Kuiscokuii nonimexniunuil tncmumym
imeni Izopa Cixopcorozon, npocn. Ilopemoau, 37, 03056 Kuis, Yikpaina
2 YepracvKuil 0eparcasHUll mexHooeiunull yrisepcumem, 6ynveap Ilesuenka, 460, 18030 Yepracu, Yrpaina

BeranositeHi 0c00IMBOCTI OTPUMAHHS HA MOBEPXHAX JleJIeKTPUKIB (Ha mpurIamg kpemuio Kpl) ToHrkux
repamiuanx MOKpUTTIB (TiO:2 + AleOs, AloOs, ZrO2) npm ix dopMyBaHHI TEPMIYHUM BUIIAPOBYBAHHSIM Y
Baryymi. JlocmipreHo MexaHi3M INIBUIIEHHS MIKPOTBEPIOCTI TAKUX MOKPUTTIB IJIAXOM iX MOBEPXHEBOTO
MoauiKyBaHHSA €JIEKTPOHHUM ITOTOKOM CTpiukoBoi dopmu. I[Toxasamo, 1m0 xoMOiHOBaHE TEePMOBAKYYMEHE
HAHECEHHsI TOHKMX KEPAMIUHWX I[OKPUTTIB 13 IIOPOIIKOBMX MaTepiayiB Ha MOBepxHIO KpemHiio Kpl 3
HACTYITHUM iX MOJU(MIKYBAHHSIM €JE€KTPOHHUM ITOTOKOM HU3BKOI €Heprii B OJHOMY TEXHOJIOTIYHOMY ITHKJIL,
JI03BOJISIE CYTTEBO 3MEHIITUTHA MIKpOpesbed Ta CcTabliaidyBaTH OJHOPIIHICTH ITOBEPXOHBb MOKPHUTTIB, a TAKOMK
MABUIIUTH XIMIYHY 1 G10JI0T1YHY CTIHKICTH IIMX IIOKPHUTTIB 0 BILIMBY OTOYYIOYOIO cepefoBuUIla. BusHaueHo
YMOBH SIKICHOTO 3HAXO/KeHHSI MIKPOTBEPOCTI JOCIIKYBAHOTO MaTepiasy 13 3aIy4eHHsIM MEeTOIy aTOMHO-
cryioBol  Mikpockormii. IIpoBemeni mOCTImeHHS MIKPOTBEPIOCTI AK MOOMQPIKOBAHMX IIOKPUTTIB, Tak 1
IOBEPXOHD TIeJIeKTPUKIB, HA SIKI IPOBOJUJIOCA IX HAHECEeHHsA. BeTaHOBIEHO (haKT HEIIHIAHOIO 30LIbIIeHHS
MikporBepmocti (Ha 13-17 %) TOHKMX HDOKPHUTTIB, HAHECEHUX HA IIOBEPXHIO TIEJIEKTPUYHOTO MAaTepiasy
KOMOIHOBAHUM €JIEKTPOHHO-IIPOMEHEBUM METOZOM I10 Mipi 3MEHIIIeHHS TOBIIUHY UX HOKpUTTiB. [lokazana
MOYKJIMBICTh BUSHAUEHHS MIKPOTBEPIOCTI 06AraToIapoBUX MYJIBTH(QYHKITIOHATLHUX KePAMIYHUX ITOKPUTTIB,
OTPUMAHNX KOMOIHOBAHOK €JIEKTPOHHO-IIPOMEHEBOI0 TEeXHOJIOTIEI, 3a PISHUX YMOB Ta PI3HUX PEKHUMIB
IPOBEJIEHHS TEXHOJIOTIYHOIO eKCIIEPUMEHTY.

Kimouosi ciosa: Kepamiuui nmoxpurrs, Jienexrpur, Kpemuiit, Mikporsepmicts, EimexrporHo-ipoMeHeBe
MoaudiKyBaHHs, ATOMHO-CHIOBA MIKPOCKOIIis.
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