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Abstract: The dielectric and electrical properties of the TIInS, crystal implanted with protons (protons
with the energy of 150 keV) were investigated both in the tetragonal ¢ axis and in the direction
perpendicular to this axis. It is shown that the numerical values of the permittivity and electrical
conductivity increase sharply in the direction of the ¢ axis and decrease in the direction perpendicular to
this axis. The decrease in the anisotropy in the TIInS; crystal under the influence of protons is associated
with the amorphization of the crystal.
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1. Introduction

At present, TIINS2 is one of the few semiconductor compounds in which a sequence of
incommensurate and ferroelectric phase transitions (PT) is observed [1-4]. According to neutron
diffraction and X-ray studies [2,5], the incommensurate phase existing in the temperature range
Tc =201K < T < Ti=216 K is characterized by a wave vector ki = (3, 8, 0.25), where 6 = 0.012
is a disproportion parameter. In this case, in the temperature range of existence of the
incommensurate phase, the dynamics of the process is very complex and very sensitive to the
defectiveness of the structure.

It was shown in [6-8] that In in the TlInS2 compound has a normal valence with the
configuration of outer electrons 4dl0 and an oxidation state of (+3). Valence electrons in sulfides
are characterized by the S?P* configuration and the oxidation state - (-2), thallium has a 652 shell.
Eight electrons of SP hybridization correspond to 3 electrons of the 5525P! shell of indium, 6
electrons of the S?P* shell of each of the two sulfur atoms, and 1 electron of thallium. This
hybridization provides a polarized covalent bond between indium and sulfur and a tetrahedral
orientation of the latter relative to indium. The ionic bond between TI+ and [TIS2]1+ is via
sulfur.

In [9], the impedance spectra of TIInS, crystals in an alternating measuring field at
temperatures of 100+-500K were studied. On the frequency dependence of the imaginary part of
the Z” impedance, a well-defined peak is observed at a temperature range of 215K-500K. With
increasing temperature, it shifts to the high-frequency region. Under the influence of a constant
electric field, the ionic conductivity contribution is estimated from the kinetic change in
electrical conductivity (o). In the frequency range of 10-106Hz, diagrams were measured in the
complex plane (Z" - Z") and carried out using the method of equivalent circuits.

It is known that the TIInS> crystal has a layered structure and is anisotropic. The physical
properties of this crystal above room temperature have not been studied in detail. Also, the
influence of protons on the anisotropic properties of the TIInS; crystal has not been studied.
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This work aims to study the influence of protons on the dielectric and electrical properties
of TlInS; crystals at a temperature range of 300-600K and a frequency range of 25-10°Hz both
parallel and perpendicular to the tetragonal axis “c” of the crystal.

2. Experimental technique

TIInS; single crystals were grown by the modified Bridgman - Stockbarger method. For
measurements, we used samples in size of 5x2x2 mm. The measurements were carried out in
parallel and perpendicular to the tetragonal axis “c” of the crystal. The silver paste was used as
contacts. The complex permittivity and electrical conductivity were measured using an E7-12
AC bridge in the frequency range of 25-10° Hz using a copper — constantan thermocouple at a
step of 0.1 K/min.

3. Experimental results and their discussion

The most important task of semiconductor materials science is the creation of new
materials with predetermined properties to meet the needs of instrumentation. In solving this
problem in the field of materials with a layered structure, more attention is being paid to the
technological method of implantation, i.e. introducing foreign ions and atoms into the space of
layered crystals.

As is known, TIInS; ternary semiconductor crystals belong to the class of ferroelectric
materials and are of particular interest in terms of studying their physical properties. They have a
layered structure and are easily split along the soldering planes, forming plates with mirror
surfaces, which are oriented in planes perpendicular to the ¢ axis. The main structural unit of the
compound is a two-dimensional periodic layer consisting of groups of InsSio tetrahedra. They
represent a union of four elementary InsSio tetrahedra arranged according to the diamond law
around the central empty Se octahedron. Such layers in the crystal are transferred parallel to the
crystallographic plane (001) or perpendicular to the “c” axis. Each next tetrahedral layer is
rotated concerning to the previous layer by 90°. Only with this method of alternating layers, it is
possible to form trigonal-prismatic voids, which are convenient for filling with TI* ions.
Therefore, layers of the same parity will be identical and spontaneous polarization is observed
only in the direction of the layers.

In this work, we considered the change in the anisotropy of the TIInS; crystal as a result
of the influence of protons.

The temperature dependence of the permittivity £(T) in the TIInS2 compound is shown in
Fig. 1. (b) - measurements were performed along the tetragonal axis of the crystal g||(T) and (@) -
perpendicular to it & L (T).
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Fig. 1. Temperature dependence of permittivity ¢(T) for TlInS, crystals (a - measurements were
performed perpendicular to the tetragonal axis “c”’; b - measurements were performed along the
tetragonal axis “c”.
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As can be seen from Figure 1 (a, b), the maximum value of the permittivity in the
direction of the tetragonal axis “c” is about 60 at the temperature of 570K, and in the direction
perpendicular to this axis, it is 150000 at this temperature.

Figure 2 (a, b) shows the temperature dependence of permittivity &(T) after implantation
of a TlInS2 crystal with hydrogen ions H+ both along and perpendicular to the direction of the
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¢” axis (the proton energy is 150 keV). As can be seen from Fig. 2, after implantation of the
TIInS2 crystal, the permittivity &(T) increases along the direction of the “c” axis, decreases
perpendicular to the direction of the “c” axis, and the anisotropy greatly decreases. That is, the
maximum value of the permittivity in the direction of the tetragonal axis “c” reaches about
100000 at a temperature of 570 K, and in the direction perpendicular to this axis, it is 25000 at
this temperature. As can be seen from a comparison of Fig. 1 and Fig. 2, after the implantation of
the TIINS2 crystal, the numerical value of the permittivity in the direction of the ¢ axis increased

1600 times, and in the direction perpendicular to the ¢ axis, decreased 6 times.
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Fig. 2. Temperature dependence of permittivity &(T) for TiInS. crystals (a - perpendicular to the
tetragonal axis “c” of the crystal; b - along the tetragonal axis of the crystal)

We have studied the polarized Raman spectra of a TIInS; crystal at 300 K [10]. The
experiment showed that the Raman spectra before and after implantation do not match. It was
shown that, after implantation of the TIInS; crystal with H* ions, an increase in the spectra of In
and Tl ions and a decrease in the Tl content in the surface layer of the crystal were observed.
This is due to the amorphization of the crystal structure after implantation.

In fig. 3 (a, b) shows the temperature dependence of the electrical conductivity o(T) in
the direction of the tetrogonal axis c. As can be seen from Figure 3 (a, b), the electrical
conductivity increases by 10* times after the influence of protons with an energy of 150 kV.
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Fig. 3. Temperature dependence of electrical conductivity o(T) for TlInS. crystals (measurements were
performed along the tetragonal axis “c”. a - without irradiation; b - exposed to proton influence - 150

keV)

16



4. Conclusion

Thus, the dielectric and electrical properties of a TIInS; crystal implanted with H* ions
(H"ions with an energy of 150 keV) were investigated both in the direction of the c axis and in
the direction perpendicular to the c axis. An increase in the numerical values of the permittivity
and electrical conductivity in the direction of the C axis and a decrease in the direction
perpendicular to the c axis was observed. It is shown that the decrease in anisotropy as a result of
implantation is associated with the amorphization of the crystal.
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BJIUAHUE ITPOTOHOB HA AHU3OTPOIINIO KPUCTAJIJIA TlInS:

0.A. Camenos, O.3. Aneknepos, X.b.Opyaxosa,
H.M. MextueB, C.®. Camanos, P.H.MexTuena

Peztome: [lupnexTpudeckue M dIEKTpUUECKHE cBoiictBa kpuctawia TlnS;, ummianTupoBaHHOrO
MpOTOHAMU (MIPOTOHBI ¢ 3Hepruer 150 k3B), ObuTM HccnenoBaHbl KaK B TeTparoHaidbHOU ocu C, Tak u B
HaIpaBJIeHUH, NEPIEHIUKYIIpHOM 3TOM ocu. [lokazaHO, 4TO YMCIIECHHBIE 3HAYEHHS AWUIEKTPHUYECKON
MIPOHUIIAEMOCTH M BJIEKTPOIIPOBOJHOCTH PE3KO BO3pPACTAIOT B HampaBieHWH ocu C M yMEHBIIAIOTCS B
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HaIpaBJICHUH, TEPICHAUKYISIPHOM 3TOH OCH. YMEHbIIeHUWEe aHu3oTporuu B kpuctawie TlInS, mox
JICHCTBUEM TPOTOHOB CBS3aHO ¢ aMOp Qu3aluel Kpucrasia.

Knwuesvie cnoea: vMpnaHTalMs, TUAJIEKTPUYECKash MPOHHUIAEMOCTh, AHM3OTPOIUS, amMophu3aIws,
3JIEKTPOIPOBOIHOCTh

TIINS; KRISTALININ ANiZOTROPIYASINA PROTONLARIN TOSIRI

0.9. Samadov, O.Z. 9lakbarov, H.B. Orucova,
N.M. Mehdiyev, S.F. Samadov, R.N. Mehdiyeva

Xiilasa: Protonlarla (enerjisi 150 keV olan protonlar) implantasiya olunmusTI1InS; kristalinin dielektrik vo
elektrik xilisusiyyatlori ham tetragonal C oxu istigamatinds, ham do bu oxa perpendikulyar istigamatdo
aragdirilmigdir. Dielektrik niifuzlugu ve elektrik kegiriciliyinin adadi giymatlorinin C oxu istigametindo
kaskin sokilds artdigi vo bu oxa perpendikulyar olan istigamotds azaldigi gostarilir. Protonlarin tosiri
altinda T1InS; kristalindaki anizotropiyanin azalmasi kristalin amorflagmasi ilo slagolondirilir.

Acar séozlar: implantasiya, dielektrik niifuzlugu, anizotropiya, amorflagma, elektrik kegiriciliyi
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