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Abstract: the article provides a deep understanding of the processes and studies of cryovacuum
condensates of glass-forming molecules obtained from the gas phase at low and very low tempera-
tures. This is due to the fact that the resulting cryovacuum condensate films have unique properties
that, even at a sufficiently high freezing rate, cannot be achieved by freezing from the liquid phase.
In particular, it should be noted that a number of properties depend on the cryopreservation tem-
perature, in particular, on the distance from the transition temperature to the glass. The objects
of these ideal studies can be simple organic molecules such as methane, methanol, ethanol, freon
134A and 134, as well as carbon tetrachloride. At T=70 K, the transition from the amorphous
glassy state to the liquid-solid cooled phase occurs, after which its crystallization in the temperature
range of 75-78 K passes into the plastic crystalline state - a cubic volume-centered structure with
a directionally unregulated rotating subsystem. At T = 78-80 K, the transformation of the plastic
crystal into a monoclinic crystal begins, which ends at T = 83 K.
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Introduction. In the last 10-15 years, the study of thin films of cryocondensates of simple organic
molecules, such as methane [1,2], ethanol [3], freons with different compositions [4], and others,
has been of interest. Understanding the important experimental and environmental significance of
studying the properties of such substances, the international community has begun to study a wide
range of properties of these substances in the last decade. At the same time, in this project, we
plan to pay attention to the fundamental issues of cryofilm formation and the formation of their
properties. In particular, we are talking about the causes that result in the formation of various
glassy States of cryocondensates of organic molecules of various degrees of stability. It is known that
glassy substances whose relaxation processes proceed according to the Arrhenius law are referred to
as "hard" glass-forming substances ("strong" glass formers).

T = 19exp(Ey/kT) (1)

here, 7 and 1y are the real and ideal relaxation times, F, is the activation energy, and T is the
temperature, respectively. And processes whose characteristic relaxation time significantly exceeds
the "standard" values obeying the Arrhenius law are referred to as "weak" ("fragile" glass formers).
In this case, the relaxation time is described by the well-known Vogel-Fulcher-Tammann equation.

T = 1oexp[DTo/k(T — Tp)] (2)

here Tj is the temperature corresponding to the relaxation of an ideal gas, or the Kozman

temperature. The parameter D is associated with the coefficient of weakness (stability) m by the
following relation:

m = (DTp/1n10T,)(1 — To/T,) 2 (3)

here T}, is the transition temperature to the glass.
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A simple value (m=16 or D= 100) for classic "strong" glasses, for example, for Si02, GeO2.For
organic glass the value of m is in the range of 40 to 60. It also raises questions about the properties of
low-temperature glasses in important unregulated States in physics, and the reasons that determine
their belonging to a particular group of "strong" or "fragile". Physical and chemical parameters
that mainly determine the properties of cryovacuum condensates, including glassy and amorphous
States, can be divided into external and internal conditions of cryoposition. External factors include
the cryopreservation temperature and the velocity of the gas-solid boundary, i.e., the pressure of the
gas phase. It is known that the temperature of the substrate determines the degree of movement
of molecules and limits the search time for the minimum energy location on the sample surface
[5]. In this case, the pressure determines the time after which the molecules on the surface of the
adsorption layer are absorbed by the front of a monolithic sample growing in its current state [6].
However, it should be taken into account that a very high saturation pressure can lead to heating
of the condensation surface due to the release of condensation heat and the final value of the layer
heat transfer. As for the molecular-kinetic reasons that contribute to the formation of stable glasses,
first of all, it is necessary to note the degree of internal molecular freedom of organic molecules,
the activity of which increases the barrier to transition to a low-energy state with high stability
during cryopreservation. In addition, according to the Ramos model [7], an important condition
affecting the formation of stable organic glasses is the molecular structure of glassformers. From
our point of view, the above conditions serve as the basis for conducting a comprehensive study of
the processes of thermointegrated rotation of glass-forming organic media at the low temperatures
planned in the project. Alcohols and freons with different molecular structures were selected as the
studied substances [8, 9]. For example, if Freon 134 (CHF2-CHF2) is a symmetric version of the
molecule, then its freon isomer 134A (CF3-CH2F) reflects the molecular structure of the molecule.
After analyzing the data obtained for these molecules, we can draw certain conclusions about the
processes of glazing of these substances in the structure of the molecule. At the same time, if we
study the effect of the film growth rate on the glazing and relaxation processes, we can understand
the role of moving phase boundaries in the parameters of the transition temperature to glass and
relaxation. Thus, this project is intended for experimental study of the properties of thin films
of cryovacuum condensates of glass-forming organic molecules and their formation processes, as
well as thermointegrated structural-phase transformations and relaxation processes at low sample
temperatures. The objects of research are alcohols (methanol, ethanol) and freons (CCl4, CF3-
CFH2, CHF2-CHF2). To achieve these goals, we use the method of cryovacuum condensation of
samples cooled from the gas phase to a low coating temperature. It is known that this method is one
of the most effective ways to obtain various and, importantly, well-controlled structural-phase States
of cryoplastics. In Western literature, this method is called physical gas-phase condensation (PVD)
and is widely used in the study of the properties of matter, such as density at low and ultra-low
temperatures [9], polarization [8,9], optical characteristics [9-10], as well as in the search for solutions
to many problems of astrophysical and astrochemical research [11, 12].

Experiment. An additional incentive for comprehensive research is the results of our previous
studies of the cryopreservation processes of alcohols (methanol and ethanol) and freons (Freon 10
and Freon 134A). Data of considerable interest have been obtained. In particular, the refractive
indices of ethanol were measured. The relationship between these parameters and the temperatures
of the structural-phase rotation of these substances is established. Figure 1 shows that in the region
of condensation temperatures T=70 K and T=90 K, the random measurement error immediately
increases without any external cause, which is reflected in the significant scattering of experimental
data.
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Ficure 1 — Influence of condensation temperature on the refractive index of thin films of cryovacuum ethanol condensates

A further increase in the condensation temperature from T=90 K is accompanied by an increase
in the refractive index to the value n=1.430 at T=98 K, the average value equal to n=1.352 at T=90
K.
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FIGURE 2 — Vs =842 cm-thermogram (lower curve) at the control frequency 1 and the corresponding change in the
absorption band V7 modes of the freon 134a molecule when the sample is heated from 79 K to 90 K

Figure 2 shows data for the vibrational mode V7 of the freon 134a molecule. The sample is
planted at a condensation temperature T=16 K and then heated to T=90 K. The figure shows the
heating thermogram (lower curve) at the control frequency Vobs=842 cm-1, as well as the absorption
bands at temperatures T=79 K and T=90 K. The reference point shows a jump-like increase in the
spectrometer signal based on the" red " shift of the absorption band when the film is heated from
79K to 90K. These absorption bands, according to our forecasts [13] (according to[8]), reflect the
final stage of transformation related to the transition from the state of a plastic crystal to the
state of a monoclinic crystal structure. An integrated approach is used to solve these problems
with the simultaneous use of several experimental methods: * The method of double-loop laser
interferometry is used to determine the growth rate, thickness of the cryocondensed film, and its
refractive index; * The IR spectrometric method is used to obtain IR reflection spectra of films and
determine the States of cryovacuum condensates based on the analysis of absorption amplitudes
and band locations corresponding to the characteristics of the studied molecules in the unbound
state; * The thermodesorption method is used for equivalent determination of temperature values
of structural-phase transformations. In the course of numerous studies, the sample under study is
formed during cryovacuum condensation from the gas phase to the substrate at low temperatures
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at a condensation temperature from 10 K to 100 K and a gas phase pressure from 10-8 Torr to 10-2
Torr. The sample thickness varies from 10 microns to 100 microns [14]. The method of obtaining
information is based on the analysis of the absorption amplitude of the band corresponding to the
vibrations of the molecule in different States. Measurements are carried out on the installation,
the scheme of which is shown in figure 3. the Main unit of the installation is a cylindrical vacuum
chamber with a diameter and height of 450 mm. The vacuum chamber is pumped by a turbo-V-301
(2) turbomolecular pump connected to the chamber by a CFF-100 (3) slide vacuum cover. the
sh-110 dry spiral pump is used as a pre-vacuum pump (not shown in the figure). The maximum
vacuum in the chamber is brought to a value not lower than P = 10-8. The chamber pressure
sensor is implemented with a broadband pressure sensor with AGC-100 FRG-700 (4). The Gifford-
McMahon microcryogenic system is located in the center of the chamber, on the upper flange of
which a mirror substrate (6) is mounted, which serves as a condensation surface for a mixture of
nitrogen and ethanol. The lining is made of copper, and the work surface is covered with silver. The
seal diameter d = 60 mm. The minimum condensation temperature is T=10 K. the temperature is
measured by a silicon sensor DT 670-1. 4 using the temperature controller M335 / 20C. The thickness
and condensation rate are measured using a two-day laser interferometer based on Photoelectron
multipliers P25a-SS-0-100 (7). IR absorption spectra were measured in the frequency range 400 cm-1
-4200 cm — 1. The procedure experimenting is as follows. The vacuum chamber is pumped to a
pressure P = 10~® Torr, after which the gasket is cooled from T=10-12 K to T=150 K. Then, using
the drain system (10), the test gas is sent to the chamber and its working pressure (condensation
pressure) is set in the range of values determined by the current experiment. The operating pressure
range is from P = 1072 Torr to P = 10~% Torr. Then the process of cryopreservation of the film,
controlled by a two-day laser interferometer, began. Based on the obtained interferograms, the film
thickness and refractive index were calculated. When the sample thickness reaches a value from 0.5
to 30 um , depending on the task, the gas supply is stopped and the pressure in the chamber is again
set to the value P = 10~% Torr [9]. Next, the vibrational spectrum of the sample is measured, after
which the IR spectrometer is set to the control frequency and the substrate is continuously heated.
During the heating process, the interferometer signal was measured at a fixed control frequency, the
change of which is a reflection of the rotations of the test sample|[15].

Ficure 3 — Diagram of the experimental setup. 1-vacuum chamber; 2-Turbo-V-301 vacuum grade; 3 - FFS-100 slide
vacuum bag; 4-FRG-700 pressure sensor; 5-Gifford-McMahon refrigerators; 6-toaster; 7-laser interferometer; 8-optical
channels of the IR spectrometer; 9-IR spectrometer; 10-ASU system
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Results and Discussion. In figure 4, curves 1 and 2 represent the absorption bands of the mode
V15 at the condensation temperature T=16 K (1) and after heating to T=90 K (2), curves 3 and 4 are
thermograms at the observation frequencies VOBs=967 cm-1 and VOBs=958 cm-1, respectively. In
this case, the thermogram 3 controls the beginning of the band splitting process, and the thermogram
4 is "responsible" for controlling the position of this absorption band. Comparing the data of the
position of the band V15 and thermograms 3 and 4, we can come to the following conclusions. An
increase in the film temperature from T=16 K to T=70 K is accompanied by a gradual shift of the
band V15 to the higher frequency range ("blue" shift). At a temperature in the vicinity of T=71 K,
this shift becomes sharp, as evidenced by an upward jump in the thermogram 4 and a slight drop in
the values of the thermogram 3. a further increase in temperature from 73 to 77 K is characterized by
a relatively stable state of the film [16]. Starting from T=78 K, a sharp shift of the absorption bands
in the red region of the spectrum (falling values of thermal 4 arrow 4 down) with the simultaneous
beginning of the splitting strip 715 (increase signal images 3, arrow 3 up). At a temperature in the
vicinity of T=83 K, the film state stabilizes (horizontal section of the thermogram 4), while the band
splitting continues up to T=87 K (horizontal section of the thermogram 3). It is also interesting
to note that the thermogram 3 undergoes a break during growth at T=81 K (insert), which can
be interpreted as a change (deceleration) in the dynamics of the splitting of the band V15. At a
temperature of about 100 K, the sample begins to evaporate[17].

This difference in the behavior of thermograms 3 and 4 of figure 3 may indicate that isothermal
relaxation processes are carried out in the temperature range 78-85 K, one of which leads to mixing
of the position of the band V15, and the other to its splitting. The presence of such processes is
indicated by the data shown in figure 4, the procedure for obtaining which is as follows. The sample
was condensed at T=16 K and then warmed to T =76 K (thermogram 1), i.e., to the temperature of
existence, as we assume, of a plastic crystal (figure 1). Then the temperature value was set to T=76
K, and at this temperature, the sample was kept for 20 minutes. As can be seen (arrow marked
as t=20 min), the signal decreased during this time, which indicates isothermal relaxations in the
sample[18,19]. The question arises: if we have only a plastic crystal in this state, then, by analogy
with ethanol [20] and on the basis of General concepts [21], as a result of the cooling, it is possible
to transfer the sample to a state with a frozen rotational subsystem - orientation glass. However,
the transition from plastic crystal to orientation glass and back should be reversible. As can be seen
from figure 4, cooling from T=76 K to T=16 K (thermogram 2) leads, as can be seen from figure 1,
to a slight "blue" shift of the band V7. Repeated heating (thermogram 3) differs from thermogram
2 and, in addition, demonstrates residual relaxation phenomena at temperatures above T=70 K.
Based on the above, we can assume that the sample in the final state of thermogram 1 and the
initial state of thermogram 2 is a mixture containing, as we assume, a liquid supercooled phase and
a plastic crystal.
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Ficure 4 — Thermograms of changes in the position of the absorption band V7 during thermal Cycling

Conclusions. The temperature range is 16-60 K at the condensation temperature T=16 K, an
amorphous state of freon 134A is formed. this indicates the Gaussian character of the shape of the

eISSN 2663-1296 Bulletin of L.N. Gumilyov ENU. PHYSICS. ASTRONOMY Series, 2021, Vol. 135, Ne2

53



Kinetic stability of glass states of cryocondensates of organic molecules at low temperatures

absorption bands of the main modes of vibrations of the molecule. An increase in temperature from
about 50 to 60 leads to a gradual change in the spectra, which, we believe, is due to the sequential
thermostimulated transformation of one amorphous state into another amorphous state, similar to
the amorphous States of water [22]. As a result, an amorphous state is formed, which is formed
during ultra-fast cooling of the liquid phase. The temperature range from 70 to 90 K is characterized
by a number of changes, which is reflected in the position of the absorption bands. Thus, at T =
70 K, there is a sharp decrease in the interferometer signal at the reference frequency V=842 cm-1,
which corresponds to the" blue " shift of the absorption band V7. in addition, at T=70 K, there
is an increase in the pressure in the chamber associated with heat absorption processes. All this
suggests that significant structural changes occur in the 134a freon film near the temperature T=70
k. The nature of these transformations is not yet clear, but based on the totality of the data obtained
and our previous experience in studying glass conductors in water and ethanol [23,24], as well as
taking into account the data [25]|, we make the following assumptions about the temperature of the
glassy conductor and the nature of subsequent transformations. The glass temperature in thin films
of cryovacuum condensates of freon 134A is TD=70 K. In addition, an important reason for this
conclusion is the thermal desorption effect T=70 K. This phenomenon always occurs during the
transition from the state of glass to the state of a very cooled liquid of various cryocapacitors, in
particular water and ethanol.
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AY. Anpusipos, Y.II. Cyiiin>kanoBa, X.l. Beiicenos
On-Papabu amvindazv, Kazax, ¥ammuok YHusepcumemsi, Aamamo, Kazakxceman

TemeHri Temneparypagarbl OPraHUKAJIBIK, MOJIEKYJIAJap KPUOKOHAEHCATTAPBIHBIH, IBIHBI KYiJepiHiy
KWHETUKAJIBIK TYPaKThLIbIFbI

AnnoTanusi. Makajiaia TOMEH »K9He ©Te TOMEH TeMIIepaTypaia ra3 (pa3acblHAH AJIBIHFAH OWHEK TY3€TiH MOJIEKYJIAJIap/IbIH,
KPHUOBaKYYM/BIK KOHJIEHCATTAPBIHBIH IMPOIECTEPl MEH 3epTTeyjiepi TypaJjbl TepeH TyciHik 6Gepinredn. Ce6ebi, KpuoBaKyyM
KOH/IEHCATBIHBIH, Taiiga O60JiFaH KaObIKIIaJaphbl epeKIle KACUeTTepre ue, oJiapAbl My3/1aTy KbLIJIAMIBIFBl YKETKUIKTI *KOFapbl
Gouica fa, cyibIK das3alaH My3JaTy apKbLIbl KOJI KEeTKi3yre Gosmaiapl. Artan afiTkanma, 6ipkarap Kacuerrep KpUOKOHCEPBAIUsl
TeMIIepaTypachlHa, leMmepaTypaHbIH OfHEKKe OTy TeMIepaTypachlHAH AaJbICTLIFBIHA OallIaHLICTLI €KEHIH aTal OTKEH 2KOH.
Ocbl upeanapl 3eprrey OOBEKTIEpl MeTaH, METaHOJ, dTaHoJ, dpeoH 134a xome 134 CHAKTHI KapamaiblM OPraHMKAJIBIK,
MOJIEKyJIaJIap, COHAal-aK TerpaxjopMeran 6omysl MyMmkin. T=70 K remmeparypana amMopdTbI IIBIHBI TOPi3Al KyHAeH CYIBIK,
KaTThl CaJIKbIHIATHIIFAH (da3ara aybICy »Ky3ere acblpbLIa/ibl, COJaH Keilin oHbl 75-78 K TeMneparypa apasblfblH/1a KPUCTAJIAHY
IUTACTUKAJIBIK, KPUCTAJIABL Kyiire OarZapJibl-peTTesIMEreH afHajaMaJIbl Kimn 2kyiieci 6ap KyOTBIK KOJIEMIIK-OPTAIbIKTAHFAH
KypbuibiMFa ereni. T = 78-80 K TeMmmeparypajia IJIaCTHKAJIBIK KPUCTAJIIBIK MOHOKJIMHJIK KPHUCTaJIFa aiiHaJIybl OacTasajibl,
o T = 83 K Temneparypaia askrTaaaibl.

Tyiiin ce3nep: dpeoH, KpUCTaIJaHy, KyPbUIBIMIBIK KaiiTa Kypy, KPHOBAaKyyM KOHIEHCATTaphl, oiiHekTey, K cnekrpJiepi.

AY. Annusipos, Y.II. Cyiiin>kanoBa, X.l. Beiicenos
Kazaxcrut Hayuonarvrol yHusepcumem um. arv-Papabu, Aamamot, Kasarcmar

Kunernueckasi cTabUJIbHOCTB CTEKJIOOOPA3HBIX COCTOSIHUM KPMOKOHEHCATOB OPraHUYeCKNX MOJIEKYJI IIPU
HU3KMUX TeMIepaTypax

Amnnoranus. B crarbe paercsa rmyOokoe NOHMMAaHHE IIPOIECCOB M HUCCIENOBAHUI KPHOBAKYYMHBIX KOHJIECHCATOB
CTEKJI000Pa3yIOIIUX MOJIEKYJI, IOJyYEeHHBIX U3 ra30BOi (pa3bl IPH HU3KUX U OYeHb HU3KHUX TEMIIEPATYpPax. DTO CBSI3aHO C TEM,
9TO 06pa3yIoIKecs IVIEHKN KPUOBAKYYMHOIO KOHIEHCATA 00/IaJal0T YHUKAJIBHBIMU CBOMCTBAME, KOTOPBIE, JaXKe IPU JOCTATOUHO
BBICOKON CKOPDOCTH 3aMep3aHHsi, HE MOIYT ObITH JOCTUIHYTHI I[yTEM 3aMOpaKMBaHUs u3 *Kujkoil dasel. CileyeT oTMETUTSD,
9TO psif, CBOHMCTB 3aBUCHUT OT TEMIEPATyPbl KPHOKOHCEPBAILMM, B YAaCTHOCTH, OT YAAJCHHOCTH TEMIEPATYPBI II€PEXOofa Ha
creks0. OGbeKTaMU STUX UI€AJIbHBIX UCCIIEJOBAHUI MOTYT ObITH IIPOCTBIE OPraHMYECKHE MOJIEKYJIbI, TaKHe KaK MeTaH, METAHOI,
sranoi1, ¢dpeon 134A u 134, a rakxke terpaxsopmeras. [Ipu T=70 K ocymecrsisiercst nepexos u3 aMOpdHOro CTEKJIOBUIHOTO
COCTOSIHHSI B KHJIKOCTHO-TBEP/YIO OXJIAXKJEHHYIO ¢daly, IIOCJIe Yero ero KPHCTaJIu3alus B HHTepBaje TeMmieparyp 75-78 K
[IEPEXOAUT B ILIACTUYIECKOE KPUCTAJIMYIECKOE COCTOsIHME, KYyOUTIECKYI0 O0bEMHO-IEHTPUPOBAHHYIO CTPYKTYPY C HAIIPABJICHHO-
HeperynupyeMmoil Bparmatomeiica nomcucremoit. Ilpum T = 78-80 K maumHaercs mpeBpalleHHe IIACTUKOBOI'O KPHCTAJIa B
MOHOKJIMHHBIH KPUCTAJLJI, KOTOPBIi 3akamunBaercs npu T = 83 K.

KuaroueBble cioBa: (ppeoH, KPUCTAIIN3ANU, CTPYKTYPHAsI IEPECTPOHNKA, KPHOBAKYyMHBIE KOHAECHCATHI, ocTekiaenue, MK

CIIEKTPBI.
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