Article Received: 18.12.2023
Accepted: 27.03.2024

UDC 541.6:541.1223 https://doi.org/10.31489/2024PH2/36-42

Azizov Samir

Ministry of Science and Education of the Republic of Azerbaijan, Institute of Physics, H. Javid avel31, AZ-1143 Baku, Azerbaijan
*(Corresponding author’s e-mail: samir_azizov@mail.ru)

Investigation of the temperature dependence of the dielectric relaxation of
chlorobenzene, bromobenzene and iodobenzene

This paper deals with the investigation results of temperature dependence of complex permittivity’se* = & —
ie” of chloro, bromo and iodo- benzene at wavelength 11,50 cm and 12,80 cm within the temperature range 20
+-80°. It is established that dielectric properties of given liquids are characteristic of one relaxation time. The
dielectric spectra were studied taking into account other frequencies given in the literature. In all investigated
liquids, a jump appears in the real and imaginary parts of the complex permittivity at the point of the phase
transition. The temperature dependence of the dielectric relaxation time of molecules in the liquid state has
been determined. It was found that with an increase in the amount of the halogen substituent, an increase in
the relaxation time occurs. Macroscopic and molecular relaxation times were calculated from the
experimental values. The thermodynamic quantities characterizing the process of dielectric relaxation are cal-
culated. The activation enthalpy of dielectric relaxation processes is compared. The studies were carried out
using the dielectric spectroscopy method. This method allows a more detailed study of the dielectric proper-
ties of the objects of study due to the large equilibrium (“static”) dielectric constant of the object. It has been
determined that the height of the potential barrier separating the two equilibrium positions of a polar molecule
is greatest in the state of a pure polar liquid and decreases with dilution in a non-polar solvent.

Keywords: dielectric spectroscopy, complex dielectric constant, dielectric properties, benzene, bromoben-
zene, chlorobenzene, iodo-benzene.

Introduction

The study of the dielectric properties of polar liquids is one of the most fundamental and complex prob-
lems of science, which is of great theoretical and practical importance. Interpretation of experimental data on
dielectric relaxation presents difficulties for substances that are characterized by the presence of intramolecu-
lar interactions, hydrogen bonds and other complicating factors. Therefore it is advantageous to investigate
rather elementary molecules. At the moment, the central place in the works involved in the study of intermo-
lecular interactions in liquids is occupied by studies of the molecular structure of a liquid and the dynamics
of its transformation during thermal motion. To solve these problems, modern physical and physico-chemical
research methods are used, such as diffraction and thermodynamic methods, dielectric, acoustic spectrosco-
py, etc. [1].

Among these methods, an important place belongs to dielectric spectroscopy [2-3]. Studies of the die-
lectric properties of polar liquids make it possible to obtain extensive information about their molecular
structure, intermolecular interactions, information about thermodynamic parameters, mechanisms of molecu-
lar processes, as well as the process of absorption of electromagnetic radiation. According to the available
literature the investigation results of relaxation phenomena observed in microwave range are rather limited
and often-contradicted. In particular by data [4—7] in benzene halogen derivatives the distribution of relaxa-
tion time is taken place. Yet the results [8-11] are indicative of presence of one relaxation time. On the base
of experimental data analysis the conclusion has been confirmed by probable presence of additional disper-
sion region at millimetric waves in benzene halogen derivatives.

Various molecular associations are determined in terms of relaxation time T and dipole moment p to es-
timate different molecular interactions among polar molecules or polar-non-polar molecules. Thermodynam-
ic energy parameters are also calculated using Eyring's rate theory to predict molecular dynamics or nature of
molecular environment surrounding the polar molecules DMF, DMA or phenol (p-cresol, p-chlorophenol,
2,4dichlorophenol and p-nitrophenol). The existence of the Debye relaxation mechanism in all the systems
under observation is validated by the estimated Debye factor from both of the measurement methods [15].

Various molecular associations are determined in terms of relaxation time s and dipole moment I in po-
lar-non-polar liquid mixture. Thermodynamic energy parameters are also calculated from Eyring rate theory
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to predict molecular dynamics or nature of molecular environment surrounding the polar molecule TBP. De-
bye relaxation mechanism in all the systems under observation is validated by the estimated Debye factor
from both the measurement methods. A new simple microwave sensor is proposed to design for determina-
tion of TBP concentration from measured penetration depth at different temperatures under microwave
field [16].

The study of the anomalous dispersion of the permittivity of liquids and the strong absorption of elec-
tromagnetic energy associated with it makes it possible to judge the nature of intermolecular forces and the
molecular structure of polar liquids [12-14].

The anomalous dispersion of polar liquids is determined by the relaxation time t, which characterizes
the process of polarization in a dielectric when an external field is applied. The relaxation time is related to
the frequency of the maximum absorbed wave wm by the condition.

Exsperimental

The polar liquids chlorobenzene, bromobenzene, and iodobenzene (United States, Keysight Technolo-
gies) were chosen as the objects of study. Measurements are carried out by method suggested and on assem-
bled installation [3-5] which allows the complex dielectric constant £* = & — ie” of highly absorbed sub-
stances to be determined.

The short-circuited line method [3-6] uses the relationship between the input impedance Z, and the
complex propagation constant y of a line filled with a dielectric. Since the value of vy, in turn, is related to the
complex permittivity €*, by measuring the value of Zo, one can find the value of the complex permittivity g*.

1
y=atif=iw(e xpx*)z @)
where o is the damping constant characterizing the decrease in the amplitude of the wave propagating
along the line, B is the phase constant characterizing the change in the phase of the same wave, p* is the
complex magnetic permeability. Taking ux = 1, we get:
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The quantity y is related to the input impedance Z, as follows:
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where d is the thickness of the dielectric, Z; is the wave impedance of the air part of the line. The input
impedance Z, is expressed in terms of the experimentally determined running coefficient q = Emin/Emax (E is
the electric field strength) and the displacement of the node y1 of the standing wave, due to the introduction
of a dielectric into the line before the short circuit:

7 = 7,97Lt9Boys
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here Bo=—

It should be noted that in the case of small and medium losses (tgé< 0.1), accurate results are achieved
at thicknesses that are multiples of an odd number of quarters of the wavelength in the sample. For large
losses (tgé> 0,1), the sample thickness has to be taken so small that it itself becomes a source of noticeable
errors. Another disadvantage is the extreme sensitivity of the detector part of the equipment to temperature
fluctuations, which seriously complicates temperature measurements. Both of these shortcomings can be
eliminated in a new modification of the method [5]. The essence of this modification is that the input imped-
ance of a short-circuited line filled with a dielectric is transformed into a measuring line in such a way that
optimal conditions for measurements are created. By measuring the transformed impedance, by the known
transformation coefficient, the required input impedance of the line filled with a dielectric is found [3, 4, 6].

Measurements are made out over a wide temperature range. Mean deviation for values € does not exceed
1%, for values & is 3%. It should be noted that dielectric properties of abovementioned liquids at low tem-
peratures are not clearly investigated.

The essence of the novelty of the proposed method is that the input impedance of a short-circuited line
filled with a dielectric is transformed into a measuring line in such a way that optimal conditions for meas-
urements are created. By measuring the transformed impedance, using a known transformation coefficient,
the desired input impedance of the line filled with a dielectric is found.
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The method proposed in the article can be used in the microwave range and in the temperature range
corresponding to the condition of phase transition from the liquid state of the solutions under study to the
solidification phase of the solutions under study.

Result and Discussion

In present paper there have been given investigation results of dielectric relaxation of three benzene
halogen derivatives (C¢HsC1, CsHsBr, CsHsJ) at wave length 11,50 cm and 12,80 cm within the temperature
range 20 + -80°C. Temperature range is effective in liquid phase as well as in solid one of liquids under in-
vestigation.

In Figure 1 and 2 there have been shown the data of temperature dependence of real ¢’ and imaginary &
parts of complex dielectric constant €* for chlorobenzene, bromobenzene and iodo-benzene. Curve graphs
for chlorobenzene and iodo-benzene have been obtained at wavelength 12,80 cm. Curve diagrams for bro-
mobenzene have been obtained at wavelength 11,50 cm.
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Figure 1. Temperature dependence of dielectric constant & . 1is the chlorobenzene; 2 is the iodo-benzene
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Figure 2. Temperature dependence of absorption coefficient ', 1 is the chlorobenzene; 2 is the iodo-benzene
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Figure 3. Temperature dependence of dielectric constant & is the bromobenzene

1,8 -
1,6 [

1,44 [
1,24 s
1,0 4
0,84 .
0,6 -
0,4 4 a
0,2 1 st
0,0 - ™ fan] oo

-0,2 T T T T

t'C

Figure 4. Temperature dependence of absorption coefficient & " is the bromobenzene

For all substances under examination the phase transition agrees with the complex dielectric constant

jump €. In this case the constant value ¢ settles at several degrees after transition (Fig. 3). Dielectric loss is
retained at the same range which is observed both by cooling and by heating objects under study. Mentioned
pecularities of temperature change of complex dielectric constant values €* may be attributed to the liquid
structure. According to them close to the hardening temperature the clusters of molecule groups have been
occurred (Fig. 4). It is evident that after hardening the dielectric properties over a given temperature ranges
are determined by isolated molecules not included in these clusters. While attaching to the clusters the orien-
tation part of polarization is avoided.

Figure 5 illustrates reducible iodo-benzene diagram. In case of chlorobenzene and bromobenzene the
diagrams have a similar type. Values &, and ¢, have been taken from literature and extrapolated [5].
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Figure 5. Reducible iodo-benzene diagram

It is seen from the diagram that dielectric properties up to the transition temperature is characteristic of
one relaxation time. Therefore relaxation time values have been calculated by the familiar Debye formula. It
should be noted that the factor providing for the presence of internal field is taken to be equal a unit. In this
case this factor is practically independent of the temperature. Consequently obtained values can be used for
interpretation of dielectric relaxation temperature change.

If we suppose that dipole molecule orientation is carried out by its transition through potential barrier
separating two equilibrium position of molecules the relaxation time is defined as follows [6]:

T= exp %(1),
where U is the activation energy, R is the Boltzmann constant, T is the temperature. We note that acti-
vation energy can be evaluated from slope of the dependence /nz on % :

Table lists the appropriate values of activation energy. There have been presented energy magnitudes
established by scattering line width growth values for comparison [7].

Table
Substance Activation energy kcal /mol
Dielectric measurements Measurements of scattering line width growth values
Chlorobenzene 19 2,1
Bromobenzene 2,1 2,3
lodo- benzene 2,3 2,4
Conclusions

The paper presents a new modification of the short-circuited line method, with the help of which it is
possible to study the temperature dependence of the complex permittivity of polar liquids in the microwave
range. This method is based on the transformation of the input resistance of a short-circuited line filled with
the liquid under study. Data on the temperature dependence of the complex permittivity &* of chlorobenzene,
bromobenzene and iodo-benzene in the range of —80°C + +20°C at a wavelength of 11.5 cm are presented.
When passing through the solidification point of these liquids, a sharp change in the value of the complex
permittivity e* was found. The value of the relaxation time over the entire temperature range and the activa-
tion energy for the molecules of liquid chlorobenzene, bromobenzene, and iodo-benzene are found. As a re-
sult of pursuance of research we can state that in all cases the activation energy for dielectric relaxation have
the values rather close to the values established by scattering line width growth.
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C. A3u30B

Xy10p0eH30.1, OpoMOEH30.1 5KIHE HOT0EH30JIAbIH,
AUIJIEKTPJIK pelakCcalUsIChIHbIH TeMIlepaTypara TIyeJAUVIIriH 3epTTey

Kymeicra 20+-80 temmeparypa apansirbiHAaFE 11,50 xone 12,80 cM TONKBIH Y3BIHABIFBIHAAFEI XJIOP, OpoM
JKOHE HOTGCH30MIBIH £\ =g -ig"" Kypem AWPIEKTPIIK OTKI3TiTIKTepiHiH TeMmmepaTypara TOyeIIidiria
3epTTey HOTIKENepl KeNTipinreH. bysr CyHBIKTBIKTapABIH JUAIEKTPIIK KacHeTTepi Oip pesakcanus yaKpIThIHA
TOH eKeHHIri Oenrimi Oonabl. JIMANeKTpiik crekTpiep omedueTTe KeNTipiireH 0acka KULTIKTEpIi eckepe
OTBIPBIT 3ePTTENI. 3ePTTENTeH OAPIIBIK CYHBIKTBIKTAPIBIH (ha3aiblK aybICy HYKTECIHIE KYPACTi AUIICKTPITIK
OTKI3TIITIKTIH HAKTHI XKaHE OoJDKanpl OeiKkTepiHiH cekipici maiaa 6omansl. CyibIK Kyiineri Mosiekynanap-
JIbIH JAWDJICKTPIIIK pellaKcalisl YakpIThIH/a TeMIlepaTypara TOYeNAIiri aHbIKTAIAbL ['ajJoreH alMacThIPFBIII
MeJIILIePiHiH KOFapbUIaybIMEH pellakcallysl yaKbITBIHBIH Y3aKTHIFBI apTa TYCETiHI aiKpIHAanabl. Taxipubenik
MOH/IEp/IEH MAKPOCKOIMSLIBIK JKOHE MOJIEKYJIANbIK PellaKCalnsl YaKbITTaphl Ta0bUIIbI. JIHAIEeKTPUKTEPIIH pe-
JaKCalusUIaHy TPOIECIH CUIIATTAWTHIH TePMOJMHAMUKAJBIK [IaMaiap ecemnTeNireH. JJU3NeKTPUKTEPIiH pe-
JIaKCaIs MPOILIECTEPiHIH aKTUBTEHY SHTAIBIHSACH! CANBICTHIPBULABL. 3EPTTEYNEp MUAIEKTPIIK CIIEKTPOCKO-
ISl KOMETiMeH Kypri3inai. by omic 0ObeKTiHIH YIIKEeH Teme-TeHIIK («CTaTHKAIBIKY) TUAISKTPIIIK OTiMIiTi-
riHe OailIaHBICTHI 3epTTEY OOBEKTUICPIHIH JUANEKTPIIIK KACHETTEPiH erkel-Terkeili 3epTTeyre MyMKiHIIK
6epeni. [Tonspabl MONEKyIaHbIH €Ki TeIe-TeH/IIK KaFIalblH 0eJIeTiH MOTSHIMAIIBIK TOCKAYbUIIbIH OUIKTIri
Ta3a MOJIAPJIbI CYUBIKTHIK KYHiH/IE €H YJIKEH JKOHE MOJIPCHI3 EPITKIIINEH CYHBUITBUIFAHIa €H TOMCH 00JIaThI-
HbI HAKTBLTaH IbI.

Cepus «dusukay. 2024, 29, 2(114) 41



Azizov Samir

Kinm ce30ep: AMAPIEKTPNIK CIEKTPOCKOMHS, KYPACTi AMAICKTPIIK OTIMIOUIIK, JHANEKTPIIK KacHeTTep,
6en3ou1, 6pomOen301, XI0pOeH301, Hoa0eH307.

C. Azusos

xJ10p0eH30/1a, OpoMOeH30.1a U Hoa0eH30/1a

B pabore mpexncTaBieHBI pe3yNbTaThl MCCISNOBAHMS TEMIICPaTypHOH 3aBHCHMOCTH KOMIUIEKCHBIX
JUAIEKTPHUECKHX MPOHHUIAeMOCTelH £ *=¢X-ig™" xiopa, GpoMa u HoxbeH3omna Ha AnuHax BomH 11,50 u 12,80
cM B MHTepBane temneparyp 20+-80°. YcTaHOBICHO, YTO AMIEKTPUYECKHE CBOIMCTBA JAHHBIX JKUIKOCTEH
XapaKTepHbl AT OJHOTO BPEMEHH penakcaiuu. Ju3IeKTpHuecKrue CHEKTPhl M3y4alMCh C YUETOM JIPYrHX
4acToOT, NPHUBEACHHBIX B JHTeparype. Bo Bcex HCCIENOBAaHHBIX JKHUAKOCTSAX BO3HUKAET CKAdOK
JEUCTBUTENPHOM M MHHMMOI 4acTell KOMIUICKCHOM AMDJICKTPUYECKOH MPOHUIIAEMOCTH B TOYKe (ha30BOrO
nepexona. OmpezeneHa TemiepaTypHasi 3aBHCHMOCTh BPEMEHH AMAJICKTPUYECKOM pellakcallii MOJIEKYJ B
JKUJIKOM COCTOSTHHH. Y CTaHOBIICHO, YTO C YBEJIMYEHHEM KOJIMYECTBA TaJIOT€HOBOTO 3aMECTHUTENS BO3PACTaeT
HPOJOJDKATENEHOCTE BPEMEHH pellakcanuy. BpeMst MakpoCKOTMIecKoi M MOJIEKYJIIPHOH pellakcalliy oIpe-
OIS 10 OKCIIepUMEHTAIBHBEIM — 3HA4YeHHSIM.  PacCuWTaHbl — TepMOAWHAMHYECKHE  BEJIUYHUHBI,
XapaKTepH3yIOIIMe TPOIEeCcC AMAIEKTpUUeckoid penakcanuyu. CpaBHHBAIach SHTANBIHSA —AaKTHBAIUN
MPOLECCOB AUBIEKTPUUECKON penakcanuu. McciaenoBaHus MpOBOIMINCH METOIOM AUAIEKTPHUECKOH CIIeK-
TpocKonuH. JJaHHBIA METOJ] TO3BOJISET AETATBHO U3YIUTh AUDIEKTPUUECKHE CBOWCTBA 0OBEKTOB HUCCIIEI0Ba-
HUsL Omarogaps OOJIBIION PaBHOBECHOU («(CTaTHUECKOW») MMAIEKTPHUYECKON MPOHUIIAEMOCTH 00BeKTa. YcTa-
HOBJICHO, YTO BBICOTA MOTEHIHAIBHOTO Oapbepa, pa3/elIoIIero /[Ba MOJI0KEHHs PaBHOBECHS HOJLIPHON MO-
JIeKyJIbl, HanOOoJIbIIast B COCTOSTHUM YHMCTOW TOJIIPHOH JKMIKOCTH M HaMMEHbIasi IpH pa30aBiIeHNH HEMoJsIp-
HBIM PaCTBOPHTEIIEM.

Kniouesvie cnosa: nUANEKTpUYECKas CIHEKTPOCKOIUS, KOMIUICKCHAs IUAJICKTPUUYECKas MPOHHUIIAEMOCTb,
IU3JIEKTPHYECKUE CBOMCTBA, OEH30I1, OpOMOCH30I1, XIIOpOEH301, HOIOEH30II.
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