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Abstract: The kinetics of the accumulation of molecular hydrogen during the radiolysis of hexane and
hexane-mixture is studied at different concentration of the components in the presence of nanoparticles
ZrO; at T=300+673 K. It is found that n-ZrO- displays radiation catalytic activity in the decomposition of
hexane and hexane—water mixture, as a result of which the rate of accumulation of molecular hydrogen
increases. It is established that the radiation chemical yield of molecular hydrogen G(H2) grows sharply
along with the temperature.
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1. Introduction

Radiation catalytic processes for obtaining molecular hydrogen from hexane and a
hexane-water mixture are of great interest in identifying new ways of converting and using
ionizing radiation to obtain a universal energy carrier of molecular hydrogen [1-6]. The results
from such research can be useful in clarifying the mechanisms of the process under experimental
conditions and the influence of ionizing radiation in hexane and hexane-water mixture; and in
the natural conditions of oil and gas fields, under the effects of radiation from natural
radionuclides. A large part of the world’s water basin has been polluted by heavy hydrocarbons
in recent years. Catalysts of radiolytic decomposition processes have been used to increase the
productivity of the process and the rate of hydrogen formation from hexane and a hexane—water
mixture. In the field of atomic hydrogen power engineering and solving environmental problems,
it is of great interest to identify patterns in the radiation catalytic processes of the accumulation
of hydrogen from hexane and hexane-water mixture in the presence of n-ZrO; [6].

This work is aimed to study the kinetics of obtaining molecular hydrogen during the
radiation catalytic decomposition of hexane and hexane-water mixture at different ratios of the
components at T = 300 K. The radiolysis of n-hexane was therefore been studied in some detail
in [8, 10-14]. The radiolysis of mixtures of hydrocarbons and water is thus of interest in
identifying new ways of converting and using ionizing radiation to obtain a universal energy
carrier [12]. The results from these studies can be useful in clarifying mechanisms of the process
under experimental conditions and the action of ionizing radiation in a hydrocarbon-water
mixture. This work presents results from studying the Kkinetics of molecular hydrogen
accumulation during the radiolysis of a model system of n-hexane and mixtures of n-hexane and
water on a surface of n-ZrO> at various temperatures under the influence of gamma radiation.

2. Experimental
The kinetics of the accumulation of molecular hydrogen in the heterogeneous radiolysis

of hexane was studied using n-C6H14—H20, n-ZrO2 + n-CeH14 and mixtures n-ZrO; + n-CsH14—
H-O in sealed ampoules under static conditions and the influence of y-radiation (volume
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Vamp=20 cm?; me=5x1072g). The ampoules were filled with the components of the system in
the vapor state using a vacuum adsorption unit. The ampoules were sealed by freezing the
components with liquid nitrogen at T=77K. It was confirmed experimentally that no hydrocarbon
transformations occurred when the ampoules with samples were sealed. The ampoule with the
samples was irradiated using a 60Co y-ray source. The dosimetry was done by ferrous sulfate
methods [4]. The absorbed dose in the test systems was calculated by comparing the electron
densities in the test and dosimetric systems [4]. The content of each component was considered
when calculating the absorbed dose for the hexane—water system.

The dose absorbed in water and hexane was determined based on their electron densities
and dosimetric systems. The magnitudes of the doses of radiation in individual components were
given in [2] in terms of the magnitude of an absorbed dose of radiation in dosimetric systems.

The ampoules were opened in a special cell, from which the products of radiolysis were
transferred to the chromatograph. The contents of Hz, CO, and O, were analyzed on an Agilent-
7890 chromatograph, using distilled water and n-hexane with 99.0% purity. The purity of
n-hexane was confirmed via chromatography.

3. Results and discussion

This study aimed to find efficient approaches to the production of the universal energy
carrier from aqueous systems containing hydrocarbon impurities. Therefore, we studied the
kinetics of buildup of molecular hydrogen in the y-radiolysis of the water—n-hexane system.

We prepared water—n-hexane mixtures with different n-hexane concentrations and
performed their radiolysis at T=300 K. The kinetics of buildup of molecular hydrogen in the
radiolysis of water-n-hexane mixture was studied at various component ratios. Figure 1
demonstrates kinetic curves for the buildup of molecular hydrogen.

MH), 107 molecule

Fig. 1. Kinetics of buildup of molecular hydrogen in the radiolysis of water-n-hexane mixture at T=300
K,D =0,12 Gy/s, and a hexane concentration of (1) 11.5, (2) 21.8, and (3) 50 wt %

Based on the kinetic curves, we determined the rates of formation and the radiation-
chemical yields of molecular hydrogen. The radiolysis of pure water and n-hexane was
performed under identical conditions. The results were fully consistent with published data on
the radiolysis of water and n-hexane. The radiation-chemical yields of molecular hydrogen in the
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radiolysis of pure water and n-hexane are equal to 0.45 and 5.30 molecule/100 eV, respectively
[1, 10]. It was shown in [7] that n-ZrO> displays radiation catalytic activity in the radiolysis of
water.

The kinetics of the accumulation of H> during heterogeneous radiolysis of n-CsH14 and
mixtures n-CeHis—H>O was studied at T=300 K. The rates and radiation chemical yields of
molecular hydrogen were determined using the kinetic curves of the accumulation of Hz shown
in Figure 2. The radiation chemical yield of products was calculated in two ways. To compare
our data and those for homogeneous systems, and to determine the radiation catalytic activity of
n-ZrO2, we calculated the radiation chemical yields G(Hz), allowing for the energy absorbed by

each component and the entire system.
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Fig. 2. Kinetics of molecular hydrogen accumulation in the heterogeneous radiolysis of mixtures n-C4H,,
and n-CH,,~H,0 at T = 300 K, D = 0.11 Gy/s: (1) n-ZrO2 + n-C¢H,,, (2) 11.5% H,0 + 88.5% C¢H,,,
(3) 50% H,0 +50% C,H,, and (4) 88.5% H,O + 11.5% C,H,,

A comparison of G(H2) = 31.5 molecules/100 eV for the heterogeneous radiolysis of
n-CeéH14 and G(H2) = 5.5 molecules/100 eV for the homogeneous radiolysis of n-Ce¢His4 under
identical conditions show that n-ZrO, displays radiation catalytic activity during the
decomposition n-CsH14.

The energy efficiency of converting the energy of ionizing radiation into that of
molecular hydrogen is characterized by Guta(Hz2), so values of this quantity are used below.
Figure 3 shows dependence Giotai(H2) on the weight content of n-CeHz4 in a n-CeH14—H>0 mix at

T =300-673 K.



G(HL), molecule/ 1002V
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Fig. 3. Dependences of the radiation chemical yield of molecular hydrogen during the radiation catalytic
decomposition of the n-CsH14—H-O system in the presence n-ZrO- on the content of hexane in the mixture
at different temperatures, D = 0.12 Gy/s; T=300(1), 473(2) and 673 K (3)

As can be seen, raising the temperature from 300 to 673 K had a different effect on the
yield of molecular hydrogen during the heterogeneous radiolysis of different systems. The
temperature effect grew along with the content of n-CeHis in the mixture. Based on the
temperature dependence of the radiation chemical yield of molecular hydrogen, the activation
energies for the radiation catalytic decomposition of H20, n-Ce¢His + H20, and n-CgHis were
E1=43.9, E>=4.52 and E3 = 4.24 kJ/mol, respectively. This indicates secondary processes of the
transformation of primary radiolysis products into molecular hydrogen take place in
hydrocarbon-containing mixtures:

H — H20 —»H2 — OH, 1)
H — n-CsHis — Hz — n-CsHis, (2)
OH — n-CgHis — H20 — n-CgHus (3)

Processes (1)—(3) require specific activation energy (Eact), which for (2) is less than for
(1) [15]. The yield of hydrogen therefore, grows along with the content of n-CeHis and the
temperature of the process in the mixture. The observed yield of molecular hydrogen during the
radiation catalytic decomposition of n-CeH14—H>O at T=673 K and content Chexane>50 wt %
was G(H2) > 21.6 molecules/100 eV [9]. In the case of pure hexane, G(H2)=37.4 molecules/100
eV. The obtained indicate that under the given conditions, there is a chain mode of the
transformation of the primary products of the decomposition of n-CsH14 and n-CsH1s—H2O into
molecular hydrogen.
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BO3JIEMCTBUE n-ZrO2 HA PAIMOJIN3 TEKCAHA
II1.3. MycaeBa

Pestome: Viccrnenorana KMHETHKA HAKOIUICHHMS MOJICKYJSIPHOTO BOJOPOJA MPH PaJUOiM3e TeKcaHa |
CMeCH TeKCaH—BO/Ia MPH Pa3IUYHON KOHIICHTPAIMH KOMIIOHEHTOB B MPHUCYTCTBHM HaHOYacTHIl ZrO, npu
T=300+673K. ¥YcraHosnaeHo, uro n-ZrO; MposBIsSET paaUallMOHHO-KATAIUTHYCCKONH aKTUBHOCTHIO B
mpolleccax pas3lioKEHHs TeKCaHa W CMECH TeKCaH—BOJa, B PE3Y/IbTaTe Yero CKOPOCTh HAKOIUICHUS
MOJICKYJISIPHOTO BOZIOPOJIa YBEIMYMBACTCSA. Y CTAHOBIICHO, C YBEJIMUYCHUEM TEMIIEPATyphl PAIHAIMOHHO -
XUMUYECKUN BBIX0 MOJIeKysipHOro Bomopoaa G(H2) pe3ko Bo3pacTaer.

Kntoueevie cnoea: panuionus, TEKCaH, CMECH TeKCaH-BOJA, PAaIMAIIMOHHO-XMMHYECKHH BBIXOJ,
MOJICKYJISIPHBIH BOJOPO/]I, HAHO-TUOKCHUT IINPKOHUS
NANO-ZrOz-IN HEKSANIN RADIOLIZiNO TOSIRI
S.Z. Musayeva
Xiilasa: nano-ZrO»-in sothinds heksan vo heksan-su qarisiginin radiolizi zaman1 molekulyar hidrogenin
omologalmo  kinetikast komponentlorin - miixtalif konsentrasiyasinda T=300+673K intervalinda

Oyronilmisdir. Askar olunmusdur ki, nano-ZrO radiasiya katalitik aktivliyo malik olmasi heksan vo
heksan-su qarigiginin pargalanmasi noticasindo molekulyar hidrogenin omoalogolmo siirati artirir.
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Miioyyan olunmusdur ki, temperaturun artmasi ilo molekulyar hidrogenin G(H:) radiasiya kimyavi
ciximinin kaskin artamsina sabab olmusdur.

Agar sozlar: radioliz, heksan, heksan-su qarisigi, radiasiya kimyovi ¢ixim, molekulyar hidrogen, nano-
sirkonium dioksid
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