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INFLUENCE OF PRELIMINARY IRRADIATION OF LIGNITE
ON THEIR THERMAL DECOMPOSITION

F.Cicek, |.Mustafaev
Institute of Radiation Problems, Azerbaijan National Academy of Sciences

Influence of y—irradiation of lignite from Karaman-Ermenek deposit of Turkey on its following ther-
mal decomposition was studied. The absorbed dose of preliminary irradiation is D = 5.4-410.4 kGy,
the lignite decomposition temperature is t = 350-600°C. H,, CO, CO, and hydrocarbon gases C;-C,4
are identified as a products during lignite semi coking. It’s shown that the quantity of semi coke gas
volume and hydrocarbon gases concentration extremely depend on the preliminary radiation dose,
the maximum gas volume corresponds to the absorbed dose 20-70 kGy. This experimental fact is ex-
plained by the competition between radiation induces processes of destruction and polycondensa-

tion in the lignite organic mass.
INTRODUCTION:

The possibilities of application of ionizing
radiations for the stimulation of gasification, py-
rolysis, semi coking, extraction and desulphuriza-
tion of fossil fuels and adsorbent production from
coke are shown in the works"”. Destruction and
polycondensation processes behavior in the lignite
organic mass of Soma deposit of Turkey under the
influence of ionizing radiations is demonstrated by
the application of ESR, IRS, differential-thermal
analysis methods® e.t.c.

It’s shown that the limits of an absorbed
dose providing these processes behavior are chan-
ged depending on the solid fuel metamorphism.
The preliminary lignite y-irradiation influence of
Karaman-Ermenek deposit of Turkey on gas gen-
eration process during subsequent semi coking is
investigated in this work, that presents an interest
for explanation of the mechanism of ionizing radi-
ations effect on fossil fuels. The characteristics of
Karaman-Ermenek washed lignite are: % Humidi-
ty-15.6 %, Ash- 19,26 %, % Sulfur-2.01%, Calo-
rific value-3775 kcal/kg

EXPERIMENTAL

The study of preliminary lignite irradiation
influence on its further semi coking was carried
out on the sequential experiments of lignite irra-
diation and irradiated samples semi coking. The

milled lignite samples with the sizes below 3 mm
were dried under vacuum at 105°C temperature
during an hour. Under such conditions water and
occluded gases are wholly released from the lig-
nite, but chemical processes still don’t take place.
The samples were irradiated in an ampoule from a
molybdenum glass and vacuum-treated till residual
pressure P=10 Pa. The lignite samples irradiation
was carried out at 35-40°C on “MPX- y-30” gam-
ma- radiation source Co-60. The absorbed dose
values of preliminary irradiation D.=5.4,
D,=19.2, D3=65.6, D,=169.6, Ds=410.4 kGy are
selected. The dose rate is 0.76 Gy/s.

After irradiation the ampoules were open
and approximately 1 gramm of the sample was put
into a quartz reactor on facility for the study of
semi coking regularities of the irradiated lignite
samples. The control experiments on unirradiated
lignite samples were also made for the purpose of
identification of preliminary lignite irradiation role
on gas generation process during its further semi
coking.

An experimental facility scheme for the
study of the semi coking products formation regu-
larities at the thermal decomposition of lignite is
shown on fig.1.

Fig.1. The scheme of laboratory setup for study of gas formation regularities at the semi coking of irradiated lignite
samples. 1-argon gas tube, 2-communication pipe, 3-reaction vessel, 4- heating system, 5- thermocouples, 6- ther-
moregulation-measuring instrument, 7- receiver for liquid products, 8-gas meter, 9- exit to chromatography.
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The temperature in the quartz reactor (3)
was maintained by means of thermostating system
(6) consisting a heating system (4), thermocouples
(5), measuring instruments. The temperature rise
speed in the reactor is 10-12 degree/s, the maximal
semi coking temperature is 600°C. The liquid
products are condensed in a receiver (7) for the
liquid products, the gas products are gathered in a
gas-volume (8). An exit to gas chromatography is
joined to a communication pipe (9). An argon (1)
was passed with 3 ml/s speed till 200°C heating
temperature through the reactor-communication

pipes (2) and the detector for oxygen role excep-
tion during reactor heating in the thermal process.
The resulting gas volume was measured by means
of graded gas meter indication, the gas products
content was determined on the gas chromatog-
raphy apparatus “LXM-8MD”.

RESULTS
The dependence of total volume of the lig-
nite semi coking products on the preliminary lig-
nite irradiation dose is shown on fig.2.

300

250

200

150

V,ml

100

50

0 - ‘ ‘
0 100 200
D, kGy

300

400 500

Fig. 2. Influence of adsorbed dose of preliminary irradiation on semi coking gas volume

It’s evident that the preliminary irradiation
dose within 0-410,4 kGy extremely influences on
the gas volume formation during the lignite semi
coking till 600°C. If in the unirradiated sample gas
volume is 180 ml, then the gas volume grows and
reaches 240 ml at D=19,2 kGy during its irradia-
tion by dose 5.4 and 19.2 kGy. Further increase of
the absorbed dose by lignite causes reduce of the

semi coke gas volume. At the absorbed dose 410.4
kGy gas volume becomes 150 ml that is 20% low-
er than in virgin lignite sample.

In the semi coking gas composition con-
tent of H,, CO, CH, isn’t changed essentially (see
table 1), deviation from average value doesn’t ex-
ceed 10-15%. The content of CO, with respect to
virgin lignite reduces to 30%.

Table 1. Influence of adsorbed dose of preliminary irradiation on semi coking gas content (vol.%)

D, kGy 0 5.4 19.2 65.6 169.6 410.4
Gas
H, 15.1 15.2 16.1 16.7 16.3 17.1
(6{0) 23.1 23.2 24.2 24.3 22.4 23.1
CH, 19.0 21.2 21.1 22.8 22.3 22.4
CO, 28.5 25.6 20.5 18.3 20.2 225
C,-C, 75 11.7 145 15.1 13.1 6.4
Non-identified 6.8 3.1 3.6 2.8 5.7 8.5

The most interesting results are achieved
for the hydrocarbon gases C,-C,. The dependence
of total content of the hydrocarbon gases C,-C4 on
the preliminary irradiation absorbed dose is of

synchronous character with change of the semi
coking gas total volume dependence to the ad-
sorbed dose (see fig. 3).
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Fig.3. Influence of adsorbed dose of preliminary irradiation on total content of hydrocarbon gases C,-C, in the semi
coking gas

The influence of temperature on the semi
coke gas volume in virgin sample and at the ab-
sorbed dose two values corresponding to minimum
(410.4 kGy) and maximum (19.2 kGy) gas yield is
studied. The results are shown on fig. 4. As shown
in figure about 89% of all gas is released till tem-

perature 450°C in the sample irradiated by the dose
19.2 kGy. At the same time in all 62% and 46% of
semi coking gas are released in virgin sample and
the irradiated lignite by the dose 410,4 kGy at such
temperature, accordingly.
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Fig.4. Influence of temperature on semi coking gas volume: 1- virgin sample, D=0,
2- D=19.2 kGy, 3- D=410,4 kGy

This shows that the preliminary lignite ir-
radiation causes not only increase of the semi cok-
ing gas volume, but also the shift of maximal gas
release to low-temperature region at lower doses
(D < 100 kGy) of preliminary irradiation. In the
virgin (curve 1) and the irradiated at D =410.4
kGy (curve 2) samples gas formation according to
temperature grows till 550°C monotonically, fur-
ther tendency of saturation is observed.

DISCUSSION

Thus the obtained experimental results
unambiguously show that the process of stable
defects accumulation able to exist at room temper-
ature takes place during the preliminary lignite
irradiation. One should not draw an unambiguous
conclusion about nature of these defects on the
basis of this data. Earlier we showed that the re-
duce of paramagnetic centers connected with poly-
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conjugated bonds breakage takes place during ir-
radiation °. The breakage in poly- conjugated lig-
nite organic mass was shown also by means of
infrared spectroscopy. In all evidence the extreme
dependence of the gas outlet on the preliminary
irradiation dose is connected with the competition
of destruction and polycondensation radiation-
induced processes. In our case the dose till 100
kGy stimulates destruction during the heating; dur-
ing its further increase polycondensation following
by the cross linking of the high-molecular-weight
poly-conjugated structure of the organic mass of
lignite is observed. The concentration of these ac-
tive centers generated during the lignite irradiation
may be estimated. According to the conception of
multimeric structure of organic mass of lignite the
conventional molecular mass of an organic part is
approximately 2000. There are 6 x 10°°/2000=3
10% associates in 1g of lignite.

At the absorbed dose 100 kGy the con-
centration of generated by gamma radiation active
centers in the coal is

Na=Gal 10%t = GaD 10”
where t- irradiation time, I- dose rate
Substituting in Ga=7 bond/100 eV and D=100
kGy (6 10 eV/g).
Then Na equals Na=7 x 6 10%° eV/g x 10 bond/
eV = 4.2 10" bond/g
Thus per 1g. lignite may be formed 4.2 10" bro-
ken bonds at dose 100 kGy during irradiation.

Thus approximately 14% of the multimer-
ic links will be activated at the doses 100 kGy. At
the highest doses the concentration of these bonds
will be so great, that they can react with each other
via cross-links. The increase of coal thermal stabil-
ity during its irradiation by the dose more than 100
kGy witnesses about polycondensation processing
in the lignite organic mass under the irradiation
influence. In this case split bonds at the doses D=
100 kGy are joined crosscut and form cross-linked
structure in the organic mass of lignite. The asso-
ciates of the coal organic mass earlier joint with
each other by electron-donor-acceptor bonds are

joined by valence bonds during the irradiation by
the doses higher than 100 kGy. This attaches to
lignite organic mass the properties of high thermal
stability and so the reduce of gas generation speed
and the depletion of the hydrocarbons product are
observed during the semi coking.
CONCLUSION
Destruction and polycondensation pro-
cesses take place during the preliminary y-
radiation of organic mass of lignite depending on
an absorbed dose. The dose limits for predominant
reactions of one of these processes are in the range
of 100-150 kGy for washed lignite Karaman-
Ermenek deposit of Turkey.
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B/TUAHUE ITPE/IBAPUTE/TBHOI'O OBJIYYEHUA JINTHUTOB HA HX TEPMUYECKOE
PA3/IO’KEHHUHE

D.Yuyex, H.Mycmacgpaes

Hsyyeno enuanue eamma-obayuenus auenuma mecmopodicoenus Kapaman-Epmenex Typyuu na e2o nocnedywowee
noaykoxcoeatue. Ioenowennas 0osa npedgapumenvHozo obnyuenus cocmaensina [{=5.4-410.4 k[ p, memnepamypa
noaykoxcoganus T=350-600C. B kauecmso npodykma npu noayKokcosanuu aueHuma uoenmuguyuposarvl H,, CO,
CO,, yenesoodopoouvie 2azvl C1-Cy. Tlokazano, ymo Koauuecmeo noayKoKco8020 2a3d U COOePHCAHUe Y2le6000P00-
HbIX 24308 IKCMPEMANLHO 3A8UCUNT OM 003bl NPEOBAPUMETILHO20 0ONYUEHUsL, MAKCUMATIbHBLIL 8bIX00 COOMBEMCME)-
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em noznowennol 0oze 25-15 kl'p. Taxas 3a6ucumocme 661X00a 24308 0OBACHAECMCA HATUYUCM KOHKYPEHYUU MeHC-
0y npoyeccamu 0ecCmpyKyuu 1 NOAUKOHOCHCAYUU 8 OP2AHUYECKOU MACCe TUSHUMA.

LIONITLORIN TERMIiKi PARCALANMASINA SUALANMANIN TOSIRI
F.Cicek, I. Mustafayev

Tiirkiyanin Karaman-Ermanak yataqlarindan gétiriilmiis lignitlorin yarikokslagsmasina qamma siialanmanin tasi-
ri tadgiq olunmugsdur. Siialanma dozasimn giymati D=5.4-410.4 kQr, yarikokslasma temperaturu 350-600C ar-
sinda dayisdirilmigdir. Yarikokslasma mahsulu kimi H,, CO, CQO,, va C,-C, karbohidrogenlari tayin edilmisdir.
Gostorilmisdir ki, hom gaz mahsulun iimumi hacmi, ham da tarkibi siialanma dozasindan asilidir. Udulan doza
qazin iimumi ¢iximuna ekstremal tasir gostorir, maksimum qaz ¢ixumr 25-75 kQr dozaya uygun golir. Alinmis
tacriibi naticalor lignitin tizvi maddasinds siialanma tasiri altinda destruksiya va polikondensasiya proseslorinin
bags vermasi ilo izah olunur.
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