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The recycling of solid propellant from loaded rocket motor cases of intercontinental ballistic
missiles SS-24 results in the formation of polymer crumb that is used as an energetic
additive to emulsion explosives. The polymer crumb contains a binder, an oxidizer
(ammonium perchlorate), energetic additives (nitramine, in particular
cyclotetramethylenetetranitramine, and aluminium) and some additives. One of the most
efficient techniques for utilization of polymer crumb consists in extraction of valuable
high-energy components such as ammonium perchlorate and nitramine. To extract nitramine
from solid propellant crumb, from which ammonium perchlorate has been previously
removed, an organic solvent, dimethyl sulphoxide (DMSO), can be used. Nitramine is to
be extracted from the obtained solid propellant polymer crumb by using DMSO. Then the
extract is separated from the refined polymer crumb and nitramine is precipitated by the
addition of water (a diluent that does not dissolve nitramine) to the extract solution. The
purpose of this work was to establish the characteristics of the extraction process and
determine the parameters of the extraction of nitramine from the products of solid propellant
recycling (polymer crumb) with the use of DMSO. The effects of temperature, mechanical
agitator rotation frequency and process duration on the degree of the extraction of nitramine
from solid propellant polymer crumb by dimethyl sulfoxide were determined. The kinetic
constants and the kinetic equation that describes the extraction of nitramine from solid
propellant polymer crumb using DMSO were obtained. Ammonium perchlorate is present
as a by-product in the spent DMSO aqueous solution. Ammonium perchlorate is a strong
oxidizing agent and its presence is undesirable in the process of heating and regeneration
of DMSO. Ammonium perchlorate can be removed from the spent DMSO aqueous
solution by converting it into poorly soluble salt (KCI10O,), which can be used as an oxidizing
agent and in industrial explosives.
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Introduction

Currently, Pavlograd Chemical Plant performs
the disposal of loaded racket motor cases (LMCs)
from SS-24 intercontinental ballistic missiles using
a hydromechanical method. Solid propellant (SP) is
a polybutadiene-based polymer binder, filled with
an oxidizer (ammonium perchlorate), and containing
energetic additives (cyclotetramethylenetetranitra-
mine and aluminium) and some other process
additives.

In the course of hydromechanical extraction
and shredding of solid propellant with water, particles

with the sizes ranging of 7x4x2 mm to 15x4x2 mm
are formed, from which up to 40—50% of water-
soluble oxidizing agent is extracted by leaching.
Cyclotetramethylenetetraitramine (nitramine) can be
extracted from the produced solid propellant polymer
crumb with specific organic solvents, for example,
dimethyl sulfoxide (DMSO) [1], followed by the
separation of an extract and the precipitation of
nitramine by the addition of water.

There is no technology for extracting nitramines
from solid propellant in Ukraine. In this regard, it is
necessary to study the extraction of nitramines from

© M.M. Cheltonov, S.A. Oparin, A.S. Matrosov, A.L. Kirichenko, 2020

Extraction of high-energy components from products of recovery of solid propellant using dimethyl! sulfoxide



142

ISSN 0321-4095, Voprosy khimii i khimicheskoi tekhnologii, 2020, No. 2, pp. 141-147

SP, since the results of such research could be used
in designing a pilot-industrial plant for the extraction
of nitramine, a water-insoluble component of solid
propellant.

The purpose of this work was to establish the
characteristics of the extraction process and
determine the main parameters for extracting
nitramine from solid propellant disposal products,
polymer crumb, with the use of DMSO.

Experimental, results and discussion

The effects of temperature, mechanical agitator
rotation frequency and extraction process time on
the degree of extraction of nitramine by dimethyl
sulfoxide were determined in this work. Samples of
shredded SP polymer crumb with particle sizes of
7x4x2 mm to 15x4x2 mm were used.

In the process of hydrodynamic destruction of
missile bodies, a certain amount of ammonium
perchlorate remains in polymer matrix (PM) of a
solid propellant. This is undesirable because
ammonium perchlorate is very soluble in DMSO
and the subsequent heating during the regeneration
of the extractant with a strong oxidizing agent
(NH,CIO,) would decompose DMSO to form
dimethyl sulfone. In order to reduce the content of
ammonium perchlorate, additional washing with
water was performed at the temperature of 75—80°C
for 2 h in a flask equipped with an agitator. As a
result, the content of ammonium perchlorate in PM
decreased from 28.1% to 8.8% (Table 1). Table 1
presents the full chemical composition of PM before
and after washing with water.

Table 1
The chemical composition of PM before and after
washing with water

Component

Content of
component
before washing
with water, %

Content of
component
after washing
with water, %

Polymer binder 9.6 5.9
Ammonium perchlorate 28.1 8.8
Nitramine 29.5 24.4
Aluminium 25.9 19.5
Moisture 6.9 41.45

The extraction of nitramine with DMSO from

the polymer matrix after washing with water was
carried out in a flask equipped with an agitator at a
PM:DMSO ratio of 1:2.5. The parameters were
changed as follows: the temperature of 20 to 80°C,
the mechanical agitator rotation frequency of 3.3 to
16.7 s7', and the duration of extraction process of 1
to 4 h. The following characteristics were taken as

the basis ones: the temperature of 20°C, the
mechanical agitator rotation frequency of 6.7 s/,
and the duration of extraction process of 2 h. When
changing one of the parameters, the other parameters
remained constant.

The refined PM suspension was filtered, dried
and weighed.

At the next stage, the mother liquor was put
into a flask. At stirring, water (a diluent) was added
to adjust a DMSO:water ratio of 1:1. Then, a formed
polydisperse precipitate of nitramine was filtered,
dried and weighed. The degree of extraction was
determined by the ratio of the actual weight to the
theoretically extractable weight of nitramine. Infrared
spectra were recorded using a Spekord 75-UR
spectrometer (KBr pellets) for extracted nitramine
and commercial grade nitramine.

During the process of nitramine extraction, a
certain amount (up to 3%) of ammonium perchlorate
is transferred into DMSO. In order to reduce the
concentration of NH,CIO,, an equivalent amount
of KOH was added to the spent DMSO solution.
To this end, an equivalent amount of KOH in the
form of saturated aqueous solution was added to the
flask equipped with an agitator in which the obtained
DMSO aqueous solution is present. Thus, CIO, -
ion is fixed as a poorly soluble salt (KCIO,). The
solution was cooled to —16°C, and the obtained
KCIO, was filtered, dried and weighed. The yield
was determined by the ratio of the weight of extracted
potassium perchlorate to the theoretically obtained
weight, and the thermal stability was estimated by
the differential thermal analysis (DTA).

Based on the results of the research conducted,
the dependences of the degree of nitramine extraction
on the temperature, time of extraction process and
agitator rotation frequency were obtained (Figs. 1—
3).

Degree of extraction, %

20 30 40 50 60 70 80

Temperature, °C

Fig. 1. The dependence of the degree of nitramine extraction
on the temperature at the mechanical agitator rotation
frequency of 6.7 s and the time of extraction process of 2 h
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Fig. 2. The dependence of the degree of nitramine extraction
on the time of extraction process at the temperature of 20°C
and the mechanical agitator rotation frequency of 6.7 s~!
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Fig. 3. The dependence of the degree of nitramine extraction
on the agitator rotation frequency at the temperature of 20°C
and the time of extraction process of 2 h

The dependences plotted in Figs. 1—3 show
that the degree of nitramine extraction increases
according to polynomial dependences with an
increase in extraction temperature, agitator rotation
frequency and duration of extraction process. The
obtained dependences are well described by the
following approximating equation (the R-squared
value R%>0.95):
n=oax’+Px+c, (1)
where n is the degree of nitramine extraction (%);
a, b, and ¢ are the empirical coefficients depending
on the extraction temperature (a=—0.0025, b=0.425,
and ¢=39.65), the duration of extraction process
(a=—2, b=16.16, and ¢c=32.95), and the agitator
rotation frequency (a=—0.03, b=1.3845, and
c=45.748).

Dimethyl sulfoxide, as an extractant of
nitramine from polymer crumb of composite solid
propellant, allows extracting the target product with

an extraction degree of up to 65.1% if the extraction
is performed at the following parameters: duration
of 4 h, temperature of 20°C, and mechanical agitator
rotation frequency of 6.7 s7!.

As follows from Fig. 1, the optimum
temperature for the extraction of nitramine from PM
under the given conditions is equal to ca. 60—80°C,
thereby yielding the extraction degree of 56.9—57.4%.

Analysis of the data given in Fig. 2 shows that
the optimum extraction time is 2 to 4 hours, the
degree of nitramine extraction in this case being 55.8—
65.1%.

Finally, the data of Fig. 3 indicate that the
optimum mechanical agitator rotation frequency
when extracting nitramine from PM under the given
conditions is in the range of 13.3 to 16.7 s7!, the
extraction degree being 59.8—60.0%.

In order to determine the effect of the duration
of the extraction of nitramine from PM, the change
in the concentration of nitramine in DMSO solution
with time at the temperature of 20°C and the
mechanical agitator rotation frequency of 6.7 s~! was
considered. Table 2 shows the values of the kinetic
parameters of the nitramine extraction from PM.

Table 2
The values of kinetic parameters of the process of
nitramine extraction from PM

t, s C, kg/m’ In(1<(C/C,))
3600 51.08 -1.31
5400 55.59 —1.58
7200 59.88 —1.94
9000 64.90 —2.64
10800 69.69 —3.09
12600 69.72 -3.75
14400 69.87 —

The obtained values given in Table 2 well obey
a curve that is described by the following equation
(a pseudo-first-order reaction) [2—4]:
C=C,(1-Ae™), (2)
where C is the current concentration of nitramine
in the solution (kg/m?®); C, is the equilibrium
concentration of nitramine in the solution (kg/m?);
A is the pre-exponential factor; k is the mass transfer
coefficient (s7'); and t is time (s).

It should be noted that the value of C, is
69.87 kg/m? [2—4].

Equation (2) in the logarithmic form takes the
following form:

In(1-C/C,)=InA—kt. (3)
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Fig. 4. The kinetic dependence of nitramine extraction from PM
It is clear that the slopes and intersections of Table 3
the straight lines plotted in coordinates In(1—C/C,)  The kinetic constants and the general kinetic equation for
vs. t allow determining the values of A and k. nitramine extraction from PM
Figure 4 shows the kinetic dependence of o —~
nitramine extraction from PM plotted according to 2.8-10
Eq. (3). Here the R-squared value is R>=0.98. InA —0.155
The kinetic constants and the kinetic equation S— A - 0.857 —
for nitramine extraction from PM are shown in —Xinetic equation |C=69.87-(1-0.857-exp(-2.8-10 1))

Table 3.
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Fig. 5. The IR spectrum of the obtained nitramine
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Fig. 6. The IR spectrum of commercial nitramine
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Fig. 7. The DTA thermogram of the obtained potassium perchlorate (heating rate of 10°C/min)

The recorded infrared spectra of nitramine Extracted nitramine after its modification can
extracted from PM using DMSO and commercial be reused in compositions of heat-resistant explosives,
grade nitramine (Figs. 5 and 6) show similar solid propellant and non-electric initiation systems.

absorption bands at 1560, 1280, 946, and 760 cm™! The method described above was used to obtain
that can be attributed to the presence of the KCIO, with a yield of 68% with respect to the
N—NO, group. theoretical yield, and the DTA-curve of the obtained

Extraction of high-energy components from products of recovery of solid propellant using dimethyl sulfoxide



146

ISSN 0321-4095, Voprosy khimii i khimicheskoi tekhnologii, 2020, No. 2, pp. 141-147

potassium perchlorate (at the heating rate of
10°C/min) is shown in Fig. 7. According to the results
of DTA-analysis, an endothermic peak in the
temperature range of 304.7—322.2°C corresponds to
the transition modification of potassium perchlorate
[5]. A second endothermic peak appears in the range
of 545—585°C, corresponding to the melting of
potassium perchlorate with its subsequent
decomposition, as evidenced by the pronounced
exothermic peak in the temperature range of 583.9—
619.3°C.

The extracted KC1O, by-product can be reused
as an oxidizing agent in solid propellants and
industrial explosives. Refined PM can be further used
as a filler in compositions of emulsion explosives.

Conclusions

The effects of temperature, mechanical agitator
rotation frequency and duration of process on the
degree of extraction of nitramine obtained in the
extraction from PM by using dimethyl sulfoxide were
determined in this work.

It was found that the highest degree of
extraction (65.1%) in terms of the target product
during the extraction with DMSO from PM was
achieved in the experiment that lasted for 4 hours at
the temperature of 20°C and the mechanical agitator
rotation frequency of 6.7 s7'.

The optimum parameters for nitramine
extraction from PM using DMSO were established
as follows: the temperature of 60—80°C, the extraction
duration of 2—4 hours and the mechanical agitator
rotation frequency of 13.3—16.7 s7'.

Kinetic constants and kinetic equation for the
process of extracting nitramine from PM using
DMSO were obtained. A linear graph in logarithmic
coordinates was plotted to describe the kinetics of
nitramine extraction from PM with the R-squared
value of R?=0.98.

The extracted product was identified as
nitramine using the IR-spectroscopy method.

REFERENCES

1. Kim K.J., Kim H.S., Sim J.S. Solubilities of octahydro-
1,3,5,7-tetranitro-1,3,5,7-tetrazocine in y-butyrolactone + water,
dimethylsulfoxide + water, and N-methyl pyrrolidone + water //
J. Chem. Eng. Data. — 2013. — Vol.58. — P.2410-2413.

2. Dyachok V. Extraction process of intracellular substance
// Chem. Chem. Technol. — 2010. — Vol.4. — No. 2. — P.163-
166.

3. Dyachok V., Maljovanyj M., Ilkiv I. Some kinetic
regularities of intracellular substance extracting // Chem. Chem.
Technol. — 2011. — Vol.5. — No. 4. — P.469-472.

4. Dyachok V., Ilkiv I. On the mechanism of extraction
from solid bodies cellular structure // Chem. Chem. Technol. —
2013. — Vol.7. — No. 1. — P.23-27.

5. Bausnue KaTanu3aTopoB Ha TEPMUIECKOE PA3IOKEHHUE
TepxJIopaTa Kaus U B3pbIBUAThIC XapaKTEPUCTUKU COCTABOB Ha
ero ocHoBe / 3akycwiio B.P., Pomanuenko A.M., 3akycuio P.B. //
BicHuk KpemeHuyubkoro aepx. yH-Ty iM. M. OctporpancbKo-
ro, 2013. — Bum. 5/2013 (82). — C.103-107.

Received 22.10.2019

EKCTPAKIIIAA BUCOKOEHEPTETUYHUX
KOMITOHEHTIB 3 ITPOJAYKTIB YTUII3AILIII
TBEPJIOI'O PAKETHOTI'O ITAJINBA 13
3ACTOCYBAHHSIM JUMETUJICYJIb®OKCUAY

M.M. Yeamonos, C.0. Onapin, O.C. Mampocos,
0.JI. Kupuuenxo

Y npoueci ymuaizauii meepdoeo pakemrnoeo nasuea 3i cnho-
DAOJCEHUX KOPNYCci@ OBUYHIG YMBOPIOEMbCA NOAIMEPHA KPUXma,
AKAQ 3HAUWAQ 3ACMOCYBAHHS 8 SKOCMI eHepeemu4Hoi 0obasku 6
ckAali emyabcitinux eubyxosux peuosuH. /lo ckaady noaimepHoi
KpUuxXmu 6xo0ums.: CROAYUHA, OKUCAI08aY (NepXA0pam aMOHilo), eHep-
eemuuni 006a6Ku (HIMPAMIHU, 30KpemMa UikaomempamemiieHmem-
PaHimpamin, asominii) i mexuonoeiuni dobasxku. Oonum 3i cno-
c00i6 UKOPUCMAHHS NOAIMEPHOT KPUXMU € 00ePIHCAHHS YIHHUX 8U-
COKOeHepeemuyHux KOMNOHEHmie — nepxaopama amoHIN I
Himpaminie. Jlns eunyueHHs HIMPAmiHie 3 NOAIMepHOI Kpuxmu meep-
0020 pakemHo20 naiuea, 3 AKoi nonepeoHbo 8UOANEHULl NePXA0pam
AMOHII0, MOMCAUBO 3ACMOCOBYBAMU OPSAHIYHUL POZYUHHUK — OU-
memuacyavghokcud (AMCO). 3 odepocaroi noaimepuoi Kpuxmu
uimpaminu eunyuarome JIMCO 3 nodanvwum 6iddineHHam excm-
pakmy 6i0 paghinoeanoi noaimepHoi Kpuxmu i eucaodiceHHIM
HIMpaminie 66e0eHHAM 6 PO3HUH eKCmpakmy 600u (KoMnoHeHma,
wo He posyunse Himpaminu). Memoro pobomu € 6cmaHo6AeHHS 3a-
KOHOMIpHOCMEl npouecy eKcmpakyii ma @U3HA4eHHs napamempie
BUNYHEHHS HIMpaMiHié 3 NPodyKmie ymunizayii meepooeo paxem-
Hoeo naauga (noaimeproi kpuxmu) 3a donomoeoro JIMCO. Bcma-
HOBACHO 3ANeNCHOCMI NAUGY MeMNepamypu, Hacmomu 00epmaHHs
MEXAHIMHOI MIanKu, mpuealocmi npoyecy Ha Cmyninb UAYYeHH:
HImpaminie 3 noaimeproi kpuxmu dumemuncyavghoxcudom. Ompu-
MAHO KiHemu4Hi KOHCMAaHmu i KiHemu4He DIGHAHHHA, W0 ONUCYE
npoyec GUAYYEHHA HIMPAMIHIE 3 NOAIMEPHOI Kpuxmu i3 3acmocy-
eanusm JIMCO. Y gionpauvosaromy eéoonomy pozuuni IMCO npu-
CYMHIU nO6GIMHULL NPOOYKM — CUAbHULL OKUCAI08aY — NepXAopam
amoHir, wo Hebaxicaro 6 npoyeci Haepieanns i peeenepauii IMCO.
3 gidnpayvosaroeo 6odnoeo posuuny JAMCO nepxaopam amorito
8UOANAEMBCS WASIXOM NepesedeHHs 1ioeo Yy manopo3uunny cinre KCIO,,
AKY MOJNCAUBO 3ACMOCO8YBAMU AK OKUCAI08AY | NPOMUCA0BUX BUOY-
X08UX PeUOBUHAX.

KiouoBi cioBa: TBeple pakeTHe TMaIWBO, €KCTPAKILis,
LUUKJIOTEeTpaMeTiIEeHTeTpaHiTpaMiH, MepxjopaT aMoHilo,
TIUMETUIICYTbGOKCHIL.
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The recycling of solid propellant from loaded rocket motor
cases of intercontinental ballistic missiles SS-24 results in the
Jformation of polymer crumb that is used as an energetic additive to
emulsion explosives. The polymer crumb contains a binder, an oxidizer
(ammonium perchlorate), energetic additives (nitramine, in particular
cyclotetramethylenetetranitramine, and aluminium) and some
additives. One of the most efficient techniques for utilization of polymer
crumb consists in extraction of valuable high-energy components
such as ammonium perchlorate and nitramine. To extract nitramine
from solid propellant crumb, from which ammonium perchlorate has
been previously removed, an organic solvent, dimethyl sulphoxide
(DMSO), can be used. Nitramine is to be extracted from the obtained
solid propellant polymer crumb by using DMSO. Then the extract is
separated from the refined polymer crumb and nitramine is precipitated
by the addition of water (a diluent that does not dissolve nitramine)
to the extract solution. The purpose of this work was to establish the
characteristics of the extraction process and determine the parameters
of the extraction of nitramine from the products of solid propellant
recycling (polymer crumb) with the use of DMSO. The effects of
temperature, mechanical agitator rotation frequency and process
duration on the degree of the extraction of nitramine from solid
propellant polymer crumb by dimethyl sulfoxide were determined.
The kinetic constants and the kinetic equation that describes the
extraction of nitramine from solid propellant polymer crumb using
DMSO were obtained. Ammonium perchlorate is present as a by-
product in the spent DMSO aqueous solution. Ammonium perchlorate
is a strong oxidizing agent and its presence is undesirable in the
process of heating and regeneration of DMSO. Ammonium perchlorate
can be removed from the spent DMSO aqueous solution by converting
it into poorly soluble salt (KCIO,), which can be used as an oxidizing
agent and in industrial explosives.

Keywords: solid propellant; extraction;
cyclotetramethylenetetranitramine; ammonium perchlorate;
dimethyl sulphoxide.
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