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A series of oleochemical products, namely amide derivatives of fatty acids from vegetable
oils based on diethanolamine, diethylenetriamine, piperazine, and morpholine, was
synthesized. The synthesized products are considered as potential components of mixed
solid missile fuels: plasticizers, surfactants, and combustion regulators. To evaluate their
applicability, the predicted energy characteristics of mixed compositions containing the
synthesized oleochemical products were calculated, including the composition of
transformation products, heat of combustion, combustion temperature, and specific
volume of combustion products. The method of calculation is presented. The obtained
characteristics of the compositions based on oleochemical products are comparable to
the calculated values for a known composition based on liquid rubber and dioctyl adipate
plasticizer: heat of combustion of 5860 kJ/kg, combustion temperature of 3450 K, and
specific volume of combustion products of 0.818 m?3/kg.
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Introduction

Among the wide variety of polymer composite
materials, a special place is occupied by high-energy
materials on a polymer binder, in particular
propellants — mixed missile solid fuels (MMSF). The
vast majority of such compositions are a mixture of
ammonium perchlorate and other functional additives
in a polymer fuel-binder, which can harden after
preparation of the composition, forming a solid mass
[1,2].

The integral components of MMSF formulations
are plasticizers and surfactants (SAS), which determine
the required level of technological and operational
characteristics. They are introduced into fuel mixtures
to intensify the dispersion of powdery components
and reduce viscosity. The most common MMSF
plasticizers are the well-known dibutyl phthalate,
dioctyl phthalate, dioctyl sebacinate, and, in some
cases, energy-rich low molecular weight compounds
such as nitroalkanes, azides, etc. In particular, amine-

containing derivatives of fatty acids, sulfosuccinates,
polyoxyethylene, etc. are used as SAS [3]. The raw
material base for the production of such compounds
is fossil hydrocarbons [4]. In addition, as evidenced
by the experience of dealing with MMSF and the
results of research, the plasticizers used above do not
have sufficient thermodynamic affinity with the fuel-
binder. Therefore, they are prone to diffusion from
the fuel to the binding and heat-shielding layers of
combustion chambers of solid-fuel missile engines
(SFME), which affects the energy, thermophysical,
and physical-mechanical properties of charges and
structural elements of SFME [5].

In order to successfully counter external
aggression, Ukraine needs to increase the volume of
domestic production and use of SFME. However, a
significant restraining factor is the actual lack of own
component base even for existing productions. In
addition, most of the components of modern MMSF
(fuel-binder components, plasticizers, SAS) are
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synthetic products of processing non-renewable fossil
raw materials, and their production causes a negative
impact on the environment. Therefore, research in
the direction of creating a domestic component base
for MMSF based on renewable ecological raw materials
is definitely relevant.

Vegetable oils can be considered one of the most
popular types of renewable raw materials today.
Accordingly, an independent direction, oleochemistry,
was formed within the limits of organic and polymer
synthesis. Based on vegetable oils, various products
are already produced in significant volumes. Many
thorough publications, in particular refs. [6—8], are
devoted to this topic, and their number increases every
year.

Ukraine has great potential for the production
of renewable raw materials suitable for processing into
chemical products for various purposes, in particular
vegetable oils. In view of the above, the aim of this
study is the synthesis of products based on vegetable
oils as promising components of the domestic

component base for MMSF, as well as forecasting the
energy characteristics of solid fuel compositions based
on these products. Calculation methods are widely
used to predict the energy characteristics of missile
fuels, especially in the early stages of their design
[9,10].

Experimental and calculations

Compounds, which are predictable components
of MMSF oleochemical products (OP), are
characterized in Table 1.

Amide derivatives of fatty acids listed in the
Table 1 were synthesized according to ref. [8].

To determine the prospects of using the specified
oleochemical products in the formulations of high-
energy mixed compositions, the following calculation
method for predicting the energy characteristics of
MRSF is proposed:

— fuel combustion heat, Q,, quantitative heat
generated during the combustion of 1 kg of MRSF
without the access of an oxidant from the outside and
under the condition of cooling the combustion products

Table 1
Studied OP and their characteristics
Predicted
Designation Compound * M| §° i Sl A functional
& P 2 5, —of purpose in
MRSF
OH
Rsun)/_ /—/ surfactant
N which is a
DEAFA 4 \ 3674 | 22.35 | 0.684 870.5 crystal surface
OH modifier PCA
Rsun _/—NHz hardener;
DTAFA JNH N 3655 | 25.03 | 0.727 | 5645 | Purningrate
¢} regulator
component
Rsun /_\ Rsun
PAFA NN 610.6 | 17.95 | 0.402 | 1053.0 | plasticizer
g ~— %
Rsun /_\
N 6]
MAFA o / 3494 | 18.84 | 0.464 692.5 plasticizer
RO Ricinic oil CssH,04057 928.6 | 19.63 | 0.578 | 2878.0 |  Structure-
forming agent
OA H,C(CH,),CH=CH(CH,),COOH | 282.5 | 19.10 | 0.554 | 76438 modifier

Notes: * — R, stands for hydrocarbon residues of sunflower oil acids; ®* — M is the average molar mass of the product (g/mol);

the values are given taking into account the average acid composition of sunflower-seed oil; ¢ — solubility parameter of compounds,

MJ%S.m™"3; calculated as shown in ref. [11]; ¢ — the contribution of the associative solubility parameter to the total solubility

parameter; calculated according to ref. [12]; ¢ — standard enthalpy of formation, kJ-mol™'; the value is calculated by Benson’s

additive scheme, taking into account the values given in ref. [13].
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to standard temperature;

— temperature of fuel combustion products, T,,
the temperature of the final combustion products
directly at the time of their formation;

— the specific volume of fuel combustion
products, W,, the volume of gaseous and vaporous
products formed as a result of the combustion of 1 kg
of MRSF in an inert environment close to normal
thermodynamic conditions (water in the combustion
products is conventionally considered to be steam).

The averaged MMSF formulation according to
refs. [1,3,14] is taken as the base for comparison. Its
component composition and some characteristics are
given in Table 2.

As formulations of experimental MMSF obtained
from the base by replacing, certain functional
components with OP were considered. The conclusion
regarding the possibility of using specific OP instead
of DOA in fuel masses was drawn on the closeness of
the values of 8, and §,/8, (Tables 1 and 2), which is
an empirical criterion of the closeness of the
thermodynamic affinity of the specified plasticizers
with the rest of the MMSF components.

The energy calculation algorithm assumes the
following assumptions:

— the combustion process takes place under
isentropic and isochoric conditions. Although it is
known that combustion occurs under isobaric
conditions, the representation of combustion as an
adiabatic isochoric thermodynamic process makes it
possible to perform calculations using the laws of
conservation of energy and mass, as well as equations
for the equilibrium constants of chemical reactions;

— the end products of MMSF combustion, in
addition to metal oxides, are gaseous and vaporous
products;

— metals in the composition of MMSF are
completely transformed into oxides, chlorine into
hydrogen chloride, nitrogen into molecular nitrogen.

The composition of the remaining combustion
products (PC) depends on the equilibrium reactions
that take place with the participation of the primary
products of the oxidation process after their formation.
Among the possible equilibrium reactions, the
formation of the final composition is mainly influenced
by the reaction of water gas, which determines the
equilibrium between the products CO, CO,, H, and
H,O0. In this case, the combustion process of 1 kg of
MRSF can be represented by the following generalized
chemical reaction:

C,HpN O4AlLCltFe, — xCO+yCO, +2zH; +

+uH20+%N2 +§A1203 +fHCI+%Fe203, (1

where a, b, ¢, d, e, f, and g are the numbers of gram-
atoms of the corresponding chemical element in 1 kg
of MMSEF.

The ratio of the first four compounds in the
combustion products formed by the above reaction is
related to the equilibrium constant of the water gas
reaction in the following way:

_ Sco ’SHZO

, (2)
Scoz ‘SH2

w.g.

where K, is the equilibrium constant of the water
gas reaction; and 9 is the number of moles of the
corresponding subscripted compound in the
combustion products of 1 kg of MMSF.

The method of calculating the energy
characteristics of the compositions provides the
following features:

(a) drawing up the conversion equation of 1 kg
of MMSF (Eq. (1)) with determination of the
coefficients (number of moles) of PC through the
value of K, (Eq. (2)) for T,, which is close to the
real combustion temperature of MRSF:

Table 2
Composition of the basic formulation of MMSF and characteristics of its components
Component Part by Empirical formula M ) 87& AH°
ompone weight pirical formu ) 52 —Ad
Ammonium perchlorate 0.650 H,CINO, 117.49 - - 298.3
Aluminum powder 0.185 Al 26.98 — — 0
Butadiene rubber with terminal a
hydroxyl groups (HTPB) 0.090 Crs.967H34095102 | 3089.7 | 17.0 | 0.27 | 1070.0
Dioctyl adipate (DOA) 0.064 CpH404 370.57 | 174 1043 396.5
Isophorondiisocyanate 0.005 C,HgN,0O, 212.21 23.0 | 047 | 288.17
Catalyst DAF-2 0.006 C4H gFe 242.15 | 21.1 046 | 921.0

Note: * — in kJ/kg.
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_B+VB>-4.A-T

u >
2-A

where A=K, ,—1; B=K,,(0.5b’+d’—a)+2a—d;
I'=K,,-0.5b’(d’=a); b’=b—f; d’=d—3(gte)/2;

X-u

y-z’
(b) calculation of Q,, according to the complex

equation of transformation by the following equation:

Qv = _AfH?PC) - (— AfH?MMSF))_ JnRT, (3)

y=d’—(a+u); x=a—y; z=0.5b’—u; and Kwg =

where AfH?PC) is the sum of the standard enthalpies
of formation of PC per 1 kg of MMSF (kJ/kg);

AfH?MMSF) is the sum of the standard enthalpies of

formation of the components MMSF (kJ/kg); j, is
the number of moles of gaseous simple substances
which form 1 kg MMSF and PC; R is the universal
gas constant (kJ-mol™".K™!"); and T is the
thermodynamic temperature (K);

(c) checking the correctness of the choice of the
assumed T, according to the equation:

where @ is the number of moles of the m-th
compound in the PC of 1 kg of the composition (that

isX,y,2,u,c¢/2,¢/2, f,g/2); V.

isochoric molar heat capacity of the m-th compound

is the average

in PC in the temperature range T,—T,, where T, is
the standard temperature (298 K).

If the calculated 7, differs from the expected
one by no more than 50°, its value is taken as final;
otherwise, the above calculations are repeated for K, ,
which corresponds to the calculated temperature;

(d) determination of the specific volume of fuel
combustion products W, (m3-kg™"), according to the
following formula:

W, =0.02241- 315,

where ]; is the number of moles of the j-th gaseous
and vaporous (including water) compound in PC 1
kg of the composition.

Results and discussion

The results of the calculations of the energy
characteristics of the basic composition and those
obtained by replacing the plasticizer DOA in the basic
composition with the corresponding OP are
summarized in Table 3.

The data listed in Table 3 show that the
replacement of the DOA plasticizer in the basic
composition with OP does not significantly reduce
Qy (by 2.3—4.4%) and T, (by 2.1—4.0%), but increases
the W, value (by 0.4—1.7%).

Further calculations revealed that it is possible
to prepare MMSF with better energy indicators than
MMSF of the basic formulation by selecting
combinations of synthesized OP with other available
fuel-binders. The predicted characteristics of imaginary
compositions were calculated, in which the content
of PCA and aluminum corresponds to the content in
the basic composition, and the basis of the liquid-
viscous part is OP in combination with polyisocyanate
(PIC), for example, based on hexamethylene

Table 3

Calculated PS composition and energy characteristics of the base MMSF and obtained by replacing DOA with OP

Empirical formula of 1

Number of moles of combustion products and energy characteristics of 1 kg

MRSF
kg MMSF CO | CO, | H, | O | N, | A0, | HCl | Fe,0;
basic composition
C11.004H30.944N5 580020032 | 10.881 | 0.122 [ 15722 [ 1.484 | 2.790 | 3.428 | 5532 | 0.012
Alg g56Cls s530F €9 025 Qy=5860 kl/kg; T,;=3450 K; W;=0.818 m’
composition with DEAFA instead of DOA
Ci1021H30053Ns 754 | 10912 0.109 [ 15.914] 1.311 [ 2.877 | 3.428 | 5.532 [ 0.012
0227642l 856Cls 532F€0.025 Qy=5725 kl/kg; T,=3376 K; W,=0.821 m’
composition with PAFA instead of DOA
C11.378H40.208 11.320] 0.058 [ 16.645] 0.693 | 2.895 | 3.428 [ 5.532 ] 0.012
N5-789022‘;:312-856(:15‘5” Qy=5615 kl/kg; T;=3314 K; W,=0.832 m’
composition with MAFA instead of DOA
C11.201H30.003N5763022.60s | 11.135 | 0.084 [ 16.246 | 0.984 | 2.881 | 3.428 | 5.532 | 0.012

Al 356Cls s30F€.025

Qy=5605 kl/kg; T;=3313 K; W,=0.826 m’

Prediction of the properties of high-energy polymer materials based on oleochemical products
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diisocyanate trimer or epoxy resin of the ED-22 type
(ER) with a content of epoxy groups of 22.1-23.6%
with a hardener of the ethylene polyamine brand
HEPA-S120.

The qualitative composition and the results of
calculations of energy characteristics of experimental
compositions are given in Table 4. As follows from
the data given in Table 4, MMSF based on PIC and
OP have energy characteristics, the values of which
are practically equal to those of the basic MRSF. In
the case of a fuel-binder based on ER, the calculation
results yielded insignificantly lower Q, values
(0.4—0.8%), but higher T, values (0.5—0.7%).

Conclusions

According to the results of the performed
calculations, it is possible to consider the synthesized
OP as promising components of the domestic
component base for mixed missile solid fuels.

Based on the results of the performed
calculations, the synthesized amide derivatives of fatty
acids of plant origin can be considered promising
starting compounds for creating mixed missile solid
fuels based on the domestic component base. With
the use of considered OP as plasticizers, surfactants,
and structure formers, it is possible to create new
types of MMSF on isocyanate or epoxy fuel-binders,
which have energy characteristics no worse than the
characteristics of known MMSF. In particular, MMSF
with imaginary formulations have values of heat of
combustion in the range of 5800—5900 kJ/kg,
combustion temperature of 3410—3475 K, and specific
volume of combustion products of up to 0.79 m?/kg.
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ITPOTHO3YBAHHS BJIACTUBOCTEM
BUCOKOEHEPTETUYHUX ITOJIMEPHUX
MATEPIAJIIB HA OCHOBI OJIEOXIMIYHUX
IIPOAYKTIB

K.€. Bapaan, O.B. Yepearos, K.M. Cyxuii, O.A. beaanoscoka

CUHTE30BaHO HU3KY OJICOXIMIYHUX MPOAYKTIB —
aMiZIHUX TOXiTHUX XKUPHUX KHUCJIOT POCAMHHMX OJIiii Ha OC-
HOBI JieTaHOJIaMiHy, Hie€TUJICHTpiaMiHy, IinepasuHy, Mopdo-
niny. CUHTE30BaHiI MPOAYKTU PO3TISIHYTO SIK MOXJIMBIi
KOMIIOHEHTU CYMIllIeBUX PAKETHUX TBEPAMX IMaJUB: IJIACTH-
dikaTopu, NMOBEpPXHEBO-aKTUBHI PEUOBUHU, PEryJSITOPU TO-
pinHs. s bOrO BUKOHAHO PO3PaxXyHKU MPOTHO30BAHUX
€HEePreTMYHUX XapaKTePUCTUK CYMillIeBUX KOMITO3MIIil, 1110
MICTSITh CMHTE30BaHi OJICOXiMiUHI MPOMYKTU: CKJIald MPOIYKTIB
MePeTBOPEHHSI, TEIJIOTY, TeMIIepaTypy Ta MUTOMUK 00’€M Tpo-
IYKTIiB ropiHHs. HaBeneHO BiIMOBiIHY METOAMKY PO3pPaxXyHKIiB.
OTpuMaHi 3HAYEHHST XapaKTepMCTUK KOMITO3UIIi Ha OCHOBI
0JICOXIMIYHMX TIPOAYKTIB MPAKTUYHO IOPIBHIOIOTH pO3paxoBa-
HUM 3HAYEeHHSIM BiZoMOi KOMITO3MIIii Ha OCHOBi pPigKOro
KayuyKy i muactudikatopy — AiOKTWJIAOUITIHATY: TEILIOTa 3T0-
psiins 5860 kJIx/kr; TemnepaTypa ropints 3450 K; nutomuit
00’em mpoayktiB 3ropsinHst 0,818 m3/kr.

KarouoBi cioBa: aMinu XUPHUX KUCJIOT, €HEPreTUYHI
PO3paxyHKHU, OJCOXiMiUHI TPOAYKTU, CyMillleBe paKeTHE TBEpIC
MaJuBO, TOPiHHS.
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A series of oleochemical products, namely amide derivatives
of fatty acids from vegetable oils based on diethanolamine,
diethylenetriamine, piperazine, and morpholine, was synthesized.
The synthesized products are considered as potential components
of mixed solid missile fuels: plasticizers, surfactants, and
combustion regulators. To evaluate their applicability, the predicted
energy characteristics of mixed compositions containing the
synthesized oleochemical products were calculated, including the
composition of transformation products, heat of combustion,
combustion temperature, and specific volume of combustion
products. The method of calculation is presented. The obtained
characteristics of the compositions based on oleochemical products
are comparable to the calculated values for a known composition
based on liquid rubber and dioctyl adipate plasticizer: heat of
combustion of 5860 kJ/kg, combustion temperature of 3450 K,
and specific volume of combustion products of 0.818 m’/kg.
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