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To improve the physical-mechanical and thermophysical properties of polypropylene-
based thermoplastic composite materials, we performed modification of a polymer matrix
by reactive extrusion of polypropylene in the presence of benzoyl peroxide and polysiloxane
polyols. Modified polypropylene was compounded with basalt, carbon, and para-aramide
reinforcing fillers in a screw-disc extruder. It was established that the reinforcement of
modified polypropylene by basalt fibers ensured a 110% increase in tensile strength. The
reinforcement of modified polypropylene by carbon fibers allowed fabricating thermoplastic
composite materials with tensile strength increased by 14%. The maximum reinforcing
effect was observed by using para-aramide fibers as reinforcing fibers for modified
polypropylene with tensile strength increased by 30% as compared with initial polypropylene.
It was determined that the obtained thermoplastic composite materials based on modified
polypropylene can be processed into products by the most productive methods (extrusion
and injection molding). The developed materials exhibited improved thermal stability.
The proposed ways of modification methods provide substantial improvement in physical-
mechanical and thermophysical properties of modified polypropylene-based thermoplastic
composite materials as compared with initial polypropylene. In addition, they ensure a
significant increase in service properties of the products prepared from thermoplastic
composite materials based on modified polypropylene.
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Introduction

The development of modern techniques causes
the urgent need of constructional materials with
improved strength, exploitation safety, thermal
stability, low density, etc.

The macromolecule cross-linking is as effective
way of improving the properties of polyolefins. This
approach can provide the formation of 3D structure
due to intermolecular chemical bonds hereby and
ensure the enhancement of the following service
properties of polyolefins:

— an increase in the maximum operational
temperature;

— adecrease in deformation under loading both
at normal and increased temperatures;

— an improvement in physical-mechanical
properties (tensile or bending strengths);

— increased resistance of abrasive wear;

— increased stability under dynamic loads;
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— improved chemical resistance.

Earlier [1,2], we conducted the modification
of polypropylene (PP) by a mixture of benzoyl
peroxide (BP, 0.25 wt.%) and polysiloxane polyols
(PSP) having the following structures:
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were PE= CSHG—O-(-CZH;O-);C3H6—O—CH3 /H

with different content of hydroxyl groups (1,8% and
0,6% for PSP-1 and PSP-2, respectively).

We established that this way of modification
allowed us to change purposefully the service

Development of thermoplastic composite materials based on modified polypropylene



146 ISSN 0321-4095, Voprosy khimii

i khimicheskoi tekhnologii, 2021, No. 3, pp. 145-149

properties of polypropylene [2]. It was determined
that the PSP type of modifiers with reduced content
of hydroxyl group was the most effective one. The
optimal quantity of PSP-1 and PSP-2 modifying
additives was 1.25 wt.% and 0.75 wt.%, respectively
[2].

Table 1 summarizes some properties of
polypropylene modified by mixture of 0.25 wt. BP
with 1.25 wt.% PSP-1 (MPP-1) and polypropylene
modified by mixture of 0.25 wt.% BP with 0.75 wt.%
PSP-2 (MPP-2).

Table 1

Properties of polypropylene modified by mixture

of 0.25 wt. BP with 1.25 wt.% PSP-1 (MPP-1) and
polypropylene modified by mixture of 0.25 wt.%
BP with 0.75 wt.% PSP-2 (MPP-2)

Property PP [ MPP-1 | MPP-2
Tensile strength, MPa 26.0 54.6 65.8
Elongation at break, % 109.0 | 12.5 13.3
Melt fluidity index, g/10 min 2.29 33 3.1
Young module, GPa 0.3 4.4 4.9

The samples of modified PP (MPP-1 and
MPP-2) exhibited enhanced properties as compared
with initial polypropylene. Thus, such modification
of polypropylene can be used in creation of a polymer
matrix for thermoplastic composite materials (TCM).

We conducted the reinforcement of a modified
polypropylene with fibers of different nature to
improve the physical-mechanical properties of TCM.

Nowadays, glass fibers are the most common
reinforcing filler for polypropylene [3—6]. Application
of glass fibers as reinforcing filler provides obtaining
TCMs with improved physical-mechanical and
thermophysical properties (low shrinkage). However,
the reinforcement of polypropylene by glass fibers
leads to a significant decrease in the impact strength
of TCM [7].

At the same time, basalt fibers (BF) are
considered as common fillers for polypropylene [8—
12]. They have high strength, thermal stability and
relatively low price. As compared with glass, basalt
fibers ensure a 10—20% increase in tensile module,
tensile strength (especially, after temperature loads)
and higher chemical resistance in acid and alkaline
media. Reinforcement of PP by basalt fibers allows
obtaining TCM with a tensile strength of 37.5 MPa.
Increasing adhesion strength in the system «polymer—
reinforcing filler» via fiber activation and its dressing
by adhesion promoters can provide preparing a
thermoplastic composite material with a tensile
strength of 67.5 MPa [9].

It is widely known that carbon fibers (CF) are

also often used for polypropylene reinforcing Tensile
strength of these TCMs can reach 57.2 MPa [13].

The most promising way of fabrication of TCMs
based on polypropylene is reinforcing by organic
fibers, para-aramide in particular. The use of such
reinforcing fibers limits residual stresses in a polymer
matrix because their nature is close to the polymer
matrix. Para-aramide fibers (PAF) are more elastic
than carbon and show good abrasion resistance.
Tensile strength of TCMs on their basis is 86.7 MPa
[14].

Experimental

For polypropylene reinforcing, we used
chopped (with a length of 17.5—20.0 mm) basalt
fibers (manufactured by Ltd «Technobasaltinvest»,
Ukraine), carbon fibers «U-230» (manufactured by
Hamwell Composites, Czech Republic), and para-
aramide fibers «Arselon» (anufactured by OJSC
«SvetlogorskKhimvolokno», Republic of Belarus).

Compounding of modified polypropylene with
reinforcing fillers was done in the screw-disc extruder.
Injection molding of standard samples was performed
by using a molding machine Kuasy 25x32/1.
Mechanical and thermophysical properties of
prepared TCMs were studied according to ISO
standards for plastic materials.

Results and discussions

The tensile strength of TCMs based on both
initial (PP) and modified polypropylene (MPP-1,
MPP-2) are shown in Fig. 1.

According to results shown in Fig. 1, the
application of modified polypropylene as a polymer
matrix reinforced by basalt fibers provides the
improvement of tensile strength by 110% (from
37.5 MPa to 78.8 MPa). When using MPP usage for
the preparation of a carbon fibers reinforced TCM,

—
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Fig. 1. The tensile strength of TCMs based on initial (PP) and
modified polypropylene (MPP-1, MPP-2) reinforced by basalt
(BF), carbon (CF) and paraaramide (PAF) fibers (reinforcing

degree is 30 wt.%)
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the tensile strength is 66.3 MPa, which 14% higher
than when using an initial PP. The maximum
reinforcing effect was observed by using para-aramide
fibers (Armos) as reinforcing fibers for modified
polypropylene. The tensile strength of the obtained
TCM was 112.9 MPa.

It follows from the analysis of the obtained
data that the application of modified polypropylene
as a polymer matrix for TCM creation is very
effective. Thus, the tensile strength grows by 14—
110%, depending on fibers nature. This effect can
be caused by the change in the supramolecular
structure of a polymer and by an increase in the
adhesion interaction in the system <«polymer—
reinforcing filler».

When determining the loads ratio of a TCM, it
is very important to measure the normal stress ratio
corresponding to linear deformation under a linear
stress state to the limits of proportionality (Young’s
modulus). The results of the determination of Young
modulus are shown in Fig. 2.

According to obtained data, we can make a
conclusion that TCMs based on modified
polypropylene (MPP-1, MPP-2) and reinforced with
basalt fibers are more «rigid». Thus, these materials
are less able to «cold flow» under static loads and
more stable towards crack formation. Kaushal and
Singh [15] showed that the obtained TCM can resist
under static and dynamic loads within increasing
energy that is spent on TCM destruction.

The TCMs based on modified PP can be
processed into wares by the most productive ways
(extrusion and injection molding). The melt fluidity
index (MFI) of MPP-1 with 30 wt.% degree of
reinforcing is as follows: 1.3 g/10 min, 1.6 g/10 min,
and 2.0 g/10 min for basalt fibers, carbon fibers, and
para-aramide fibers, respectively. MFI for MPP-2
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Fig. 2. The Young modulus of TCMs based on modified
polypropylene (MPP-1, MPP-2) reinforced with basalt (BF),
carbon (CF) and paraaramide (PAF) fibers
(reinforcing degree is 30 wt.%)

with 30 wt.% degree of reinforcing is as follows:
1.7 g/10 min, 1.8 g/10 min, and 2.2 g/10 for basalt
fibers, carbon fibers, and para-aramide fibers,
respectively.

According to ISO 3451 standard, there is a need
to know the real and theoretical fibers content in
the polymer matrix.

To determine a real reinforcing degree of MPP,
a pyrolysis analysis of the obtained TCMs was
conducted (Table 2).

Table 2
Theoretical (T) and real (R) reinforcing degree of
modified polypropylene (wt.%)

Fibers nature T R
Carbon fibers 30 22
Basalt fibers 30 24
Para-aramide fibers 30 28

From the analysis of data given in Table 2, we
can observe that real and theoretical reinforcing
degrees are not the same. This can be a result of
«specific» compounding of reinforcing fillers with
polymer matrix, which depends on the screw-disc
operation and construction.

To determine the temperature operation range
and processing parameters for the production of
ready-to-use wares based on modified polypropylene,
we conducted the investigation of thermal stability
by the TGA method (thermogravimetric analysis)
(Fig. 3).

It follows from the analysis of TGA data that
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Fig. 3. The TGA data of initial and modified polypropylene
and TCM reinforced with different fibers:

1 — initial polypropylene; 2 — modified polypropylene (MPP-1);
3 — MPP-1 reinforced by basalt fibers; 4 — MPP-1 reinforced
by para-aramide fibers; 5 — MPP-1 reinforced by carbon fibers

(reinforcing degree is 30 wt.%)
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the nature of reinforcing filler have a significant
influence on the thermal stability of the obtained
TCM. Thus, the composite materials reinforced by
basalt fibers exhibited an active destruction
temperature of 340°C, which is much higher than
for similar compositions based on initial
polypropylene [8], where an active destruction
temperature was approximately 265°C. An increase
in thermal stability can be caused by more intensive
interaction at the phase boundary «polymer—fiber»
and by appearance of additional thermal-stable
bounds between polypropylene macromolecules due
to the «peroxide crosslink» process. However, the
change of an active destruction temperature was not
observed for the modified polypropylene reinforced
by CF and PAF [13,15], which, probably, results
from the absence of any interactions at the phase
boundary «polymer—fiber» due to specific features
of a filler surface.

Conclusions

The reinforcement of modified polypropylene
with mineral and synthetic fibers is a promising way
to obtain thermoplastic composite materials. The
application of proposed modification methods can
provide a significant increase in physical-mechanical
and thermophysical properties of TCMs based on
MPP, as compared with polypropylene, which will
improve the service properties of wares.
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PO3POBKA TEPMOILJIACTUYHUX KOMITO3UIIIMHUX
MATEPIAJIIB HA OCHOBI MOAV®IKOBAHOI'O
[OJIITPOIILUIEHY

J.0. Yepsaros, O.C. Csepoaixoscoka, O.B. Yepsaros

s nmoxpaiteHHs (Hi3UKO-MeXaHiYHUX i TerIo¢izuuyHUX
BJIACTMBOCTE! TEPMOIIACTUYHUX KOMIO3UIIITHMX MaTepiaiiB Ha
OCHOBI ToTinporijieHy, 0yi1o 3aiiicHeHo MoaudiKailito mojimMep-
HOI MaTpuLi LUTSIXOM peakUiitHOi eKCTPY3ii MoJinporijieHy y npu-
CYTHOCTI TIEpOKCHIYy OEH30UIy Ta IMOJTiCMIOKCAHIIONIoNiB. Mo-
nrdikoBaHU MOJTIMpoNiJieH cyMillaiy 3 6a3aIbTOBUMU, ByIJie-
LIEBUMM Ta TMapaapaMiIHUMHU apMYIOUMMM HANOBHIOBAYaMU Y
YyepB’sIYHO-IMCKOBOMY eKCTpyzaepi. BcraHoBieHo, 1o npu ap-
MYBaHHi MO (}iKOBAHOTO MOMiNpornijieHy 6a3a1bTOBUM BOJIOK-
HOM DiBeHb MIITHOCTI TPU po3TATY 36inbInyeThest Ha 110%. Ap-
MYBaHHS$ MO (}iKOBAHOTO MOJIIMPOITiJIEHY BYIJIELEBUM BOJIOK-
HOM JI03BOJISIE OTPUMATH TEPMOIUIACTUYHI KOMITO3ULIiifHI MaTe-
piayy 3 MIlIHIiCTIO TIpW PO3TATY, 36iblIeHOI0 BUIle Ha 14%.
MaxkcumanbHMii apMy1ouuil eeKT CrocTepiraBesi pu apMyBaHHi
MO (bIKOBaHOTO MOJIIMPOIiIEHY MapaapamMiTHUMU BOJOKHAMU,
MILHIiCTb MPU PO3TSI3i OTPUMAHOTO OPTaHOIJIACTUKY OyJia BUILLE
Ha 30% y MOpiBHSIHHI 3 BUXiIHUM MoOJinpomnijieHoM. BetaHoB-
JIEHO, 1110 OTPUMaHi TEpMOIJIACTUYHI KOMIMO3MLIIHI MaTepianu
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Ha OCHOBi MOAM()IKOBAHOTO TMOJIMPOIiJIEHY MOXYTh TIepepoo-
JIIOBaTUCS y BUPOOM HaWOUIbLI MPOAYKTUBHUMMU METOAAMU —
€KCTPY3i€l0 Ta JIUTTIM MiJ TUCKOM. Po3pobiieHi marepianu ma-
10Th MiABULIEHUI piBeHb TepMiuHOI cTabinbHOCTI. BusHaueHo,
110 3aCTOCYBaHHS 3alPOIIOHOBAHUX METOMIB Momudikallii 3Ha-
YHO TOKpallye HU3KY (i3NKO-MEeXaHIYHUX Ta TETI0(hi3MIHUX
BJIACTMBOCTE! TEPMOTIACTUYHUX KOMITO3ULIITHMX MaTepiajliB Ha
OCHOBi MO (PiKOBAaHOTO MOJIIMPOTIiJIEHY Y MOPIBHSIHHI 3 BUXif-
HUM TIOJIIMPOITIJIEHOM Ta J103BOJISIE 3HAYHO 30iJIbIIMTU PiBEHb
eKCIUTyaTalliifHUX BJIacTUBOCTE BUPOOiB Ha iX OCHOBI.

Kimouosi c;ioBa: MoivdikoBaHuit MOiNponijieH, NepoKCUL
OeH301Ty, TTOJTICUIIOKCAHTIONIOJ, TEPMOTUIACTUYHI KOMITO3UITiiTHI
Marepiaiv, apMylourii HalOBHIOBAY.
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To improve the physical-mechanical and thermophysical
properties of polypropylene-based thermoplastic composite
materials, we performed modification of a polymer matrix by
reactive extrusion of polypropylene in the presence of benzoyl
peroxide and polysiloxane polyols. Modified polypropylene was
compounded with basalt, carbon, and para-aramide reinforcing
fillers in a screw-disc extruder. It was established that the
reinforcement of modified polypropylene by basalt fibers ensured
a 110% increase in tensile strength. The reinforcement of modified
polypropylene by carbon fibers allowed fabricating thermoplastic
composite materials with tensile strength increased by 14%. The
maximum reinforcing effect was observed by using para-aramide
fibers as reinforcing fibers for modified polypropylene with tensile
strength increased by 30% as compared with initial polypropylene.
It was determined that the obtained thermoplastic composite
materials based on modified polypropylene can be processed into
products by the most productive methods (extrusion and injection
molding). The developed materials exhibited improved thermal
stability. The proposed ways of modification methods provide
substantial improvement in physical-mechanical and
thermophysical properties of modified polypropylene-based
thermoplastic composite materials as compared with initial
polypropylene. In addition, they ensure a significant increase in
service properties of the products prepared from thermoplastic
composite materials based on modified polypropylene.

Keywords: modified polypropylene; benzoyl peroxide;
polysiloxane polyol; thermoplastic composite materials; reinforcing
filler.
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