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We showed the inability to evaluate the properties and the processing conditions of
polyurethanes based of their hardness, although such evaluation is usually used in their
marking, this approach does not take into account the peculiarities of molecular structure
and the nature of the initial components. A scientifically substantiated approach to the
creation of materials based on block-polyurethanes (BPU) of different morphology was
developed. The effect of rigid phase content was studied. The characteristic points of the
rigid blocks content, P, and P, which correspond to the conditions of geometric phase
transitions, were determined and the conditions of the formation of geometric phase
morphology with optimal parameters (P, <P_<P_) were found. Thus, there is a noticeable
inflection in all of these graphic dependences for the BPU based on oligo(tetramethylene
ether) glycol at points with P,;,=30% and P_,=50% (conditional strength at tension, elasticity
modulus, relative elongation at rupture, hardness, softening temperature, and degree of
crystallinity). The technological parameters of BPU molding under pressure with optimal
phase morphology, including rapid prototyping complexes (3D printers), have been
established. The recommended parameters allowed productively affecting the process of
molding under pressure and preparing qualitative products from the developed composites
with a specified complex of properties (gaskets, friction supports, elastic elements of gearing
devices, extruded strands, circular rings, plates, tubes, etc.). In addition, due to recycling,
we managed to substantially reduce ecological risk and increase the commercial

attractiveness.
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Introduction

The search for polymeric materials with
universal properties, which combine the property
complexes of elastomers and plastics, has become
an impulse to the synthesis in the 1940s of a new
class of high-molecular compounds, polyurethanes.
Now, there are elastic, semi hard and hard materials
produced on the basis of polyurethanes.
Polyurethanes are processed by practically all
available technological methods: pressing, extrusion
and molding. Filled, reinforced, foamed, laminated
products in the form of plates, sheets, blocks, profiles
and fibers can be obtained from polyurethanes [1].

For fifty years since the beginning of the
industrial production of polyurethanes, need for them
increased and now reached world volume 17.65
million tons (33.7% of the world’s volume is made
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in People’s Republic of China).

Recently, thermoplastic materials based on
linear block-polyurethanes [2] are increasingly used.
Indifference to oil products, high wear resistance,
the ability to be processed into products at high speed
and high-automation equipment, possibility of
multiple recycling, the absence of waste products
during production and elimination of the
vulcanization stage are the main advantages of linear
block-polyurethanes (BPU). An ability to change
the ratio of the original components allows varying
the BPU properties in a wide range and,
consequently, achieving purposefully approach in the
creation of polymer systems with preset properties.
Hardness is usually considered as a main parameter
of the change in physical-mechanical properties and
is a basis of the marking. However, it does not take

Technological features of processing linear block-polyurethanes of different morphology



6 ISSN 0321-4095, Voprosy khimii i khimicheskoi tekhnologii, 2019, No. 4, pp. 5-11

into account peculiarities of the molecular structure
of polyurethanes and the nature of the original
components, which is one of the reasons for the
lack of a scientifically grounded technology for the
processing of these materials into product.

Experimental

Linear block-polyurethanes of different
molecular structures and morphologies were
synthesized. In accordance with modern ideas about
the morphology and structure of BPU [3], they are
block-copolymers of the form

_[_[_ES_]n_Ari_[_Br_Ari_]m_]k_

(where E; is oligoglycol of different nature, A/ is
isocyanate and B, is an extension chain), whose
molecules consist of segments of moderately flexible
chains with a low glass transition temperature (often
called flexible or elastic segments) and polar,
relatively hard segments, that are alternating between
each other. The composition of the elastic segments
includes the elementary chains of oligoeters or
oligoesters. Rigid segments are formed as a result of
the interaction of diisocyanates with low molecular
weight glycols. Due to the limited mutual solubility
of the segments in polyurethane, a two-phase
structure is formed, the degree of heterogeneity of
which can be sufficiently large [4]. This allows us to
consider BPU as filled systems, and role of a
somewhat filler in which is played by the blocks of
hard segments, connected with the main chains of
the molecule by chemical bonds and with adjacent
molecules by physical transverse bonds. As a result,
it can be expected that the change in the ratio of
initial components can allow wide range variations
in BPU properties, thus, a purposefully approach to
the creation of polymer systems with preset properties
can be obtained. It is obvious that processing regimes
of such materials will be significantly different.

Characteristics of the initial components with
their chemical formulae for the synthesis of
investigated polyurethane block-copolymers are given
in Table 1.

The OOTMG oligoether (TS 6-02-646-81) was
prepared as a result of splitting through ether bond
of tetrahydrofuran in the presence of alkaline
catalysts. The peculiarity of oligoeters is the presence
of the macromolecules of the etheric link =C—0O—C=
in the main chain, which is regularly repeated. BPUs
based on oligoether show increased hydrolytic
resistance, heat resistance and frost resistance [4].

Oligoesters of different molecular weights were
obtained by the interaction of adipic acid with glycols
(TS 38-103-582-85). A characteristic feature of the
oligoesters is the presence of regularly repeating
macromolecules of ester bond —CO—O— in the main

chain. BPUs based of these glycols exhibit high
physical-mechanical properties, good resistance to
light and thermo-oxidative destruction and high
processing efficiency [4]. The molecular weight of
oligoesters varied in the range of 500—2000. Saunders
and Freish reported [5] that the usage of oligoglicols
in this range of molecular weight is favorable during
the synthesis of BPUs. 4,4'-Diphenylmethane
diisocyanate (MDI) (TS 113-03-29-3-80) was used
as isocyanate, which is the most common during
the synthesis of BPUs [6]. Common low-molecular
glycol, 1,4-butanediol (BD) (TS 64-5-65-80), was
chosen as a chain extension.

To determine elasticity modulus at tension (E,),
conditional strength at tension (f,), relative
elongation(e,), residual elongation (¢), coefficient of
mechanical hysteresis losses (y) and Vicat softening
temperature (T,), standard methods of physical and
mechanical tests were used.

The degree of crystallinity (C,) was determined
by the Matthews’ method as a ratio of the area under
the crystalline reflexes (S,) in the X-ray chart to the
total area under the coherent scattering curve (S,+S,).

Results and discussions

Based on the results of previous studies, we
established that different ability of the oligoglycol
component of BPU, which contains hydroxyl groups,
to crystallize, affects the hardness of the material
(Fig. 1). In case of amorphous oligoglycol (OG),
the hardness of the polyurethane block-copolymers
increases in direct proportion to a decrease in the
content of components containing hydroxyl groups.

If the BPU contains oligoglycol, which is
capable to crystallize, then the hardness has the
highest values (95—98 units of Shore A) in the interval
of its maximum content. Thus, polyurethanes of the
same structure can have either different values of
hardness, and, accordingly, values of elasticity,
abrasion resistance and coefficient of friction or the
same hardness and completely different morphology.
If we compare polyurethanes of the same structure
but of different molecular weights (for example,
20,000 and 80,000), then we can see that their
hardness will differ 2 times (Fig. 2), hence there
should be different wear values. Thus, we can
conclude that the evaluation of the BPU properties
without taking into account the molecular structure
is inaccurate, and the proper regimes of processing
are not appropriate.

Investigation of the dependence of physical-
mechanical properties of BPU on the molecular
weight (M), performed by Scholenberg using
materials, synthesized on the basis of oligobutylene
glycol adipate (OBGA), 4,4'- diphenylmethane
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[n]=0.8—1.1 dl/g, have the most acceptable structural
order and high heat resistance [7]. Therefore, for
further research, BPU with molecular weight, that
corresponds to index of characteristic viscosity
[n]=0.8—1.1 dl/g is chosen.

The morphological structure was varied by
changing the ratio of low-molecular glycol
(butanediol) to oligoglycol during synthesis. With
an increase in the amount of butanediol, the content
of hard blocks (P,) in the block copolyurethanes
increses, which is defined as a part of a molecule
with a low-molecular diol:

~90n+250(n+1)
©a-M,, +90n+250(n+1)

-100%,

where P is the content of hard blocks, %; M,, is the
molecular weight of oligoglycol (500, 1000, 2000);
90 is the molecular weight of low-molecular
butandiol; 250 is the molecular weight of
diisocyanate; a is the number of moles of oligoglycol;
n is the number of moles of butanediol; and (n+1)
is the number of moles of diisocyanate.

As an example, Figure 3 shows the dependences
of physical-mechanical characteristics of BPUs based
on OOTMG,,, on the parameters of the
morphological structure.

In case of low P, values (up to 30%), hard
blocks in the material are in form of separate
structural units and aggregates. The uninterrupted
(connected) network, which consists predominantly
from elastic oligoether blocks with low glass transition
temperature, cannot withstand external influence.
That is why low values of the conditional tensile
strength, elastic modulus and softening temperature
are observed in this concentration range (Fig. 3).
High values of the residual elongation, relative
elongation and the coefficient of mechanical
hysteresis losses can be explained by the low stability
of the microphase of elastic blocks to mechanical
stresses and, consequently, by high contribution of
irreversible deformations in the scattering of
mechanical energy [8].

In case of a further increase in P, (the values
of about 30 wt.%), there is either an explicit inflection
or optimum observed for most of the graphic
dependencies. Thus, the values of conditional strength
at tension, hardness and softening temperature
increase rapidly, the value of residual elongation
decreases rapidly and the values of relative elongation
at rupture and the coefficient of mechanical hysteresis
losses (y) have a minimum (Fig. 3). Such a pattern
of shown concentration dependences in this interval
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Fig. 3. Dependences of physical-mechanical characteristics of
BPU based on OOTMG,,, on the content of hard blocks (P,):
la — conditional strength at tensile (f,); 2a — elastic modulus
at tensile (E,); 3a — relative elongation at rupture (g,);
4a — residual elongation (g); 1b — Shore hardness (H,) (scale A);
2b — coefficient of hysteresis mechanical losses (y);
3b — Vicat softening temperature (T,); 4b — degree of
crystallinity (C,)

is likely to correspond to the moment of the
appearance of a connected structure formed by the
microphase of hard blocks.

At a point with P, content up to 50%, some
dependences show second inflection. This is typical
of the concentration dependences of conditional
strength at tensile), elastic modulus, relative
elongation at rupture, hardness, softening
temperature and degree of crystallinity (Fig. 3). This
character of the above dependences indicates the
appearance of a hard connected structure formed by
the microphase of hard blocks. This grid of hard
blocks can take the main loading and provide
enhanced physical-mechanical characteristics.
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A further increase in the content of hard
segments (over 50%) leads to a more intensive growth
of the elasticity modulus at tensile, degree of
crystallinity, and less intensive growth of the values
of conditional strength at tensile, relative elongation
at rupture and hardness; residual elongation and
softening temperature change insignificantly (Fig. 3).

Thus, the analysis of obtained results related to
BPU on the basis of OOTMG;, allows distinguishing
three following characteristic areas within which
concentration dependences have significant
differences: P.<30%; 30%<P.<50%; P.>50%. A
noticeable inflection of all shown graphical
dependences is observed at points where P,,=30%
and P,=50%. Thus, we can assume that polyurethane
block-copolymers based on OOTMG,,, with
P_,=30% can be successfully used in industry, where,
first of all, it is necessary to provide high deformation
characteristics. BPUs with P,=50% provide sufficient
frame hardness under conditions of high loading and
temperature influence. Undoubtedly, treatment
regime of the considered BPU with different
parameters of the morphological structure will
significantly differ.

It should be noted that similar dependences
have been established for all considered systems.

The technology of BPU processing at different
temperature regimes is proposed depending on hard
blocks ratio. When the temperature overcomes a

certain value, the thermal destruction of BPU is
possible. On average, the destruction begins at a
temperature of about 220—230°C.

The temperature interval of processing of BPU
with low P, content is in the region of lower
temperatures than that of hard BPU. It is possible
to recommend the technological regimes of molding
under pressure of BPU with different contents of
hard blocks P_, independently from the chemical
nature and molecular weight of oligoglycol (Table 2).

Developed BPU can be processed into products
by known methods: molding under pressure,
extrusion and calendering using common equipment
(Fig. 4).

For processing BPU with rational content of
hard blocks, the use of screw molding machines,
equipped with a single-wound three-zoned screw, is
suitable. These machines provide more accurate
temperature control and better homogenization of
the mass.

In order to achieve optimal consumer properties
of finished products from block-polyurethanes, air
drying of polymer granules in dryers is recommended
before processing. Moisture content in granulate
should be within 0.02—0.05%. The following drying
parameters are recommended: 3—4 hours at the
temperature of 90+5°C.

Developed BPU can be painted using usual

Table 2
Recommended regimes of molding of BPU with different content of hard blocks
Values
Parameter Content of hard blocks, P., %

24-30 30-50 50-60
Temperature of cylinder zones, °C: dosage 160-180 180-190 190-210
melting 140-160 170-180 180-190
feeding 120-140 160-170 170-180

Form temperature, °C 2540 2540 25-60
Injection pressure, MPa 40-70 60-90 70-110
Cycle duration, s 30-120 30-120 30-120

Speed of screw rotation, rpm 40-60 45-70 50-75

Fig. 4. Some products made of linear block-polyurethanes with different morphology
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pigments and paints which are used to paint industrial
thermoplastics.

Conclusions

1. Estimation of the properties and processing
regimes of BPUs in relation to hardness, which is a
basis of the marking of most world manufacturers,
was stated to be inaccurate and requires further
research to establish the interconnection between
the structure and properties of polyurethanes, taking
into account their chemical structure, as well as the
nature of the original components.

2. Behavior of the BPU in the ranges of the
rigid phase content where P<P,, P, ,<P.<P, and
P_>P,, significantly differs. At minimum contents,
when P.<P,, the properties of the BPU are
determined by the characteristics of the elastic phase
(hard blocks are located in the polymer separately).
At P <P <P, a structural organization is formed, in
which an elastic phase with hard phase functions
synergistically. At further growth of P, (P.>P,,), the
properties of BPU are determined by the hard phase,
therefore we can observe a decrease in the elasticity,
an increase in the level of hardness and hysteresis
losses.

3. The rational technological parameters of
BPU with different phase morphology molding under
pressure have been established, which allowed
affecting the technological process and obtaining
qualitative products.
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TEXHOJIOTTYHI OCOBJIMBOCTI TIEPEPOBJIEHHS
JIIHIMHUX BJIOK-KOIIOJIIYPETAHIB 3 PI3HOIO
MOP®O.IOIIEIO

B.M. Anicimos, B.B. Anicimos

Iloka3sana neobrpynmoganicms OYiHIOBAHHS 6AACMUBOCHEN
ma ymoe nepepobaeHHs noaiypematie 6io meepoocmi, sKa, K npa-
8U.10, 3aKAA0EHA 8 OCHOBY iX MAPKYBAHHS | He 8PAX08YE 0COOAUBO-
cmell MoaekyaspHoi 6ydosu, npupoou 8uxioHux komnoHenmie. Pos-
POOEeHO HAYK0B0 00TDYHMOBAHULL NiOXI0 00 CMEOpeHHs Mamepianie
Ha ocHogi 6aok-konoaiypematie (BI1Y) 3 pizHoro mopghonoeicio (eus-
uanu enaue emicmy xcopcmioi gasu). Bcmarnoeneno xapakmepHi
mouku emicmy scopcmkux 6aokie P, i P, ki eionosioaroms ymo-
8aM 2eoMemPUYHUX (haz08ux nepexodie, GUABACHO YMOGU YMBOPEH-
HS 2eoMempuyHOi paz060i mopghoaoeii 3 onmumarbHUMuU napamem-
pamu (P.,<P.<P.,). Tak, das BI1Y na ocuosi oricookcumempame-
munenenikoas 6 moukax 3 P,;=30% ma P,,=50% cnocmepieacmocs
NOMIMHUT 2eOMemMPUHHULL NepecUuH YCix HageOeHUX epagiuHux 3a-
AexcHocmetl (YM0oGHOI MiyHOCMi npU po3msa3i, MOOYAS NPYICHOCI,
8iOHOCH020 6U008IICEHHS NPpU PO3pusi, meepdocmi, memnepamypu
PO3M AKUWeHHs, CmyneHs kpucmaniunocmi). Bcmanoeneno mexmo-
A0eiuHi napamempu aumms nio muckom BIIY 3 onmumansHoro
hazo6010 mopghonoeicio, KalOUAIOUU KOMIACKCU WBUOKO20 NPOMO-
munyeanus (3D npunmepu). Pexomendosani napamempu 003601u-
AU 8 PeanbHux YMoeax npooyKmueHo GRAUBAMU HA MEXHOA0IMHUL
npoyec aumms nio MUckom, odepicyeamu sKicHi 6upobu 3 po3poo-
ACHUX KOMRO3UMI@ i3 3a0aHUM KOMNAEKCOM eaacmugocmeli (yuy-
inbHeHHs, Onopu mepmsl, NPYICHI ereMeHmu nepedaganbHux npu-
cmpois, excmpy0o8ani dxceymu, Kinvys Kpyenoeo nepepisy, niac-
muHu, mpyoKu, mouwo), a 3a80AKU PeUUKAIHY CYMMEBO 3HUUMU
eKo0102iUHe HABAHMANCeHH Ma nideuwumu ix KomepyiiuHy npuead-
Augicmo.

Kimouosi ciioBa: 0j0K-KoIojiypeTtaH, BMICT XOPCTKUX
OJIOKiB, JIUTTS IiJ TUCKOM, TEXHOJIOTIYHUU TIpollec,
TEeMIEPaTYPHUIL PEXUM.
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We showed the inability to evaluate the properties and the
processing conditions of polyurethanes based of their hardness,
although such evaluation is usually used in their marking, this
approach does not take into account the peculiarities of molecular
structure and the nature of the initial components. A scientifically
substantiated approach to the creation of materials based on block-
polyurethanes (BPU) of different morphology was developed. The
effect of rigid phase content was studied. The characteristic points of
the rigid blocks content, P., and P, which correspond to the
conditions of geometric phase transitions, were determined and the
conditions of the formation of geometric phase morphology with optimal
parameters (P, <P.<P.) were found. Thus, there is a noticeable
inflection in all of these graphic dependences for the BPU based on
oligo(tetramethylene ether) glycol at points with P.,=30% and
P.,=50% (conditional strength at tension, elasticity modulus, relative
elongation at rupture, hardness, softening temperature, and degree
of crystallinity). The technological parameters of BPU molding under
pressure with optimal phase morphology, including rapid prototyping
complexes (3D printers), have been established. The recommended
parameters allowed productively affecting the process of molding under
pressure and preparing qualitative products from the developed
composites with a specified complex of properties (gaskets, friction
supports, elastic elements of gearing devices, extruded strands, circular
rings, plates, tubes, etc.). In addition, due to recycling, we managed
to substantially reduce ecological risk and increase the commercial
atfractiveness.

Keywords: block-polyurethane; hard block content; molding
under pressure; technological process; temperature regime.
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