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1. Introduction

Polypropylene is known as a versatile and valuable fibre-forming polymer material, which
is widely used for the production of medical and hygienic products, carpets and floor
coverings, apparel and household textiles, filtering media, agro and geotextiles, automotive
interior and many other technical textiles. The wide range of goods comprises a variety of
products including mono- and multifilaments, staple fibres, tapes and fibrillated fibres as
well as spun-bonded and melt-blown nonwovens.

For the formation of polypropylene textiles different techniques were developed. The common
method used for the formation of mono- and multifilaments is classical melt spinning.

In melt spinning, polypropylene in powder or pellet form is heated above the melting point
and then is extruded through fine orifices of a spinneret into the air. Below spinneret in the
air thin streams are intensively cooled and subjected to an intense stretching. During cooling
the liquid streams solidify. Finally, solidified filaments are taken by final take-up device.

Formation of fibres with good properties requires proper selection of formation parameters.
Changes of the particular parameters have a great impact on the fibres” structure.

The significant changes of the fibres’ structure were observed right from the beginning of
their production (Natta, 1961; Ross, 1965; Sheehan & Cole, 1964). It was stated that inside
the fibres both, less ordered mesophase and well ordered crystalline phase can be formed.

Mesophase reveals intermediate order between amorphous and crystalline phases. In the
first studies it was labelled as smectic (Natta & Corradini, 1960) or paracrystalline (Miller,
1960). Further studies revealed that mesophase is made up of bundles of parallel chains,
which maintain typical for all polymorphic forms of polypropylene three-fold helical
conformation. Bundles are terminated in the direction of the chain axis by helix reversals or
other conformational defects (Androsch et al., 2010). In the bundles long range ordering
maintains only along the chain axes, whereas in lateral packing a large amount of disorder is
present (Natta & Corradini, 1960). The mesophase is formed by quenching of the molten
polypropylene (Miller, 1960; Wyckoff, 1962) or by deformation of the crystalline structure
(Saraf & Porter, 1988; Qiu, 2007). As for the fibres, the mesophase was observed in fibres
taken at low take-up velocity (Spruiell & White, 1975; Jinan et al., 1989, Bond & Spruiell,
2001) in fibres intensively cooled in water with addition of ice or in the mixture of dry ice
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484 Polypropylene

and acetone (Sheehan & Cole, 1964; Choi & White, 1998; Yu & White, 1999; Choi & White,
2000), in fibres extruded at the high extrusion temperature (Dees & Spruiell, 1974) and
fibres extruded from polypropylene with low molecular weight (Lu & Spruiell, 1987).

The content of the mesophase significantly decreases in fibres taken at other parameters. At
certain conditions the mesophase completely disappears and inside fibres only two-phase
structure, crystalline and amorphous, is formed. The high crystalline content was obtained
in fibres extruded at low extrusion temperature and taken at high take-up velocities
(Spruiell & White, 1975; Bond & Spruiell, 2001).

Investigations of the crystalline structure revealed that inside the fibres the crystalline phase
is usually built from a crystals. The a form is one of the three known polymorphic forms of
polypropylene (Briickner et al.1991; Lotz et al., 1996). It can be easily obtained by
crystallization of polymer melts or solutions. It is the most stable and the most often
encountered form in different polypropylene products.

The structure of the a form was early established. Natta and Corradini (Natta & Corradini,
1960) proposed a model based on the monoclinic unit cell. According to this model,
polypropylene helices of the same hand are arranged in layers parallel to the ac plane.
Layers of isochiral helices alternate with layers formed from helices of the opposite hand.
The model was commonly accepted and confirmed by subsequent studies of Mencik
(Mencik, 1972), Hikosaka (Hikosaka & Seto, 1973 ) and Corradini (Corradini et al., 1980).

During investigations of the fibres” structure in few cases, except commonly encountered a
form, crystals of 3 form were observed. The B form occurs rarely in the polypropylene
products and its formation requires special crystallization conditions. It was revealed that
the B form arises during crystallization of a sheared melt (Leugering & Kirsch, 1973),
crystallization in a temperature gradient (Lovinger et al., 1977) or during crystallization in
the presence of special additives (Tjong et al., 1996; Varga, J. et al. 1999; Li & Cheung, 1999;
Varga, 2002). The 3 form was obtained in the case of fibres containing efficient f nucleating
agents and extruded at appropriately selected spinning parameters (Yu & White, 2001;
Takahashi, 2002).

The B form exhibits complex structure and during the years different models characterizing
this structure were proposed. Finally, the arrangement of the p form was discovered only
several decades after its initial observation. It was shown that the p form consists of the
characteristic left-handed or right-handed helices arranged in the original packing schemes.
Lotz (Lotz at al, 1994) and Meille (Meille at al., 1994) proposed a model of the frustrated
structure based on a trigonal cell containing three isochiral helices.

The structure of fibres is formed during the crystallisation, which occurs below spinneret
orifices, in the cooling zone, by solidification of the extruded stream. The crystallization rate
is comparable to the cooling rate of the polypropylene in the spinning line. Therefore, the
formation of crystalline structure in the melt-spinning process depends strongly on the
spinning conditions and polymer characteristics.

During the formation of fibres the crystallization takes place in non-isothermal conditions in
the field of high tensile stress. Cooling rate and tensile stress strongly affect polypropylene
crystallization.
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During formation at low take-up velocities the cooling rate plays the dominant role. At low
take-up velocity the cooling rate and the applied tensile stress are low. The crystallization
proceeds at relatively high temperatures and in the as-spun fibres monoclinic a crystals are
formed. When take-up velocity is increased the cooling rate is enhanced. Simultaneously,
the crystallization temperature decreases. By crystallization in such conditions the structure
with high mesophase content is formed. Further increase of take-up velocity leads to an
increase of the tensile stress. Consequently, the molecular orientation of polypropylene
chains increases significantly. At higher molecular orientation the crystallisation
temperature increases. The crystallisation rate rapidly increases and the crystal structure
with highly oriented monoclinic crystals is formed.

2. Dyeing of polypropylene fibres

Polypropylene fibres are highly crystalline and show extremely low wettability. Due to the
aliphatic structure of the polypropylene chain fibres have no polar groups and no dye sites
capable of reacting permanently with dye molecules. Therefore, polypropylene fibres cannot
be coloured by bath methods commonly used for the coloration of other natural and
synthetic fibres. Over the years many efforts were undertaken for improving the fibres’
dyeability. Various methods include copolymerizing with other monomers, grafting of dye
sites, adding dyeable polymers before fibres spinning, adding dyeable filaments before fibre
processing, dissolving or dispersing additives of low molecular weight in the polymer melt,
treating to modify the surface of fibres after extrusion or adding halogen compounds (Zhu
& Yang, 2007). All mentioned techniques have not found broader commercial application.
The mainstream technique for the coloration polypropylene fibres consists of using
pigments. Despite of its disadvantages, low flexibility and suitability only for a large-scale
manufacturing coloration with pigments has a great importance. The most coloured
polypropylene textiles are made from fibres coloured this way.

Pigments used for the fibres coloration must be finely dispersed and stable to the thermal
conditions and environment applied in fibres formation. Most of the pigments reveal tendency
to agglomerate and form large aggregates, which clog the spinneret orifices and spoil the fibres
properties. To avoid spinning problems, fine dispersed pigment concentrates, so called
masterbatches, are commonly used. Pigment concentrates are made from previously dispersed
pigments mixed with polypropylene resin at high pigment concentration. The concentrates are
usually mixed in a proper ratio with polymer granulate or powder. Some concentrates are
injected directly into the polypropylene melt during fibre formation.

For the coloration of polypropylene fibres inorganic and organic pigments are used. Most
inorganic pigments reveal low to moderate colour strength combined with good to excellent
thermal stability, lightfastness and weather resistance. Inorganic pigments are easily
dispersible. For polypropylene coloration inorganic pigments for black and white colours
are mostly applied. For this purpose carbon black and titanium dioxide white pigment
based on the rutile modification are used.

Coloration effects are usually achieved with organic pigments. Organic pigments provide
high colour strength and high light stability. Some pigments heave negative influence on the
efficiency of light stabilizers and limited heat resistance. By reason of above mentioned
negative influence only selected groups of pigments can be used. In the literature the
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following groups of pigments are usually mentioned: azo pigments, isoidolinones, perylene,
anthraquinone, quinacridone and phthalocyanine.

During mass coloration pigments are mixed physically with the polypropylene melt in the
barrel of the extruder.

It is well known that impurities and foreign substances present in crystallizing polymer
strongly affect its crystallisation. Impurities provide a foreign surface, what reduces free
energy of the formation of primary nuclei and significantly reduces their critical dimensions.
As a result of the formation of heterogeneous nuclei the nucleation density in the
crystallizing melt significantly increases. Consequently, the crystallisation temperature is
higher and the crystallisation rate rapidly increases.

On the basis of investigations of nucleating ability of many compounds Binsbergen
revealed that good nucleating agents are insoluble in the polypropylene melt or crystallize
earlier at higher temperature prior polypropylene crystallisation (Binsbergen, 1970).
Pigments have such desired properties and fulfil requirements for good nucleating agents of
polypropylene. The most pigments form stable crystals, which are insoluble in the
polypropylene melt. The rough surface of pigments crystals enables the epitaxial growth of
polypropylene crystals. The various geometries of the contact surface can lead to the
formation of the different polypropylene modifications.

3. Nucleating ability of phthalocyanine and quinacridone pigments

The nucleating ability toward polypropylene crystallisation for some pigments was
investigated and the efficient ability of quinacridone and phthlacyanine was revealed
(Broda, 2003a). The investigation were performed in non-isothermal conditions by
polarizing microscopy and differential scanning calorimetry (DSC).

Phthalocyanine and quinacridone belong to organic pigments, which are commonly used
for the coloration of polypropylene fibres. The chemical formulae of pigments are presented

in Figure 1.
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Fig. 1. Chemical formulae of: a) quinacridone, b)phthalocyanine blue
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The blue phthalocyanine pigment (Pigment Blue 15, C.I.74160) is built of a
tetrabenzoporphyrazine nucleus with a central copper atom. The molecule assumes a planar
conformation and possesses a square shape with a side length of 1.3 nm. The red quinacridone
pigment (Pigment Violet 19, C.1.73900) belongs to deeply colored pigments characterized by a
relatively small molecular size. The molecule of dimensions 1.406 x 0.52 nm is formed from
five heterocyclic rings. The molecule is planar with no significant departure of the carbonyl
groups from a molecular plane defined by all nonhydrogen atoms.

Both pigments added to quiescent melt accelerate polypropylene crystallization. In the
presence of pigments the crystallization temperature moves toward higher temperature. The
increase of the crystallization temperature for phthalocyanine and quinacridone pigment is 13
K and 14.5 K, respectively (Broda et al., 2007). Such increase of the crystallization temperature
is very high and comparable with the increase observed for effective nucleating agents. In the
presence of pigments the nucleation density significantly increases. Consequently, the overall
crystallization rate is enhanced and, as a result, fine spherulitic structure is formed.

The nucleating ability of both pigments results from their crystalline structure. Both
pigments form fine dispersed crystals, which have very high thermal stability. The
degradation temperature of phthalocyanine and quinacridone pigments is higher then 400
and 500 °C, respectively, what considerably exceeds the melting temperature of

polypropylene.

The surface structure of pigments crystals enables the epitaxial growth of the
polypropylene.

In crystals of the quinacridone pigment planar molecules are arranged in parallel stacks,
with the molecule tilted to the stacking direction. The neighboring stacks adopt a
herringbone arrangement. In crystals each molecule is bonded through hydrogen bonds to
four adjacent molecules. Very strong intermolecular hydrogen bonds combined with strong
van der Waals’ forces ensure quinacridone pigments the high heat and chemical resistance.

Seven different crystalline forms of quinacridone are known (Filho & Oliveira 1992; Potts et
al. 1994, Lincke, 2000). Most synthetic methods lead to the formation of an unstable a form.
Subsequent treatments lead to the more stable 3 and y forms, most commonly used as
commercial pigments.

In the investigations the y form of the quinacridone pigment was used. For years this
modification has been known as a very efficient nucleating agent for the  form of
polypropylene (Leugering, 1967; Moos & Tilger, 1981). Stocker and co-workers showed that
the p form of polypropylene grows epitaxially on the surface of the y crystals of the
quinacridone pigment (Stocker et al., 1998). The epitaxy involves the (110) plane of the
trigonal unit cell of the polypropylene, which contacts the bc surface of the y crystals of the
quinacridone.

Hydrogen atoms of stacked benzene rings form on the surface bc of the y quinacridone
crystals a parallel array of bulges and grooves. The spacing between grooves 0.65 nm is
close to the axis repeat distance of the polypropylene helix. The arrangement of
polypropylene chains on the pigment surface perpendicularly to the parallel grooves
ensures nearly perfect matching of the above-mentioned dimensions and in this way enables
the epitaxial growth of P crystals.
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The formation of the  form is confirmed by WAXS measurements. In the WAXS pattern of
polypropylene crystallized by addition of the quinacridone pigment characteristic  peaks
are observed (Fig.2).
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Fig. 2. WAXS pattern of polypropylene crystallized in the presence quinacridone pigment.

In crystals of the copper phthalocyanine fairly rigid molecules can be packed in different
arrangements giving rise to different polymorphs. In literature ten different polymorphic
forms of copper phthalocyanine are described (Erk & Hengelsberg, 2003). From all
polymorphic forms commercial interest exhibits the first recognized a form and the most
thermodynamically stable 3 form.

Each polymorphic form of phthalocyanine is built from molecules arranged in uniform
stacks with rings tilted with respect to the stacking direction. For the a and 3 forms the
molecules are tilted in stacks with respect to the stacking direction by 25° and 46°,
respectively.

The interactions between molecules within stacks are mainly defined by n-m interactions.
The interplanar distance between adjacent molecules is consistent with a van der Waals
bond and equals 0.34 nm. In the p modification neighboring stacks are arranged in a
herringbone style. In the a form the herringbone interactions are not present.

Crystals of phthalocyanine tend to form needles or rods parallel to the stacking direction.
The side faces of crystals are mainly covered by aromatic hydrogen atoms, while the basal
faces expose the m system and the copper atom. The lateral surfaces exhibit nonpolar
character, while the basal surfaces have relatively polar character.

The aromatic hydrogen atoms occurring on the lateral surfaces of the pigments crystals are
arranged in parallel rows. The shallow nonpolar grooves formed between such rows force
polypropylene molecules to assume a stretched conformation over some distance, making
the nucleation much easier (Binsbergen, 1970).
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The investigated a form of phthalocyanine promotes mostly formation of the a form of
polypropylene. On the wide-angle X-ray scattering (WAXS) pattern for polypropylene
crystallized in the presence of phthalcoyanine pigment, crystalline peaks characteristic for
the a form are observed (Fig.3).
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Fig. 3. WAXS pattern of polypropylene crystallized in the presence phthalocyanine pigment.

4. Structure of coloured fibres

The investigations of morphology and structure of coloured fibres were carried out. The
morphology of fibres was investigated for samples sputtered with gold by scanning electron
microscopy (SEM). The fibres structure was studied by the wide angle X-ray scattering
(WAXS) and small angle X-ray scattering (SAXS) methods.

During formation of fibres coloured with pigments the structure containing crystalline,
mesophase and amorphous phases is formed. Content of particular phases changes across a
broad range depending on formation parameters.

4.1 Structure of fibres coloured with quinacridone pigment

Table 1 presents structural parameters determined on the basis of WAXS patterns for fibres
coloured with quinacridone pigment.

For fibres taken at very low velocity 100 m/min the high crystalline structure without
mesophase is formed. The structure consists mainly from B crystals with admixture of a
small amount of o crystals.

The content of 3 form is usually characterised by the K value, which is determined as a ratio
of the intensity of the (300)p peak to the sum of intensities of the (110)y, (040)s, (130)q and
(300)p peaks on the WAXS patterns (Turner Jones, 1964).
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temeg;‘Saltoulle Take-up erlocity Cry§tallinity K value
[m/min] index

[°C
100 0.54 0.95
200 0.52 0.47
300 0.51 0.09

210 400 0.51 0.03
880 0.51 0.03
1050 0.52 0.03
1350 0.52 -
100 0.51 0.93
200 0.51 0.33
300 0.50 0.08

250 400 0.51 -
880 0.52 -
1050 0.52 -
1350 0.52 -

Table 1. Structural parameters of fibres coloured with quinacridone pigment

In fibres the relatively high amount of f crystals is formed already at low pigment
concentration. For fibres containing 0.1% of pigment the K value achieves relatively high
value of 0.76. With the increase of the pigment concentration until 0.5% the B form content
successively increases. For the pigment concentration of 0.3% and 0.5% the K value grows to
0.89 and 0.95, respectively. Similar high K value is observed for different extrusion
temperature, 210, 225 and 250 °C (Broda, 2004c).

The K value observed in fibres coloured with quinacridone pigment is comparable to the
value obtained during crystallization of polypropylene melt in quiescent conditions in the
presence of very effective  nucleating agents.

The appearance of (3 crystals in the coloured fibres taken at low velocity is a result of the ability
of quinacridone pigment to nucleate  modification of polypropylene and appropriate
crystallisation conditions. During formation of fibres at low take-up velocity the crystallisation
occurs at low cooling rate and low molecular orientation. In these conditions, during
solidification of fibres, pigment takes part in the nucleation process. The crystallisation
proceeds on heterogeneous nuclei produced with the participation of pigments. As a result of
the crystallisation fine spherulitic structure is formed (Fig.4) (Broda, 2003c).

The low cooling rate favours the formation of the p form of polypropylene (Huang et al.,
1995). The crystallization process starts at the relatively high temperature, above the lower
critical temperature for the formation of the f modification (Lovinger et al., 1977). As a
result of the epitaxial growth on the surface of quinacridone crystals, the crystals of 3
modification are formed. At this temperature, the growth rate of p crystals exceeds the
growth rate of a crystals (Varga, 1989). The B nuclei formed on the surface of pigment
crystals quickly grow forming the high amount of 3 crystals.
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Fig. 4. Spherulitic structure of fibres coloured with quinacridone taken at very low velocity:
a) gravity spun ; b)100 m/min.

In the fibres taken at higher velocities the crystalline structure changes. With the increase of
the take-up velocity the content of the p form rapidly decreases. For fibres extruded at 210°C
taken at 200 m/min and 300 m/min the K value decreases to 0.47 and 0.09, respectively. For
the fibres extruded at higher melt temperature 250 °C the decrease of the B form content is
even higher. For fibres taken at 200 m/min and 300 m/min the K value drops to 0.33 and
0.08. In the same time the content of the a form increases and the crystallinity index does not
change significantly.

The increase in take-up velocity and the extrusion temperature results in the increase of the
cooling rate. Consequently, the crystallization temperature moves toward lower values. The
crystallization starts at lower temperature and then quickly, by further cooling, moves
below the critical temperature for the formation of p crystals. Then, the smaller part of the
material crystallizes at conditions favourable for the formation of the P form. At the
beginning of the crystallization process [P crystals are formed. During crystallization
temperature decreases into the range below the critical temperature and remaining
crystallisable material crystallizes at a lower temperature, forming a crystals.

In temperature below the low critical temperature the growth rate of a crystals is higher
than the growth rate of f crystals (Fillon et al., 1993). Then a nuclei grow quickly, while the
growth of the ff nuclei is strongly constrained.

With the increase in take-up velocity, the temperature is lower and lower, and less and less
material can crystallize at a temperature above the critical temperature for the formation of §
crystals. With the increasing take-up velocity more and more material crystallize at lower
temperatures and § form content decreases.

For the fibres taken at medium velocities, from 400 to 1050 m/min only the minimal content
of B crystals is formed. The crystalline structure is built almost exclusively from the a
crystals. In the fibres produced without pigments at the same conditions the high
mesophase content was observed (Broda, 2004a). This fact suggests that at medium take-up
velocities the quinacridone pigment induces the formation of a crystals. The investigations
of Rybnikar (Rybnikar, 1991) and Mathieu (Mathieu et al., 2002) showed that y quinacridone
reveals a versatile nucleating ability and may induce either a or p modification of
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polypropylene. The versatile nucleating ability of the quinacridone pigment results from the
fact that the spacing between the grooves on the bc surface of y crystal is similar as well to
the interchain distance of the isochiral helices in the (010) plane of the a form of
polypropylene. By the arrangement of polypropylene helices parallel to the grooves the
nearly perfect match between above-mentioned dimensions may be achieved and the
epitaxial growth of a crystals may be initiated.

By further increase of the take-up velocity the structure with the high content of well oriented
a crystals is formed. It is know that during formation of fibres at high velocities the molecular
orientation has a great influence on the polymer crystallization. Under high molecular
orientation certain chain segments become aligned. Bundles of aligned segments form so
called row nuclei, which initiate lamellae growth in the perpendicular direction. At high
velocities a big number of row nuclei is formed. In this condition the heterogeneous nucleation
on pigments loses its importance. The nucleation proceeds without the participation of
pigments. Crystals of pigment do not participate in the formation of row nuclei and do not
disturb their formation. Relatively small amount of pigment does not affect the mobility of
polypropylene chains and does not influence the growth of polypropylene crystals. The
growing polypropylene crystals push out pigment outside crystals to the amorphous regions.

The crystallisation in coloured fibres occurs at the same rate and at the same temperature as
in non-coloured fibres. The lamellar crystals formed on the row nuclei alternate with the
amorphous areas forming fibrillar structure (Broda, 2004b). The long period for coloured
fibres determined on Small Angle X-Ray Scattering (SAXS) measurements equals 10.6 nm
and has the similar value as in the case of non-coloured fibres (Broda, 2003b).

4.2 Structure of fibres coloured with phthalocyanine pigment

The values of the crystallinity index and K value for fibres coloured with phthalocyanine
pigment calculated on the basis of WAXS measurements are presented in Table 2.

Extrusion Take-up velocity
temperature . Crystallinity index Kvalue
o [m/min]
100 0.57 0.31
200 0.56 0.14
300 0.53 -
210 400 0.51 -
880 0.42 -
1050 0.43 -
1350 0.52 -
100 0.54 0.29
200 0.52 0.09
300 0.44 -
250 400 0.40 -
880 0.36 -
1050 0.31 -
1350 0.36 -

Table 2. Structural parameters of fibres coloured with phthalocyanine pigment
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For fibres taken at low take-up velocity 100 m/min the high crystalline structure is formed.
The cristallinity index reaches high value of 0.57. The crystalline structure is built mainly
from a crystals with an addition of  crystals. The content of the P crystals characterised by
the K value equals 0.31.

Similarly as for fibres coloured with quinacridone at low take-up velocity, phthalocyanine
participates in the nucleation process. The crystallisation starts on heterogenous nuclei formed
on the crystals surface. The numerous nuclei grow forming fine spherulitic structure.

Phthalocynine is known as efficient nucleating agent of the a form of polypropylene. The
high crystalline structure of the fibres results from its high nucleation ability. Appearance of
the small number of {3 crystals is surprising.

The ability to nucleate P crystals can be explained by the surface geometry of
phthalocyanine crystals. For a modification of the phthalocyanine the distance between
grooves on the lateral surfaces equals 1.19 nm (Honigmann et al. 1965). This dimension is
comparable with the spacing of 1.1 nm between helices of the same hand in the trigonal cell
of the 3 form of polypropylene.

The compatibility of these dimensions is responsible for a good nucleating ability toward
the B form of several calcium dicarboxylates (Li et al., 2002) and may also explain the
formation of a certain amount of {3 crystals in fibres coloured with phthalocyanine.

With the increase of the take-up the content of  crystals rapidly decreases. For fibres taken
at take-up velocity 200 m/min and extruded at 210 °C and 250 °C the K value drops to 0.14
and 0,09, respectively. At higher velocities [ crystals are not observed.

At higher cooling rates the crystallization conditions for formation of the f form are less
favorable. On the surface of the phthalocyanine pigment only a nuclei are formed. The growth
of nuclei leads to formation of the high crystalline structure built only from a crystals.

Similarly to fibres coloured with quinacridone at high take-up velocity above 1000 m/min,
pigment does not participate in the nucleation process. In these conditions, under high
molecular orientation numerous row nuclei are formed. Row nuclei quickly grow forming
well oriented lamellar a crystals. In fibres the fibrillar structure is formed (Fig.5)

Fig. 5. Fibrillar structure in fibres coloured with phthalocyanine taken at 1350 m/min.
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4.3 Structure of fibres coloured with the mixture of quinaridone and phthalocyanine
pigments

Mixing of pigments is the common procedure for achieving different colour effects. By
mixing of qunacridone and pthtalocyanine two pigments with different efficient nucleating
ability toward polypropylene crystallisation are introduced. One can expect that by mixing
of both pigments a competition between formation of a and [ nuclei will be observed. Such
competition, together with a different growth rate of both forms, should lead to formation of
a structure with different constitution.

Table 3 presents structural parameters determined on the WAXS measurements for fibres
coloured with the 1:1 mixture of quinacridone and phthalocyanine.

Take-up velocity Crystallinity index K value

[m/min] - -
100 0.53 0.75
200 0.53 0.52
300 0.53 0.14
400 0.51 0.05
880 0.52 0.04
1050 0.51 -
1350 0.52 -

Table 3. Structural parameters of fibres coloured with the mixture of quinaridone and
phthalocyanine pigments

At the lowest velocity 100 m/min inside fibres the crystalline structure consisting of both
polymorphic modifications is formed. The K value equals 0.75. The content of P crystals is
much higher than the content of a crystals. Nevertheless, the content of the p form is much
lower in comparison to fibres coloured with quinacridone alone, but significantly greater in
comparison to fibres coloured with phthalocyanine (Broda, 2003d).

In fibres taken at very low velocities pigments participate in the formation of the
crystallization nuclei. By coloration with the mixture of pigments, both pigments reveal
their nucleating activity. On the surface of the quinacridone the  nuclei, while on the
surface of phthalocyanine crystals the a nuclei, are formed.

Different content of both modifications in the fibres may be caused by a different number of
produced nuclei and/or different rate of crystals growth.

By even proportion of both pigments and their similar dispersion one can assume that the
number of the quinacridone crystals equals the number of the phthalocyanine crystals. Both
pigments reveal their nucleating activity at similar temperature and formation of a and 8
nuclei occurs at similar conditions. Taken into account the above mentioned statements,
there is no indication of significantly greater number of the  nuclei. The higher content of
the B crystals in the fibres coloured with the mixture of pigments have to result from the
higher rate of crystals growth.
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During formation of fibres at low velocity the crystallization occurs at high temperature. The
crystallization temperature exceeds the critical temperature for the formation of the  form.
In temperature above critical, the growth rate of the [3 form crystals exceeds the growth rate
of the a crystals (Lovinger et al., 1977). Due to higher growth rate, the p crystals grow
quicker and even by equal number of both nuclei form the structure with the high content of
the [ form crystals.

For fibres formed at higher velocities the crystallization conditions prefer the formation of
the a form crystals. Similarly as for fibres coloured with quinacridone, the content of the 3
form rapidly decreases.

Similarly as for fibres coloured with particular pigments at high velocities, the mechanism of
the nucleation changes. The crystallization proceeds without pigments on row nuclei
formed under high molecular orientation. As a result, in all fibres the structure consisting of
the a modification characterized by the same crystallinity index and the same lamellar
thickness is produced.

5. Influence of processing on the structure of polypropylene fibres coloured
with quinacridone pigment

To achieve final properties, as-spun fibres obtained by the spinning line are usually
submitted to further processing. During processing the fibres structure formed by spinning
undergoes further transformation. Heat stabilisation and drawing are of a great importance.
Both treatments strongly affect the structure of the fibres and their final properties.

During heat stabilisation of as-spun fibres coloured with quinacridone pigment the less
thermodynamically stable  crystals transform into a crystals.

In the case of fibres extruded at the lowest velocity exhibiting the highest amount of 3
crystals the first changes of the content of  form are observed at heating at 140°C. The
amount of P crystals decreases already after 3 minutes of stabilization. For longer time
decrease of the [3 form content is more pronounced. The K value decreases from 0.95 for not
stabilized fibres to 0.63 for fibres stabilized for 5 minutes. After a very long time the high
amount of P crystals remains unchanged. For the fibres stabilized at higher temperatures, in
the range 140-148°C, the [ form content gradually decreases with the increment of the
stabilization temperature. The content of the P form decreases quickly during the first
minutes of heating. For longer times of heating (up to 10 min) further changes of the 3 form
content are less meaningful. After certain time the f—a transition stops. Despite the long
time of stabilization the content of  crystals does not change. During stabilization at 150°C
a rapid drop of the 3 form content is observed already after 3 minutes of heating. In this
time the K value drops to 0.1. Then, after 10 minutes the 3 crystals disappear (Broda, 2004d).

The transition of the polymorphic forms of polypropylene was observed many times. It was
stated that the B—a transition is not reversible and occurs in the temperature range of 130 to
150°C (Forgacs et al., 1981; Varga, 1995). For years several mechanisms of the transition have
been proposed. Garbarczyk suggested that the p—a transition proceeds in a solid state in
three intermediate stages based on rotations and translations of polypropylene chains
(Garbarczyk, 1985, 1989). Due to considerable differences in unit cells of both modifications,
Samuels stated that the p—a transition must take via the liquid phase (Samuels & Yee,
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1972). The investigations of Vleeshouwers confirmed that the transition is connected to the
melting of 3 crystals (Vleeshouwers, 1997). Zhou proved that the melting of p crystals occurs
partially, starting from the less perfect crystals possessing the lowest melting temperature
(Zhou et al., 1986). Rybnikar suggested that new a crystals are formed on the lateral faces of
the remaining thickened {3 lamellae by regular, probably epitaxial, overgrowth (Rybnikar,
1991). Varga and Fillon stated that the transition can be attributed to the formation of a
nuclei within the {3 crystals during secondary crystallization at temperatures below 100°C
(Varga, 1986; Fillon et al., 1993).

Taking into consideration the above mentioned statements, one can conclude that the
changes of the B form content in fibres with quinacridone results from the melting of {3
crystals and their recrystallisation into a crystals. At temperatures near 140°C only a small
fraction of the less perfect [ crystals is melted. After the melting of such crystallites the
transition stops in spite of the long time of stabilization. At higher temperatures, closer to
the melting point of [ crystals the greater part of the [ lamellae is melted and the transition
proceeds further. At 150°C, the temperature above the melting temperature of {3 crystals, all
B lamellae melt and recrystallize, forming a crystals. At this temperature the p—a transition
is completed within few minutes.

The changes, which occur in the fibres’ structure during drawing depend on drawing
temperature. During drawing at room temperature the crystalline structure with the high
content of P crystals transforms into mesophase. The significant changes are observed
already at draw ratio of 2. At this draw ratio the  form content drops to half of the value for
undrawn fibres. With the increase of the draw ratio the transition from crystalline structure
to mesophase proceeds further and the content of the  form gradually decreases. At draw
ratio of 7 all crystalline structure transforms into mesophase and 3 crystals disappear.

During drawing at 120°C the gradual transition from P form to a form is observed. As a
consequence the f form content in fibres gradually decreases. At draw ratio of 2 the K-value
drops to 0.45. At higher draw ratios of 3 and 5 it drops to 0.07.

The transition of [ crystals into mesophase generated by drawing at room temperature
results from pulling polypropylene chains from the lamellar crystals (Ran et al. 2001). As a
result, partial destruction of the crystals is observed. Due to limited molecular mobility at
room temperature, chains pulled from the crystals aggregate into bundles with no specific
arrangement of helical hands. Such bundles, representing a collection of helical segments
with a random assembly of helical hands, form the mesophase. At low draw ratios only a
few chains are pulled out from the crystals. At higher draw ratios the number of pulled
chains increases. Consequently, the p form content in drawn fibres gradually decreases,
while the mesophase content increases. At higher draw ratios, the regular lamellar structure
of P crystals is completely destroyed and the 3 form disappears.

During drawing at 120°C chains pulled out from polypropylene crystals posses much higher
mobility and may form assemblies ready to crystallize into well ordered a form crystals.

6. Conclusions

Organic pigments commonly used for the coloration of polypropylene fibres exhibit
nucleating ability toward polypropylene crystallisation. The rough surface of pigments’
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crystals enables epitaxial growth of polypropylene. The various geometry of the surface of
pigments’ crystals ensures matching of polypropylene chains in different way, what leads
to the formation of different polymorphic forms of polypropylene. The red quinacridone
pigment promotes mainly formation of the 3 form crystals. On the contrary the blue
phthalocynine pigment enables growth of a crystals.

During fibres coloration pigments are added to the polypropylene granulate and mixed
with the polypropylene melt. Presence of insoluble pigments’ crystals effect the
polypropylene crystallisation. The influence of pigments on the structure of fibres reveals
at the lowest take-up velocity. Then, pigments participate in the nucleation process. For
fibres coloured with quinacridone almost only P crystals are formed. For fibres coloured
with phathalocynine the formation of the high crystalline structure containing a crystals
with the addition of the small amount of  crystals is observed. For fibres coloured with the
mixture of both pigments the structure with a and p crystals is produced.

For higher velocities the cooling rate increases and the crystallisation conditions favour
formation of the a form crystals. As a result in fibres coloured with pigments the 3 form
content rapidly decreases.

By further increment of the take-up velocity the nucleation ability of pigments does not
influence the polypropylene crystallisation. Inside fibres under high molecular orientation
numerous row nuclei are formed. The crystallisation proceeds on row nuclei without
pigments.

By processing of fibres with high content of [ form crystals transitions: p—a and
—mesophase are observed. The direction and range of transition depends on the processing
parameters.

7. References

Androsch. R. et al. (2010). Mesophases in polyethylene, polypropylene, and poly(1-butene).
Polymer, Vol.51, Issue 21, pp. 4639-4662.

Binsbergen, F. L. (1970). Heterogeneous nucleation in crystallization of polyolefins. I. Chemical
and physical nature of nucleating agents. Polymer , Vol.11, Issue 5, pp. 253-267.

Bond, E.B. & Spruiell, ]J.E. (2001). Melt spinning of metallocene catalyzed polypropylenes. L.
On-line measurements and their interpretation. J.Appl.Polym.Sci.,Vol. 82, Issue 13,
pp. 3223-3236.

Broda, J. (2003a). Nucleating activity of the quinacridone and phthalocyanine pigments in
polypropylene crystallization. ].Appl.Polym.Sci., Vol.90, Issue 14, pp. 3957-3964.

Broda, J. (2003b). Polymorphism in Polypropylene Fibres. J.Appl.Polym.Sci., Vol. 89 , Issue 12,
pp. 3364-3370.

Broda, J. (2003c). Morphology of the noncoloured and coloured polypropylene fibers.
Polymer, Vol.44, Issue 5, pp. 1619-1629.

Broda, J. (2003d). Structure of polypropylene fibres coloured with a mixture of pigments
with different nucleating ability. Polymer Vol.44 , Issue 22, pp 6943-6949.

Broda, J. (2004a). WAXS Investigations of The Mass Coloured Polypropylene Fibers. Fibres
and Textiles in Eastern Europe, Vol.11, pp. 95

www.intechopen.com



498 Polypropylene

Broda, J. (2004b). SEM Studies of Polypropylene Fibres Coloured with Quinacridone
Pigment, Microscopy and Analysis, Vol. 91, Issue 5, pp. 5-6.

Broda, J. (2004c). Polymorphic composition of colored polypropylene fibers. Crystal Growth
& Design, Vol.4, Issue 6, pp. 1277- 1282.

Broda, J. (2004d). Influence of Processing on Structure of (-Nucleated Poly(propylene)
Fibers. |. Appl. Polym. Sci., Vol.91, Issue 3, pp. 1413-1418.

Broda, J. (2007). The influence of additives on the structure of polypropylene fibres. Dyes &
Pigment, Vol.74, Issue 3, pp. 508-511.

Briickner, S. et al. (1991). Polymorphism in isotactic polypropylene. Prog Polym. Sci. Vol.16,
Issue 2-3, pp. 361-404.

Choi, C.H. & White, J.L. (1998). Comparative study of structure development in melt
spinning polyolefin fibers. Intern.Polym.Proc., Vol.13, Issue 1, pp. 78-87.

Choi, D. & White, J.L. (2000). Structure development in melt spinning syndiotactic
polypropylene and comparison to isotactic polypropylene. Intern.Polym.Proc.,
Vol.15, Issue 4, pp. 398-405.

Corradini, P. et al. (1980). Structural variations in crystalline isotactic polypropylene (alpha-
form) as a function of thermal treatments. Gazz.Chim.Ital., Vol.110, Issue 7-§,
pp-413-418.

Dees, J.R. & Spruiell, J.E. (1974). Structure development during melt spinning of linear
polyethylene fibers. |.Appl.Polym.Sci., Vol. 18, Issue , Issue 4, pp.1053-1078.

Erk, P. & Hengelsberg, H. (2003). Phthalocyanine Dyes and Pigment, In The Porphyrin
Handbook; Kadish, K. M., Smith, K. M., Gulard, R., pp 106-149, Academic Press,
ISBN 10: 0-12-393201-7, Amsterdam.

Filho, D. S. & Oliveira, C. M. F. (1992). Crystalline modifications of linear trans-quinacridone
pigments. J. Mater. Sci., Vol. 27, pp. 5101-5107.

Fillon, B. et al. (1993). Self-nucleation and recrystallization of polymers. Isotactic
polypropylene, B phase: B-a conversion and -a growth transitions. J. Polym.Sci.
Part B. Polym. Phys., Vol. 31, Issue 10, 1407-1424.

Forgacs, P. et al. (1981). Study of the beta-alpha solid-solid transition of isotactic polypopylene
by synchrotron radiation. Polymer Bulletin, Vol. 6, Issue 1-2, pp. 127-133.

Garbarczyk, J. (1985). A study on the mechanism of polymorphic transition beta-alpha in
isotactic polypropylene. Makromol Chem. , Vol. 186, Issue 10, pp.2145-2151.
Garbarczyk, J. et al (1989). Influence of additives on the structure and properties of polymers
4. study of phase-transition in isotactic polypropylene by synchrotron. Polym.

Commun., Vol. 30, Issue 5, pp.153-157.

Hikosaka, M. & Seto, T. (1973). Order of molecular chains in isotactic polypropylene
crystals. Polym.]., Vol.5, Issue 2, pp.111-127.

Honigmann, B. Et al.(1965). Beziehungen zwischen den strukturen der modifikationen des
platin- und kupferphthalocyanins und einiger chlorderivate . Z. Kristallogr. Vol.122,
Issue 3-4, pp. 185-205.

Huang, M. R. et al. (1995). B nucleators and  crystalline form of isotactic polypropylene. J.
Appl. Polym. Sci., Vol 56, Issue 10, pp. 1323-1337.

Jinan, C.; et al. (1989). Nonisothermal orientation-induced crystallization in melt spinning of
polypropylene. |. Appl.Polym. Sci., Vol. 37, Issue 9, pp. 2683-2697.

Leugering, H. J. (1967). Einfluff der kristallstruktur und der {iberstruktur auf einige
eigenschaften von polypropylen. Makromol. Chem. Vol. 109, Issue 1, pp.204-216.

www.intechopen.com



Structure of Polypropylene Fibres Coloured with Organic Pigments 499

Leugering, H. J.& Kirsch, G.(1973). Effect of crystallization from oriented melts on crystal-
structure of isotactic polypropylene . Angew. Makromol. Chem., Vol.33, Issue OCT,
pp- 17-23.

Li, J. X. & Cheung, W. L. (1999). Conversion of growth and recrystallisation of p-phase in
doped iPP. Polymer, Vol.40, Issue 8, pp. 2085-2088.

Li, X. et al. (2002). Calcium dicarboxylates nucleation of p-polypropylene. |. Appl.Polym.Sci. ,
Vol. 86, Issue 3, pp. 633-638.

Lincke, G. (2000). A review of thirty years of research on quinacridones. X-ray
crystallography and crystal engineering. Dyes Pigm., Vol.44, Issue 2, pp.101-122.

Lotz, B. et al. (1996). Structure and morphology of poly(propylenes): A molecular analysis
Polymer, Vol. 37, Issue 22, pp. 4979-4992.

Lotz, B. et al. (1994). An original crystal-structure of polymers with ternary helices Comptes
rendus de | academie des sciences serie II, Vol.319. Issue 2, pp.187-192.

Lovinger, A. J. et al. (1977). Studies on the a and P forms of isotactic olypropylene by
crystallization in a temperature gradient. J. Polym. Sci.Polym. Phys. Ed., Vol. 15,
Issue 4, pp. 641-656.

Lu, FM. & Spruiell, J.E. (1987). The influence of resin characteristics on the high speed melt
spinning of isotactic polypropylene. I. Effect of molecular weight and its
distribution on structure and mechanical properties of as-spun filaments
J.Appl.Polym.Sci. , Vol.34, Issue 4, pp.1521-1539.

Mathieu, C. et al. (2002). Specificity and versatility of nucleating agents toward isotactic
polypropylene crystal phases J. Polym.Sci. Part B. Polym. Phys. , Vol.40, Issue 22,
pp-2504-2515.

Meille, S.V. et al.(1994). Structure of beta-isotactic polypropylene - a long-standing structural
puzzle. Macromolecules, Vol.27, Issue 9, pp.2615-2622.

Mencik, Z. (1972). Crystal-structure of isotactic polypropylene. J.Macromol.Sci., Part B., Vol.
6, Issue 1, pp.101-115.

Moos, K. H. & Tilger, B. (1981). Nukleierung und Polymorphie in isotaktischem
Polypropylen. Angew. Makromol.Chem., Vol.94, Issue 1, pp. 213-225.

Natta, G. & Corradini, P. (1960). Structure and properties of isotactic polypropylene. Nuovo
Cimento Suppl., Vol. 15, No. 10, pp. 40- 51.

Miller, R.L. (1960). On the existence of near-range order in isotactic polypropylenes Polymer,
Vol.1, Issue 2, pp. 135-143.

Potts, G. D.; et al. (1994). The crystal structure of quinacridone: An archetypal pigment. J.
Chem. Soc., Chem. Commun., Vol.40, Issue Pt01, pp. 2565-2566.

Qiu, J. et al. (2007). Deformation-induced highly oriented and stable mesomorphic phase in
quenched isotactic. Polymer, Vol. 48, Issue 23, pp.6934-6947.

Ran, S. et al. (2001). Structural and morphological studies of isotactic polypropylene fibers
during heat/draw deformation by in-situ synchrotron SAXS/WAXD.
Macromolecules, Vol.34, Issue 8, pp. 2569-2578.

Ross, S.E. (1965). Some observations concerning behavior of polypropylene polymers and
fibers. J.Appl.Polym.Sci., Vol.9, Issue 8, pp. 2729-2748.

Rybnikar, F. (1991). Transition of P to a phase in isotactic polypropylene. J. Macromol. Sci.-
Phys., Vol.30, Issue 3, pp. 201-223.

Samuels, R. J. & Yee, R.Y. (1972). Characterization of structure and organization of beta-form
crystals in type-iii and type-iv beta-isotactic polypropylene spherulites ]. Polym.
Sci. Part A-2 Polymer Phys., Vol.10, Issue 3, pp. 385-432.

www.intechopen.com



500 Polypropylene

Saraf, R.F. & Porter, R.S. (1988). A deformation induced order-disorder transition in isotactic
polypropylene. J.Polym.Eng.Sci., Vol. 28, Issue 13, pp. 842-851.

Sheehan, W.C. & Cole, T.B. (1964). Production of super-tenacity polypropylene filaments.
J.Appl.Polym.Sci., Vol. 8, Issue 5, 2359-2388.

Spruiell, J.E.& White, ].L. (1975). Structure development during polymer processing - studies
of melt spinning of polyethylene and polypropylene fibers. Polym.Eng.Sci., Vol. 15,
Issue 9, pp.660-667.

Stocker, W. et al. (1998). Epitaxial Crystallization and AFM Investigation of a Frustrated
Polymer Structure: Isotactic Poly(propylene), p Phase. Macromolecules. Vol.31, Issue
3, pp. 807-814.

Takahashi, T. (2002). Crystal modification in polypropylene fibers containing p-form
nucleating agent. Sen Gakkaishi, Vol.58, No. 10, pp.357-364.

Tjong, S. C. et al. (1996). Morphological behaviour and instrumented dart impact properties
of beta-crystalline-phase Polymer, Vol.37, Issue 12, pp. 2309-2316.

Turner Jones, A.; et al. (1964). Crystalline forms of polypropylene Makromol.Chem. , Vol. 75,
Issue 1, pp.134-154.

Varga, J. (1986). Melting memory effect of the beta-modification of polypropylene. J. Therm.
Anal. Vol.31, Issue 1, pp.165-172.

Varga, J. (1989). B-Modification of polypropylene and its two-component systems. J.Therm.
Anal., Vol.35, Number 6, pp.1891-1912.

Varga J. (1995). Crystallization, melting and supermolecular structure of isotactic
polypropylene, In: Polypropylene: Structure, Blends and Composities; Structure and
Morphology Copolymers and Blends Composites, Karger-Kocsis, J., pp. 56-115 ,
Chapman & Hall, ISBN 9780412614309, London.

Varga, J. et al. (1999). Highly active thermally stable beta-nucleating agents for isotactic
polypropylene. |. Appl. Polym. Sci. , Vol.74, Issue 10, pp. 2357-2368.

Varga, J. (2002). Beta-modification of isotactic polypropylene: Preparation, structure,
processing, properties, and application. J. Macromol. Sci., Phys. B., Vol. B41, Issue 4-
6, pp.1121-1171.

Vleeshouwers, S. (1997). Simultaneous in-situ WAXS/SAXS and DSC study of the
recrystallization and melting behaviour of the alpha and beta form of iPP. Polymer,
Vol.38, Issue 13, 3213- 3221.

Yu, Y.; White, J.L. (1999). Structure development in melt spinning polypropylene-EPM
blends and dynamically vulcanized polyolefin TPEs. Intern.Polym.Proc., Vol.14,
Issue 2, pp. 159-167.

Yu, Y.; White, J.L. (2001). Comparison of structure development in quiescent crystallization,
die extrusion and melt spinning of isotactic polypropylene and its compounds
containing fillers and nucleating agents. Polym.Eng.Sci., Vol. 41, Issue 7, pp.1292-1298.

Wyckoff, HW. (1962). X-ray and related studies of quenched, drawn, and annealed
polypropylene. J.Polym.Sci., Vol.52, Issue 173, pp.83-114.

Zhou, G. et al. (1986). Studies on the beta-form of isotactic polypropylene .1. characterization
of the beta-form and study of the beta-alpha-transition during heating by wide
angle X-ray-diffraction. Makromol. Chem., Vol. 187, Issue 3, pp. 633-642.

Zhu, MF. & Yang, H.H. (2007) Polypropylene fibers, In: Handbook of fiber chemistry, Lewin
M., pp.139-260, CRC Press, ISBN 10 08247-2565-4, Boca Raton.

www.intechopen.com



POLYPROPYLENE

Edued by Farh Dogan

- EWE

Polypropylene
Edited by Dr. Fatih Dogan

ISBN 978-953-51-0636-4

Hard cover, 500 pages

Publisher InTech

Published online 30, May, 2012
Published in print edition May, 2012

This book aims to bring together researchers and their papers on polypropylene, and to describe and illustrate
the developmental stages polypropylene has gone through over the last 70 years. Besides, one can find
papers not only on every application and practice of polypropylene but also on the latest polypropylene
technologies. It is also intended in this compilation to present information on polypropylene in a medium readily

accessible for any reader.

How to reference

In order to correctly reference this scholarly work, feel free to copy and paste the following:

Jan Broda (2012). Structure of Polypropylene Fibres Coloured with Organic Pigments, Polypropylene, Dr. Fatih
Dogan (Ed.), ISBN: 978-953-51-0636-4, InTech, Available from:
http://www.intechopen.com/books/polypropylene/structure-of-polypropylene-fibres-coloured-with-organic-

pigments

INTECH

open science | open minds

InTech Europe

University Campus STeP Ri
Slavka Krautzeka 83/A
51000 Rijeka, Croatia
Phone: +385 (51) 770 447
Fax: +385 (51) 686 166
www.intechopen.com

InTech China

Unit 405, Office Block, Hotel Equatorial Shanghai

No.65, Yan An Road (West), Shanghai, 200040, China

RE _EEHIELFERKR65S _EiBEPRRERIRIE M AR4052TT
Phone: +86-21-62489820

Fax: +86-21-62489821



© 2012 The Author(s). Licensee IntechOpen. This is an open access article
distributed under the terms of the Creative Commons Atiribution 3.0
License, which permits unrestricted use, distribution, and reproduction in
any medium, provided the original work is properly cited.




