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Abstract: High molecular weight poly (p-phenylene-terephthalamide) (h-PPTA) was blended with the
commercial PPTA in concentrated sulfuric acid to improve the spinnability of the polymer solutions
and the mechanical properties of the as-spun fibers. h-PPTA in the solution has an influence on
the temperature of the formation of liquid crystalline phenomenon. The temperature range with
the existence of the liquid crystalline phase increases upon the contents of h-PPTA in the solution,
and the extended temperature window is helpful for the preparation of PPTA fibers by the dry-jet
wet-spinning technology. The long-chains of h-PPTA enhance the inter-macromolecular interactions
and induce the orientation of short-chains for PPTA along the fiber axis under the shear stress in
the spinneret and the stretching stress at the air gap. These effects also increase the maximum
drawing ratio in the spinning process and improve the mechanical properties of the obtained fibers.
The crystallinity and crystal orientation of the fibers are investigated by X-ray diffraction, and results
from sonic velocity test further confirm ordering state of the macromolecular chains. The fibril
morphologies of the fibers are also studied by a scanning electric microscope.
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1. Introduction

Developing stronger high-performance materials with a lighter weight are of significance for
broadening their applications in many areas. Among them, high-performance polymer fibers
have attracted great attention due to their high specific strength (the ratio of tensile strength to
density) and the ability to withstand high impact. These high-performance fibers, such as poly
(p-phenylene-terephthalamide) (PPTA) fiber, poly-p-phenylene benzobisoxazole (PBO) fiber, ultrahigh
molecular weight polyethylene (UHMWPE) fiber, etc., have been extensively used in numerous
fields including aerospace, automotive, civil engineering, sport equipment and advanced composites.
PPTA fiber, earlier developed by the Dupont in 1972 (Kevlar®) [1], is particularly known as the
representative of the high-strength and high-modulus fibers. The specific tensile strength of Kevlar® is
5 times than that of steel, which could be attributed to its high macromolecular orientations and strong
inter-chain interactions including hydrogen bonding and aromatic stacking. The closely packed rod-like
molecular chains and their stronger interactions could result in the liquid crystalline characteristics
of the polymer solution, which has significant influences on the fiber processing and the mechanical
properties of prepared fibers [2–4].

Many researches focused on the further enhancement of the mechanical properties of PPTA
fibers, including the tensile strength and modulus [5–8]. Introducing the nanofiller on the surface
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or internal of the fibers is the one of most commonly strategies, which is expected to reinforce the
aramid fiber by combining the two strong materials. O’Connor et al. [9] reported the physical coating
of a carbon nanotube (CNT) onto the surface of Kevlar by swelling the fiber in the suspensions of
CNT, demonstrating the ability of this novel additive for improving the mechanical properties of the
fibers. However, CNT has to be prepared or modified in concentrated sulfuric acid at high temperature
(100 ◦C), and PPTA chains will be inevitably degraded under this condition. Reinforcing organic
fibers by incorporating the nanofillers in the spinning solution also have been reported. The tensile
strength of the PBO/SWNT fiber containing 10 wt % single-wall carbon nanotubes (SWNTs) is about
50% higher than that of the PBO fibers without SWNTs [10]. The ultimate tensile strength of the drawn
UHMWPE fibers containing functionalized nanosilica reaches 7.6 GPa, which is about 2.3 times of
that of the parallel fiber without the addition of any nanofillers [11]. Modified graphene oxide (GO) is
also reported to be incorporated in the poly(vinyl alcohol) (PVA) to prepare PVA composite fibers,
and the tensile strength and initial modulus of these drawn fibers with the GO loading of 0.60 wt %
increase by 39% and 69%, respectively, compared with those of neat drawn PVA fiber [12]. However,
the incorporation of these rigid nanofillers hampers the orientation of macromolecular chains in the
stretching process, and even results in the formation of defects and stress concentrations since there
exists a stress transfer between the polymer chains and nanofillers. Moreover, the dispersion of the
nanofillers in polymer solutions with high viscosity is still one of the key challenges in industrial
applications. Therefore, this blending method to enhance the properties of high-performance fibers
with the introduction of inorganic nanofillers is unavailable for large scale productions.

Mechanical properties of organic fibers are greatly dependent on the molecular weight and
its distribution of the polymers, and high molecular weight polymers are usually used to produce
strong fibers. The viscosity of the polymer solution is mainly determined by the molecular weight of
polymers, which has an obvious influence on the spinning process. Therefore, the molecular weight
could not to be unlimitedly increased due to the extremely high viscosity, which is unavailable for the
spinning process to prepare fibers. Alternatively, it is an effective approach to enhance the mechanical
properties of the fibers by incorporating a high molecular weight polymer in the spinning solutions
with the consideration of the spinnability and the strength. As reported by Xu et al. [13], the mixture of
UHMWPE with high density polyethylene (HDPE) could modify the flowability of pristine HDPE and
then reinforce the obtained fibers. Aguilar et al. [14] blended a small amount of UHMWPE with the
metallocene polyethylene, and the spinnability of the blended melt and the surface morphologies of the
extruded filament were gradually improved with the increased contents of UHMWPE. Pan et al. [15,16]
added ultrahigh molecular weight polyacrylonitrile (UHMW-PAN) into the spinning solution of PAN
in dimethyl sulfoxide, and the steady-state and dynamic rheological behaviors of the blended system
were investigated in detail. As a result, the incorporation of an appropriate UHMW-PAN was beneficial
to reduce the ratio of the surface tension (α) between the flowed filament and coagulation bath to the
viscosity (η), demonstrating the improved spinnability and enhanced stability of the blended polymer
solutions. Auhl et al. [17] studied the nonlinear rheological responses of molten binary blends of
polymers with long and short chains, and predicted a novel mechanism whereby the effective stretch
relaxation time of the long chains in the bimodal blend could be enhanced substantially, which is
higher than its value in the pure melt.

In this report, we added high molecular weight PPTA (h-PPTA) in the industrial PPTA to prepare
spinning dope in concentrated sulfuric acid, in which [η]s of PPTA and h-PPTA is 5.8 dL/g and 8.9 dL/g,
respectively. An appropriate addition of h-PPTA (<10 wt %), to a certain extent, has an influence on the
rheological behaviors and spinnability of the polymer solutions, and the introduction of h-PPTA could
significantly enhance the orientation of molecular chains and mechanical properties of the prepared
fibers. As far as we know, this strategy of blending with h-PPTA and PPTA to prepare the fibers with
enhanced mechanical properties has not been reported yet. It is of importance to understand the
changes of the liquid crystalline behaviors, spinning parameters, chain orientations and crystallinity
structures upon the increasing content of h-PPTA in these blended systems.
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2. Materials and Methods

2.1. Materials

PPTA powder with the intrinsic viscosity ([η]) of 5.8 dL/g and high molecular weight PPTA
(h-PPTA) with [η] of 8.9 dL/g were kindly supplied by Hebei Silicon Valley Chemical Co. Ltd.,
Handan, China. The powders of two resins were dried in a vacuum oven at 100 ◦C for 8 h to remove
the residue water prior to use. Concentrated sulfuric acid (H2SO4, 98%) and fuming H2SO4 (120%)
were purchased from Jiangsu Kunshan Jingke Microelectronic Materials Co. Ltd., Suzhou, China.

2.2. The Dissolution of PPTA and h-PPTA/PPTA

The solvent of H2SO4 with the concentration of 99.5%–100% to dissolve the polymers could be
obtained by blending the concentrated H2SO4 and fuming H2SO4 with a certain proportion. PPTA was
firstly added in the above solvent at low temperature, and then transferred to a flask for further
dissolution at 90 ◦C. In this dissolution process, PPTA resin in the mixed H2SO4 was initially swelled
with the mixture changing to a slurry state within 5 min. Then the PPTA particles gradually reduced
and completely dissolved after 1 h, exhibiting a liquid crystalline phenomenon. The blended solutions
of h-PPTA/PPTA were prepared using the similar method, and the mass fractions of h-PPTA in the
polymers were 3 wt %, 5 wt %, 8 wt % and 10 wt %, respectively, which could also be observed with
the liquid crystalline phenomenon.

2.3. The Spinning Process of Fibers

The PPTA and h-PPTA/PPTA fibers were fabricated through a dry-jet wet-spinning process as
illustrated in Figure 1. h-PPTA/PPTA/H2SO4 mixtures with various ratios in a slurry state were firstly
put into a twin screw at 90 ◦C to obtain the uniform spinning dopes. The dopes were filtrated and
used to prepare the fibers on a spinning machine, which was designed in our laboratory. As shown
in the schematic diagram (Figure 1), the dopes were extruded through a spinneret with an air gap
and entered into the coagulation bath with the following washing and drying process to obtain the
aimed fibers. The spinning parameters were listed as follows: the diameter of the spinneret is 0.15 mm,
the drawing ratio is 2:1, the temperature of twin screw to dissolve the mixture is 90 ◦C, the air gap
is 10 mm, the coagulation bath is dilute H2SO4 solution of 10 wt % and the temperature is 5–7 ◦C.
The obtained fibers were then thermally treated with a fixed stress of 0.2 cN/dtex under nitrogen
atmosphere at 500 ◦C for 10 s.
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Figure 1. Schematic diagram of the dry-jet wet-spinning process.

2.4. Characterization

The molecular weight (Mw) and polydispersity index (PDI) were measured by n-alkylated PPTA
using gel permeation chromatography (GPC, Waters, Milford, MA, USA) [18]. Then the measured Mw

of PPTA and h-PPTA were 36,500 and 60,300, respectively, and the corresponding PDIs were 1.92 and
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2.03, respectively. Polarizing optical microscope (POM) of Olympus BX 51-P was employed to observe
the liquid crystalline phenomena of the PPTA/H2SO4 and h-PPTA/PPTA/H2SO4 solutions with various
components. A small amount of the solution was dipped on a slide glass and shear stress was applied
on the solution by sliding the covered glass to induce a certain orientation of the molecular chains.
Then the sample was put on the hot stage of POM equipped by the Linkam temperature-controlled
system. Colorful stripes would be observed by adjusting the temperature and the position of sample.
The wide angle X-ray diffraction measurement was carried out using a Rigaku D/max-2550PC X-ray
diffractometer system with CuKα radiation and its wavelength of 0.15406 nm. The morphology of
prepared fibers was observed by scanning electron microscope (SEM; Hitachi SU8010, Tokyo, Japan).
The intrinsic viscosity [η] was obtained by extrapolating the reduced viscosity measured in a capillary
viscosimeter to zero concentration. The mechanical properties of the fibers were measured with
a tensile testing machine of A0-3000cN with a drawing rate of 50 mm/min and a gauge length of
100 mm, and the average value was obtained by 20 times tests for each sample. To further evaluate the
orientation state of the fibers, sonic velocity along the fiber’s axial was measured at 25 ◦C under the
relative humidity of 60% on a SCY-III sonic orientation instrument designed in our laboratory with a
frequency of 10 KHz. The fiber with 80 cm long was put on the instrument to test the propagation time
of sound wave at the fiber position of 20 cm and 40 cm, respectively, and the orientation factor can be
calculated using Equation (5) in Section 3.3.

3. Results and Discussion

3.1. Liquid Crystalline Phenomenon

The rigid-rod characteristics of the PPTA chemical structures and the strong intermolecular
interactions of their molecular chains result in a very high melting point of the polymer, even
beyond the decomposition temperature, which indicates that the aramid fibers could not be produced
by the commercially used melt-spinning process. In comparison, solvent-based spinning without
excessively high temperature is an alternative route to fabricate such high-performance fibers [19].
Even though concentrated sulfuric acid is highly corrosive for all of the parts in the spinning line,
such as storage tanks, tubes, pumps, filters, spinnerets, washing bathes, etc., the solvent is relatively
nontoxic, non-flammable and non-volatile and has been produced on a large scale. The dependence of
the viscosity on the concentration for PPTA solution in H2SO4 could be divided into two domains.
One is at the concentration region lower than 10 wt % in which the apparent viscosity increases with
the increase in content of the solution, and the solution in this region shows the isotropic features,
i.e., the PPTA molecules have no long-range orientational order in such state. The other domain is at
the concentration of 13–20 wt % for the polymer solution, which displays reduced apparent viscosity
due to the formation of liquid crystalline nematic state in the solution, indicating the appearance of
molecular orientational order of PPTA. On the other hand, the liquid crystalline state is also affected
by the temperature and molecular weight of the polymer. From our previous work and experiences,
18.5 wt % of the polymer concentration is selected to investigate the solution properties and spinnability
in the following discussion.

Figure 2a–c displays the POM images of PPTA dissolved in H2SO4 for 8, 30 and 45 min, with a
concentration of 18.5 wt % at 90 ◦C. It is clearly shown the colorful stripes on the polarizing microscope,
indicating the formation of liquid crystalline phase in PPTA/H2SO4 solution with a certain orientation
in the direction of sliding the cover glass under a shear stress. The solution of the h-PPTA/PPTA/H2SO4

containing 8 wt % h-PPTA shows a similar liquid crystalline behavior, as shown in Figure 2d–f.
Although many incompletely dissolved polymers with the dissolution time of 8 minutes could be
noticed in Figure 2d, the liquid crystal phenomenon also could be observed. With the extension
of the dissolution time for h-PPTA/PPTA/H2SO4 system, the liquid crystal structure formed in the
solution gradually improves, and the colorful stripe pattern in the POM images becomes more obvious.
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Compared to the PPTA/H2SO4 solution at the same dissolution, the h-PPTA/PPTA/H2SO4 solution
seems to form more of a perfect liquid crystalline phase since the latter displays more colorful stripes.
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Figure 2. Polarizing optical microscope (POM) images of the solutions at various dissolved
time. (a–c) PPTA/H2SO4 solution with dissolved time of 8, 30 and 45 min respectively,
and (d–f) h-PPTA/PPTA-H2SO4 solution with 8 wt % h-PPTA in the polymer.

The addition of h-PPTA has a significant influence on the temperature range of the formation
of liquid crystalline phenomenon and the solutions are in the isotropic state outside the appropriate
temperature region, i.e., the molecules have no long-range orientational order. Figure 3 summarizes
the effect of various h-PPTA contents on the temperature range of the appearance for the liquid
crystalline phase in the blend solutions with the solution concentration of 18.5 wt %. Apparently,
with increasing content of h-PPTA in the solution, the lower temperature limits at which the liquid
crystalline phenomenon appears gradually decrease and the higher temperature limits at which the
liquid crystalline phase disappears progressively increase. In detail, the temperature range with the
existence of liquid crystalline phase in the solution is about 78 ◦C for PPTA/H2SO4, while the value
increases to 99 ◦C and 117 ◦C for h-PPTA/PPTA/H2SO4 solution with the content of 3 wt % and 8 wt %
for h-PPTA, respectively. The reasons for this phenomenon could be attributed to two aspects. One is
that the addition of higher molecular weight polymers with such rigid-rod like structures as PPTA
means a large axial ratio and an obvious rigidity of the molecular chains, which is more conducive to
form a completely straight rod-like configuration, thus resulting in the increased anisotropic volumes.
On the other hand, the shear stress and stretching stress not only could induce the orientation of short
molecular chains of pristine PPTA, but also promote their extension of the rod-shaped conformation
with the “Oriented Bridging” of the long-chains for h-PPTA due to the strong intermolecular interactions
between them. The widened temperature region for the formation of liquid crystalline phase in
solution, i.e., the temperature range from the lower value limit for the appearance of liquid crystalline
phase to the higher value limit for the disappearance of this phenomenon, is of significance for the
processing of dry-jet wet-spinning of the high-performance fibers.

Figure 4 shows the liquid crystalline phenomenon of the blended solution of h-PPTA/PPTA/H2SO4

with various contents of h-PPTA at 90 ◦C. With the addition of the high molecular weight polymer of
h-PPTA, the POM images show more colorful stripes, indicating the appearance of more prefect liquid
crystalline phase of the blended solutions. Moreover, the sample containing 8 wt % fraction of h-PPTA
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exhibited “beautiful” stripes and relatively perfect liquid crystalline structures. As mentioned above,
the addition of h-PPTA induces the orientation of the short molecular chains of PPTA along the direction of
the applied stress and promotes the extension of the rod-shaped conformations. The diminished colorful
strips with weakened liquid crystalline phenomenon for the solution with 10 wt % h-PPTA might be
attributed to the influence of the solubility due to the increased concentration of polymers in solutionPolymers 2020, 12, x FOR PEER REVIEW  6 of 13 
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3.2. Shear-Rate Dependent Viscosity

The dependence of the viscosities on the shear-rate for the PPTA/H2SO4 solution and
h-PPTA/PPTA/H2SO4 solutions with 3% and 8% contents of h-PPTA was further investigated. Figure 5
displays the complex viscosity (η *) and the storage modulus as a function of frequency for the above
solution. Apparently, all the solutions exhibit the shear thinning behaviors, the addition of h-PPTA
results in an increase of η * of the blended solutions at a fixed frequency. Similarly, as shown in
Figure 5b, the storage modulus also increased upon the accelerated frequencies and the added contents
of the high molecular weight polymer.
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Relaxation time (τ) can be evaluated by the Cross-Williamson equation (Equation (1)) [20]
as follows:

η∗ =
η0

1 + (τ ω)1−m (1)

where, η0 is the zero-shear viscosity, and m is the dimensionless parameter. As a result, the value of
τ for PPTA/H2SO4 solution at 90 ◦C is 77 s, while the values of the blended solutions with 3 wt %
and 8 wt % of h-PPTA increase to 89 s and 102 s, respectively. A relatively extended relaxation time
of PPTA/H2SO4 solution indicates that the oriented PPTA chains need a longer time to release their
orientations. Consequently, in the following spinning process of related fibers, the as-spun filaments
should be solidified in an appropriate time duration, which should be much less than that of the
relaxation time for polymer chains in order to hold their high orientations [21].

3.3. Fiber Preparation

During the dry-jet wet-spinning process, the fluid filament is injected through the spinneret with
a distance of air gap before entering into the coagulation bath, in which the filament could not be
solidified with the motionable features for the molecules and chain segments. The subsequent drawing
process will cause the orientations of the molecular chains, leading to the improvement of tensile
strength and modulus [22]. This drawn effect mainly occurs at the air gap in which the filament is in
fluid state instead of solid conditions. As shown in Figure 7a, the maximum drawing ratio of PPTA
fiber was 2.3 times with a tensile strength of 10.4 cN/dtex; whereas the maximum drawing ratio of the
fibers containing 3 wt % and 8 wt % h-PPTA were 2.6 and 3.1 times, respectively, with the corresponded
tensile strength of 10.9 and 11.5 cN/dtex, respectively. As shown in Figure 7b, the effects of h-PPTA
on the initial modulus of the fibers exhibited a similar trend, demonstrating an increased maximum
drawing ratio and the enhanced mechanical properties. Moreover, at a fixed drawing ratio, the addition
of high molecular weight PPTA improved the tensile strength and initial modulus. As mentioned
above, long-chains of h-PPTA molecules strengthened the interactions among the molecules and
segments, which could endure a larger drawing ratio in the spinning process. Therefore, the addition
of high molecular weight polymers can improve the spinnability of the liquid crystalline solution,
and thus positively contribute to the strength of prepared fibers.

Figure 8 shows the effects of h-PPTA contents on the mechanical properties of the fibers. Apparently,
both the tensile strength and initial modulus are enhanced upon increasing the contents of h-PPTA
up to 8 wt %. As discussed above, the long-chains of h-PPTA exhibited the rod-like structures in the
liquid crystalline spinning dope, and their strong intermolecular interactions induced the shorter PPTA
chains to orderly arrange along the direction of the fiber axis under the shear stress in the spinneret
and the stretching stress at the air gap. Meanwhile, the increased maximum drawing ratio is also
favorable to enhance the mechanical properties of the fibers. However, the excessive addition of the
high molecular weight polymer results in the significant increase of the viscosity for the spinning
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solutions, which definitely affect the fluidity of the spinning dope and the uniformity of the polymer
solutions. When the content of h-PPTA was up to 10 wt %, the spinnability of the solution gets poor and
the mechanical properties of obtained fibers declined. It is worth noting that the heat treatment of the
fibers is one of the effective methods to prepare the high-modulus aramid fibers, such as PBO, Kevlar,
Vactron, etc. In this work, the incorporation of high molecular weight polymer could enhance the
modulus of the prepared fibers, which provided a new strategy for the preparation of the high-modulus
fibers. Therefore, the as-spun aramid fiber was further treated at 500 ◦C, and the plot of mechanical
properties vs. h-PPTA contents is illustrated in Figure 8b. Obviously, the mechanical properties of
thermally treated fibers exhibited a similar changing trend on the h-PPTA contents. In detail, the tensile
strength of thermally treated PPTA fiber was 18.9 cN/dtex, and the value increased to 21.8 cN/dtex
for the fiber containing 8 wt % h-PPTA. Meanwhile, the initial modulus had a similar increase trend
upon the h-PPTA content, and the value was up to 695 cN/dtex for the sample with 8 wt % h-PPTA.
The mechanical properties of as-prepared fibers via our strategies were comparable or even higher than
some commercially used aramid fibers, such as Kevlar®29 and Kevlar®49, i.e., the tensile strength and
modulus of Kevlar®29 were 20.1 cN/dtex and 500 cN/dtex, respectively, and the values of Kevlar®49
were 19.3 cN/dtex and 850 cN/dtex, respectively.Polymers 2020, 12, x FOR PEER REVIEW  8 of 13 
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3.4. Crystallinity and Orientation of the Fibers

The crystallinity is one of the important factors that will greatly affect the mechanical properties
of the fibers. Figure 9 shows the XRD spectra of the fibers containing various fractions of h-PPTA.
The strong diffraction peaks at 20.5◦, 23.5◦ and 28.6◦ could correspond to the lattice planes of [110],
[200] and [211], respectively [23]. The increase of h-PPTA contents in the fibers results in the sharper
diffraction peaks, indicating the formation of the relatively perfect crystals [23]. Based on the three
diffraction peaks with corresponded three lattice planes, the wide angle X-ray diffraction (WAXD)
curves could be fitted with these peaks, and the crystallinity (Xc) can be obtained by calculating the
ratio of the crystalline-region to the whole area [24,25]. The calculated crystallinity values by the
peak-fitting method are listed in Table 1. Apparently, the crystallinity exhibited an increasing trend
upon the addition of h-PPTA. The incorporation of h-PPTA reduced the defects caused by the terminals
of macromolecular chains, resulting in the increased crystallinity. Moreover, the long molecular chains
of h-PPTA could promote the orientation degree of the shorter molecular chains for pristine PPTA at
the shear stress in the capillary pores of spinnerets and the stretching stress in the air gap, inducing the
formation of relatively perfect crystalline structures.
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Figure 9. XRD spectra of the fibers with various content of h-PPTA.

Table 1. The crystallinity and macromolecular orientation values of the fibers.

Content of h-PPTA (%) Crystallinity by XRD
(%)

Orientation Factor (fc)
by XRD

Orientation Factor (fs)
by Sonic Velocity

0 55.3 0.804 89.6
3 58.8 0.825 92.0
5 60.1 0.832 93.5
8 61.3 0.859 95.1
10 60.2 0.840 93.9
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In order to quantitatively evaluate the crystal orientation along the fiber axis, the Hermans’
orientation factor (fc) was calculated from the [200] plane at 2θ = 23.5◦, since this diffraction of the
[200] plane is very noticeable and could be clearly isolated [25,26].

fc · 100% = [3 < cos2 φc > −1]/2 (2)

where fc is the orientation factor along the fiber direction, ϕc is the angle between the fiber axis and the
c axis of crystal unit cell. The value of the mean-square cosines in this equation can be determined
from the fully corrected intensity distribution reflected from this preferred crystalline plane, Ic (ϕc),
averaged over the entire surface of the orientation sphere:

< cos2 φc >=

∫ π
2

0 I(φc) cos2 φc sinφcdφc∫ π
2

0 I(φc) sinφcdφc

(3)

According to Equations (2) and (3), the calculated fc values of the PPTA fiber and h-PPTA/PPTA
fibers are listed in Table 1. Apparently, the addition of h-PPTA in the fiber increased the crystal
orientation. The orientation factor of the fiber containing 8 wt % h-PPTA in the [200] plane was 0.859,
while the value of the PPTA fiber was only 0.804.

Sonic velocity along the fiber’s axial can also be used to evaluate the degree of orientation for the
macromolecular chains. In the case of partially oriented polymer molecules, the molecular motion due
to sound transmission has an angle direction along and across the molecular axis. The magnitude of
either the along or across direction was taken to be a function of the angle between the molecular axis
and the direction of sound propagation (θ). Then, there exists an expression for the sonic velocity and
the θ (Equation (4)), and orientation factor (fs) of the sonic velocity can be calculated as the following
equation (Equation (5)). [27]

cos2 θ = 1−
2
3

C2
u

C2 (4)

fs = 1−
C2

u

C2 (5)

where, C (km/s) is the sonic velocity along the fiber’s axis, and Cu (km/s) is defined as the sonic velocity
of the unoriented fibers, i.e., random orientational sample. Here, the sonic velocity of unoriented PPTA
fiber was 1.57 km/s [28]. Therefore, the fs was easily calculated, which has been displayed in Table 1.
The fs increased from 0.896 for the PPTA fiber without h-PPTA to 0.951 for the sample containing
8 wt % h-PPTA, which then decreased to 0.939 as continually raising the h-PPTA content to 10 wt %.
The differences in the orientation factor along the fiber axis were more obvious for these samples
compared to the result along the [200] plane. Therefore, this result further confirmed that the addition
of h-PPTA was favorable to improve the macromolecular orientations.

3.5. Morphology of the Fibers

As we know, PPTA fibers exhibit a skin-core and multi-fibril structures with a large of number of
fibrils on the surface that feature a highly orientation along the axial direction of the fiber [19,29,30].
So, the obtained fiber was further etched by 25% dilute sulfuric acid for 15 s to dissolve the amorphous
phase on the surface of the fibers. As shown in Figure 10, SEM images display the surficial morphologies
of the etched fibers. It is obvious that there exist tearing and separation regions with many fibrils
appearing on the surface and inside of the fibers, which could be attributed to the destructive effects
of dilute sulfuric acid on the amorphous region with loose structures. There were some crack paths
in the fibers, which were alongside the fiber axis, and it was even difficult to distinguish the skin
or core parts for the fibers. The crystallinity and orientation level had also an influence on the
fibrillation and morphologies of the fibers. From the comparison of the fibrillary morphologies for the
PPTA fiber and the blended fibers with h-PPTA in the images of Figure 10, there existed somewhat



Polymers 2020, 12, 1206 11 of 13

difference of the fibrillation, and the blended fibers containing h-PPTA gave more splitting fibrils.
Crack propagation could be readily occurred parallel to the fiber longitudinal axis because only this
requires the interfibrillar rupture [31,32].Polymers 2020, 12, x FOR PEER REVIEW  11 of 13 
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Figure 10. SEM images of fractured surfaces with fibril structures of the PPTA fiber (a) and (b), and the
fibers containing h-PPTA of 3 wt % (c) and 8 wt % (d).

4. Conclusions

The blended solutions of h-PPTA and the industrial PPTA in concentrated sulfuric acid solvent
exhibited a broadened temperature range with the formation of liquid crystalline phase. For instance,
the temperature range with the existence of liquid crystalline phenomenon was 78 ◦C for PPTA/H2SO4,
while the value increased to 117 ◦C for the solution containing h-PPTA of 8 wt % in the polymer.
This extended temperature window could improve the spinnability, which is helpful for the dry-jet
wet-spinning technology. The addition of h-PPTA was proved to be favorable to increase the maximum
drawing ratio at the air gap in the spinning process and thus enhance the tensile strength and initial
modulus of the fibers. Higher molecular weight means a large axial ratio, which is more conducive to
the formation of a completely straight rod-like configuration. Moreover, the long-chains of h-PPTA
enhanced the interactions of intermolecular and chain segments. The shear stress in the spinneret and
the stretching stress at the air gap could induce the orientation of short molecular chains of PPTA along
the axial direction of the fibers, and promote the extension of the rod-shaped conformation with the
“Oriented Bridging” of h-PPTA long-chains. The crystallinity and orientation level also have a slight
influence on the fibrillation of the fibers.

Author Contributions: Conceptualization, M.Y.; methodology, C.T.; validation, C.T., H.K.; investigation, H.L., J.L.,
H.G.; resources, M.Y.; writing, C.T. All authors have read and agreed to the published version of the manuscript.

Funding: This work was financially supported by National Program on Key Basic Research Project (2011CB606101)
and Textile Vision Basic Research Project (J201803).

Conflicts of Interest: The authors declare no conflict of interest with respect to the authorship and/or publication
of this article.



Polymers 2020, 12, 1206 12 of 13

References

1. Tikhonov, I.V.; Tokarev, A.V.; Shorin, S.V.; Shchetinin, V.M.; Chernykh, T.E.; Bova, V.G. Russian aramid fibers:
Past–present–future. Fibre Chem. 2013, 45, 1–8. [CrossRef]

2. Li, D.Y.; Wang, R.; Liu, X.; Fang, S.; Sun, Y.L. Shear-thickening fluid using oxygen-plasma-modified
multi-walled carbon nanotubes to improve the quasi-static stab resistance of Kevlar fabrics. Polymers 2018,
10, 1356. [CrossRef] [PubMed]

3. Tanner, D.; Fitzgerald, J.A.; Phillips, B.R. The Kevlar story—An advanced materials case study. Angew. Chem.
Int. Ed. 1989, 28, 649. [CrossRef]

4. Kim, C.B.; Choi, Y.-M.; Kim, H.J.; Lee, H.; You, N.-H.; Lee, J.K.; Ku, B.-C.; Goh, M. Liquid crystallinity of
p-aramid/multi-walled carbon nanotube composites. Fibers Polym. 2018, 19, 1359–1362. [CrossRef]

5. Chen, G.C.; Zhang, J.D.; Liu, G.; Chen, P.H.; Guo, M.C. Controlling the crack propagation path of the veil
interleaved composite by fusion-bonded dots. Polymers 2019, 11, 1260. [CrossRef]

6. Roberts, A.D.; Kelly, P.; Bain, J.; Morrison, J.J.; Wimpenny, I.; Barrow, M.; Woodward, R.T.; Gresil, M.;
Blanford, C.; Hay, S.; et al. Graphene–aramid nanocomposite fibres via superacid co-processing.
Chem. Commun. 2019, 55, 11703. [CrossRef]

7. Yang, X.; Tu, Q.Z.; Shen, X.M.; Yin, Q.; Pan, M.; Jiang, C.M.; Hu, C.B. Enhancing the interfacial adhesion with
rubber matrix by grafting polydopamine-carbon nanotubes onto poly (p-phenylene terephthalamide) fibers.
Polymers 2019, 11, 1231. [CrossRef]

8. Li, Y.; Luo, Z.; Yang, L.; Li, X.; Xiang, K. Study on surface properties of aramid fiber modified in supercritical
carbon dioxide by glycidyl-POSS. Polymers 2019, 11, 700. [CrossRef]

9. O’Connor, I.; Hayden, H.; Coleman, J.N.; Gun’ko, Y.K. High-strength, high-toughness composite fibers by
swelling Kevlar in nanotube suspensions. Small 2009, 5, 466–469. [CrossRef]

10. Kumar, S.; Dang, T.D.; Arnold, F.E.; Bhattacharyya, A.R.; Min, B.G.; Zhang, X.; Vaia, R.A.; Park, C.;
Adams, W.W.; Hauge, R.H.; et al. Synthesis, structure, and properties of PBO/SWNT composites.
Macromolecules 2002, 35, 9039–9043. [CrossRef]

11. Yeh, J.-T.; Wang, C.-K.; Huang, L.-K.; Tsai, C.-C.; Lai, W.-Y. Ultradrawing and ultimate tenacity properties
of ultrahigh molecular weight polyethylene composite fibers filled with nanosilica particles with varying
specific surface areas. J. Nanomater. 2015, 2015, 146718. [CrossRef]

12. Zhang, S.; Liu, P.; Zhao, X.; Xu, J. Enhanced tensile strength and initial modulus of poly (vinyl alcohol)/graphene
oxide composite fibers via blending poly (vinyl alcohol) with poly(vinyl alcohol)-grafted graphene oxide. J.
Polym. Res. 2018, 25, 65. [CrossRef]

13. Wang, F.; Liu, L.; Xue, P.; Jia, M.; Wang, S.; Cai, J. The influence of formation temperatures on the
crystal structure and mechanical properties of ultrahigh molecular-weight polyethylene/high-density
polyethylene-blend fibers prepared by melt spinning. J. Ind. Text. 2019, 49, 1011–1035. [CrossRef]

14. Aguilar, M.; Martin, S.; Vega, J.F.; Muñoz-Escalona, A.; Martínez-Salazar, J. Processability of a
metallocene-catalyzed linear PE improved by blending with a small amount of UHMWPE. J. Polym.
Sci. Polym. Phys. 2005, 43, 2963–2971. [CrossRef]

15. Jiang, H.; Zhou, M.; Pan, D.; Tan, L. The influence of ultrahigh molecular weight polyacrylonitrile on the
copolymerization of acrylonitrile, itaconic acid and the rheological properties of polyacrylonitrile solution.
Text. Res. J. 2015, 85, 2188–2195. [CrossRef]

16. Liu, S.; Jiang, H.; Du, W.; Pan, D. Spinnability in pre-gelled gel spinning of polyacrylonitrile precursor fibers.
Fibers Polym. 2012, 13, 846–849. [CrossRef]

17. Auhl, D.; Pierre, C.; McLeish, T.C.B.; Read, D.J. Elongational flow of blends of long and short polymers:
Effective stretch relaxation time. Phys. Rev. Lett. 2009, 103, 136001. [CrossRef]

18. Kong, H.J.; Ding, X.M.; Qiao, M.M.; Wu, Y.; Yu, M.H. Molecular weight and distribution of ultra-high
molecular weight poly (p-phenyleneterephalamide). IOP Conf. Series: Mater. Sci. Eng. 2017, 213, 012044.
[CrossRef]

19. Picken, S.J.; Sikkema, D.J.; Boerstoel, H.; Dingemans, T.J.; van der Zwaag, S. Liquid crystal main-chain
polymers for high-performance fibre applications. Liq. Cryst. 2011, 38, 1591–1605. [CrossRef]

20. Kim, T.H.; Jang, L.W.; Lee, D.C.; Choi, H.J.; Jhon, M. Synthesis and rheology of intercalated
polystyrene/Na+-montmorillonite nanocomposites. Macromol. Rapid. Commun. 2002, 23, 191–195. [CrossRef]

http://dx.doi.org/10.1007/s10692-013-9471-7
http://dx.doi.org/10.3390/polym10121356
http://www.ncbi.nlm.nih.gov/pubmed/30961281
http://dx.doi.org/10.1002/anie.198906491
http://dx.doi.org/10.1007/s12221-018-8002-9
http://dx.doi.org/10.3390/polym11081260
http://dx.doi.org/10.1039/C9CC04548A
http://dx.doi.org/10.3390/polym11081231
http://dx.doi.org/10.3390/polym11040700
http://dx.doi.org/10.1002/smll.200801102
http://dx.doi.org/10.1021/ma0205055
http://dx.doi.org/10.1155/2015/146718
http://dx.doi.org/10.1007/s10965-018-1471-0
http://dx.doi.org/10.1177/1528083719827371
http://dx.doi.org/10.1002/polb.20581
http://dx.doi.org/10.1177/0040517515581590
http://dx.doi.org/10.1007/s12221-012-0846-9
http://dx.doi.org/10.1103/PhysRevLett.103.136001
http://dx.doi.org/10.1088/1757-899X/213/1/012044
http://dx.doi.org/10.1080/02678292.2011.624367
http://dx.doi.org/10.1002/1521-3927(20020201)23:3&lt;191::AID-MARC191&gt;3.0.CO;2-H


Polymers 2020, 12, 1206 13 of 13

21. Cao, Y.; Liu, Z.; Gao, X.; Yu, J.; Hu, Z. Dynamic rheological properties and microstructures of liquid-crystalline
poly(p-phenyleneterephthalamide) solutions in the presence of single-walled carbon nanotubes. J. Polym. Res.
2011, 18, 263–271. [CrossRef]

22. Picken, S.J.; van der Zwaag, S.; Northolt, M.G. Molecular and macroscopic orientational order in aramid
solutions: A model to explain the influence of some spinning parameters on the modulus of aramid yarns.
Polymer 1992, 33, 2998–3006. [CrossRef]

23. Plazanet, M.; Fontaine-Vive, F.; Gardner, K.H.; Forsyth, V.T.; Ivanov, A.; Ramirez-Cuesta, A.J.; Jonson, M.R.
Neutron vibrational spectroscopy gives new insights into the structure of poly (p-phenylene terephthalamide).
J. Am. Chem. Soc. 2005, 127, 6672–6678. [CrossRef] [PubMed]

24. Luo, L.; Yao, J.; Wang, X.; Li, K.; Huang, J.; Li, B.; Wang, H.; Liu, X. The evolution of macromolecular packing
and sudden crystallization in rigid-rod polyimide via effect of multiple H-bonding on charge transfer (CT)
interactions. Polymer 2014, 55, 4258–4269. [CrossRef]

25. Yin, C.; Dong, J.; Tan, W.; Lin, J.; Chen, D.; Zhang, Q. Strain-induced crystallization of polyimide fibers
containing 2-(4-aminophenyl)-5-aminobenzimidazole moiety. Polymer 2015, 75, 178–186. [CrossRef]

26. Yeh, F.; Hsiao, B.S.; Sauer, B.B.; Michel, S.; Siesler, H.W. In-situ studies of structure evelopment during
deformation of a segmented poly (urethane-urea) elastomer. Macromolecules 2003, 36, 1940–1954. [CrossRef]

27. Zhang, Q.; Dai, M.; Ding, M.; Chen, D.; Gao, L. Mechanical properties of BPDA-ODA polyimide fibers.
Euro. Polym. J. 2004, 40, 2487–2493. [CrossRef]

28. Qian, X.; Wu, Q.; Ruan, M. Determination of sound velocity (Cu) for random orientation of aramid fiber
1414. Text. Specialty Technol. 1985, 2, 28–30.

29. Nasser, J.; Lin, J.; Sodano, H. High strength fiber reinforced composites with surface fibrilized aramid fibers.
J. Appl. Phys. 2018, 124, 045305. [CrossRef]

30. McAllister, Q.P.; Gillespie, J.W., Jr.; VanLandingham, M.R. The influence of surface microstructure on the
scratch characteristics of Kevlar fibers. J. Mater. Sci. 2013, 48, 1292–1302. [CrossRef]

31. Chabi, S.; Dikin, D.A.; Yin, J.; Percec, S.; Ren, F. Structure-mechanical property relations of skin-core regions
of poly (p-phenylene terephthalamide) single fiber. Sci. Rep. 2019, 9, 740. [CrossRef] [PubMed]

32. Pauw, B.R.; Vigild, M.E.; Mortensen, K.; Andreasen, J.W.; Klop, E.A.; Breiby, D.W.; Bunk, O. Strain-induced
internal fibrillation in looped aramid filaments. Polymer 2010, 51, 4589–4598. [CrossRef]

© 2020 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
article distributed under the terms and conditions of the Creative Commons Attribution
(CC BY) license (http://creativecommons.org/licenses/by/4.0/).

http://dx.doi.org/10.1007/s10965-010-9414-4
http://dx.doi.org/10.1016/0032-3861(92)90087-D
http://dx.doi.org/10.1021/ja0437205
http://www.ncbi.nlm.nih.gov/pubmed/15869288
http://dx.doi.org/10.1016/j.polymer.2014.06.080
http://dx.doi.org/10.1016/j.polymer.2015.08.025
http://dx.doi.org/10.1021/ma0214456
http://dx.doi.org/10.1016/j.eurpolymj.2004.06.020
http://dx.doi.org/10.1063/1.5026987
http://dx.doi.org/10.1007/s10853-012-6872-6
http://dx.doi.org/10.1038/s41598-018-37366-0
http://www.ncbi.nlm.nih.gov/pubmed/30679742
http://dx.doi.org/10.1016/j.polymer.2010.07.045
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Materials and Methods 
	Materials 
	The Dissolution of PPTA and h-PPTA/PPTA 
	The Spinning Process of Fibers 
	Characterization 

	Results and Discussion 
	Liquid Crystalline Phenomenon 
	Shear-Rate Dependent Viscosity 
	Fiber Preparation 
	Crystallinity and Orientation of the Fibers 
	Morphology of the Fibers 

	Conclusions 
	References

