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Abstract: Olefin block copolymer (OBC), with its low hard segments, can form unique space-filling
spherulites other than confined-crystallization morphologies, mainly due to its weak phase-separation.
In this work, 1,3;2,4-Bis(3,4-dimethylbenzylidene) sorbitol (DMDBS), a well-known nucleating agent,
was used to tailor the crystallization behavior and crystalline morphology of OBC. It was found that
DMDBS can precipitate within an OBC matrix and self-assemble into crystalline fibrils when cooling
from the melt. A non-isothermal crystallization process exhibited an increased crystallization rate
and strong composition dependence. During the isothermal crystallization process, DMDBS showed
a more obvious nucleating efficiency at a higher crystallization temperature. OBC showed typical
spherulites when DMDBS was added. Moreover, a low addition of DMDBS significantly decreased
the crystal size, while a large addition of DMDBS induced aggregates, due to the limited miscibility
of DMDBS with OBC. The efficient nucleating effect of DMDBS on OBC led to an increased optical
transparency for OBC/DMDBS composites.

Keywords: polymer crystallization; olefin block copolymer (OBC); nucleating agent; DMDBS

1. Introduction

Due to so-called chain shuttling technology, olefin block copolymer (OBC) has been recently
synthesized by Dow Chemical Company, and commercialized as a thermoplastic elastomer [1–4].
As shown in Scheme 1, during the chain growth process, a chain shuttling agent was used to either
activate or inactivate the branch incorporation of 1-octene into the chains, resulting in a multiblock
copolymer of semicrystalline polyethylene (PE) hard segments, alternating with amorphous soft
segments with short branches [5,6]. In addition, the detailed block length and block number could be
easily regulated by simply changing the content of the chain shuttling agent [7]. In this way, the varied
apparent mechanical properties were thus achieved. Furthermore, OBC possesses better performance
and is widely used in many applications, mainly due to the high melting temperature of hard blocks
and low glass transition temperature of soft blocks [8].

The structure-property relationship of OBCs has been reported by many researchers. For an
OBC system, the dissimilarity between hard blocks and soft blocks is estimated by the 1-octene
co-monomer content difference (∆C8), which determines the phase segregation strength [9–11].
It has been reported that large ∆C8 could lead to mesophase separation, meaning domain sizes
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in excess of 100 nm, and confined crystallization behavior [12]. However, most OBCs are in a
weakly-phase-separated system, meaning the physical properties of OBCs are dominated by their
crystalline morphologies [13,14]. The partial-branched hard segments limit the attainable mechanical
properties of pure OBCs. In order to improve the mechanical properties of OBCs, with the aim of
broadening its applications, two main approaches were used, including blending with homo-polymers
and reinforcing by adding fillers. On the one hand, polypropylene (PP), polyethylene with different
molecular weight (PE), poly(lactic acid) (PLA), Kevlar, and PP fibers were blended with OBC to enhance
its tensile strength [15–19]. On the other hand, various fillers, such as carbon nanotubes (CNTs),
graphene, quaternary ammonium salt functionalized grapheme oxide (CTAB-GO), and nanoclay were
added into the OBC to nucleate and promote its crystallization kinetics [20–22]. Wu and co-workers
investigated the effect of CNTs and graphene on the crystallization kinetics of OBC and found that both
CNTs and graphene shorten the induction period of crystallization and increase the crystallization rate
of OBC [23]. A modified CTAB-GO led to a better dispersion and showed a stronger nucleation ability
than GO and largely improved the mechanical properties of OBC [20]. Fan and co-workers reported
that the collapsed organically modified montmorillonite (c-OMMT) exhibited a stronger nucleation
ability on crystallization of OBC than intercalated OMMT [24]. Also, the addition of c-OMMT into
OBC decreased the crystal size and increased lamellar thickness and the number of tie-molecules
between lamellae, resulting in an obvious strain-hardening behavior [25]. Therefore, it is of great
importance and highly efficient for OBC to tune its crystalline morphologies in order to tailor its
physical properties.

Scheme 1. Chain architecture and chemical structure of olefin block copolymer (OBC).

1,3;2,4-bis(3,4-dimethylbenzylidene) sorbitol (DMDBS) is a chiral molecule and can self-assemble
into nanofibrils, due to intramolecular hydrogen bonding interactions [26,27]. DMDBS and its
derivatives can dissolve in the polymer and form nucleating particles when re-crystallized from
the melt [28]. Therefore, DMDBS is widely used as nucleating agent for polypropylene because of
their matchable crystalline structures and lattice parameters [29–31]. In general, the dissolution and
re-crystallization process provides a good dispersion and large specific surface. When DMDBS is
added into isotactic polypropylene (iPP) system, a good clarification effect can also be found, especially
when the concentration of DMDBS is lower than 1 wt % [31]. Many works have proven that DMDBS
significantly increases the number of crystal nuclei and results in a great reduction of the final crystal
size, which is strongly related to its highly improved transparency. Also, Lai et.al added DMDBS into
poly(vinylidene fluoride) and found that the self-assembly process of DMDBS can be well-tuned by
the so-called phase inversion method [32]. However, so far, an OBC/DMDBS composite has not been
reported on by other groups.

In this work, we propose a simple and convenient method, by blending the nucleating agent
DMDBS with olefin block copolymers, to regulate the crystalline structure and morphology of OBC,
which can generally form a dispersed polyethylene crystal or even an interconnected crystalline
network embedded in the amorphous rubber network. This work may provide some guidelines
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on tuning crystalline morphologies of crystalline block copolymers and enrich the knowledge of
nucleating effects for thermoplastic elastomers.

2. Experimental

2.1. Materials

The OBC used in this work is a commercial product provided by Dow Chemical Company.
In order to easily detect its crystallization behaviors, OBC with a grade name of Infuse 9530 was
selected, since it has a high crystallinity. In addition, it possesses a molecular weight of 78,640,
with a polydispersity of 1.97. Its weight fraction for the hard block is 35 wt %, the total 1-octene
content is 9.6 mol %. DMDBS was purchased from Milliken Chemicals in powder form, with a code of
Millad-3988. In this work, the OBC material we selected had an χN value of ~2.6, which waslower
than the reported critical value of χN for the microphase separation transition of OBCs (χN = 4) [12].
Hence, OBC in this work was a weakly-phase-separated system.

2.2. Sample Preparation

The OBC pellets and DMDBS powders were melt-blended by an internal mixer at a fixed rotational
speed of 60 rpm and a mixing temperature of 190 ◦C for 10 min. The blended samples containing
different contents of DMDBS were prepared and named as OBC-D0.25, OBC-D0.5, OBC-D1, OBCD2.5,
and OBC-D5. For example, OBC-D2.5 means 2.5 wt % DMDBS was melted and mixed with OBC.
For comparison, the neat OBC was prepared with a same procedure as a reference sample.

2.3. Characterization

In order to determine the crystallization and melting behaviors of OBC/DMDBS samples,
a Perkin-Elmer diamond-II differential scanning calorimetry (DSC) was used. The samples were
first heated to 190 ◦C to erase the thermal history, then cooled to room temperature at a cooling rate
of 10 ◦C/min. Afterward, the second heating scans up to 190 ◦C was carried out. The tests were
conducted at a constant rate of 10 ◦C/min under nitrogen atmosphere. The relative crystallinity could
be calculated by quantitatively evaluating the melting peak areas of the composites in relation to the
standard enthalpy of polyethylene crystals, based on the following equation:

(Xc = ∆Hm/∆Hm
◦) (1)

The theoretical heat of melting of polyethylene with 100% crystallinity was ∆Hm
◦ = 292 J/g [16].

Wide-angle X-ray diffraction (WAXD) measurements were performed on a Bruker DISCOVER D8
diffractometer (Bruker, Billerica, Massachusetts, USA) with CuKα radiation. The scanned 2θ range was
from 2.5◦ to 30◦ with a scanning rate of 0.02◦. The samples used for WAXD analysis were thin layers
of 1 mm thickness obtained by compression molding. During compression molding, the samples were
first heating at 190 ◦C for 10 min and subsequently underwent fast cooling. After that, the WAXD tests
were conducted on these samples at room temperature.

Rheological measurements (MCR301, Anton Paar, Graz, Austria) were conducted in a linear
viscoelastic regime using a rotational rheometer with a 25 mm diameter parallel plate geometry.
During the tests, samples were heated to 250 ◦C to ensure complete melting and were subsequently
cooled at 5 ◦C/min while performing small amplitude oscillatory shear test. The linear viscoelastic
region was determined by the strain sweeps. The strain amplitude was set as 5%. All the experiments
were conducted under nitrogen to minimize the possibility of sample degradation and all temperature
ramps were repeated twice to check reproducibility.

Polarizing optical microscopy (POM) was performed using an Olympus BX-51 optical microscope
(Olympus, Tokyo, Japan) under crossed polarization and the optical microscope was equipped with
DP-27 CCD and a Linkam hot-stage. Small thin layered samples were placed between two microscope
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cover glasses and placed on the hot stage. The samples were melted at 240 ◦C for 5 min and then
cooled. The morphological photographs were recorded with the aid of a digital camera.

UV-vis spectroscopy (Agilent Cary5000, Agilent, Palo Alto, California, USA) was carried out to
collect UV-vis spectra to evaluate the optical properties of the OBC/DMDBS samples. The samples
for optical transparency were prepared by mini-injection molding, where the samples were melted at
190 ◦C and then injected into the cold mold.

Standard dumbbell-shaped samples were prepared by mini-injection molding. The sample size
was 25 × 4 × 2 mm3. Cyclic tensile tests were performed on a SANS Universal tensile testing machine
according to the GB/T528-2009 standard. The strain was set as 300% and ten loading-unloading cycles
were conducted. All the tests were conducted at room temperature at a fixed crosshead speed of
50 mm/min and five specimens were tested for each group.

3. Results and Discussion

3.1. Phase Separation of DMDBS from OBC Melt

The representative POM images of pure OBC and OBC/DMDBS composites under different
temperatures were captured. As shown in Figure 1, when the sample was heated to 190 ◦C, the neat
OBC was totally melted. Figure 1a1 shows that there was no background information, since no
crystallization occurred. After the temperature dropped to 116 ◦C, the hard segments of OBC started to
crystallize [2]. Figure 1a2 shows typical spherulites of OBC after having been isothermally crystallized
at 116 ◦C for 10 min. When DMDBS was introduced into OBC system, Figure 1b1 shows that there
was still no background information, indicating that a lower addition (0.5 wt %) of DMDBS could
mix well with OBC. However, OBC samples containing a higher addition (>0.5 wt %) of DMDBS
presented black dots with different sizes, which should be DMDBS aggregates due to the limited
miscibility between OBC and DMDBS. After isothermal crystallization, OBC/DMDBS composites
showed decreased crystal size with the increase of DMDBS content.

Figure 1. Polarizing optical microscopy (POM) images of olefin block copolymer/1,3;2,4-
Bis(3,4-dimethylbenzylidene) sorbitol (OBC/DMDBS) samples at different temperatures: (a1). OBC at
190 ◦C; (a2). OBC isothermally crystallized at 116 ◦C for 10 min; (b1–f1). OBC/DMDBS samples
with different content of DMDBS at 190 ◦C; (b2–f2). OBC/DMDBS samples with different content of
DMDBS isothermally crystallized at 116 ◦C for 10 min.
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The phase separation behavior of DMDBS and OBC melts can be detected by the oscillatory shear
rheological data. Screenivas et al. studied the phase separation temperature of DMDBS from isotactic
polypropylene (iPP) through rheological investigations, and reported that the abrupt increase of
complex viscosity (η*) was attributed to the result of crystallization of DMDBS into nanofibrils [33,34].
The same experiment was conducted on OBC/DMDBS systems in this work. As can be seen in
Figure 2a, there was an obvious increase in complex viscosity (η*) when cooling OBC from 250 ◦C to
130 ◦C. Before testing, the samples were heated to 250 ◦C and held for 5 min to eliminate their thermal
history. The temperature dependence of η* was approximately similar for all OBC samples containing
different content of DMDBS. With the increase of DMDBS, the complex viscosity of the composites
gradually increased. With the decrease of the temperature, the complex viscosity achieved a more
abrupt increase during cooling, especially for OBC samples with high contents of DMDBS. As for
the pure sample, a slight change of η* was possibly due to the weak mesophase separation of OBC,
which has been reported in previous literature [35]. The critical transition of OBC/DMDBS samples
was related to the precipitation of DMDBS from the OBC melt. As shown in Figure 2b, the diffraction
intensity of OBC/DMDBS as a function of 2θ was presented. As for neat OBC, we can see two obvious
peaks located at 21.7◦ and 24.2◦, which can be respectively attributed to the (110) and (200) crystalline
planes of polyethylene orthogonal crystals, according to the literature [34]. The introduction of DMDBS
had no influence on the crystal form of OBC. With the increase of DMDBS content, diffraction peaks at
6.8◦ and 14.9◦ gradually increased, indicating the formation of DMDBS crystals. Overall, combined
with POM images of OBC/DMDBS samples at different temperatures, DMDBS precipitated within the
OBC matrix and self-assembled into crystalline fibrils when cooling from the melt.

Figure 2. (a) Temperature dependence of complex viscosity as a function of DMDBS concentration
during cooling at 2 ◦C/min and after annealing at 260 ◦C for 10 min; (b) 1d-wide-angle X-ray diffraction
(WAXD) diffraction intensity as a function of 2θ for OBC/DMDBS composites.

3.2. Isothermal and Non-Isothermal Crystallization Behavior of OBC/DMDBS Samples

First, the crystallization behaviors of OBC containing different contents of DMDBS were estimated
by DSC. Figure 3 presents the non-isothermal cooling and subsequent melting curves of OBC/DMDBS
samples containing different contents of DMDBS. It should be noted that DMDBS can nucleate OBC
and increase the crystallization temperature. From the perspective of molecular structure, a small
amount of 1-octene incorporation into the hard segments for pure OBC led to slowed crystallization
and decreased overall crystallinity in comparison to polyethylene [34]. The initial crystallization
temperature of OBC is about 112.5 ◦C and the peak temperature is 106.3 ◦C. When adding DMDBS, a
single exothermic peak is observed and the crystallization is strongly accelerated. Figure 2b shows the
melting curves of these OBC/DMDBS samples. Also, a single peak was observed. With the increase of
DMDBS content, the melting peak temperature (Tm) has a slight increase. The introduction of DMDBS
also resulted in a broadened melting peak, meaning an increase and wide distribution in the lamellar
thickness of PE crystals.
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Figure 3. Differential scanning calorimetry (DSC) curves of OBC with and without different dosages of
DMDBS (a) during the cooling process and (b) during the subsequent heating process. Note: Controlled
heating and cooling rates of 10 ◦C/min were applied.

Table 1 summarizes the melting temperature (Tm), crystallization peak tdemperature (Tc,p),
enthalpy (∆Hm), and the relative crystallinity (Xc) of OBC/DMDBS samples containing different
contents of DMDBS. With the increase of DMDBS content, the crystallization peak temperature
increased from 106.3 ◦C to 114.0 ◦C, as can be found in Table 1. At the same time, the crystallization
peak temperature (Tc,p) gradually increased with the increase of DMDBS content at low additions,
while Tc,p was almost unchanged within high DMDBS contents, ranging from 2.5 wt % to 5 wt %,
indicating a nucleation saturation effect. In addition, the relative crystallinity was also calculated based
on thermal enthalpy during melting. It can be seen that the relative crystallinity (Xc) was nearly the
same for the pure OBC and OBC/DMDBS composites.

Table 1. Melting temperature (Tm), crystallization peak temperature (Tc,p), enthalpy (∆Hm), and the
relative crystallinity (Xc) of OBC/DMDBS samples containing different content of DMDBS.

Sample Tm [◦C] Tc,p [◦C] ∆Hm [J/g] Xc [%]

OBC 121.4 106.3 45.362 15.6%
D0.25 121.8 107.7 45.914 15.8%
D0.5 122.0 108.9 47.119 16.1%
D1 122.1 110.9 45.954 15.8%

D2.5 122.6 113.9 44.441 15.3%
D5 122.8 114.0 42.862 14.7%

Figure 4 shows the curves of relative crystallinity (Xt) of the OBC/DMDBS composites as a
function of different contents of DMDBS under different isothermal conditions. It is obvious that
adding DMDBS into an OBC matrix increases the crystallization rate. With the increase of DMDBS
content, the acceleration effect is more remarkable. The general trend is that, the crystallization of OBC
is faster at lower crystallization temperature and only a large addition of DMDBS shows a significant
accelerating effect. At higher crystallization temperatures, the crystallization rate of OBC slows down.
When adding a small amount of DMDBS, it is obvious to get a fast crystallization process for the OBC
system. For the isothermal crystallization processes, the first half of exothermic peak is commonly
ascribed to the nucleation through the epitaxy of polymer chains onto DMDBS fibrils, while the
other half of peak reflects the crystallization growth via self-diffusion of macromolecules into crystal
lattice [36]. It could be seen that the slope increased obviously at the initial stage of crystallization and
the crystallization completion was also accelerated, which further indicated that DMDBS mainly acted
as nucleation points after being precipitated from the OBC melt.



Polymers 2019, 11, 552 7 of 12

Figure 4. Evolution of the relative crystallinity Xt for OBC/DMDBS composites with different DMDBS
contents during isothermal crystallization processes at different temperatures of (a) 110 ◦C (b) 112 ◦C
(c) 114 ◦C and (d) 115 ◦C.

Figure 5 shows the isothermal crystallization half-time of OBC/DMDBS composites with different
DMDBS contents at different crystallization temperatures. The smaller the crystallization half-time,
the faster the crystallization of the samples [37]. The crystallization half-time (t1/2) of OBC/DMDBS
composite showed a strong dependence on DMDBS content, especially when the crystallization
temperature was high. The crystallization process of pure OBC could be completed in a short time
when crystallized at 110 ◦C. After adding DMDBS, the crystallization half-time was further reduced.
With the increase of crystallization temperature, the crystallization half-time of OBC increased and the
corresponding crystallization rate decreased. In comparison, the crystallization half-time decreased
significantly after adding DMDBS. Generally, in the systems with lower DMDBS content (D0.25, D0.5,
D1), it was easier to get an acceleration effect from DMDBS at higher crystallization temperatures.
However, in the systems with higher DMDBS content (D2.5, D5), the crystallization rate of the OBC
composites increased significantly, regardless of the crystallization temperature.

Figure 5. Changes of the crystallization half-time, t1/2, as a function of the DMDBS content for
OBC/DMDBS composites at different isothermal crystallization temperatures. Note: Inset is a separate
image of t1/2 as a function of DMDBS content.



Polymers 2019, 11, 552 8 of 12

3.3. The Crystalline Morphology of OBC/DMDBS Samples

In order to get the morphological details, POM images of OBC/DMDBS composites were captured
for mini-injection molded samples. Figure 6 presents representative optical images for pure OBC
and OBC/DMDBS samples containing different contents of DMDBS. For neat OBC, there was an
obvious skin-core structure, mainly due to the temperature gradient [38]. The enlarged image of the
core structure shows that the crystals were typically spherulites. The spherulite size was about 10 µm.
When 0.25 wt % DMDBS was added, the crystal size of OBC samples decreased significantly and
the crystal size was uniform. With the increase of DMDBS content, the crystal size of the sample
further decreased and the crystal distribution became denser. However, when the content of DMDBS
reached 2.5 wt %, black spherical areas (10–30 µm in size) appeared in the samples. When the content
of DMDBS was higher, the black spherical areas increased. These black spherical areas represent
aggregates of DMDBS, due to the limited miscibility between OBC and DMDBS.

Figure 6. Representative POM images for OBC/DMDBS mini-injection molded samples with different
contents of DMDBS. (a) OBC; (b) D0.25; (c) D0.5; (d) D1; (e) D2.5; (f) D5.

3.4. The Optical Properties of OBC/DMDBS Samples

By adding a small amount of DMDBS, the transparency of the composites could be significantly
affected. In general, decreased crystal size is favorable for enhancing optical transparency [39].
The optical properties of OBC composites with different content of DMDBS are compared in Figure 7.
For the OBC/DMDBS system, the optical transparency of pure OBC was as good as ~30%. When the
content of DMDBS was less than 1 wt %, the transparency of OBC/DMDBS composite was equal to
that of pure OBC. With the increase of DMDBS content, the transparency of the composite gradually
increased. However, when the content of DMDBS was higher than 1 wt %, the transparency of the
sample decreased with the increase of DMDBS content. OBC-D5 showed a seriously decreased optical
transparency. POM images have proven that DMDBS has a limited miscibility with OBC. When
DMDBS content was larger than 1 wt %, DMDBS started to form aggregates and their size can even
reach ~10µm. This was consistent with the optical properties of OBC/DMDBS samples. It can be
concluded that a low addition of DMDBS (less than 1 wt %) acted as effective nucleation sites and
greatly decreased the crystal size of OBC, which can strongly increase transparency, while microscale
DMDBS aggregates induced by high additions of DMDBS caused deterioration of optical transparency.
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Figure 7. The optical properties of OBC/DMDBS mixtures containing different contents of DMDBS.

3.5. The Mechanical Properties of OBC/DMDBS Samples

Furthermore, the effect of DMDBS on the mechanical properties of OBC was also evaluated.
The cyclic tensile properties of OBC/DMDBS composites are shown in Figure 8. During cyclic tensile
deformation of pure OBC samples, the loading-unloading curve shows good elastomeric behavior of
OBC/DMDBS samples. After adding DMDBS, the yielding stress increased from 2.7 MPa to 3.1 MPa.
At the same time, the tensile stress of the sample decreased gradually with the increase of the number
of tensile cycles, showing the phenomenon of stress softening, which is similar to the Mullins effect [39].
Most of the mechanical hysteresis and stress softening occurred in the first cycle of multiple cycles.
It could be seen that OBC-D5 has a larger residual strain (63%) than that of neat OBC (42%), indicating
that the introduction of DMDBS is unfavorable for elastic recovery. For detailed comparison, elastic
recovery (ER) of these OBC samples was quantitatively evaluated by using the following equation [39]:

ER = (εmax − ε(0,εmax))/εmax (2)

where εmax and ε (0,εmax) are the maximum strain and the strain in the cycle at zero stress after the
maximum strain εmax, respectively. Elastic recovery can reflect the ability to recover original shape after
the removal of an external force. ER is generally less than 100%, meaning plastic deformation occurs
during deformation. The elastic resilience of the OBC composites with different DMDBS content was
compared. Figure 8c shows elastic recovery of OBC/DMDBS samples as a function of cycle numbers
and DMDBS content. As shown in Figure 8c, ER values of the OBC/DMDBS composites decreased
with the increase of DMDBS content or the increase of the cycle numbers. The elastic recovery of pure
OBC remained above 70% after 10 cycles. However, when DMDBS reached 5 wt %, the elastic recovery
of OBC-D5 was only 62% after 10 cycles. Hence, the introduction of DMDBS into OBC led to elastic
loss, though yielding stress gradually increased with the increase of DMDBS content.
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Figure 8. Representative cyclic stress-strain curves for OBC/DMDBS composites (a) neat OBC;
and (b) OBC-D5; and (c) elastic recovery as a function of number of cycles for OBC/DMDBS with
different contents of DMDBS.

4. Conclusions

In summary, the influence of the addition of different contents of DMDBS on the crystallization
behavior of OBC in OBC/DMDBS composites has been investigated. The crystallization behavior of
OBC is strongly affected by the addition of DMDBS, which acts as nucleating sites and accelerates
crystallization. With the increase of DMDBS content, the crystallization rate gradually increased,
showing a strong composition dependence. OBC and OBC/DMDBS samples achieved typical
spherulites. The introduction of DMDBS into OBC led to greatly decreased crystal size. Optical
transparency can thus be improved. Due to limited miscibility, DMDBS formed aggregates within the
OBC matrix when the content was high. In addition, OBC/DMDBS samples showed a slight increase
of yielding stress, but suffered an elastic loss.

Author Contributions: Conceptualization, Y.Z. (Yongsheng Zhao); Funding acquisition, Y-S.Z.; Investigation, C.Y.
and T.C.; Supervision, Y.Z. (Yongsheng Zhao); Writing—review & editing, Y.Z. (Yanling Zhu).

Acknowledgments: We greatly acknowledge the financial support from the Natural National Science Foundation
of China (Grant No. 21704058), Key Laboratory Research Project of Shaanxi Education Department (Project No.
18JS011), State Key Laboratory of Pulp and Paper Engineering (Project No. 201727), and the Fundamental Research
Funds for the Central Universities (Project No. 31020180QD117).

Conflicts of Interest: The authors declare no conflict of interest.



Polymers 2019, 11, 552 11 of 12

References

1. Zuo, F.; Mao, Y.; Li, X.; Burger, C.; Hsiao, B.S.; Chen, H.; Marchand, G.R. Effects of Block Architecture
on Structure and Mechanical Properties of Olefin Block Copolymers under Uniaxial Deformation.
Macromolecules 2011, 44, 3670–3673. [CrossRef]

2. Zhao, Y.; Zhu, Y.; Sui, G.; Chen, F.; Zhang, Q.; Fu, Q. The Effect of Hard Block Content on the Orientation
and Mechanical Properties of Olefin Block Copolymer Films as Obtained via Melt Stretching. RSC Adv. 2015,
5, 82535–82543. [CrossRef]

3. Zhao, Y.; Zhu, Y.; Sui, G.; Chen, F.; Fu, Q. Tailoring the Crystalline Morphology and Mechanical Property
of Olefin Block Copolymer via Blending with a Small Amount of UHMWPE. Polymer 2017, 109, 137–145.
[CrossRef]

4. Khariwala, D.U.; Taha, A.; Chum, S.P.; Hiltner, A.; Baer, E. Crystallization Kinetics of Some New Olefinic
Block Copolymers. Polymer 2008, 49, 1365–1375. [CrossRef]

5. Carnahan, E.M.; Hustad, P.D.; Kuhlman, R.L.; Wenzel, T.T. Catalytic Production of Olefin Block Copolymers
via Chain Shuttling Polymerization. Science 2006, 312, 714–719.

6. Vittoria, A.; Busico, V.; Cannavacciuolo, F.D.; Cipullo, R. Molecular Kinetic Study of “Chain Shuttling” Olefin
Copolymerization. ACS Catal. 2018, 8, 5051–5061. [CrossRef]

7. Kuhlman, R.L.; Klosin, J. Tuning Block Compositions of Polyethylene Multi-Block Copolymers by Catalyst
Selection. Macromolecules 2010, 43, 7903–7904. [CrossRef]

8. Lin, Y.; Yakovleva, V.; Chen, H.; Hiltner, A.; Baer, E. Comparison of Olefin Copolymers as Compatibilizers
for Polypropylene and High-Density Polyethylene. J. Appl. Polym. Sci. 2009, 113, 1945–1952. [CrossRef]

9. Dobrynin, A.V.; Hill, C.; Carolina, N. Theory of Polydisperse Multiblock Copolymers. Macromol. Rapid
Commun. 1997, 9297, 4756–4765. [CrossRef]

10. Liu, G.; Guan, Y.; Wen, T.; Wang, X.; Zhang, X.; Wang, D.; Li, X.; Loos, J.; Chen, H.; Walton, K.; et al. Effect of
Mesophase Separation and Crystallization on the Elastomeric Behavior of Olefin Multi-Block Copolymers.
Polymer 2011, 52, 5221–5230. [CrossRef]

11. Park, H.E.; Dealy, J.M.; Marchand, G.R.; Wang, J.; Li, S.; Register, R.A. Rheology and Structure of Molten,
Olefin Multiblock Copolymers. Macromolecules 2010, 43, 6789–6799. [CrossRef]

12. Hustad, P.D.; Marchand, G.R.; Garcia-Meitin, E.I.; Roberts, P.L.; Weinhold, J.D. Photonic Polyethylene from
Self-Assembled Mesophases of Polydisperse Olefin Block Copolymers. Macromolecules 2009, 42, 3788–3794.
[CrossRef]

13. Wang, H.P.; Khariwala, D.U.; Cheung, W.; Chum, S.P.; Hiltner, A.; Baer, E. Characterization of Some New
Olefinic Block Copolymers. Macromolecules 2007, 40, 2852–2862. [CrossRef]

14. Nie, Z.; He, P.; Yu, W.; Zhou, C. In Situ Raman Spectroscopic Investigation of Olefin Multiblock Copolymers
during Melting and Crystallization. Polym. Test. 2018, 67, 31–36. [CrossRef]

15. Liu, G.; Zhang, X.; Liu, C.; Chen, H.; Walton, K.; Wang, D. Morphology and Mechanical Properties of Binary
Blends of Polypropylene with Statistical and Block Ethylene-Octene Copolymers. J. Appl. Polym. Sci. 2011,
119, 3591–3597. [CrossRef]

16. Zhao, Y.; Si, L.; Wang, L.; Dang, W.; Bao, J.; Lu, Z.; Zhang, M. Tuning the Mechanical Properties of Weakly
Phase-Separated Olefin Block Copolymer by Establishing Co-Crystallization Structure with the Aid of Linear
Polyethylene: The Dependence on Molecular Chain Length. CrystEngComm 2017, 19, 2884–2893. [CrossRef]

17. Wu, M.; Wu, Z.; Wang, K.; Zhang, Q.; Fu, Q. Simultaneous the Thermodynamics Favorable Compatibility
and Morphology to Achieve Excellent Comprehensive Mechanics in PLA/OBC Blend. Polymer 2014, 55,
6409–6417. [CrossRef]

18. Fu, S.; Yu, B.; Duan, L.; Bai, H.; Chen, F.; Wang, K.; Deng, H.; Zhang, Q.; Fu, Q. Combined Effect of Interfacial
Strength and Fiber Orientation on Mechanical Performance of Short Kevlar Fiber Reinforced Olefin Block
Copolymer. Compos. Sci. Technol. 2015, 108, 23–31. [CrossRef]

19. Lu, Z.; Si, L.; Dang, W.; Zhao, Y. Transparent and Mechanically Robust Poly (Para-Phenylene Terephthamide)
PPTA Nanopaper toward Electrical Insulation Based on Nanoscale Fibrillated Aramid-Fibers. Compos. Part
A Appl. Sci. Manuf. 2018, 115, 321–330. [CrossRef]

20. Sui, G.; Zhao, Y.; Zhang, Q.; Fu, Q. Enhanced Mechanical Properties of Olefin Block Copolymer by Adding a
Quaternary Ammonium Salt Functionalized Graphene Oxide. RSC Adv. 2016, 6, 54785–54792. [CrossRef]

http://dx.doi.org/10.1021/ma102512p
http://dx.doi.org/10.1039/C5RA13864G
http://dx.doi.org/10.1016/j.polymer.2016.12.025
http://dx.doi.org/10.1016/j.polymer.2007.12.046
http://dx.doi.org/10.1021/acscatal.8b00841
http://dx.doi.org/10.1021/ma101544n
http://dx.doi.org/10.1002/app.30190
http://dx.doi.org/10.1021/ma960540+
http://dx.doi.org/10.1016/j.polymer.2011.09.009
http://dx.doi.org/10.1021/ma1012122
http://dx.doi.org/10.1021/ma9002819
http://dx.doi.org/10.1021/ma061680e
http://dx.doi.org/10.1016/j.polymertesting.2018.02.010
http://dx.doi.org/10.1002/app.33035
http://dx.doi.org/10.1039/C7CE00653E
http://dx.doi.org/10.1016/j.polymer.2014.10.004
http://dx.doi.org/10.1016/j.compscitech.2015.01.001
http://dx.doi.org/10.1016/j.compositesa.2018.10.009
http://dx.doi.org/10.1039/C6RA11451B


Polymers 2019, 11, 552 12 of 12

21. Zhao, Y.; Dang, W.; Lu, Z.; Deng, J.; Hao, Y.; Su, Z.; Zhang, M. Fabrication of Mechanically Robust and
UV-Resistant Aramid Fiber-Based Composite Paper by Adding Nano-TiO2 and Nanofibrillated Cellulose.
Cellulose 2018, 25, 3913–3925. [CrossRef]

22. Li, T.; Pu, J.-H.; Ma, L.-F.; Bao, R.-Y.; Qi, G.-Q.; Yang, W.; Xie, B.-H.; Yang, M.-B. An Extremely Uniform
Dispersion of MWCNTs in Olefin Block Copolymers Significantly Enhances Electrical and Mechanical
Performances. Polym. Chem. 2015, 6, 7160–7170. [CrossRef]

23. Wu, S.; Li, H.; Huang, G.; Wu, J. Nucleating Effect of Multi-Walled Carbon Nanotubes and Graphene on the
Crystallization Kinetics and Melting Behavior of Olefin Block Copolymers. RSC Adv. 2014, 4, 19024–19033.
[CrossRef]

24. Tong, Z.-Z.; Zhou, B.; Huang, J.; Xu, J.-T.; Fan, Z.-Q. Olefinic Blocky Copolymer/Montmorillonite
Nanocomposites with Collapsed Clay Layers. Compos. Sci. Technol. 2013, 85, 111–117. [CrossRef]

25. Tong, Z.-Z.; Huang, J.; Zhou, B.; Xu, J.-T.; Fan, Z.-Q. Self-Nucleation Behaviors of Olefinic Blocky
Copolymer/Montmorillonite Nanocomposites with Collapsed and Intercalated Clay Layers. J. Appl.
Polym. Sci. 2015, 132, 41771–41779. [CrossRef]

26. Zhang, Y.; Li, X.; Wei, X. Non-Isothermal Crystallization Kinetics of Isotactic Polypropylene Nucleated with
1,3:2,4-Bis(3, 4-Dimethylbenzylidene) Sorbitol. J. Therm. Anal. Calorim. 2010, 100, 661–665. [CrossRef]

27. Vaughan, A.S.; Hosier, I.L. The Effect of Dibenzylidene Sorbitol on the Crystallization Behaviour of
Polyethylene. J. Mater. Sci. 2008, 43, 2922–2928.

28. Liu, S.; Yu, W.; Zhou, C. Molecular Self-Assembly Assisted Liquid-Liquid Phase Separation in Ultrahigh
Molecular Weight Polyethylene/Liquid Paraffin/Dibenzylidene Sorbitol Ternary Blends. Macromolecules
2013, 46, 6309–6318. [CrossRef]

29. Sreenivas, K.; Pol, H.V.; Kumaraswamy, G. The Influence of DMDBS on the Morphology and Mechanical
Properties of Polypropylene Cast Films. Polym. Eng. Sci. 2011. [CrossRef]

30. Supaphol, P.; Charoenphol, P.; Junkasem, J. Effect of Nucleating Agents on Crystallization and Melting
Behavior and Mechanical Properties of Nucleated Syndiotactic Poly (Propylene). Macromol. Rapid Commun.
2004, 289, 818–827. [CrossRef]

31. Balzano, L.; Portale, G.; Peters, G.W.M.; Rastogi, S. Thermoreversible DMDBS Phase Separation in IPP:
The Effects of Flow on the Morphology. Macromolecules 2008, 41, 5350–5355. [CrossRef]

32. Lai, W.; Cheng, L. Preparation and Characterization of Novel Poly (Vinylidene fluoride) Membranes Using
Self-Assembled Dibenzylidene Sorbitol for Membrane Distillation. Desalination 2014, 332, 7–17. [CrossRef]

33. Sreenivas, K.; Basargekar, R.; Kumaraswamy, G. Phase Separation of DMDBS from PP: Effect of Polymer
Molecular Weight and Tacticity. Macromolecules 2011, 44, 2358–2364. [CrossRef]

34. Lipp, J.; Shuster, M.; Terry, A.E.; Cohen, Y.; Engineering, C.; Eindho, V.; Uni, V.; Ox, O. Fibril Formation
of 1,3:2,4-Di(3,4-Dimethylbenzylidene) Sorbitol in a Polypropylene Melt. Langmuir 2006, 65, 6398–6402.
[CrossRef]

35. He, P.; Shen, W.; Yu, W.; Zhou, C. Mesophase Separation and Rheology of Ole Fi n Multiblock Copolymers.
Macromolecules 2014, 47, 807–820. [CrossRef]

36. Fu, F.; Chen, Z.; Zhao, Z.; Wang, H.; Shang, L.; Gu, Z.; Zhao, Y. Bio-Inspired Self-Healing Structural Color
Hydrogel. Proc. Natl. Acad. Sci. USA 2017, 114, 5900–5905. [CrossRef]

37. Balzano, L.; Rastogi, S.; Peters, G.W.M. Flow Induced Crystallization in Isotactic Polypropylene-1,3:2,4-
Bis(3,4-Dimethylbenzylidene)Sorbitol Blends: Implications on Morphology of Shear and Phase Separation.
Macromolecules 2008, 41, 399–408. [CrossRef]

38. Wang, X.; Pan, Y.; Qin, Y.; Voigt, M.; Liu, X.; Zheng, G.; Chen, Q.; Schubert, D.W.; Liu, C.; Shen, C. Creep and
Recovery Behavior of Injection-Molded Isotactic Polypropylene with Controllable Skin-Core Structure.
Polym. Test. 2018, 69, 478–484. [CrossRef]

39. Coburn, N.; Douglas, P.; Kaya, D.; Gupta, J.; Mcnally, T. Advanced Industrial and Engineering Polymer
Research Isothermal and Non-Isothermal Crystallization Kinetics of Composites of Poly (Propylene) and
MWCNTs. Adv. Ind. Eng. Polym. Res. 2018, 1, 99–110. [CrossRef]

© 2019 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/s10570-018-1818-z
http://dx.doi.org/10.1039/C5PY01236H
http://dx.doi.org/10.1039/c4ra01776e
http://dx.doi.org/10.1016/j.compscitech.2013.06.003
http://dx.doi.org/10.1002/app.41771
http://dx.doi.org/10.1007/s10973-009-0372-1
http://dx.doi.org/10.1021/ma400915g
http://dx.doi.org/10.1002/pen.21957
http://dx.doi.org/10.1002/mame.200400102
http://dx.doi.org/10.1021/ma7024607
http://dx.doi.org/10.1016/j.desal.2013.10.020
http://dx.doi.org/10.1021/ma200035s
http://dx.doi.org/10.1021/la060490u
http://dx.doi.org/10.1021/ma402330a
http://dx.doi.org/10.1073/pnas.1703616114
http://dx.doi.org/10.1021/ma071460g
http://dx.doi.org/10.1016/j.polymertesting.2018.05.040
http://dx.doi.org/10.1016/j.aiepr.2018.06.001
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Experimental 
	Materials 
	Sample Preparation 
	Characterization 

	Results and Discussion 
	Phase Separation of DMDBS from OBC Melt 
	Isothermal and Non-Isothermal Crystallization Behavior of OBC/DMDBS Samples 
	The Crystalline Morphology of OBC/DMDBS Samples 
	The Optical Properties of OBC/DMDBS Samples 
	The Mechanical Properties of OBC/DMDBS Samples 

	Conclusions 
	References

