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Abstract: Maleic anhydride (MAH)–divinyl benzene (DVB) multi-monomer melt-grafting onto
isotactic polybutene-1 (iPB-1) was carried out in a torque rheometer. The effects of dicumyl peroxide
(DCP), MAH, and DVB concentrations, and temperature, on the reaction, were investigated.
The optimized conditions were 170 ◦C, DVB/MAH = 4:6 (mass ratio). DVB as a comonomer enhanced
the grafting degree (Gd) and grafting efficiency (Ge) of iPB-g-MAH better than styrene. The initiator
DCP had little effect on Gd as its concentration over 0.2 phr, but the grafts’ melt flow rate (MFR)
increased significantly, and relative molecular weight decreased remarkably with increased DCP
concentration. With increasing Gd, the contact angle of grafts with water decreased, and there was
a larger crystallization rate. The study of iPB-1 and iPB-g-MAH (Gd = 1.5%)-modified polyamide 6
(PA6) showed that iPB-g-MAH had an obviously toughening effect on PA6. With increasing
iPB-g-MAH concentration, the blends of impact strength and elongation at break increased obviously,
tensile strength decreased slightly, and MFR decreased prominently, which greatly slowed the
processing degradation of PA6. The properties of iPB-1/PA6 blends deteriorated. Both DSC curves
and SEM micrographs confirmed that PA6/iPB-g-MAH blends had much better compatibility than
PA6/iPB. The reason was that the anhydride group in iPB-g-MAH reacted with amide group in PA6
to improve the compatibility between two phases, and iPB-g-MAH is an excellent modifier for PA6.
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1. Introduction

The isotactic polybutene-1 (iPB-1), invented by Natta and coworkers [1,2], is a widely used
polymorphic polyolefin material [3–5] resulting from its excellent physical and mechanical properties,
for instance, relatively high heat distortion temperature, low tendency to creep, and high stress-cracking
resistance [6,7]. However, the application of iPB-1 was limited due to its disadvantages, such as
slow crystallization rate, crystal transformation at room temperature [8–10], and low surface activity.
At present, its limited application in hot water pipes greatly differs from the wide application of
polypropylene (PP) [11–13] in the plastic industry. At present, there are many reports about the
melt-grafting modification of polyethylene (PE) or PP using maleic anhydride (MAH) as monomer,
but few reports have been found regarding the modification of iPB-1. The author’s team has been
working on the functional modification of iPB-1 for many years [14–18]; MAH is the most widely
used graft monomer, which contains both the double bonds that can be grafted and the functional
groups for the subsequent chemical modification and it is not prone to homopolymerization under
the processing conditions [19,20]. A previous study [17] showed that the polarity, crystallization rate,
and the rate of conversion of form II to form I of iPB-1 were significantly accelerated after grafting
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MAH. It was also found that the structure and concentration of comonomer had great influence on
the structure of iPB-g-MAH. In this study, the effects of new comonomer of divinyl benzene (DVB)
on the grafting of MAH onto iPB and the principle of iPB-g-MAH modified polyamide 6 (PA6) were
explored, and the purpose of this study is to expand the applications of polybutene-1 into polymer
blends and composites.

2. Materials and Methods

2.1. Materials

Isotactic polybutene-1 (iPB-1) (identical content 96%) with a melt flow rate of 1.06 g/min at
190 ◦C and 2.16 kg, in accordance with ISO 1133-1-2011, was supplied by Shandong Dongfang Hongye
Chemical Co., Ltd. (Weifang, China). Maleic anhydride (MAH) was from Tianjin Bodi Chemical Co., Ltd.
(Tianjin, China). Divinyl benzene (DVB) was supplied by Shanghai Aladdin Biochemical Technology
Co., Ltd. (Shanghai, China). Styrene (St) was form Tianjin Guangcheng Chemical Reagent Co., Ltd.
(Tianjin, China). Dicumyl peroxides (DCP) was form Shanghai Ebene Chemical Reagents Co., Ltd.
(Shanghai, China). PA6 (1013B) was supplied by Ube Japan (Tokyo, Japan). All chemicals were used
as received.

2.2. Preparation and Purification of iPB-g-MAH

The grafting reaction was carried out in a torque rheometer (XSS-300, Shanghai Kechuang Rubber
and Plastics Machinery Co., Ltd., Shanghai, China). A series of formulas of MAH, comonomer
(DVB or St), and DCP were dissolved in acetone, and then premixed with iPB-1 (40 g) at room
temperature in the beaker. Finally, when all the acetone had volatilized, the mixture was added to
the mixing chamber, which was set to the desired temperature and rotor rate (60 rpm). After 8 min,
samples were taken out to purify, as reported in the literature [16].

2.3. Characterizations

The purified samples were hot pressed into thin films with thickness of 0.1 mm at 160 ◦C under
10 MPa for 5 min using the 600 T plate press (Huzhou Dongfang Machinery Co., Ltd., Huzhou, China).

The samples were analyzed by FTIR spectroscopy (Vertex70, Bruker, Germany). The appearance
of absorption peak at 1780 cm−1 (corresponding to the characteristic absorption peak of the carbonyl
groups of MAH) and 2720 cm−1 (the characteristic absorption peak of iPB-1 skeleton) [21] were
integrated, and the ratio of the peak area (RaMAH = A1780cm−1 /A2720cm−1 ) was the relative grafting
degree of MAH. Based on the acid–base titration [16] and infrared results, a calibration curve was
constructed to obtain the formula Gd% = 0.3754A1780cm−1 /A2720cm−1 , which can be used for calculating
absolute grafting degree (Gd) of iPB-g-MAH [18].

The samples were tested through MFR (190 ◦C, 2.16 kg) using GT-7100-MI type equipment
(GOTECH, Taiwan), according to ISO 1133-1-2011.

The hot-pressed sample films, left at room temperature for one week, were analyzed by
a contact angle measuring instrument (DH-HV1351UM type, Shanghai Zhongchen Digital Technology
Equipment Co., Ltd., Shanghai, China), using distilled water as a measuring liquid [22].

The isothermal crystallization process of the samples was observed by professional polarizing
microscope (OLYMPUS BX5, OLYMPUS, Tokyo, Japan). The sample was heated from room temperature
to 160 ◦C at a rate of 10 ◦C/min, then, maintained for 10 min, and cooled down to 85 ◦C at a rate of
60 ◦C/min. The isothermal crystallization process occurred at 85 ◦C, and the crystal form was recorded
per minute.

The Gd of iPB-g-MAH prepared in a double screw extruder (SHJ-30, Nanjing JieEnte
Electromechanical Co., Ltd., Nanjing, China) was 1.5%. iPB, iPB-g-MAH (Gd = 1.5%) and PA6
were mixed in a high-speed mixer and uniformly mixed and extruded for granules. The injection
molding machine (F2v130, Donghua Machinery Co., Ltd., Dongguan, China) was used to inject the
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extrudates into standard samples for performance testing. Tensile strength and elongation at break
were measured according to ISO 527-1993. The test specimens were type I. Notched impact strength
were tested according to ISO 179-1993. Shore D hardness were tested according to ISO 7619-1986. Vicat
softening point were tested according to ISO 306-1994.

The thermal analyses of PA6/iPB-g-MAH and PA6/iPB were carried out with a differential
scanning calorimeter (model NETZSCH-204, NETZSCH, Selb, Germany). The sample was heated from
room temperature to 260 ◦C, then cooled down to room temperature, then heated to 260 ◦C at a rate
of 10 ◦C/min, under constant nitrogen flow. Temperature and heat flow scales were calibrated using
a standard indium sample.

Scanning electron microscope (JSM-7500F, Japan Electronics Co., Ltd., Tokyo, Japan) was used to
observe the morphology of impact sections of different samples.

3. Results

3.1. The Grafting Reaction of DVB/MAH onto iPB-1

The torque behavior of iPB-g-MAH at different DVB concentrations was examined with a torque
rheometer (Figure 1a). The reaction torque peaks of graft products appeared with the addition of DVB,
and its intensity gradually strengthened when DVB concentration increased. The reason was that the
addition of DVB promoted the reaction of MAH with iPB-1 [23]. The end-torque values increased
when DVB concentration increased, reflecting the crosslinking trend [24], this trend was consistent
with the decrease of MFR in Figure 1b.
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Figure 1. Torque/time spectra (a) and MFR (b) of isotactic polybutene (iPB)-g-maleic anhydride (MAH)
at different divinyl benzene (DVB) concentrations (T = 180 ◦C, dicumyl peroxide(DCP) = 0.6 phr,
MAH = 6 phr).

Figure 2a shows the FTIR spectra of grafted products at different DVB concentrations. Compared
with iPB-g-MAH, the sample of iPB-g-MAH-co-DVB had obvious absorption peaks at 1780 cm−1,
corresponding to the carbonyl group (C=O) of MAH [25]. This demonstrated that MAH has been
grafted onto iPB-1 successfully. Moreover, the absorption peaks of 711 cm−1, due to the benzene ring
of DVB, indicated that DVB was also grafted onto the macromolecular chains. The peak intensity
of grafted products absorption peaks at 1780 cm−1 increased when DVB concentrations increased,
indicating that DVB significantly promoted the Gd of MAH. The Gd in Figure 2b was calculated by
the formula (Gd% = 0.3754A1780cm−1 /A2720cm−1 ) and Figure 2a. It can be seen that the Gd and grafting
efficiency (Ge) of the grafted products increased when DVB concentrations increased. The reactivity
of DVB/iPB-1 macroradicals was higher than that of MAH/iPB-1 macroradicals. Therefore, DVB
and iPB-1 macroradicals first converted to styryl macroradicals, then reacted with MAH to grafted
products during the grafting reaction.



Polymers 2018, 10, 872 4 of 12
Polymers 2018, 10, x FOR PEER REVIEW  4 of 12 

 

 

Figure 2. FTIR spectra (a) and Gd/Ge (b) of grafted products at different DVB concentrations. 

Figure 3 shows torque and MFR of iPB-g-MAH at different reaction temperature. The reaction 

torque peak appeared earlier with increasing of temperature, the reason was that the decomposition 

of DCP increased. The DCP half-life is 9.2 min at 150 °C, and only one min at 170 °C, and the reaction 

continued due to sufficient free radical concentration. There were two reasons for the reduction of 

torque: one reason was high temperature which exacerbated the degradation of iPB-1 

macromolecules; the other was the viscosity of iPB-1 macromolecules, which decreased when 

temperature increased. MFR showed in Figure 3b proved that the degradation of iPB-1 

macromolecules was the main reason. 

 

Figure 3. Torque/time spectra (a) and MFR (b) of iPB-g-MAH at different reaction temperature. (DCP 

= 0.6 phr, MAH = 6 phr, DVB/MAH = 4:6.) 

Figure 4 shows the effect of reaction temperature on Gd and Ge of iPB-g-MAH. The Gd and Ge 

of iPB-g-MAH increased at 170 °C. This can be explained by the fact that the decomposition rate of 

DCP and the reaction rate were matched, and free radical concentration was appropriate at 170 °C. 

When the temperature was too high, the decomposition rate of DCP and the transient concentration 

of free radicals increased rapidly. Meanwhile, the termination rate of free radicals increased, causing 

the effective concentration of free radicals to decrease, and as a result, the Gd of iPB-g-MAH 

decreased. 

Figure 2. FTIR spectra (a) and Gd/Ge (b) of grafted products at different DVB concentrations.

Figure 3 shows torque and MFR of iPB-g-MAH at different reaction temperature. The reaction
torque peak appeared earlier with increasing of temperature, the reason was that the decomposition of
DCP increased. The DCP half-life is 9.2 min at 150 ◦C, and only one min at 170 ◦C, and the reaction
continued due to sufficient free radical concentration. There were two reasons for the reduction of
torque: one reason was high temperature which exacerbated the degradation of iPB-1 macromolecules;
the other was the viscosity of iPB-1 macromolecules, which decreased when temperature increased.
MFR showed in Figure 3b proved that the degradation of iPB-1 macromolecules was the main reason.

Polymers 2018, 10, x FOR PEER REVIEW  4 of 12 

 

 

Figure 2. FTIR spectra (a) and Gd/Ge (b) of grafted products at different DVB concentrations. 

Figure 3 shows torque and MFR of iPB-g-MAH at different reaction temperature. The reaction 

torque peak appeared earlier with increasing of temperature, the reason was that the decomposition 

of DCP increased. The DCP half-life is 9.2 min at 150 °C, and only one min at 170 °C, and the reaction 

continued due to sufficient free radical concentration. There were two reasons for the reduction of 

torque: one reason was high temperature which exacerbated the degradation of iPB-1 

macromolecules; the other was the viscosity of iPB-1 macromolecules, which decreased when 

temperature increased. MFR showed in Figure 3b proved that the degradation of iPB-1 

macromolecules was the main reason. 

 

Figure 3. Torque/time spectra (a) and MFR (b) of iPB-g-MAH at different reaction temperature. (DCP 

= 0.6 phr, MAH = 6 phr, DVB/MAH = 4:6.) 

Figure 4 shows the effect of reaction temperature on Gd and Ge of iPB-g-MAH. The Gd and Ge 

of iPB-g-MAH increased at 170 °C. This can be explained by the fact that the decomposition rate of 

DCP and the reaction rate were matched, and free radical concentration was appropriate at 170 °C. 

When the temperature was too high, the decomposition rate of DCP and the transient concentration 

of free radicals increased rapidly. Meanwhile, the termination rate of free radicals increased, causing 

the effective concentration of free radicals to decrease, and as a result, the Gd of iPB-g-MAH 

decreased. 

Figure 3. Torque/time spectra (a) and MFR (b) of iPB-g-MAH at different reaction temperature.
(DCP = 0.6 phr, MAH = 6 phr, DVB/MAH = 4:6.)

Figure 4 shows the effect of reaction temperature on Gd and Ge of iPB-g-MAH. The Gd and Ge
of iPB-g-MAH increased at 170 ◦C. This can be explained by the fact that the decomposition rate of
DCP and the reaction rate were matched, and free radical concentration was appropriate at 170 ◦C.
When the temperature was too high, the decomposition rate of DCP and the transient concentration of
free radicals increased rapidly. Meanwhile, the termination rate of free radicals increased, causing the
effective concentration of free radicals to decrease, and as a result, the Gd of iPB-g-MAH decreased.
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Figure 4. Effect of reaction temperature on Gd and Ge of iPB-g-MAH.

It can be seen from Figure 5a that grafting copolymerization had difficulty proceeding without
DCP. The reaction torque peak moved forward, and the torque end values decreased with increasing
DCP concentration, indicating that the existence of DCP promoted the degradation of iPB-1
macromolecules. This was confirmed by the apparent increase of MFR in Figure 5b.
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Figure 5. Torque/time spectra (a) and MFR (b) of iPB-g-MAH at different DCP concentrations.
(T = 180 ◦C, MAH = 6 phr, DVB/MAH = 4:6).

It can be seen from Figure 6 that DCP as the initiator significantly promoted the grafting
copolymerization of MAH. The initiator DCP had little effect on Gd when its concentration was
higher than 0.2 phr, but the MFR of iPB-g-MAH increased significantly (as shown in Figure 5b). It is
possible to prepare iPB-g-MAH with the same grafting rate and meeting the different processing
requirements in industry.
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It can be seen from Figure 7 that the torque end values of iPB-g-MAH increased with increasing
MAH concentration, and the degradation of iPB-1 macromolecules caused by DCP was inhibited by
the addition of MAH.
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Figure 7. Torque/time spectra (a) and MFR (b) of iPB-g-MAH at different MAH concentrations.
(T = 180 ◦C, DCP = 0.6 phr, DVB/MAH = 4:6).

Figure 8 shows effect of different MAH concentrations on Gd and Ge of iPB-g-MAH. The increase
of Gd of iPB-g-MAH could be attributed to the increase in MAH concentration, owing to an increase
in the monomers in the grafting system, as well as the participation in the grafting reaction of more
macroradicals. However, the Ge of iPB-g-MAH decreased, and the reason was that the proportion of
MAH that participated in the reaction decreased.
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Figure 8. Effect of different MAH concentrations on Gd and Ge of iPB-g-MAH.

It can be seen from Table 1 that the effect of DVB as a comonomer enhanced the Gd and Ge of
iPB-g-MAH better than St. Table 2 shows the Q–e values of different monomers. DVB and St both have
negative e values so that both of them can provide one electron to MAH that changed the symmetry of
MAH double bond and increased the reactivity of MAH and iPB-1 macroradicals.

Table 1. The Gd and Ge of grafted iPBs with different comonomers.

Reaction
Temperature

(◦C)

DCP
Concentration

(phr)

MAH
Concentration

(phr)

Comonomers
Concentration

(phr)

Gd
(%)

Ge
(%)

iPB-g-MAH 180 0.6 6 0 0.26 4.3
iPB-g-MAH-co-DVB 180 0.6 6 4 3.4 56.7

iPB-g-MAH-co-St 180 0.6 6 6 1.62 27
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Table 2. Q–e values of MAH and comonomers.

MAH St DVB

Q 0.23 1 3.350
e 2.25 −0.8 −1.770

According to the Alfrey–Price Q-e deformation formula [15], the reactivity ratio can be calculated
and used to compare the difficulty degree of reaction between comonomers and MAH. The reactivity
ratio is calculated, that rSt = 0.379, rDVB = 0.012. As a result of 0 < rDVB < rSt < 1, compared with St,
DVB copolymerizes with MAH more easily, so that the Gd of DVB/MAH onto iPB-1 is higher than
that of St/MAH.

3.2. Surface Properties and Crystallization Properties of iPB-1 and Its Grafts

Figures 9 and 10 shows the contact angle with water decreased with the increase of grafting
degree, indicating that surface polarity increased and the graft chains of MAH effectively improved
the polarity and hydrophilicity of iPB-1.
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As shown in Figures 11 and 12, grafted sample exhibited smaller crystals than iPB-1 at the same
amplification factor, and the spherical crystal of iPB-1 took 26 min to complete, while the grafted
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sample only needed 13 min, indicating that a decrease of the radius of the spherulites, an increase of
crystal nuclei density, and crystallization rate is because of polar MAH graft chains.
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3.3. iPB-g-MAH Modified PA6

The iPB-g-MAH (Gd = 1.5%, MFR = 15.1 g/10 min) or iPB-1 was used to modify the PA6.
As shown in Figure 13, the elongation at break, notch impact strength, and tensile strength of

PA6/iPB blends decreased significantly when the iPB-1 concentration increased. It suggested that
iPB-1 should not be used to modify PA6. For PA6/iPB-g-MAH blends, the elongation at break and
notch impact strength increased when iPB-g-MAH concentration increased, the elongation at break
of blends (20% content of iPB-g-MAH) increased from 56.8% to 147%, while the tensile strength only
slightly decreased. The result showed that the anhydride group in iPB-g-MAH reacted with the amide
group in PA6, and improved the compatibility between iPB-g-MAH and PA6. This can be confirmed
by the Figure 16. The iPB-g-MAH is an excellent modifier for PA6. This also explained the fact that
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iPB-1 had little effect on the hardness and heat resistance temperature of the blends, while iPB-g-MAH
had relatively greater influence on them.
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(a) Tensile strength; (b) Elongation at break; (c) Notched impact strength; (d) Shore D.

The addition of iPB or iPB-g-MAH did not affect the Vicat softening point temperature of the
blends (Figure 14). This can be explained by the fact that the heat resistance of iPB-1 and iPB-g-MAH
were significantly lower than that of PA6. The MFR of PA6/iPB-g-MAH blends much lower than that
of PA6/iPB, which greatly slowed the degradation of PA6 during processing. The reason was that
the anhydride group in iPB-g-MAH reacted with the amide group in PA6 and formed crosslinking
structure. This resulted in higher relative molecular weight of PA6 and improved its processability.
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The melting and crystallization curves of iPB-1, PA6, iPB-g-MAH, PA6/iPB-g-MAH (85:15),
and PA6/iPB (85:15) are shown in Figure 15. In PA6/iPB blends, PA6 and iPB exhibited independent
crystallization peaks because of weak interaction between two phases. The interference between
two crystalline phases had a slight effect on the melting and crystallization temperature. Moreover,
the crystallization of PA6 was affected by the addition of iPB, resulting in its degree of crystallinity
decreasing (Table 3). However, only one melting and one crystallization peak were shown in DSC
curves of PA6/iPB-g-MAH blends. The iPB-g-MAH crystallization peak disappeared, and the melting
peak and crystallization peak of PA6 moved to low temperature. This indicated good compatibility
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between PA6 and iPB-g-MAH. The reason may be that the chemical reaction between the acid
anhydride group in iPB-g-MAH and the amide group in PA6 formed crosslinking structures. This was
confirmed by the apparent decrease of its MFR. It was difficult to crystallize because of crosslinking
structure causing the degree of crystallinity of PA6 to decrease (Table 3).
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Table 3. DSC data of PA6.

Samples Degree of Crystallinity

PA6 39.7%
PA6/iPB 33.4%

PA6/iPB-g-MAH 27.8%

The SEM of PA6/iPB (85:15) and PA6/iPB-g-MAH (85:15) blends are shown in Figure 16.
In PA6/iPB blends, the interface was clear between the two phases, due to lack of cohesion. The iPB
dispersion phase showed smooth spheroids or ellipsoids that were pulled out and left holes or
remained as hemispherical protrusions on the fracture surface (Figure 16c,d). In PA6/iPB-g-MAH
blends, the interface between two phases was obscure, and the dispersion phase iPB was virtually
invisible, indicating that the interaction between them was enhanced and macroscopic two-phase
compatibility was achieved. This also can be confirmed by the Figures 13–15.
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PA6 blends.
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4. Conclusions

The addition of DVB as a comonomer enhanced the Gd and Ge of iPB-g-MAH. The optimized
conditions were 170 ◦C, DVB/MAH = 4:6 (mass ratio). The initiator DCP had little effect on Gd as
its concentration over 0.2 phr, but MFR of iPB-g-MAH increased significantly, making it possible to
prepare iPB-g-MAH with the same grafting rate and meeting the different processing requirements in
industry. The surface polarity of iPB-g-MAH increased with the increase of Gd, and its crystallization
rate was higher than iPB.

The study of iPB-g-MAH (Gd = 1.5%) modified PA6 showed that the iPB-g-MAH had an obviously
toughening effect on PA6. In PA6/iPB-g-MAH blends, with increasing iPB-g-MAH concentration,
its impact strength and elongation at break increased significantly, the tensile strength decreased
slightly, and especially the MFR decreased significantly, which greatly reduced the degradation of
PA6 during processing. However, the properties of iPB-1/PA6 blends deteriorated. The reason was
that the anhydride group in iPB-g-MAH reacted with the amide group in PA6, which improved
the compatibility between iPB-g-MAH and PA6. This can be confirmed by the DSC results.
In PA6/iPB-g-MAH blends, only one melting and one crystallization peak were observed in DSC curves.
The SEM showed that the interface between the two phases of PA6/iPB-g-MAH blend disappeared.

Author Contributions: Y.Z. conceived and designed the study; W.X. and Y.D. performed the experiments; Y.Z.,
C.M. and S.C. wrote the paper; S.C., Y.B. and Z.X. analyzed the data.

Funding: This research was funded by the National Natural Science Foundation of China grant number 51373084.

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

References

1. Abedi, S.; Sharifi-Sanjani, N. Preparation of high isotactic polybutene-1. J. Appl. Polym. Sci. 2015, 78, 2533–2539.
[CrossRef]

2. Natta, G.; Pino, P.; Corradini, P.; Corradini, F.; Danusso, F.; Mantica, E.; Mazzanti, G.; Moraglio, G. Crystalline
high polymers of α-olefins. J. Am. Chem. Soc. 1955, 77, 1708–1710. [CrossRef]

3. Wang, B.; Nie, K.; Xue, X.R.; Lin, F.H.; Li, X.Y.; Xue, Y.B.; Luo, J. Preparation of Maleic Anhydride Grafted
Polybutene and Its Application in Isotactic Polybutene-1/Microcrystalline Cellulose Composites. Polymers
2018, 10, 393. [CrossRef]

4. Su, F.; Li, X.; Zhou, W.; Chen, W.; Li, H.; Cong, Y.; Hong, Z.; Qi, Z.; Li, L. Accelerating crystal–crystal
transition in poly(1-butene) with two-step crystallization: An in-situ microscopic infrared imaging and
microbeam X-ray diffraction study. Polymer 2013, 54, 3408–3416. [CrossRef]

5. Azzurri, F.; Flores, A.; Alfonso, C. Polymorphism of isotactic polybutene-1 as revealed by microindentation
hardness. Part II: Correlations to microstructure. Polymer 2003, 44, 1641–1645. [CrossRef]

6. Alfadhel, K.; Al-Mulla, A.; Al-Busairi, B. Development and characterization of novel polybutylene
nanocomposites. J. Compos. Mater. 2016, 51, 95–108. [CrossRef]

7. Shieh, Y.T.; Lee, M.S.; Chen, S.A. Crystallization behavior, crystal transformation, and morphology of
polypropylene/polybutene-1 blends. Polymer 2001, 42, 4439–4448. [CrossRef]

8. Cavallo, D.; Gardella, L.; Portale, G.; Muller, A.J.; Alfonso, G.C. Kinetics of cross-nucleation in isotactic
poly(1-butene). Macromolecules 2014, 47, 870–873. [CrossRef]

9. Ji, Y.; Su, F.; Cui, K. Mixing Assisted Direct Formation of Isotactic Poly(1-butene) Form I’ Crystals from Blend
Melt of Isotactic Poly(1-butene)/Polypropylene. Macromolecules 2016, 49, 266–270. [CrossRef]

10. Cavallo, D.; Gardella, L.; Portale, G.; Muller, A.J.; Alfonso, G.C. On cross- and self-nucleation in seeded
crystallization of isotactic poly (1-butene). Polymer 2013, 54, 4637–4644. [CrossRef]

11. Bettini, S.H.P.; Filho, A.C.R. Styrene-assisted grafting of maleic anhydride onto polypropylene by reactive
processing. J. Appl. Polym. Sci. 2010, 107, 1430–1438. [CrossRef]

12. Lei, C.; Chen, D.; Bo, W.; Xu, Y.; Li, S.; Huang, W. Melt-grafting mechanism study of maleic anhydride onto
polypropylene with 1-decene as the second monomer. J. Appl. Polym. Sci. 2011, 121, 3724–3732. [CrossRef]

13. Shi, D.; Yang, J.; Yao, Z. Functionalization of isotactic polypropylene with maleic anhydride by reactive
extrusion: Mechanism of melt grafting. Polymer 2001, 42, 5549–5557. [CrossRef]

http://dx.doi.org/10.1002/1097-4628(20001227)78:14&lt;2533::AID-APP140&gt;3.0.CO;2-U
http://dx.doi.org/10.1021/ja01611a109
http://dx.doi.org/10.3390/polym10040393
http://dx.doi.org/10.1016/j.polymer.2013.04.046
http://dx.doi.org/10.1016/S0032-3861(02)00864-9
http://dx.doi.org/10.1177/0021998316637130
http://dx.doi.org/10.1016/S0032-3861(00)00567-X
http://dx.doi.org/10.1021/ma402396f
http://dx.doi.org/10.1021/acs.macromol.5b02161
http://dx.doi.org/10.1016/j.polymer.2013.06.051
http://dx.doi.org/10.1002/app.27201
http://dx.doi.org/10.1002/app.33861
http://dx.doi.org/10.1016/S0032-3861(01)00069-6


Polymers 2018, 10, 872 12 of 12

14. Zhou, Y.; Zhao, Y.; Yao, W.; Huang, B. Styrene-assisted melt-free radical grafting of glycidyl methacrylate
onto isotactic poly(1-butene). Polym. Eng. Sci. 2011, 51, 1669–1674. [CrossRef]

15. Zhao, Y.; Du, Y.; Han, L.; Liu, Z.; Chen, J. Study on DTBP initiated MAH onto polybutene-1 with melt-grafting.
J. Polym. Eng. 2012, 32, 567–574. [CrossRef]

16. Zhao, Y.; Han, L.; Li, D.; Xu, W. The mechanism of grafting of maleic anhydride onto isotactic polybutene-1
assisted by comonomers. Colloid Polym. Sci. 2017, 295, 463–469. [CrossRef]

17. Zhao, Y.; Ma, Y.; Yao, W.; Huang, B. Styrene-assisted grafting of maleic anhydride onto isotactic polybutene-1.
Polym. Eng. Sci. 2011, 51, 2483–2489. [CrossRef]

18. Han, L. Study on Preparation, Grafting Mechanism and Crystallization Properties of Maleic Anhydride
/Comonomer Grafting Isotactic Polybutene-1. Master Thesis, Qingdao University of Science and Technology,
Qingdao, China, 2014.

19. Xie, X.; Chen, N.; Guo, B.; Li, S. Study of multi-monomer melt-grafting onto polypropylene in an extruder.
Polym. Int. 2000, 49, 1677–1683. [CrossRef]

20. Thompson, M.R.; Tzoganakis, C.; Rempel, G.L. Terminal functionalization of polypropylene via the Alder
Ene reaction. Polymer 1998, 39, 327–334. [CrossRef]

21. Burton, E.L.; Woodhead, M.; Coates, P.; Gough, T. Reactive grafting of glycidyl methacrylate onto
polypropylene. J. Appl. Polym. Sci. 2010, 117, 2707–2714. [CrossRef]

22. Flores-Gallardo, S.G.; Sanchez, S.; Devalle, L.F. Polypropylene/polypropylene-grafted acrylic acid blends for
multilayer films: Preparation and characterization. J. Appl. Polym. Sci. 2015, 79, 1497–1505. [CrossRef]

23. Zhang, Z.J.; Wan, D.; Xing, H.P.; Zhang, Z.J.; Tan, H.Y.; Wang, L.; Zheng, J.; An, Y.J.; Tang, T. A new grafting
monomer for synthesizing long chain branched polypropylene through melt radical reaction. Polymer 2012,
53, 121–129. [CrossRef]

24. Yi, S.; Xu, S.; Fang, Y.; Wang, H.; Wang, Q. Effects of Matrix Modification on the Mechanical Properties of
Wood–Polypropylene Composites. Polymers 2017, 9, 712. [CrossRef]

25. Li, Y.; Xie, X.M.; Guo, B.H. Study on styrene-assisted melt free-radical grafting of maleic anhydride onto
polypropylene. Polymer 2001, 42, 3419–3425. [CrossRef]

© 2018 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/10.1002/pen.21958
http://dx.doi.org/10.1515/polyeng-2012-0046
http://dx.doi.org/10.1007/s00396-017-4018-8
http://dx.doi.org/10.1002/pen.22032
http://dx.doi.org/10.1002/1097-0126(200012)49:12&lt;1677::AID-PI590&gt;3.0.CO;2-0
http://dx.doi.org/10.1016/S0032-3861(97)00260-7
http://dx.doi.org/10.1002/app.31085
http://dx.doi.org/10.1002/1097-4628(20010222)79:8&lt;1497::AID-APP170&gt;3.0.CO;2-3
http://dx.doi.org/10.1016/j.polymer.2011.11.033
http://dx.doi.org/10.3390/polym9120712
http://dx.doi.org/10.1016/S0032-3861(00)00767-9
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Materials and Methods 
	Materials 
	Preparation and Purification of iPB-g-MAH 
	Characterizations 

	Results 
	The Grafting Reaction of DVB/MAH onto iPB-1 
	Surface Properties and Crystallization Properties of iPB-1 and Its Grafts 
	iPB-g-MAH Modified PA6 

	Conclusions 
	References

