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Abstract: Poly(butylene terephthalate-co-tetramethylene ether glycol) (PBT-co-PTMEG) copolymers
with PTMEG ranging from 0 to 40 wt% were synthesized through melt polymerization. The structure
and composition were supported by Fourier-transform infrared spectroscopy (FT-IR) and nuclear
magnetic resonance spectroscopy (1H NMR). All samples had excellent thermal stability at a
Td−5% around 370 ◦C. Crystallization temperature (Tc) and enthalpy of crystallization (∆Hc) were
detected by differential scanning calorimetry (DSC), revealing a decrement from 182.3 to 135.1 ◦C
and 47.0 to 22.1 J g−1, respectively, with the increase in PTMEG concentration from 0 to 40 wt%.
Moreover, nonisothermal crystallization was carried out to explore the crystallization behavior of
copolymers; the crystallization rate of PBT reduced gradually when PTMEG content increased.
Hence, a decrement in the spherulite growth rate was detected in polarizing light microscope (PLM)
observation, observing that the PTMEG could enhance the hindrance in the molecular chain to lower
the crystallinity of PBT-co-PTMEG copolyester. Moreover, thermal properties and the crystallization
rate of PBT-co-PTMEG copolymers can be amended via the regulation of PTMEG contents.

Keywords: poly(butylene terephthalate); poly(tetramethylene ether glycol); copolymer;
nonisothermal crystallization

1. Introduction

Thermoplastic poly(ether ester) elastomer (TPEE) [1], as a member of thermoplastic elastomers
(TPE), is widely used in the market [2–6]. The synthesis of TPEE was first reported by Coleman [7] in
1954, and TPEE was described to be a block copolymer consisting of two separated phases: Crystalline
aromatic polyester as a hard segment [8–15] and amorphous polyether as a soft segment [16–18].
The microphase separation [19] can give the TPEE excellent mechanical properties [17,20–22]
in high-temperature performance, oil resistance, solvent resistance from the rigidity, polarity,
and crystallinity from a hard segment, low-temperature performance, and aging resistance from
the soft segment [23,24]. Hence, the mechanical properties of TPEE could be tuned via adjusting the
ratio of the hard segment and soft segment. Poly(butylene terephthalate) (PBT) [25–30], which possesses
excellent mechanical properties, thermal stability, thermal processability, and prominent crystallization
ability, is seen as one of the most considerable hard segment materials.

PBT-based TPEE has been developed, such as poly(butylene terephthalate-co-polyethylene glycol)
(PBT-co-PEG) [16,31] and poly(butylene terephthalate-co-polypropylene glycol) (PBT-co-PPG) [32],
revealing varied characteristics depending on different compositions. Poly(butylene terephthalate-
co-tetramethylene ether glycol) (PBT-co-PTMEG) copolymer was first commercialized under the
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trademark “Hytrel”(Du pont, Wilmington, DE, United States) as engineering plastics in 1972 [33–35],
and the morphology [17,36–44], properties [45–49], interactions between hard segments and soft
segments [50,51], and structure of the crystalline [36,38,52–58] and amorphous phase [5,17,49,59] have
been studied extensively. The crystalline regions of PBT-co-PTMEG copolymers are continuous
and highly interconnected, dispersing in a continuous amorphous region [52,60]. Similar to
styrene-butadiene-styrene (SBS), where the glassy domain consisting of styrene blocks provides
the physical crosslinking network [61,62], crystallized hard segments were connected by covalent
bonds as a physical crosslinking point. When stress is exerted on the copolymer, the stress is gradually
transferred from the crystalline phase to the elastomeric portions of the polymer network.

Furthermore, the amorphous phase of copolymers is microphase separated into a PBT/PTMEG
mixed-phase and a highly mobile PTMEG-rich phase with a relatively large concentration of soft
segments and relatively long soft-segment block lengths [17]. The higher the content of the soft segment,
the greater the reinforcement of elasticity achieved [63]. However, the increase in soft segment content
results in a reduction in crystallization ability [64], which is unfavorable for the cases of high-speed
processing such as injection molding and ultrahigh-speed spinning [65–69].

A series of PBT-co-PTMEG copolymers with different ratios of PTMEG to PBT segments were
synthesized to analyze the influence on crystallization ability with PTMEG proportion, and the thermal
properties were determined using differential scanning calorimetry in this research. The effect of
PTMEG concentration in various cooling rates was analyzed and discussed using nonisothermal
crystallization. The crystallization kinetics of copolymers was studied and compared to Avrami [70],
Mo [71], and Kissinger [72] models. Moreover, the spherulite morphology and crystal growth rate
were inspected by polarized light microscopy (PLM).

2. Experimental

2.1. Materials

Pure terephthalic acid (PTA, 98%), 1,4-butanediol (1,4-BDO, 99%), polytetramethylene ether
glycol (PTMEG, 99%) with a number-average molecular weight (Mn) of 2000 g/mol, and titanium(IV)
butoxide (Ti(OBu)4, 97%) as catalysts were purchased from Sigma-Aldrich (St. Louis, MO, USA).
All the materials were adopted in melting polymerization without purification.

2.2. Synthesis of PBT-co-PTMEG Copolymers

PBT-co-PTMEG copolymers were copolymerized with a two-step strategy via bulk polymerization.
PTMEG was separately added after PBT prepolymer was obtained. Scheme 1 describes the detailed
process of the synthesis. In the first step, a mixture of PTA, 1,4 BDO, and the catalyst was placed
in an autoclave under vacuum and then purged with N2 gas. This cycle was repeated three times.
The mixture was heated to 240 ◦C under N2 until the amount of the distilled water reached 95% of its
theoretic amount in order to obtain the PBT prepolymer. In the second step, the second portion of the
catalyst and various amounts of PTMEG were added in the system. The system was slowly heated up
to 250 ◦C under 1 kPa pressure and maintained for 1 h. After this, the temperature was raised and
held at 260 ◦C under a high vacuum below 1.0 Torr. When the torque value reached a certain amount,
copolymerization was selected to finish the reaction. Finally, the product was cooled in iced water for
further analysis.
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Scheme 1. Synthesis route of poly(butylene terephthalate-co-tetramethylene ether glycol) copolymers.

2.3. Measurement

2.3.1. Nuclear Magnetic Resonance Spectroscopy (1H-NMR)

Structure and compositions of PBT-co-PTMG were determined by a JEOL ECZ600R 1H-NMR
spectrometer. Trifluoroacetic acid (TFAAC) was used as a solvent. The measurement was performed at
25 ◦C, and there were 128 recorded scans.

2.3.2. Fourier-Transform Infrared Spectroscopy (FT-IR)

FTIR spectrometer (PerkinElmer, Waltham, MA, USA) was employed to identify the synthesized
PBT-co-PTMEG copolymers in attenuated total reflection mode with an average signal of 32 co-added
scans at a resolution of 4 cm–1 over a wavenumber range of 400–4000 cm−1.

2.3.3. Intrinsic Viscosity (I.V.)

Intrinsic viscosity (I.V.) of PBT-co-PTMEG copolymers was measured by a Ubbelohde viscometer.
The solvent used for the measurement was a phenol/tetrachloroethane mixture (50/50, wt%), and the
concentration was 1.0 g dL−1. The system was kept at 25.0 ± 0.1 ◦C in a water bath. The viscosity
average molecular weight (Mn) of each sample was calculated using the Mark–Houwink equation:

[η] = K[Mn]
α

where K = 1.7 * 10−4, α = 0.83.
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2.3.4. Differential Scanning Calorimetry (DSC)

DSC (Hitachi High Tech. DSC-7000, Tokyo, Japan) was employed to measure the thermal
properties of PBT-co-PTMEG copolymers to analyze the melting temperature (Tm) and crystallization
temperature (Tc), as well as melting enthalpy (∆Hm) and crystallization enthalpy (∆Hc). All the
samples were prepared in 5 mg and dried in the oven at 80 ◦C for one day. Each experiment was kept
in an atmosphere of nitrogen (20 mL min−1) in an aluminum pan. PBT-co-PTMEG copolymers were
discovered from 50 to 240 ◦C at a heating rate of 10 ◦C min−1 and kept at 240 ◦C for 5 min to remove
the thermal history. Next, these PBT-co-PTMEG copolymers were cooled to 50 ◦C at a cooling rate of
10 ◦C min−1 for the first round of cooling. Finally, the second round of heating was performed from 50
to 240 ◦C at the same heating rate of 10 ◦C min−1 to obtain the Tm. By doing so, the values of Tc and
Tm were exhibited from the exothermic peak and endothermic peak through the first round of cooling
and the second round of heating procedures, respectively.

2.3.5. Thermogravimetric Analysis (TGA)

TGA (Hitachi, STA 7200, Tokyo, Japan) was adopted to measure the degradation temperature
of the synthesized PBT-co-PTMEG copolymers. The synthesized samples in the weight range of
5–10 mg were heated from 50 to 700 ◦C at a heating rate of 10 ◦C min−1 under a nitrogen atmosphere.
The degradation temperature from the TGA curve was determined at 5% weight loss (Td-5%).

2.3.6. X-ray Diffraction (XRD)

The sample was first melted at 240 ◦C and flattened at a pressure of 50 Kgf cm−2 for 3 min, and then
cooled at 10 ◦C min−1 to room temperature. Wide-angle X-ray scattering was carried out by a Malvern
Panalytical X’Pert3 powder diffractometer (Malvern, UK) with Cu Kα radiation (λ = 0.154 nm) in 2θ
from 10 to 40◦ at room temperature with a scanning speed of 0.2◦ min−1.

2.3.7. Nonisothermal Crystallization Analysis

DSC (Hitachi High Tech. DSC-7000, Tokyo, Japan) was employed to measure the thermal
properties of PBT-co-PTMEG copolymers. All the samples were prepared in 5 mg and dried in the
oven at 80 ◦C for one day. Each experiment was kept in an atmosphere of nitrogen (20 mL min−1) in
an aluminum pan. The sample was first heated from 50 to 240 ◦C at 10 ◦C min−1 and then kept for
5 min to remove the thermal record. Then, it was reduced to 50 ◦C with the different rates of 2, 5, 10,
and 20 ◦C min−1, and held for 5 min. The heat flow curves were recorded to observe the nonisothermal
crystallization behavior.

2.3.8. Polarizing Light Microscope (PLM)

PLM (Nikon, ECLIPSE LV100N POL, Tokyo, Japan) was equipped with a Linkam THMS Examina
/ FTIR600 heating stage, a Linkam ECP water cooling control unit, and a Nikon camera with the NIS
Elements imaging software. The heating temperature ranged from 50 to 240 ◦C at a rate of 150 ◦C min−1

and held for 5 min to erase the thermal history, and was then rapidly cooled to the target crystallization
temperature at a cooling rate of 150 ◦C min−1. Subsequently, a set temperature was held for 30 min to
observe the crystallization growth rate, and the crystal morphology and growth of PBT-co-PTMEG
copolymers were taken by PLM video under isothermal crystallization conditions.

3. Results and Discussion

Figure 1 shows the chemical structure, and the comonomer composition of PBT-co-PTMEG -10
copolymer, as observed by 1H-NMR spectroscopy [40]. Resonance peaks of PBT-co-PTMEG copolymers
were identified and assigned in: Peak a (8–8.5 ppm) corresponds to the aromatic protons of the
terephthalate units. Peak b and peak c (4–4.5 and 2–2.5 ppm) are ascribed to the proton signals of
O(CH2)4O in the PBT segment. Peak d and peak e (3.5–4 and 1.5–2 ppm) are ascribed to the proton
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signals of O(CH2)4O in the PTMEG segment. Chemical structures of PBT-co-PTMEG copolymers were
confirmed. The composition of PTMEG within PBT copolymers can be calculated by Equation (1):

wPTMEG(wt%) =
72× (Id/4)

220× (Ia/4) + 72× (Id/4)
× 100% (1)

where 220 and 72 are the molecular weight of the PBT and the PTMEG repeat units, respectively. Ia and
Id are the integral areas of the “a” peak and “d” peak, respectively. The intrinsic viscosity, number
average molecular weight (Mn), weight ratio based on 1H-NMR, and theory of the copolymers are
shown in Table 1.
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Figure 1. 1H NMR spectrum of poly(butylene terephthalate-co-polypropylene glycol)
(PBT-co-PTMEG)-10 copolymer.

Table 1. Characteristic data of PBT and PBT-co-PTMEG copolymers.

Sample
I.V. Mn wPTMEG−Feed wPTMEG−NMR

(dL g−1) (g mole−1) (wt%) (wt%)

PBT 0.99 34,384 0 0
PBT-co-PTMEG-10 0.90 30,654 10 9.1
PBT-co-PTMEG-20 0.85 28,614 20 17.5
PBT-co-PTMEG-30 1.16 41,618 30 28.5
PBT-co-PTMEG-40 1.33 49,073 40 41.8

Figure 2 displays the FT-IR spectra of synthesized PBT-co-PTMEG copolymers, the characteristic
absorption peaks related to the (CH2)4 of ether-ester at 727 cm−1, the stretching vibration of the -COO-
absorption of the PBT ester group at 1274 cm−1, C=O of the PBT ester group at 1713 cm−1, the C-O-C
backbone vibration of PTMEG at 1099 cm−1, and the -CH2- stretch vibration of PTMEG at 2861 and
2944 cm−1 [49]. The intensity of corresponding peaks was enhanced with the increase in PTMEG
concentration, suggesting that PBT-co-PTMEG copolymers were synthesized successfully.

DSC curves of the first cooling process displayed in Figure 3a and the 2nd heating process in
Figure 3b demonstrated that Tc decreased with the increase in PTMEG content from 182.3 to 135.1 ◦C
for PBT and PBT-co-PTMEG-40, and a broader crystallization peak was observed, suggesting that
the incorporation of PTMEG hindered the PBT regular chain from packing into an ordered state,
which results in a lower Tc and ∆Hc. As expected, the Tm and overall ∆Hm were also reduced due to
the crystallization region of the PBT-rich domain being disrupted by the PTMEG segments. All the
thermal properties are summarized in Table 2.
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Figure 3. DSC curves of PBT and PBT-co-PTMEG copolymers in (a) 1st cooling process and (b) 2nd
heating process at a rate of 10 ◦C min−1.

Table 2. Thermal properties of PBT and PBT-co-PTMEG copolymers.

Sample
Tc ∆Hc Tm ∆Hm Td-5%

(◦C) (J g−1) (◦C) (J g−1) (◦C)

PBT 182.3 47.0 226.3 51.4 371.5
PBT-co-PTMEG-10 175.5 45.9 224.7 49.8 369.6
PBT-co-PTMEG-20 168.8 37.5 218.6 39.2 369.7
PBT-co-PTMEG-30 157.8 28.6 209.4 31.6 370.5
PBT-co-PTMEG-40 135.1 22.1 190.5 24.3 370.0

Figure 4a,b display the thermal decomposition and derivatives weight loss curves for
PBT-co-PTMEG copolymers. All samples show a single-step decomposition track in the whole
process. The 5% weight loss temperature (Td-5%) was located at around 369 to 371 ◦C. In other research,
a reduction in thermal stability may be found while a high content of soft segment exists, which makes
the Td-5% drop significantly [63]. The comparable value of Td-5% for PBT-co-PTMEG copolymers,
indicating excellent thermal stability, was maintained while being copolymerized with PTMEG into
PBT below 40 wt%.



Polymers 2020, 12, 1897 7 of 20

Polymers 2020, 12, x FOR PEER REVIEW 7 of 21 

 

Figure 4(a) and (b) display the thermal decomposition and derivatives weight loss curves for 
PBT-co-PTMEG copolymers. All samples show a single-step decomposition track in the whole 
process. The 5% weight loss temperature (Td-5%) was located at around 369 to 371 °C. In other research, 
a reduction in thermal stability may be found while a high content of soft segment exists, which 
makes the Td-5% drop significantly [63]. The comparable value of Td-5% for PBT-co-PTMEG copolymers, 
indicating excellent thermal stability, was maintained while being copolymerized with PTMEG into 
PBT below 40 wt%. 

 
Figure 4. (a)Weight loss and (b) derivative thermogravimetry (DTG) as a function of temperature for 
PBT and PBT-co-PTMEG copolymers. 

Figure 5 presents the XRD results of PBT-co-PTMEG copolymers in a 2θ range of 10–40°. Five 
characteristic peaks of XRD of PBT-co-PTMEG copolymers were carried out around the 2θ values of 
15.8°, 17.1°, 20.4°, 23.1°, and 25.0° for the crystal lattices of (010), (010), (011), (100), and (111) , 
respectively, which corresponded to the α-form as neat PBT, demonstrating no phase transition from 
α to β on PBT domains with the incorporation of PTMEG [30,46,56,58,60,65,73] despite some changes 
in the peak intensity. The attenuation of intensity, related to a reduction in crystallinity, could be 
explained by the fact that the incorporation with PTMEG would limit crystallization due to the 
disruption of the PBT regular chain, where this result exhibits an excellent relationship by DSC 
analysis. 

 
Figure 5. XRD patterns of PBT and PBT-co-PTMEG copolymers. 

Figure 4. (a) Weight loss and (b) derivative thermogravimetry (DTG) as a function of temperature for
PBT and PBT-co-PTMEG copolymers.

Figure 5 presents the XRD results of PBT-co-PTMEG copolymers in a 2θ range of 10–40◦.
Five characteristic peaks of XRD of PBT-co-PTMEG copolymers were carried out around the 2θ values
of 15.8◦, 17.1◦, 20.4◦, 23.1◦, and 25.0◦ for the crystal lattices of

(
010

)
, (010), (011), (100), and

(
111

)
,

respectively, which corresponded to the α-form as neat PBT, demonstrating no phase transition from α

to β on PBT domains with the incorporation of PTMEG [30,46,56,58,60,65,73] despite some changes in
the peak intensity. The attenuation of intensity, related to a reduction in crystallinity, could be explained
by the fact that the incorporation with PTMEG would limit crystallization due to the disruption of the
PBT regular chain, where this result exhibits an excellent relationship by DSC analysis.
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Figure 6 displays nonisothermal DSC curves of PBT-co-PTMEG copolymers in a temperature
range from 50 to 240 ◦C under 2, 5, 10, and 20 ◦C min−1. The exothermic peak becomes more extensive
than the PBT and shifts to a lower temperature as the cooling rate increases, demonstrating that the
motion of the molecular chains is not fast enough to attain thermal equilibrium under a high cooling
rate [74]. Besides, an exothermic event as a shoulder of the peak on the higher temperature side was
observed when PTMEG was added, implying a microphase separation of PBT-rich and PTMEG-rich
phases. With the temperature decreased, the PBT-rich phase crystallized at a higher temperature range,
and PTMEG-rich phases crystallized successively at a lower temperature, resulting in a “shoulder”
shape with a peak, especially at a higher cooling rate.
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The Avrami model [70] is the most common way to describe the overall crystallization kinetics:

X(t) = 1− exp(−ktn) (2)
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log
{
− ln[1− x(t)]

}
= − log k + n log t (3)

where X(t) is the relative crystallinity fraction at different crystallization times t, n is the Avrami
exponent, and k is the crystallization rate constant. The value of n contains information on the
nucleation mechanism and growth geometry. The relative crystallinity fraction X(t) can be determined
by the following equation:

X(t) =
XC(t)

XC(t∞)
=

∫ t
0

dH(t)
dt dt∫

∞

0
dH(t)

dt dt
(4)

where Xc(t) and Xc(t∞) are the heat generated at time t and infinite time t∞, respectively, and dH(t)/dt
is the rate of heat flow, which means that dH(t) is the enthalpy of crystallization at a given temperature
during the time interval dt via DSC measurement. The relative crystallinity fraction X(t) as a function
of time was calculated. The result is shown in Figure 7.

The curve of log{–ln[1–X(t)]} versus log t at the X(t) in a range from 20 to 80% was obtained,
as presented in Figure 8. The Avrami exponent n and the crystallization rate constant k were obtained
from the slope and the intercept of the curve. The half-time and growth rate were also obtained using
the following equation:

t1/2 = (ln2/k)(1/n) (5)

G = 1/t1/2 (6)

All the data are summarized in Table 3. The Avrami exponent n of all samples was in the range
between 4.5 and 7.9. According to the theory of the Avrami model, the value of n should be located
between 1 and 4, suggesting a failure in the prediction of crystal structure, and the deviation of n (n > 4)
was occasionally observed in nonisothermal crystallization kinetics analysis [28]. The crystallization
rate constant k and the growth rate G values of PBT-co-PTMEG copolymers indicate that a lower
crystallization rate was obtained with a higher content of PTMEG. The trend is similar to Tc, as discussed
previously, meaning the crystallization ability of PBT was reduced with the incorporation of PTMEG.
It could be explained that the PTMEG disrupted regulation of the PBT molecular chain, which hindered
the crystallinity of the copolymer.
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Figure 7. Relative crystallinity (X(t)) as a function of crystallization time at various temperatures
for PBT-co-PTMEG copolymers at different contents of PTMEG. For synthesized copolymer, (a) PBT,
(b) PBT-co-PTMEG-10, (c) PBT-co-PTMEG-20, (d) PBT-co-PTMEG-30, and (e) PBT-co-PTMEG-40 at
various cooling rates. The solid lines represent the DSC experimental results of the Avrami equation.

The Mo model [71] is also one of the most common methods to analyze the nonisothermal
crystallization process as the following equation:

log ∅ = log F(T) − a log t (7)

where a is Mo’s exponent, a = (n/m). F(T) is a parameter of cooling rate in which the system reaches a
certain degree of crystallinity in unit time. A smaller value of F(T) reflecting the higher crystallization
rate can be achieved. The curve of log ∅ versus log t was obtained and is presented in Figure 9. A good
linear relationship was performed in all samples, revealing that this method is suitable to describe the
nonisothermal crystallization process of these systems. Mo’s exponent and F(T) can be calculated from
the slope and the intercept of the curves. All data are tabulated in Table 4. The value of F(T) increased
with the ratio of PTMEG in the copolymer at a given relative crystallinity, indicating the incorporation
with PTMEG decreasing the crystallization rate of PBT-co-PTMEG copolymers. This result is in good
accordance with the Avrami model analysis.
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(b) PBT-co-PTMEG-10, (c) PBT-co-PTMEG-20, (d) PBT-co-PTMEG-30, and (e) PBT-co-PTMEG-40 at
various cooling rates.
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Table 3. Avrami analysis for nonisothermal crystallization and half-time of crystallization for PBT and
PBT-co-PTMEG copolymers at different PTMEG contents.

Sample
Ø n k t 1

2
G

(◦C min−1) - (min−n) (min) (min−1)

PBT 2 5.2 1.48 × 10−4 5.09 0.196
5 5.3 3.58 × 10−3 2.69 0.372
10 5.1 4.91 × 10−2 1.67 0.599
20 5.2 4.57 × 10−1 1.08 0.926

PBT-co-PTMEG-10 2 4.7 1.21 × 10−4 6.35 0.157
5 4.7 2.32 × 10−3 3.33 0.300
10 4.8 2.26 × 10−2 2.04 0.490
20 5.2 4.57 × 10−1 1.35 0.741

PBT-co-PTMEG-20 2 4.5 2.00 × 10−4 6.23 0.161
5 4.6 1.99 × 10−3 3.54 0.282
10 5.2 7.30 × 10−3 2.41 0.415
20 5.7 4.47 × 10−2 1.61 0.621

PBT-co-PTMEG-30 2 5.3 1.05 × 10−5 8.00 0.125
5 5.6 2.37 × 10−4 4.21 0.238

10 5.6 8.66 × 10−3 3.52 0.284
20 5.9 2.71 × 10−2 1.74 0.575

PBT-co-PTMEG-40 2 5.9 2.33 × 10−6 8.54 0.117
5 7.0 4.37 × 10−6 5.55 0.180

10 7.2 5.71 × 10−5 3.68 0.272
20 7.9 3.30 × 10−4 2.62 0.382

Table 4. Nonisothermal kinetic parameters for PBT and PBT-co-PTMEG copolymers obtained by
Mo’s equation.

Sample
Relative Crystallinity (%)

20 40 60 80

PBT
F(T) 11.99 15.59 18.28 21.20

a 1.47 1.48 1.48 1.48

PBT-co-PTMEG-10
F(T) 20.51 27.22 31.64 35.95

a 1.47 1.46 1.45 1.44

PBT-co-PTMEG-20
F(T) 31.11 41.94 48.38 54.40

a 1.78 1.72 1.68 1.66

PBT-co-PTMEG-30
F(T) 31.99 41.10 47.06 52.85

a 1.51 1.50 1.49 1.48

PBT-co-PTMEG-40
F(T) 100.04 122.09 133.72 144.17

a 1.99 1.94 1.90 1.86

Activation energy is also an important index to determine the crystallization ability of copolymers,
which is related to the energy required for the transport of crystalline chains across the inter-phase [75].
The Kissinger model [72] is almost a universal method in the calculation of activation energy, which is
based on the variation in the peak of crystallization temperature with cooling rate ∅:[

ln
(
∅/Tp2

)]
/d

(
1/Tp

)
= (−∆E)/R (8)

where ∆E is the activation energy, Tp is the peak temperature of crystallization, and R is the universal
gas constant. The curves of ln(∅/Tp

2) versus 1000/Tp are displayed in Figure 10, and the value of
∆E was issued from the slope. The ∆E was detected at the lowest value for neat PBT and increased
with the PTMEG ratios (−173.04, −150.05, −134.38, −117.05, and −96.64 kJ for PBT, PBT-co-PTMEG-10,
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PBT-co-PTMEG-20, PBT-co-PTMEG-30, and PBT-co-PTMEG-40, respectively). This demonstrates that
the incorporation of PTMEG into PBT enhanced the energy barrier of copolymers, revealing a reduction
in the crystallization rate due to the irregular chain. This result agrees well with the trend observed
previously by Avrami and Mo’s model.Polymers 2020, 12, x FOR PEER REVIEW 13 of 21 
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Spherulitic morphology and dimension could affect the physical properties of copolymers [76].
However, it is difficult to observe the whole nonisothermal crystallization process due to the high
crystallization rate of PBT-co-PTMEG copolymers. Isothermal crystallization of copolymers was
investigated under a PLM with a hot stage and cooling system to study the spherulitic morphology
and growth process visually.

The composition of copolymers plays an important role, which may have a bearing on the spherulite
growth rate and morphology. Images of PBT-co-PTMEG copolymers at a selected temperature are
presented in Figure 11 and Figure S2. A similar morphology of the negative spherulite with a Maltese
cross [77] was observed in all samples. Additionally, crystallization temperature also has a key role in
driving the growth of spherulitic morphology. The nucleation density of copolymers was reduced as
the isothermal crystallization temperature increased, attributed to the greater difficulty of nucleation.
Furthermore, the swifter growth of spherulites at a relatively low temperature was surveyed.

Theoretically, a low temperature is favorable for nucleation; however, the mobility of the molecular
chain was more restricted, which causes relatively concentrated spherulites with a low growth rate.
By contrast, at high temperatures, the nucleation becomes more unstable and vulnerable due to the
movement of the molecular chain to increase drastically; only small and few spherulites were formed.
In summary, the highest spherulitic growth rate can be acquired only at a temperature range favoring
both nucleation and crystal growth [76]; between these two extremes, the growth rate passes through a
maximum where the two factors are approximately equal in magnitude [77].

However, the observation of spherulitic growth rate isothermally at all temperatures is difficult
due to the high crystalline speed of PBT-co-PTMEG copolymers, and the spherulite overgrows during
the cooling process. Therefore, only the process at higher temperatures was surveyed completely.
Taking PBT-co-PTMEG-40 as an example, the spherulitic growth process under a specific temperature
(160 ◦C) at a different time is displayed in Figure 12. The growth rate of spherulites (G) can be obtained
by recording the variation in the spherulitic dimension.

Spherulite growth rates as a function of Tc for PBT-co-PTMEG copolymers were calculated,
as presented in Figure 13. It can be seen that PBT-co-PTMEG-10 shows a comparable value of G as neat
PBT. Nevertheless, the G value of PBT-co-PTMEG copolymers decreased significantly as the content
of PTMEG increased more. The accumulation of the soft segment can play two roles: (1) Promoting
crystallization due to the enhancement of flexibility of the hard segment chain, which is commonly
observed in low-crystallization-rate systems such as PET; (2) hindering crystallization by the disruption
of the PBT regular chain. When 10 wt% PTMEG is employed for PBT, no notable variety appears on
the growing rate of copolymers, due to the low content of the soft segment and high crystallization
ability of PBT. When more PTMEG is employed, the effect of hindrance becomes more durable due
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to the increasing irregular molecular chain structure; therefore, the crystallization ability decreases
dramatically, which display a similar tendency from DSC results discussed previously.
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4. Conclusions

A series of PBT-co-PTMEG copolymers with PTMEG ranging from 0 to 40 wt% were synthesized
via melt polymerization. The structure and composition were designated by 1H-NMR and FT-IR.
PBT-co-PTMEG copolymers retain excellent thermal stability at a Td-5% around 370 ◦C. However,
the Tc and ∆Hc decreased from 182.3 to 135.1 ◦C and 47.0 to 22.1 J g−1 with PTMEG content from
0 to 40 wt%, indicating a reduction in crystallization ability. The characteristic peaks of XRD
were detected around the 2θ values of 15.8◦, 17.1◦, 20.4◦, 23.1◦, and 25.0◦ for the crystal lattices of(
010

)
, (010), (011), (100),

(
111

)
, respectively, which corresponded to theα-form as neat PBT. Moreover,

a weakening of peaks in intensity was observed with the addition of PTMEG, revealing an excellent
agreement to DSC results. The crystallization rate was measured by nonisothermal crystallization
kinetics analysis. The higher PTMEG ratio within PBT-co-PTMEG copolymers can directly affect the
crystallization rate, which decreases with the increase in the PTMEG content due to the disruption
of the PBT regular chain. A hindrance of crystallization was explored, and a similar tendency was
observed in the Avrami, Mo, and Kissinger model. The spherulite growth rate of copolymers was
compared using PLM; a comparable value of spherulite growth rate G was found in PBT-co-PTMEG-10
as neat PBT, which then decreased significantly as the content of PTMEG increased more, suggesting a
rising effect of the hindrance.

Supplementary Materials: The following are available online at http://www.mdpi.com/2073-4360/12/9/1897/s1.

Author Contributions: Conceptualization, C.-W.C.; Data curation, H.-I.M.; Formal analysis, H.-I.M.; Investigation,
H.-I.M. and C.-W.C.; Methodology, H.-I.M. and C.-W.C.; Supervision and financial supports, S.-P.R.;
Writing—original draft, H.-I.M.; Writing—review & editing, C.-W.C. All authors reviewed the manuscript
and provided active and valuable feedback. All authors have read and agreed to the published version of
the manuscript.

Funding: This research was funded by the Ministry of Science and Technology of Taiwan (R.O.C.) (Grant No.
MOST 109-2634-F-027-001-).

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

References

1. Djonlagic, J.; Nikolic, M.S. Thermoplastic copolyester elastomers. In Handbook of Engineering and Speciality
Thermoplastics; Thomas, S., Visakh, P.M., Eds.; John Wiley & Sons, Inc.: Hoboken, NJ, USA, 2011; pp. 377–427,
ISBN 978-1-118-10472-9.

2. Amin, S.; Amin, M. Thermoplastic elastomeric (TPE) materials and their use in outdoor electrical insulation.
Adv. Mater. Sci. 2011, 29, 15–30.

http://www.mdpi.com/2073-4360/12/9/1897/s1


Polymers 2020, 12, 1897 17 of 20

3. Lu, X.; Isacsson, U. Modification of road bitumens with thermoplastic polymers. Polym. Test. 2001, 20, 77–86.
[CrossRef]

4. Richard J, S.; Patel, N.P. Thermoplastic elastomers: Fundamentals and applications. Colloid Interface Sci. 2000,
5, 334–341.

5. Holden, G. Thermoplastic elastomers. In Rubber Technology; Springer: Boston, MA, USA, 1987; pp. 465–481.
6. Drobny, J.G. Handbook of Thermoplastic Elastomers; William, A., Ed.; Elsevier: Amsterdam, The Netherlands,

2007; ISBN ISBN 978-0-8155-1776-4.
7. Coleman, D. Block copolymers: Copolymerization of ethylene terephthalate and polyoxyethylene glycols.

J. Polym. Sci. 1954, 14, 15–28. [CrossRef]
8. Schmalz, H.; Abetz, V.; Lange, R.; Soliman, M. New thermoplastic elastomers by incorporation of nonpolar

soft segments in PBT-based copolyesters. Macromolecules 2001, 34, 795–800. [CrossRef]
9. Alvarez, C.; Capitan, M.J.; Lotti, N.; Munari, A.; Ezquerra, T.A. Structure-dynamics relationships in random

poly (butylene isophthalate-co-butylene adipate) copolyesters as revealed by dielectric loss spectroscopy
and X-ray scattering. Macromolecules 2003, 36, 3245–3253. [CrossRef]

10. Apostolov, A.A.; Fakirov, S.; Mark, J.E. Mechanical properties in torsion for poly (butylene terephthalate)
and a poly (ether ester) based on poly (ethylene glycol) and poly (butylene terephthalate). J. Appl. Polym. Sci.
1998, 69, 495–502. [CrossRef]

11. Chegolya, A.S.; Shevchenko, V.V.; Mikhailov, G.D. The formation of polyethylene terephthalate in the
presence of dicarboxylic acids. J. Polym. Sci. Polym. Chem. Ed. 1979, 17, 889–904. [CrossRef]

12. Lotti, N.; Finelli, L.; Fiorini, M.; Righetti, M.C.; Munari, A. Synthesis and characterization of poly (butylene
terephthalate-co-triethylene terephthalate) copolyesters. J. Appl. Polym. Sci. 2001, 81, 981–990. [CrossRef]

13. Sandhya, T.E.; Ramesh, C.; Sivaram, S. Copolyesters based on poly (butylene terephthalate)s containing
cyclohexyl and cyclopentyl ring: Effect of molecular structure on thermal and crystallization behavior.
Macromolecules 2007, 40, 6906–6915. [CrossRef]

14. Szymczyk, A. Structure and properties of new polyester elastomers composed of poly (trimethylene
terephthalate) and poly (ethylene oxide). Eur. Polym. J. 2009, 45, 2653–2664. [CrossRef]

15. Szymczyk, A.; Senderek, E.; Nastalczyk, J.; Roslaniec, Z. New multiblock poly (ether-ester)s based on poly
(trimethylene terephthalate) as rigid segments. Eur. Polym. J. 2008, 44, 436–443. [CrossRef]

16. Deschamps, A.A.; Grijpma, D.W.; Feijen, J. Poly (ethylene oxide)/poly (butylene terephthalate) segmented
block copolymers: The effect of copolymer composition on physical properties and degradation behavior.
Polymer 2001, 42, 9335–9345. [CrossRef]

17. Gabriëlse, W.; Soliman, M.; Dijkstra, K. Microstructure and phase behavior of block copoly(ether ester)
Thermoplastic elastomers. Macromolecules 2001, 34, 1685–1693. [CrossRef]

18. Wang, B.; Zhang, Y.; Guo, Z.; Cheng, J.; Fang, Z. Biodegradable aliphatic/aromatic copoly (ester-ether)s:
The effect of poly (ethylene glycol) on physical properties and degradation behavior. J. Polym. Res. 2011, 18,
187–196. [CrossRef]

19. Fredrickson, G.H.; Binder, K. Kinetics of metastable states in block copolymer melts. J. Chem. Phys. 1989, 91,
7265–7275. [CrossRef]

20. Li, G.; Yang, S.L.; Jiang, J.M.; Wu, C.X. Crystallization characteristics of weakly branched poly (ethylene
terephthalate). Polymer 2005, 46, 11142–11148. [CrossRef]

21. Malda, J.; Woodfield, T.B.F.; van der Vloodt, F.; Wilson, C.; Martens, D.E.; Tramper, J.; van Blitterswijk, C.A.;
Riesle, J. The effect of PEGT/PBT scaffold architecture on the composition of tissue engineered cartilage.
Biomaterials 2005, 26, 63–72. [CrossRef]

22. Wang, M.; Zhang, L.; Ma, D. Degree of microphase separation in segmented copolymers based on poly
(ethylene oxide) and poly (ethylene terephthalate). Eur. Polym. J. 1999, 35, 1335–1343. [CrossRef]

23. Shonaike, G.O.; Matsuo, T. An Experimental study of impregnation conditions on glass fiber reinforced
thermoplastic polyester elastomer composites. J. Reinf. Plast. Compos. 1996, 15, 16–29. [CrossRef]

24. Nagai, Y.; Ogawa, T.; Yu Zhen, L.; Nishimoto, Y.; Ohishi, F. Analysis of weathering of thermoplastic polyester
elastomers—I. Polyether-polyester elastomers. Polym. Degrad. Stab. 1997, 56, 115–121. [CrossRef]

25. di Lorenzo, M.L.; Righetti, M.C. Crystallization of poly (butylene terephthalate). Polym. Eng. Sci. 2003, 43,
1889–1894. [CrossRef]

26. Mago, G.; Fisher, F.T.; Kalyon, D.M. Effects of multiwalled carbon nanotubes on the shear-induced
crystallization behavior of poly (butylene terephthalate). Macromolecules 2008, 41, 8103–8113. [CrossRef]

http://dx.doi.org/10.1016/S0142-9418(00)00004-0
http://dx.doi.org/10.1002/pol.1954.120147303
http://dx.doi.org/10.1021/ma001226p
http://dx.doi.org/10.1021/ma025993v
http://dx.doi.org/10.1002/(SICI)1097-4628(19980718)69:3&lt;495::AID-APP9&gt;3.0.CO;2-B
http://dx.doi.org/10.1002/pol.1979.170170326
http://dx.doi.org/10.1002/app.1520
http://dx.doi.org/10.1021/ma071272q
http://dx.doi.org/10.1016/j.eurpolymj.2009.05.032
http://dx.doi.org/10.1016/j.eurpolymj.2007.11.005
http://dx.doi.org/10.1016/S0032-3861(01)00453-0
http://dx.doi.org/10.1021/ma0012696
http://dx.doi.org/10.1007/s10965-010-9406-4
http://dx.doi.org/10.1063/1.457294
http://dx.doi.org/10.1016/j.polymer.2005.08.073
http://dx.doi.org/10.1016/j.biomaterials.2004.02.046
http://dx.doi.org/10.1016/S0014-3057(99)00030-0
http://dx.doi.org/10.1177/073168449601500102
http://dx.doi.org/10.1016/S0141-3910(96)00189-9
http://dx.doi.org/10.1002/pen.10160
http://dx.doi.org/10.1021/ma8008838


Polymers 2020, 12, 1897 18 of 20

27. Yoshioka, T.; Fujimura, T.; Manabe, N.; Yokota, Y.; Tsuji, M. Morphological study on three kinds of
two-dimensional spherulites of poly (butylene terephthalate) (PBT). Polymer 2007, 48, 5780–5787. [CrossRef]

28. Supaphol, P.; Dangseeyun, N.; Srimoaon, P.; Nithitanakul, M. Nonisothermal melt-crystallization kinetics for
three linear aromatic polyesters. Thermochim. Acta 2003, 406, 207–220. [CrossRef]

29. Wang, X.; Zhang, X.; Zhang, L. Two courses in the nonisothermal primary crystallization of poly (butylene
terephthalate). J. Appl. Polym. Sci. 2013, 128, 400–406. [CrossRef]

30. Yokouchi, M.; Sakakibara, Y.; Chatani, Y.; Tadokoro, H.; Tanaka, T.; Yoda, K. Structures of two crystalline
forms of poly (butylene terephthalate) and reversible transition between them by mechanical deformation.
Macromolecules 1976, 9, 266–273. [CrossRef]

31. Deschamps, A.A.; van Apeldoorn, A.A.; Hayen, H.; de Bruijn, J.D.; Karst, U.; Grijpma, D.W.; Feijen, J. In vivo
and in vitro degradation of poly (ether ester) block copolymers based on poly (ethylene glycol) and poly
(butylene terephthalate). Biomaterials 2004, 25, 247–258. [CrossRef]

32. Burrell, M.C.; Bhatia, Q.S.; Chera, J.J.; Michael, R.S. Surface studies of polyether–polyester copolymers and
blends. J. Vac. Sci. Technol. Vac. Surf. Films 1990, 8, 2300–2305. [CrossRef]

33. Nishimura, A.A.; Komagata, H. Elastomers based on polyester. J. Macromol. Sci. Part-Chem. 1967, 1, 617–625.
[CrossRef]

34. Witsiepe, W.K. Segmented Thermoplastic Copolyester Elastomers. U.S. Patent 3,651,014, 22 June 1972.
35. Harris, J.R.; Smith, C.E. Isomerization and Hydrocracking of Paraffins. U.S. Patent 3,755,146, 28 August 1973.
36. Bandara, U.; Droscher, M. The two-phase structure of segmented block copoly(ether ester). Colloid Polym.

Sci. 1983, 261, 26–39. [CrossRef]
37. Zhu, L.-L.; Wegner, G. The Morphology of semicrystalline segmented poly (ether ester) thermoplastic

elastomers. Makromol. Chem. 1981, 182, 3625–3638. [CrossRef]
38. Veenstra, H.; Hoogvliet, R.M.; Norder, B.; De Boer, A.P. Microphase separation and rheology of a

semicrystalline poly (ether-ester) multiblock copolymer. J. Polym. Sci. Part B Polym. Phys. 1998, 36,
1795–1804. [CrossRef]

39. Stribeck, N.; Fakirov, S.; Apostolov, A.A.; Denchev, Z.; Gehrke, R. Deformation behavior of PET, PBT and
PBT-based thermoplastic elastomers as revealed by SAXS from synchrotron. Macromol. Chem. Phys. 2003,
204, 1000–1013. [CrossRef]

40. Min, B.; Kim, S.-H.; Namgoong, H.; Kwon, S.-H. An NMR study on sequence distributions of block
copolymers of poly (butylene terephthalate) and poly (tetramethylene glycol). Polym. Bull. 1999, 42, 587–594.
[CrossRef]

41. Min, B.; Bang, E. An NMR Study of the effect of polymerization methods on segmented sequence distributions
of poly (butylene terephthalate)/poly (tetramethylene glycol) block copolymers. Polym. J. 1999, 31, 42–50.
[CrossRef]

42. Higashiyama, A.; Yamamoto, Y.; Chujo, R.; Wu, M. NMR Characterization of segment sequence in
polyester-polyether copolymers. Polym. J. 1992, 24, 1345–1349. [CrossRef]

43. Litvinov, V.M.; Bertmer, M.; Gasper, L.; Demco, D.E.; Blümich, B. Phase composition of block copoly (ether
ester) thermoplastic elastomers studied by solid-state NMR techniques. Macromolecules 2003, 36, 7598–7606.
[CrossRef]

44. Burrell, M.C.; Bhatia, Q.S.; Michael, R.S. XPS and static SIMS studies of copoly (ether-esters) containing
mixed polyether soft blocks. Surf. Interface Anal. 1994, 21, 553–559. [CrossRef]

45. Zaim, A.; Ouled-chikh, E.; Bouchouicha, B. Thermo-mechanical characterization of a thermoplastic
copolyetherester (TPC): Experimental investigation. Fibers Polym. 2018, 19, 734–741. [CrossRef]

46. Konyukhova, E.V.; Neverov, V.M.; Godovsky, Y.K.; Chvalun, S.N.; Soliman, M. Deformation of
polyether-polyester thermoelastoplastics: Mechanothermal and structural characterisation. Macromol.
Mater. Eng. 2002, 287, 250–265. [CrossRef]

47. Pesetskii, S.S.; Jurkowski, B.; Olkhov, Y.A.; Olkhova, O.M.; Storozhuk, I.P.; Mozheiko, U.M. Molecular and
topological structures in polyester block copolymers. Eur. Polym. J. 2001, 37, 2187–2199. [CrossRef]

48. Zhou, R.-J.; Burkhart, T. Thermal and mechanical properties of poly (ether ester)-based thermoplastic
elastomer composites filled with TiO2 nanoparticles. J. Mater. Sci. 2011, 46, 2281–2287. [CrossRef]

49. Kyo-Chang, C.; Eun-Kyoung, L.; Sei-Young, C. Poly (tetramethylene ether glycol)/Poly (butylene
terephthalate) segmented block copolymers: Effects of composition and thermal treatment on thermal and
physical properties. J. Ind. Eng. Chem. 2003, 9, 518–525.

http://dx.doi.org/10.1016/j.polymer.2007.07.035
http://dx.doi.org/10.1016/S0040-6031(03)00258-2
http://dx.doi.org/10.1002/app.38160
http://dx.doi.org/10.1021/ma60050a018
http://dx.doi.org/10.1016/S0142-9612(03)00495-2
http://dx.doi.org/10.1116/1.576754
http://dx.doi.org/10.1080/10601326708053998
http://dx.doi.org/10.1007/BF01411514
http://dx.doi.org/10.1002/macp.1981.021821224
http://dx.doi.org/10.1002/(SICI)1099-0488(199808)36:11&lt;1795::AID-POLB1&gt;3.0.CO;2-Q
http://dx.doi.org/10.1002/macp.200390066
http://dx.doi.org/10.1007/s002890050506
http://dx.doi.org/10.1295/polymj.31.42
http://dx.doi.org/10.1295/polymj.24.1345
http://dx.doi.org/10.1021/ma030314h
http://dx.doi.org/10.1002/sia.740210807
http://dx.doi.org/10.1007/s12221-018-7455-1
http://dx.doi.org/10.1002/1439-2054(20020401)287:4&lt;250::AID-MAME250&gt;3.0.CO;2-Z
http://dx.doi.org/10.1016/S0014-3057(01)00120-3
http://dx.doi.org/10.1007/s10853-010-5068-1


Polymers 2020, 12, 1897 19 of 20

50. de Almeida, A.; Nébouy, M.; Baeza, G.P. Bimodal crystallization kinetics of PBT/PTHF segmented block
copolymers: Impact of the chain rigidity. Macromolecules 2019, 52, 1227–1240. [CrossRef]

51. Nébouy, M.; de Almeida, A.; Brottet, S.; Baeza, G.P. Process-oriented structure tuning of PBT/PTHF
thermoplastic elastomers. Macromolecules 2018, 51, 6291–6302. [CrossRef]

52. Cella, R.J. Morphology of segmented polyester thermoplastic elastomers. J. Polym. Sci. Polym. Symp. 1973,
42, 727–740. [CrossRef]

53. Briber, R.M.; Thomas, E.L. Crystallization behaviour of random block copolymers of poly (butylene
terephthalate) and poly (tetramethylene ether glycol). Polymer 1985, 26, 8–16. [CrossRef]

54. Lilaonitkul, A.; Cooper, S.L. Properties of polyether-polyester thermoplastic elastomers. Rubber Chem. Technol.
1977, 50, 1–23. [CrossRef]

55. Zhu, L.-L.; Wegner, G.; Bandara, U. The Crystallization behavior and the mechanical properties of segmented
poly (ether ester) thermoplastic elastomers. Makromol. Chem. 1981, 182, 3639–3651. [CrossRef]

56. Zhu, P.; Zhou, C.; Dong, X.; Sauer, B.B.; Lai, Y.; Wang, D. The segmental responses to orientation and
relaxation of thermoplastic poly (ether-ester) elastomer during cyclic deformation: An in-situ WAXD/SAXS
study. Polymer 2020, 188, 122120. [CrossRef]

57. Nogales, A.; Sics, I.; Ezquerra, T.A.; Denchev, Z.; Balta Calleja, F.J.; Hsiao, B.S. In-situ simultaneous small-
and wide-angle X-ray scattering study of poly(ether ester) during cold drawing. Macromolecules 2003, 36,
4827–4832. [CrossRef]

58. Tashiro, K.; Yamamoto, H.; Yoshioka, T.; Ninh, T.H.; Tasaki, M.; Shimada, S.; Nakatani, T.; Iwamoto, H.;
Ohta, N.; Masunaga, H. Hierarchical structural change in the stress-induced phase transition of
poly(tetramethylene terephthalate) as studied by the simultaneous measurement of FTIR spectra and
2D synchrotron undulator WAXD/SAXS data. Macromolecules 2014, 47, 2052–2061. [CrossRef]

59. Dröscher, M.; Regel, W. Highly oriented block copoly (ether ester) by solid state extrusion. Polym. Bull. 1979,
1, 551–556. [CrossRef]

60. Seymour, R.W.; Overton, J.R.; Corley, L.S. Morphological characterization of polyester-based elastoplastics.
Macromolecules 1975, 8, 331–335. [CrossRef]

61. Pillai, P.S.; Livingston, D.I.; Strang, J.D. Structure of a styrene-butadiene-styrene block copolymer by light
scattering. Angew. Makromol. Chem. 1972, 27, 219–222. [CrossRef]

62. Pillai, P.S.; Livingston, D.I.; Strang, J.D. Solvent effects in styrene—butadiene—styrene block copolymer cast
films and evidence for supermolecular ordering by X-Ray and light scattering. Rubber Chem. Technol. 1972,
45, 241–251. [CrossRef]

63. Zhang, J.; Liu, F.; Wang, J.; Na, H.; Zhu, J. Synthesis of poly (butylene terephthalate)-poly(tetramethylene
glycol) copolymers using terephthalic acid as starting material: A comparation between two synthetic
strategies. Chin. J. Polym. Sci. 2015, 33, 1283–1293. [CrossRef]

64. Kim, J.B.; Chun, J.H.; Kim, D.H.; Choi, Y.H.; Lee, M.S. Poly (ether-ester) multiblock copolymers based on
poly (oxymethylene-alt-oxyalkylene) glycols. Macromol. Res. 2002, 10, 230–235. [CrossRef]

65. Yan, T.; Yao, Y.; Jin, H.; Yu, J.; Zhang, Y.; Wang, H. Elastic response of copolyether-ester fiber on its phase
morphology under different heat-treatment condition. J. Polym. Res. 2016, 23, 226. [CrossRef]

66. Yu, J.; Yan, T.; Ji, H.; Chen, K.; Liu, S.; Nan, J.; Zhang, Y.; Wang, H. The evolution of structure and performance
in copolyether-ester fibers with different heat-treatment process. J. Polym. Res. 2019, 26, 50. [CrossRef]

67. Richeson, G.C.; Spruiell, J.E. Preparation, structure, and properties of copolyester-ether elastic filaments.
J. Appl. Polym. Sci. 1990, 41, 845–875. [CrossRef]

68. Abdo, D.; Gleadall, A.; Sprengel, D.; Silberschmidt, V.V. Experimental and Morphological Investigations of
fracture behavior of PBT/TPEE. Proc. Struct. Integr. 2018, 13, 511–516. [CrossRef]

69. Li, H.; White, J.L. Structure development in melt spinning filaments from polybutylene terephthalate based
thermoplastic elastomers. Polym. Eng. Sci. 2000, 40, 917–928. [CrossRef]

70. Avrami, M. Kinetics of phase change. II transformation-time relations for random distribution of nuclei.
J. Chem. Phys. 1940, 8, 212–224. [CrossRef]

71. Liu, T.; Mo, Z.; Wang, S.; Zhang, H. Nonisothermal melt and cold crystallization kinetics of poly (aryl ether
ether ketone ketone). Polym. Eng. Sci. 1997, 37, 568–575. [CrossRef]

72. Kissinger, H.E. Reaction kinetics in differential thermal analysis. Anal. Chem. 1957, 29, 1702–1706. [CrossRef]

http://dx.doi.org/10.1021/acs.macromol.8b01689
http://dx.doi.org/10.1021/acs.macromol.8b01279
http://dx.doi.org/10.1002/polc.5070420224
http://dx.doi.org/10.1016/0032-3861(85)90051-5
http://dx.doi.org/10.5254/1.3535126
http://dx.doi.org/10.1002/macp.1981.021821225
http://dx.doi.org/10.1016/j.polymer.2019.122120
http://dx.doi.org/10.1021/ma0210877
http://dx.doi.org/10.1021/ma402041r
http://dx.doi.org/10.1007/BF00254483
http://dx.doi.org/10.1021/ma60045a017
http://dx.doi.org/10.1002/apmc.1972.050270117
http://dx.doi.org/10.5254/1.3544703
http://dx.doi.org/10.1007/s10118-015-1673-4
http://dx.doi.org/10.1007/BF03218310
http://dx.doi.org/10.1007/s10965-016-1118-y
http://dx.doi.org/10.1007/s10965-019-1714-8
http://dx.doi.org/10.1002/app.1990.070410330
http://dx.doi.org/10.1016/j.prostr.2018.12.084
http://dx.doi.org/10.1002/pen.11219
http://dx.doi.org/10.1063/1.1750631
http://dx.doi.org/10.1002/pen.11700
http://dx.doi.org/10.1021/ac60131a045


Polymers 2020, 12, 1897 20 of 20

73. Kim, J.-Y. Poly (butylene terephthalate) nanocomposites containing carbon nanotube. In Advances in
Nanocomposites-Synthesis, Characterization and Industrial Applications; Reddy, B., Ed.; InTech Publishing:
London, UK, 2011; pp. 707–726, ISBN 978-953-307-165-7.

74. Qiu, D.; Zhang, P.; Zhang, S.; Sun, J.; Wang, J.; Dai, L. Synthesis and non-isothermal crystallization kinetics
of poly (ethylene terephthalate)- co-poly (propylene glycol) copolymers. Polym. Adv. Technol. 2015, 26,
1130–1140. [CrossRef]

75. Chen, C.-W.; Hsu, T.-S.; Huang, K.-W.; Rwei, S.-P. Effect of 1,2,4,5-benzenetetracarboxylic acid on unsaturated
poly (butylene adipate-co-butylene itaconate) copolyesters: Synthesis, non-isothermal crystallization kinetics,
thermal and mechanical properties. Polymers 2020, 12, 1160. [CrossRef]

76. Jin, C.; Leng, X.; Zhang, M.; Wang, Y.; Wei, Z.; Li, Y. Fully biobased biodegradable poly (L-lactide)- b-poly
(ethylene brassylate)-b-poly (L-lactide) triblock copolymers: Synthesis and investigation of relationship
between crystallization morphology and thermal properties. Polym. Int. 2020, 69, 363–372. [CrossRef]

77. Sperling, L.H. Introduction to Physical Polymer Science; Wiley & Sons Inc.: Hoboken, NJ, USA, 2005; p. 878.

© 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/10.1002/pat.3545
http://dx.doi.org/10.3390/polym12051160
http://dx.doi.org/10.1002/pi.5958
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Experimental 
	Materials 
	Synthesis of PBT-co-PTMEG Copolymers 
	Measurement 
	Nuclear Magnetic Resonance Spectroscopy (1H-NMR) 
	Fourier-Transform Infrared Spectroscopy (FT-IR) 
	Intrinsic Viscosity (I.V.) 
	Differential Scanning Calorimetry (DSC) 
	Thermogravimetric Analysis (TGA) 
	X-ray Diffraction (XRD) 
	Nonisothermal Crystallization Analysis 
	Polarizing Light Microscope (PLM) 


	Results and Discussion 
	Conclusions 
	References

