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Abstract: This study created water polyurethane (WPU) prepolymer by using isophorone diisocyanate,
castor oil, dimethylolpropionic acid, and triethanolamine (TEA) as the hard segment, soft segment,
hydrophilic group, and neutralizer, respectively. TEA, deionized water, and carbon black (CB)
were added to the prepolymer under high-speed rotation to create an environmentally friendly
vegetable-oil-based polyurethane. CB served as the fortifier and promoter of microphase separation.
Fourier transform infrared spectroscopy was performed to elucidate the role of H-bond interactions
within the CB/WPUs. Additionally, atomic force microscopy was conducted to determine the
influence of H-bond interactions on the degree of microphase separation in the WPU. Furthermore,
this study used four-point probe observation to discover the materials’ conductivity of CB in the
WPU. Thermogravimetric analysis and dynamic mechanical analysis were performed to measure the
thermal properties of the CB/WPUs. The mechanical properties of CB/WPUs were measured using
a tensile testing machine. The CB/WPUs were also soaked in 1 wt.% NaOH solution for different
amounts of time to determine the degradation properties of the CB/WPUs. Finally, scanning electron
microscopy was performed to observe the topography of the CB/WPUs after degradation.

Keywords: carbon black; microphase separation promoter; polyurethane; vegetable oil;
environmentally friendly

1. Introduction

The promotion of green materials has attracted global attention to the development of
environmentally friendly polymers. Numerous studies have investigated vegetable oils [1,2], such
as castor oil (CO) [3,4] and soybean oil [5]. CO is extracted from the seeds of caster plants. Because
every CO molecule consists of three –OH groups, CO can serve as a cross-link agent [6]. Scholars
have imported CO into polyurethane (PU) structures [7,8], and even implemented the postmodified
ester [9,10] and alkenyl [11,12] groups of CO in PU. PU has outstanding mechanical properties, abrasion
resistance, and stiffness [13,14]. Therefore, this study synthesized green PU by using natural materials
and isocyanate [15]. Water polyurethane (WPU) has inferior mechanical properties 5 to oil PU [16].
The mechanical properties of PU are mainly determined by the degree of microphase separation during

Polymers 2019, 11, 1333; doi:10.3390/polym11081333 www.mdpi.com/journal/polymers

http://www.mdpi.com/journal/polymers
http://www.mdpi.com
https://orcid.org/0000-0001-5033-2829
https://orcid.org/0000-0003-2258-2454
http://www.mdpi.com/2073-4360/11/8/1333?type=check_update&version=1
http://dx.doi.org/10.3390/polym11081333
http://www.mdpi.com/journal/polymers


Polymers 2019, 11, 1333 2 of 14

PU formation. Microphase separation is generated by the polarity between hard and soft segments,
which also causes the clustering of hard segments [17,18]. The formation of microphase separation
mainly arises from the generation of hydrogen bond between the -NH group on urethane group
(–COONH–) hard segment and C=O group, which promotes the aggregation of hard segment.

Scholars have employed 1-octadecanol as a promoter to improve the degree of microphase
separation and mechanical properties in PU [19]. In other studies, the H-bond interaction between
inorganic substances and PU has been used to increase the degree of microphase separation. Xia et al.
discovered that adding a suitable amount of silicate clay increased the degree of completion of
microphase separation during the PU production process. However, the addition of excessive amounts
of clay lowered the degree of microphase separation [20]. Studies have also reported that the addition of
multiwalled nanotubes accelerated the microphase separation of structures within the thermoplastic PU
matrix [21,22]. This type of microphase separation is mainly caused by the H-bond interaction formed
by the –COOH or –OH group of the inorganic substance and the C=O group in the thermoplastic PU.
The increase in the degree of microphase separation also improved the mechanical properties of PU.
Although WPU has poorer mechanical properties than PU, the WPU synthesis process does not require
the use of solvents. Thus, the production of WPU creates fewer volatile organic compounds and is
thus more environmentally friendly [23]. In one study, scholars used isophorone diisocyanate (IPDI)
and CO to successfully synthesize WPU with outstanding mechanical properties [24]. The present
study aimed to synthesize the aforementioned type of green PU and employ inorganic substances as
the microphase separation accelerator for producing environmentally friendly PU nanocomposites.
The inclusion of inorganic substances in PU can endow PU with various functions [25,26]. For example,
the blending of PU and Ag produced an antibacterial material [27]; the use of oyster shell powder
as a nucleating agent in PU imbued PU with the antibacterial properties of the oyster shell powder,
producing a biomedical material [28]; and the addition of carbon material to PU produced a conductive
material [29]. Carbon black (CB) is a natural product produced when hydrocarbon substances are
burned in insufficient air. The surface layer of CB comprises –OH groups, which can form H-bond
interactions with C=O groups in PU. These groups not only can attract the hard segments to around
CB to increase the microphase separation, but also can promote the spread of CB within PU, creating
PU with conductivity and adding to the functionality of PU to enable production of static conductive
materials. This study employed the –OH group in CB to promote microphase separation in CO-based
PU and endow PU with static conductive functionality.

This study employed IPDI, CO, dimethylolpropionic acid (DMPA), and triethanolamine (TEA)
as the hard segment, soft segment, hydrophilic group, and neutralizer, respectively, to create a WPU
prepolymer. Scheme 1 displays the process of adding TEA, deionized water, and CB to the PU under
high-speed rotation to produce environmentally friendly CO-based WPU. Figure 1 shows the cycle
of environmental CB/WPUs. Fourier transform infrared spectroscopy (FTIR) was used to determine
the functional group changes. Thermogravimetric analysis (TGA) and dynamic mechanical analysis
(DMA) were used to investigate the thermal properties of the CB/WPUs. Additionally, the mechanical
properties and surface topography of the CB/WPUs were obtained using a tensile testing machine and
atomic force microscopy (AFM). A four-point probe was employed to measure the conductivity of the
CB/WPUs. Subsequently, this study analyzed the degradation properties of the CB/WPUs after they
were soaked in NaOH for different periods of time and employed scanning electron microscopy (SEM)
to observe the topography of the hydrolyzed CB/WPUs.
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2. Experimental

2.1. Materials

Methyl ethyl ketone (MEK) from Mallinckrodt Baker Chemical Inc. (Phillipsburg, NJ, USA) was
dehydrated with 4-Å molecular sieves for several days before its use as a solvent. Dimethylolpropionic
acid (DMPA) and triethylamine (TEA) were purchased from Aldrich Chemical Co. (Milwaukee, WI,
USA). Isophorone diisocyanate (IPDI) was obtained from Tokyo Chemical Industry Co. Ltd. (Tokyo,
Japan). Ethylenediamine (EDA) was obtained from Tedia Company Inc. (Fairfield, OH, USA). Castor
oil (CO) was purchase from Alfa Aesar (Ward Hill, MA, USA). Carbon black was from Lingo Industry
Co., Ltd. (Jhongli, Taiwan), and its diameter size is 50–100 nm.

2.2. Synthesis of CB/WPUs

First, CB was added to 10 mL of MEK and dispersed using an ultrasonicator. Subsequently, CO
and IPDI were added to the 500-mL three-necked flask. Nitrogen was passed through the flask to heat
it to 75 ◦C. A mechanical mixer was employed to mix the content at 300 rpm. After 2 h of reaction had
passed, DMPA was added for prepolymerization. When the stickiness of the mixture had increased,
butanone containing CB was added to moderate the stickiness of the mixture. The WPU prepolymer
was then cooled to 50 ◦C and neutralized using TEA for 20 min. Deionized water and ethylenediamine
(EDA) were added to the mixture for 1 h to disperse the CB/WPUs (Scheme 1). The obtained CB/WPU
solution was poured into a serum bottle and stored under a vacuum to defoam for 1 day. Finally, the
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CB/WPU solution was poured onto a Teflon plate and placed in an oven to dry. The recipe, symbols,
and theoretical contents of the hard and soft segments for the CB/WPUs films are shown in Table 1.

2.3. Fourier Transform Infrared Spectroscopy (FT-IR)

Fourier transform infrared spectroscopy measurements were performed on a Digilab (Hopkinton,
MA, USA) (model (FTS-1000)). The spectra of the samples was obtained by averaging 16 scans in a
range of 4000 to 650 cm−1 with a resolution of 2 cm−1.

2.4. Surface Roughness Analysis

Scanning was performed using a Bruker dimension icon atomic force microscope (Billerica, MA,
USA), which is generally operated in two imaging modes: tapping and contact. The tapping mode
was used in this study, and the tip of the oscillation probe cantilever made only intermittent contact
with the sample. Regarding the phase of the sine wave that drives the cantilever, the phase of the tip
oscillation is extremely sensitive to various sample surface characteristics; therefore, the topography
and phase images of a sample’s surface can be detected.

2.5. Thermogravimetric Analysis (TGA)

Thermogravimetric analysis was performed on a TA instrument Q-500 (New Castle, DE, USA).
The samples (5–8 mg) were heated from room temperature to 700 ◦C under nitrogen at a rate of
10 ◦C/min.

2.6. Conductivities

The sheet resistances of the CB/WPUs were measured with a Keithley 2400 digital source meter
equipped with a four-point probe. Every resistance was tested 3 times and the average value was
obtained. Generally speaking, the conductive materials used in the antistatic materials can be divided
into three grades. The first one is basic antistatic grade with a 109~1012 of surface impedance.
The second one is antistatic grade (static dissipation) with 106~109 of surface impedance. The third
one is conductive grade with 104~106 of surface impedance.

2.7. Dynamic Mechanical Analysis (DMA)

Dynamic mechanical analysis was performed on DMA Q800 machine (TA Instruments, New Castle,
DE, USA) at 1 Hz with a 5 µm amplitude over a temperature range of −50 to 50 ◦C at a heating rate of
3 ◦C/min. Specimens with dimensions of 35.6 × 12.7 × 2 mm3 were used in these tests. The Tg was
taken as the peak temperature of the glass transition region in the tan δ curve.

2.8. Stress–Strain Testing

Tensile strength and elongation at break were measured using a universal testing machine (model
CY-6040A8, Chun Yen Testing Machine Co., Ltd., Taichung, Taiwan). Testing was conducted with
ASTM D638. The dimension of the film specimen was 45 mm × 8 mm × 0.2 mm.

2.9. Hydrolytic Degradation Tests

Hydrolytic degradation evaluation of the specimens was conducted in a 1% aqueous NaOH
solution [30,31]. In order to accelerate the tests, all samples were tested at 45 ◦C. The specimens
with dimensions of 2 × 2 cm2 were tested for various days, washed with distilled water, and dried
completely in a vacuum oven at 70 ◦C for 3 h. The degree of degradation was determined from the
weight loss in Equation (1):

Weight loss =
W0 −Wt

W0
(1)

where W0 is the dry weight before degradation, and Wt is the dry weight at time t.
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2.10. Morphology Analysis

Morphology of the specimens after hydrolytic degradation was observed by using a high
resolution field-emission scanning electron microscope (FESEM), model JSM-6500F(JEOL, Tokyo,
Japan). Specimens of 2 × 2 cm2 were fixed on a sample holder using conductive adhesive tape and
were then coated with a thin layer of platinum to improve image resolution. The samples were
photographed with 1.00 K magnification

3. Results and Discussion

3.1. Fourier Transform Infrared Spectroscopy (FT-IR)

Figure 2a displays the FTIR analysis results and reveals that the curve of the CB/WPUs is within
4000–650 cm−1. The FTIR curve contains the characteristic peak of PU (–COONH–). The stretching
vibration peaks of the –NH and –OH groups are located at 3100–3550 cm−1, whereas the stretching
vibration peak of CH2 is located at 2800–3000 cm−1 (the asymmetric and symmetric stretching vibration
peaks of CH2 are located at 2923 and 2856 cm−1, respectively). The stretching vibration peak of C=O is
located at 1600–1800 cm−1 and represents the ordered H-bonded carbonyl groups (C=Oorder), disordered
H-bonded carbonyl groups (C=Odisorder), and free carbonyl groups (C=Ofree). The stretching vibration
peaks for amide II (δN–H + νC–N + νC–C) and III (νC–N, N–H bending, and C–Cα) are located at
1529 and 1234 cm−1, respectively. These results are consistent with those in other reports [6,32]. This
study conducted curve fitting of the C=O curve section (1620–1740 cm−1) to determine changes in
the number of H-bonds and reveal the influence of adding CB to the WPU on H-bond interactions
(Figure 2b). The results revealed that the stretching peaks of C=Oorder, C=Odisorder, and C=Ofree

are located at 1644, 1703, and 1738 cm−1, respectively. After calculating the curve area of C=Oorder,
C=Odisorder, and C=Ofree, the percentage of total H-bond content within the C=O functional group of
each CB/WPU was determined (Table 2). The calculations indicated that the C=O functional group
comprised 79.96%, 88.27%, 92.28%, and 84.90% of the total H-bond content in WPU, CB/WPU-01,
CB/WPU-02, and CB/WPU-03, respectively. The original C=O comprised 79.96% of the total H-bond
content of the WPU. These H-bonds were located in the hard section of the C=O· · ·H–N. When the
amount of CB added was 0–2 wt.%, higher amounts of CB resulted in more total H-bonds in the C=O
functional group, with the maximum difference being 12.32%. These H-bonds were located in the
C=O· · ·H–O section between WPU and CB. When 3 wt.% CB was added, the total number of H-bonds
was lower. This was possibly due to severe clustering of CB that prevented the formation of H-bonds.

Table 1. Formulas of the CB/WPUs.

Designation IPDI (moles) CO (mole) DMPA (moles) EDA (moles) TEA (moles) CB (wt.%)

WPU 4 1.2 0.8 0.8 0.6 0
CB/WPU-01 4 1.2 0.8 0.8 0.6 1
CB/WPU-02 4 1.2 0.8 0.8 0.6 2
CB/WPU-03 4 1.2 0.8 0.8 0.6 3

Table 2. Thermal properties and FTIR results of the CB/WPUs.

Designation TGA FTIR

Tonset (°C) T50 (°C) 700 °C Residue C=Oorder C=Odiorder C=Ofree H-Bond Content

WPU 290.49 337.05 1.81% 53.07% 26.89% 20.04% 79.96%
CB/WPU-01 294.89 344.55 2.24% 42.33% 45.94% 11.73% 88.27%
CB/WPU-02 297.13 347.21 2.30% 34.45% 57.83% 7.72% 92.28%
CB/WPU-03 299.58 348.43 2.45% 57.55% 27.35% 15.10% 84.90%
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3.2. Surface Roughness and Electrical Resistance Analysis

The hydrogen bond is one of the key factors promoting the microphase separation of PU. So on
the whole, it can be said that the hydrogen bond influences the surface roughness and also influences
the distribution of microphase separation at the same time. The left and right parts of Figure 3 display
the three-dimensional morphology and phases of the CB/WPUs. The average surface roughness of
WPU, CB/WPU-01, CB/WPU-02, and CB/WPU-03 is 1.58, 2.07, 4.32, and 2.84 nm, respectively. Up to
CB addition of 2 wt.%, an increase in the CB added caused an increase in the surface roughness of
the WPU. However, adding an excessive amount of CB resulted in lower average surface roughness
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due to the H-bond interaction produced by the –OH group of CB and –C=O group of PU. The FTIR
results revealed that CB/WPU-02 had the most H-bonds, causing an unstable film-forming process and
increasing the average surface roughness. The phase figure indicates that WPU had similar microphase
separation conditions as PU. When 1 wt.% of CB was added, the number of surface hard segments was
increased. The hard segments (i.e., the white dots in Figure 3) showed the presence of CB. Because in
the phase diagram of AFM, it is able to identify the soft or hard degree of the film, and when the values
are higher (white dots), it represents the film is harder. The microphase separation in PU can promote
the separation of soft segment and hard segment. The hard segment belongs to the harder area in the
film. So the white dots represent the hard segment (IPDI), but they can also represent CB (because CB
is relatively harder compared to the film). This indicates that CB promotes microphase separation.
When 2 wt.% of CB was added, the hard segments began to cluster and the soft segments (i.e., darker
area) were evenly distributed. This result indicated that the degree of microphase separation was
greater in CB/WPU-02 than in CB/WPU-01. The phase figure of CB/WPU-03 indicates that when the
amount of CB added was 3 wt.%, the white dots were clustered. Microphase separation in PU is caused
by the different polarity of hard and soft segments. Additionally, hard segment clustering is caused by
H-bond interactions between hard segments. Because the CB/WPU-02 film exhibited the most H-bond
interactions, it had the greatest degree of microphase separation.
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The amount of CB substantially influences the conductivity of CB/WPUs. The resistive properties
of the CB/WPUs are displayed in Table 3. The standard WPU did not exhibit conductivity. When
1 wt.% CB was added, the resistive value was 2.01 × 106, indicating that the addition of 1 wt.% CB
gave the WPU static conductivity. CB/WPU-02 and CB/WPU-03 had resistive values of 8.41 × 105 and
3.99 × 104, respectively. This was because more CB was present in the WPU and indicates that all
samples had static conductivity.

Table 3. DMA and electrical resistance results of the CB/WPUs.

Sample Tgd from Tanδ (°C) Tan δmax Electrical Resistance (ohm)

WPU 52.66 0.403 – a

CB/WPU-01 59.36 0.400 2.01 × 106

CB/WPU-02 59.41 0.398 8.41 × 105

CB/WPU-03 55.82 0.384 3.99 × 104

a Indicates that the resistance value is not detected.

3.3. Thermal Properties

Figure 4 displays the TGA curves of WPUs containing different amounts of CB. Table 2 records
the following TGA values of the samples: Tonset, T50, and 700 ◦C residue. The results indicated that
the Tonset of WPU, CB/WPU-01, CB/WPU-02, and CB/WPU-03 were 290.49 ◦C, 294.89 ◦C, 297.13 ◦C,
and 299.58 ◦C, respectively. Additionally, the T50 of WPU, CB/WPU-01, CB/WPU-02, and CB/WPU-03
were 337.05 ◦C, 344.55 ◦C, 347.21 ◦C, and 348.43 ◦C. Thus, when 3 wt.% CB was added to the WPU,
the temperature required to reach Tonset or T50 was increased by 10 ◦C. This was because CB has
greater thermostability than WPU. Therefore, the thermostability of WPU was increased by adding
more CB. Furthermore, the 700 ◦C residue masses of WPU, CB/WPU-01, CB/WPU-02, and CB/WPU-03
were 1.81%, 2.24%, 2.30%, and 2.45%, respectively. The increase of residue mass in CB/WPUs with CB
content again indicates that more CB has remained in WPU.
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Figure 4. TGA curves of the CB/WPUs.

3.4. Dynamic Mechanical Analysis (DMA)

Figure 5 displays the tanδ of the WPUs obtained when different amounts of CB were added.
The dynamic glass transition temperature is denoted Tgd. Table 3 lists the maximum Tgd and tanδ
for the different CB/WPUs. The Tgd of the standard WPU was 52.66 ◦C. Adding 2 wt.% CB to WPU
resulted in a higher Tgd of 59.41 ◦C. This was possibly due to H-bond interactions between the –OH
groups in CB and C=O groups in WPU. This H-bond interaction prevents WPU molecular chains
from moving, causing a higher Tgd. However, when 3 wt.% CB was added, the Tgd was lower. This
may have been caused by the extensive clustering of CB, which restrained the –OH groups of CB
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and prevented them from forming H-bonds with the C=O groups, as was demonstrated in the FTIR
analysis. Additionally, the maximum tanδ of WPU, CB/WPU-01, CB/WPU-02, and CB/WPU-03 was
0.403, 0.400, 0.398, and 0.384, respectively. The tanδ is obtained from the loss modulus divided by the
storage module. So, lower tanδ value means harder membrane. Thus, the maximum tanδ decreased
with an increase of CB. This was because the addition of CB increased the hardness of the CB/WPUs,
reducing the flexibility and increasing the stickiness of the WPUs.
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Figure 5. DMA Tan δ curves of the CB/WPUs.

3.5. Tensile Properties

Figure 6 displays the stress–strain curve of the various CB/WPUs. Table 4 records the maximum
tensile strength, breaking strain, and Young’s modulus of each CB/WPU. The maximum tensile strength
of WPU, CB/WPU-01, CB/WPU-02, and CB/WPU-03 was 9.7, 12.9, 13.8, and 10.4 MPa, respectively,
whereas their breaking strains were 123%, 108%, 69%, and 60%. CB/WPU-02 thus had the greatest
tensile strength. Possible reasons for this include the dispersibility of CB when 2 wt.% CB was added
to WPU and the H-bond interactions between CB and WPU. In these two situations, the degree of
microphase separation was increased. This microphase separation result was also shown in the AFM
results. When an excessive amount of CB (i.e., 3 wt.%) was added, the CB in the WPU was severely
clustered. This clustering increased the stress concentration point of the WPU and caused more
defects in the material, reducing the maximum tensile strength and breaking strain. The Young’s
modulus of WPU, CB/WPU-01, CB/WPU-02, and CB/WPU-03 was 0.85, 1.39, 3.64, and 1.77 MPa,
respectively. CB/WPU-02 thus exhibited the greatest Young’s modulus. This result is consistent with
the aforementioned description.
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Table 4. Tensile properties of the CB/WPUs.

Sample Tensile Strength (MPa) Young’s Modulus (MPa) Elongation at Break (%)

WPU 9.7 0.85 123
CB/WPU-01 12.9 1.39 108
CB/WPU-02 13.8 3.64 69
CB/WPU-03 10.4 1.77 60

3.6. Hydrolytic Degradation

This study sought to develop an environmentally friendly and degradable material. Figure 7
displays the mass loss of the CB/WPUs after degradation in 1 wt.% NaOH. The mass loss of all samples
exceeded 15% after 12 h of degradation. After 16 h of degradation, most of the polymer structure
was fractured, causing difficulties in sampling. CB/WPU-02 exhibited the lowest degradation speed.
This was because the CB/WPU-02 had the most H-bond interactions. When the amount of CB added
was 3 wt.%, the CB was severely clustered within the WPU, increasing the number of defects in
the material. This enabled 1 wt.% NaOH to enter the CB/WPU-03 film more easily and caused the
CB/WPU-03 to lose more mass.
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3.7. SEM Morphology Analysis

Figure 8 displays the SEM surface topology of CB/WPUs after degradation in 1 wt.% NaOH for
different amounts of time. After 12 h, numerous holes had developed on the WPU sample containing
no CB, whereas CB/WPU-01 had considerably fewer holes. This was because the H-bond interactions
between CB and WPU prevented the 1 wt.% NaOH solution from infiltrating the WPU film. The surface
topography of CB/WPU-02 is rougher than the other samples. This was possibly because more H-bond
interactions were causing the greatest degree of microphase separation within the CB/WPU-02 (such as
AFM). The high degree of microphase separation promoted the clustering of degradable casotor oil
segments, so after CB/WPU-02 was immersed in 1 wt.% NaOH solution, the clustered soft segments on
CB/WPU-02 surface were degraded and the shape was changed. After being degraded for 12 h, large
cavities formed on CB/WPU-03. This was because of severe CB clustering in the WPU, which caused
numerous defects in the CB/WPU-03 film. In summary, from the degradation loss rate and SEM, it was
known that CB/WPU-02 had less degradation loss rate and no formation of cavities, and this was
possibly because the H-bond interactions inhibited 1 wt.% NaOH, permeating into CB/WPUs film.
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Figure 8. Scanning electron microscope micrographs of the CB/WPUs with hydrolytic degradation for
4, 8, and 12 h at 45 ◦C.

4. Conclusions

This study successfully synthesized an environmentally friendly vegetable-oil-based PU. FTIR
analyses revealed that CB/WPU-02 had the most H-bond interactions. The AFM and conductivity
test results revealed that 2 wt.% CB was the optimal amount of CB to add to promote microphase
separation. This was due to CB microclustering when 2 wt.% CB was employed. The CB microclustering
and H-bond interactions caused CB/WPU-02 to exhibit the highest degree of microphase separation.
Additionally, TGA revealed that greater amounts of CB in the WPU resulted in higher initial degradation
temperatures. The DMA and tensile test revealed that the CB/WPU-02 film had the highest Tgd and
most favorable mechanical properties. When the amount of CB added was 3 wt.%, the CB clustered
severely and numerous defects were created. The degradation experiment and SEM results revealed
that CB/WPU-02 exhibited the greatest degradation stability of all samples. NaOH was found to not
easily infiltrate the CB/WPU-02 film, causing the degradation process to commence from the film
surface. In summary, when 1 wt.% of CB is added (CB/WPU-01), it has already become the static
conductive material (such as Table 3). So the cost has already been reduced, it is much more suitable
to be used in the application of operation room and weapon storehouse. As for the raise of benefit,
2 wt.% of CB addition (CB/WPU-02) will be the most appropriate addition level.
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Writing—review and editing, W.-C.T.

Funding: This research received no external funding.
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from castor oil for rigid polyurethanes. Eur. Polym. J. 2016, 84, 736–749. [CrossRef]

12. Chen, G.; Guan, X.; Xu, R.; Tian, J.; He, M.; Shen, W.; Yang, J. Synthesis and characterization of UV-curable
castor oil-based polyfunctional polyurethane acrylate via photo-click chemistry and isocyanate polyurethane
reaction. Prog. Org. Coat. 2016, 93, 11–16. [CrossRef]

13. Otto, G.P.; Moisés, M.P.; Carvalho, G.; Rinaldi, A.W.; Garcia, J.C.; Radovanovic, E.; Fávaro, S.L. Mechanical
properties of a polyurethane hybrid composite with natural lignocellulosic fibers. Compos. Part B 2017, 110,
459–465. [CrossRef]

14. Ashrafizadeh, H.; Mertiny, P.; McDonald, A. Evaluation of the effect of temperature on mechanical properties
and wear resistance of polyurethane elastomers. Wear 2016, 368, 26–38. [CrossRef]

15. Zia, F.; Zia, K.M.; Zuber, M.; Kamal, S.; Aslam, N. Starch based polyurethanes: A critical review updating
recent literature. Carbohydr. Polym. 2015, 134, 784–798. [CrossRef] [PubMed]

16. Wu, Y.; Du, Z.; Wang, H.; Cheng, X. Preparation of waterborne polyurethane nanocomposite reinforced with
halloysite nanotubes for coating applications. J. Appl. Polym. Sci. 2016, 133, 43949. [CrossRef]

17. Liu, H.; Huang, W.; Yang, X.; Dai, K.; Zheng, G.; Liu, C.; Shen, C.; Yan, X.; Guo, J.; Guo, Z. Organic vapor
sensing behaviors of conductive thermoplastic polyurethane–graphene nanocomposites. J. Mater. Chem. C
2016, 4, 4459–4469. [CrossRef]

18. Li, J.W.; Lee, H.T.; Tsai, H.A.; Suen, M.C.; Chiu, C.W. Synthesis and Properties of Novel Polyurethanes
Containing Long-Segment Fluorinated Chain Extenders. Polymers 2018, 10, 1292. [CrossRef]

19. Chen, S.; Cao, Q.; Jing, B.; Cai, Y.; Liu, P.; Hu, J. Effect of microphase-separation promoters on the
shape-memory behavior of polyurethane. J. Appl. Polym. Sci. 2006, 102, 5224–5231. [CrossRef]

20. Xia, H.; Song, M.; Zhang, Z.; Richardson, M. Microphase separation, stress relaxation, and creep behavior of
polyurethane nanocomposites. J. Appl. Polym. Sci. 2007, 103, 2992–3002. [CrossRef]

21. Hosseini-Sianaki, T.; Nazockdast, H.; Salehnia, B.; Nazockdast, E. Microphase separation and hard domain
assembly in thermoplastic polyurethane/multiwalled carbon nanotube nanocomposites. Polym. Eng. Sci.
2015, 55, 2163–2173. [CrossRef]

22. Landa, M.; Canales, J.; Fernández, M.; Muñoz, M.E.; Santamaría, A. Effect of MWCNTs and graphene on
the crystallization of polyurethane based nanocomposites, analyzed via calorimetry, rheology and AFM
microscopy. Polym. Test. 2014, 35, 101–108. [CrossRef]

23. Ghosh, B.; Gogoi, S.; Thakur, S.; Karak, N. Bio-based waterborne polyurethane/carbon dot nanocomposite as
a surface coating material. Prog. Org. Coat. 2016, 90, 324–330. [CrossRef]

http://dx.doi.org/10.4236/ojopm.2015.51001
http://dx.doi.org/10.1021/acs.biomac.5b00447
http://www.ncbi.nlm.nih.gov/pubmed/26302315
http://dx.doi.org/10.3390/polym7040747
http://dx.doi.org/10.1039/C6GC00859C
http://dx.doi.org/10.1016/j.porgcoat.2014.11.017
http://dx.doi.org/10.1016/j.fluid.2017.08.026
http://dx.doi.org/10.1016/j.eurpolymj.2016.05.024
http://dx.doi.org/10.1016/j.jscs.2013.08.001
http://dx.doi.org/10.1016/j.eurpolymj.2016.06.006
http://dx.doi.org/10.1016/j.porgcoat.2015.12.015
http://dx.doi.org/10.1016/j.compositesb.2016.11.035
http://dx.doi.org/10.1016/j.wear.2016.08.008
http://dx.doi.org/10.1016/j.carbpol.2015.08.034
http://www.ncbi.nlm.nih.gov/pubmed/26428186
http://dx.doi.org/10.1002/app.43949
http://dx.doi.org/10.1039/C6TC00987E
http://dx.doi.org/10.3390/polym10111292
http://dx.doi.org/10.1002/app.24754
http://dx.doi.org/10.1002/app.25462
http://dx.doi.org/10.1002/pen.24101
http://dx.doi.org/10.1016/j.polymertesting.2014.03.008
http://dx.doi.org/10.1016/j.porgcoat.2015.10.025


Polymers 2019, 11, 1333 14 of 14

24. Liu, K.; Miao, S.; Su, Z.; Sun, L.; Ma, G.; Zhang, S. Castor oil-based waterborne polyurethanes with tunable
properties and excellent biocompatibility. Eur. J. Lipid Sci. Technol. 2016, 118, 1512–1520. [CrossRef]

25. Wang, G.; Fu, Y.; Guo, A.; Mei, T.; Wang, J.; Li, J.; Wang, X. Reduced graphene oxide–polyurethane
nanocomposite foam as a reusable photoreceiver for efficient solar steam generation. Chem. Mater. 2017, 29,
5629–5635. [CrossRef]

26. Dong, M.; Li, Q.; Liu, H.; Liu, C.; Wujcik, E.K.; Shao, Q.; Ding, T.; Mai, X.; Shen, C.; Guo, Z. Thermoplastic
polyurethane-carbon black nanocomposite coating: Fabrication and solid particle erosion resistance. Polymer
2018, 158, 381–390. [CrossRef]

27. Fu, H.; Wang, Y.; Li, X.; Chen, W. Synthesis of vegetable oil-based waterborne polyurethane/silver-halloysite
antibacterial nanocomposites. Compos. Sci. Technol. 2016, 126, 86–93. [CrossRef]

28. Tsou, C.H.; Wu, C.S.; Hung, W.S.; De Guzman, M.R.; Gao, C.; Wang, R.Y.; Chen, J.; Wan, N.; Peng, Y.J.;
Suen, M.C. Rendering polypropylene biocomposites antibacterial through modification with oyster shell
powder. Polymer 2019, 160, 265–271. [CrossRef]

29. Liu, H.; Huang, W.; Gao, J.; Dai, K.; Zheng, G.; Liu, C.; Shen, C.; Yan, X.; Guo, J.; Guo, Z. Piezoresistive
behavior of porous carbon nanotube-thermoplastic polyurethane conductive nanocomposites with ultrahigh
compressibility. Appl. Phys. Lett. 2016, 108, 011904.

30. Shearouse, W.C.; Lillie, L.M.; Reineke, T.M.; Tolman, W.B. Sustainable polyesters derived from glucose and
castor oil: Building block structure impacts properties. ACS Macro Lett. 2015, 4, 284–288. [CrossRef]

31. Lillie, L.M.; Tolman, W.B.; Reineke, T.M. Degradable and renewably-sourced poly(ester-thioethers) by
photo-initiated thiol–ene polymerization. Polym. Chem. 2018, 9, 3272–3278. [CrossRef]

32. Yang, W.; Cheng, X.; Wang, H.; Liu, Y.; Du, Z. Surface and mechanical properties of waterborne polyurethane
films reinforced by hydroxyl-terminated poly(fluoroalkyl methacrylates). Polymer 2017, 133, 68–77. [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/10.1002/ejlt.201500595
http://dx.doi.org/10.1021/acs.chemmater.7b01280
http://dx.doi.org/10.1016/j.polymer.2018.11.003
http://dx.doi.org/10.1016/j.compscitech.2016.02.018
http://dx.doi.org/10.1016/j.polymer.2018.11.048
http://dx.doi.org/10.1021/acsmacrolett.5b00099
http://dx.doi.org/10.1039/C8PY00502H
http://dx.doi.org/10.1016/j.polymer.2017.11.021
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Experimental 
	Materials 
	Synthesis of CB/WPUs 
	Fourier Transform Infrared Spectroscopy (FT-IR) 
	Surface Roughness Analysis 
	Thermogravimetric Analysis (TGA) 
	Conductivities 
	Dynamic Mechanical Analysis (DMA) 
	Stress–Strain Testing 
	Hydrolytic Degradation Tests 
	Morphology Analysis 

	Results and Discussion 
	Fourier Transform Infrared Spectroscopy (FT-IR) 
	Surface Roughness and Electrical Resistance Analysis 
	Thermal Properties 
	Dynamic Mechanical Analysis (DMA) 
	Tensile Properties 
	Hydrolytic Degradation 
	SEM Morphology Analysis 

	Conclusions 
	References

