
polymers

Article

Fabrication and Characterization of Novel
Shape-Stabilized Phase Change Materials Based on
P(TDA-co-HDA)/GO Composites

Sai Chen, Yue Yu, Ruirui Cao, Haihui Liu and Xingxiang Zhang *

Tianjin Municipal Key Lab of Advanced Fiber and Energy Storage Technology, School of Material Science and
Engineering, Tianjin Polytechnic University, Tianjin 300387, China
* Correspondence: zhangpolyu@aliyun.com; Tel.: +86-022-8395-5054

Received: 24 May 2019; Accepted: 23 June 2019; Published: 1 July 2019
����������
�������

Abstract: Shape-stabilized phase change materials (SPCMs) are green, reusable energy storage
materials. Because the melting temperature of n-alkyl acrylate copolymer is adjustable by controlling
the side-chain length, the appropriate melting temperature can be achieved. Poly(tetradecyl
acrylate-co-hexadecyl acrylate) (P(TDA-co-HDA)) with a molar ratio of 1:1 and SPCMs were fabricated
via an atom transfer radical polymerization (ATRP) method and a solution blending method with
P(TDA-co-HDA) as a thermal storage material and graphene oxide (GO) as a supporting substance. In
this composite, an SPCM was achieved, which absorbed heat at 29.9 ◦C and released it at 12.1 ◦C with
a heat storage capacity of 70 J/g at a mass ratio of GO of 10%. The material retained its shape without
any leakage at 60 ◦C, which was much higher than that of the melting temperature of P(TDA-co-HDA).
The SPCMs exhibited good crystallization behaviors and excellent thermal reliabilities after 100
thermal cycles. The thermal properties of the P(TDA-co-HDA)/GO composite PCMs with various
GO loadings were also investigated. The novel shape-stabilized PCMs fabricated in this study have
potential uses in thermal energy storage applications.
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1. Introduction

Increasing greenhouse gas emissions and fossil fuel consumption fueled the exploration of more
efficient renewable energy sources [1,2]. Effective energy storage devices and systems are critical to
increasing energy adequacy and reducing time and space mismatches in energy supply and demand,
thereby reducing environmental impact [3–6]. Energy savings could be realized by thermal energy
storage systems that use phase change materials (PCMs) [6–8]. PCMs are widely used in many fields,
including vehicle battery energy management systems, energy saving buildings, thermal-regulated
fibers and textiles, solar heat storage and waste heat recovery, heat transfer fluids, and thermal
insulation materials [7–12]. However, there is an insufficient number of PCMs to meet the needs of
growing applications.

Our group found that poly(n-alkyl acrylate)(PAA) with more than 10 atoms in its side-chain was
a phase change material [13,14]. The melting temperature (Tm) of the long side-chains, which melt
during the melting process, can be controlled by the length of the side chain, causing significant changes
in the physical properties of the polymer [15]. The temperature gap of PAA with an even adjacent
carbon number in the side-chain is too high for building and textile applications. However, PAA with
an odd number of carbons in the side chain is difficult to fabricate at the pilot scale. Furthermore,
the direct utilization of poly(tetradecyl acrylate-co-hexadecyl acrylate)(P(TDA-co-HDA)) is restricted
by the leakage of the liquid phase when used higher than the melting temperature. Therefore,
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shape-stabilized phase change materials (SPCMs) attracted extensive interest for latent heat energy
storage in recent years.

Graphene received extensive attention in recent years due to its excellent properties such as
high thermal conductivity, excellent mechanical properties, and excellent electronic properties [16–20].
Graphene-derived graphene oxide (GO) is a two-dimensional nanosheet skeleton material having
oxygen-containing functional groups such as hydroxyl, carbonyl, and epoxy groups at its base and
edges. The high porosity and surface area of graphene oxide allow it to interact with other organic
materials, enabling the material to adhere to the liquid under the action of surface tension and capillary
force, which is beneficial to the shape stability of PCMs during solid–liquid conversion [21,22].

In recent years, there were more and more researches on the preparation of hybrid composite
PCMs with organic and inorganic materials as support matrix/shape stabilizers [23]. Inorganic porous
materials, such as diatomite, silicon nanopowders, and carbon-based nanofillers, are widely used due
to their strong physical adsorption capacity and large surface area [24–27].

In a previous study, Qi et al. [22] fabricated PEG/GO shape-stabilized PCMs by introducing GO
as the supporting material using a blending method. Cao et al. [13] synthesized shape-stabilized
composite PCMs via in situ free-radical polymerization. The composite included poly(hexadecyl
acrylate) (PHDA)/GO and PHDA finding the synergistic phase change effect of PHDA-g-GO and PHDA.

In this study, we firstly prepared the P(TDA-co-HDA) (molar ratio 1:1) via atom transfer free
radical polymerization (ATRP). We subsequently fabricated P(TDA-co-HDA)-based shape-stabilized
PCMs by introducing GO as the supporting material using a simple solution blending method. This
fabricated novel shape-stabilized PCMs (P(TDA-co-HDA)/GO nanocomposites) are named SPCMs. The
morphological variations, phase change behaviors, thermal reliabilities and stabilities, and crystalline
properties of the composite materials were investigated.

2. Experimental

2.1. Materials

Tetradecyl acrylate (TDA) and hexadecyl acrylate (HDA) were bought from TCI (Shanghai, China)
Development Co., Ltd. Ethyl 2-bromopropionate (98%, EBP), triphenylphosphine (>99%, PPh3),
and iron chloride tetrahydrate (99.95%, FeCl2·4H2O) were provided by Aladdin Reagent (Shanghai,
China). Natural graphite powders (325 mesh) were offered by Qingdao Laixi Graphite Co. Ltd.
(Qingdao, China) and used as received. Sulfuric acid (H2SO4, 98%), potassium permanganate (KMnO4,
99.3%), hydrogen peroxide (H2O2, 30%), hydrochloric acid (HCl, 37%), aluminum oxide(Al2O3, AR),
N,N-dimethylformamide (DMF, AR), toluene (AR), tetrahydrofuran(THF, AR), and methanol (AR) were
afforded by Guangfu Fine Chemical Research Institute (Tianjin, China). The PPh3 was recrystallized
and the toluene was refluxed with sodium metal when it was used.

2.2. Synthesis of P(TDA-co-HDA)

P(TDA-co-HDA) was fabricated by ATRP. The general polymerization procedure was as follows:
TDA (13.42 g, 0.05 mol)), HDA (14.83 g, 0.05 mol), toluene (21.20 mL), PPh3 (0.79 g, 3 × 10−3 mol), and
FeCl2·4H2O (0.30 g, 1.5 × 10−3 mol) were firstly added to a 250-mL Schlenk flask in turn, after which
the flask was sealed. After freezing, the flask was evacuated and its contents were melted twice, and
EBP (128 uL, 1 × 10−3 mol) was poured into the Schlenk flask with a 1-mL injection syringe, which
was repeated. The reaction system was then placed into an oil bath at 100 ◦C under magnetic stirring
for 12 h. After cooling to room temperature, the resultant solution was purified by aluminum oxide.
The obtained suspension was precipitated in a large amount of methanol. The purified precipitate
was subsequently dried in a vacuum oven at 35 ◦C for 24 h. The final product was P(TDA-co-HDA).
Poly(tetradecyl acrylate) (PTDA) and PHDA were obtained in the same manner for comparison.
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2.3. Fabrication of SPCMs

GO powders were synthesized by the modified Hummers method, which was reported in our
previous work [28,29]. In this experiment, concentrated H2SO4 (200 mL) was added to a mixture of
natural graphite (8 g) and NaNO3 (20 g). The mixture was stirred in ice water. KMnO4 (36 g) was
slowly added, and stirred to maintain the reaction temperature below 10 ◦C. Then, the reaction was
carried out at 35 ◦C, stirring for 5 h. Afterward, deionized water (500 mL, 70 ◦C) was added dropwise.
The temperature of the reaction system was then cooled to room temperature, and 30% H2O2 (10 mL)
was added. The color of the mixture turned bright yellow when the reaction was over. The GO was
dispersed in a 4% HCl solution and washed five times repeatedly. The product was then further
washed with deionized water to completely remove the metal ions and acid until the pH was neutral.
Finally, the GO solution was freeze-dried to obtain a brown fluffy GO product.

P(TDA-co-HDA)/GO composites were fabricated via a simple physical solution blending method.
GO powders were firstly dispersed in DMF with ultrasonication for 1 h to form a homogeneous
suspension. The GO suspension was subsequently dripped into a P(TDA-co-HDA) toluene solution
with vigorous stirring at 75 ◦C for 12 h. Finally, the product was put in a vacuum oven at 35 ◦C. The
loadings of GO in the P(TDA-co-HDA)/GO composites were 0, 2, 4, 6, 8, 10, and 15 wt.%, and the
obtained products were named P(TDA-co-HDA), SPCM2, SPCM4, SPCM6, SPCM8, SPCM10, and
SPCM15, respectively.

Scheme 1 shows the synthesis illustration for the P(TDA-co-HDA) and SPCMs via the ATRP and
solution blending methods.
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Scheme 1. Schematic representation of the synthesis of the poly(tetradecyl acrylate-co-hexadecyl
acrylate)(P(TDA-co-HDA)) and shape-stabilized phase change materials (SPCMs) via the atom transfer
radical polymerization (ATRP) and solution blending methods.

2.4. Characterization

Fourier-transform infrared (FTIR) spectra of the specimens were studied through a spectrometer
(BrukerTERSOR37, Karlsruhe, Germany) in the range of 4000 to 400 cm−1. The specimens were
recorded on a KBr disk at 4-cm−1 resolution.

Micro-Raman mapping spectra were recorded on a Raman microscope (XPLORA PLUS, Kyoto,
Japan) equipped with a 532-nm laser source.
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The number-average molecular weight (Mn) and weight-average molecular weight (Mw) of
P(TDA-co-HDA) were obtained by gel permeation chromatography (GPC, Viscotek 270, Malvin, USA)
in THF at room temperature.

The surface morphologies of the SPCMs were observed by field-emission scanning electron
microscopy (FE-SEM, Hitachi S-4800, Tokyo, Japan).

The microstructures of the SPCMs were performed using transmission electron microscopy (TEM,
Hitachi H-7650, Tokyo, Japan).

X-ray diffraction (XRD) patterns of the SPCMs were characterized by a diffractometer (Rigaku
D/MAX-gA, Tokyo, Japan) with filtered Cu Kα radiation(λ = 0.15406 nm). Samples were scanned in
the range from 3◦ to 40◦ (2θ), with a scan speed of 8◦/min at room temperature.

Differential scanning calorimetry (DSC, NETZSCH 200 F3, Bavaria, Germany) was applied for
phase change properties studies. Firstly, 5 to 10 mg of a specimen was encapsulated in an aluminum
pan under a nitrogen atmosphere and heated from −20 to 60 ◦C at a rate of 10 ◦C/min, then kept at 60
◦C for 2 min. Subsequently, the specimen was cooled to −20 ◦C at a rate of −10 ◦C/min and maintained
for 2 min. Finally, the specimen was heated again from −20 to 60 ◦C at a rate of 10 ◦C/min. DSC
thermograms in the first cooling and second heating processes were recorded.

Shape stabilities of the SPCMs were tested by visual observations through an oven and a digital
camera. The SPCMs were put in an oven at 60 ◦C, which is high above the melting temperature of
P(TDA-co-HDA), for 30 min.

Thermal stabilities of P(TDA-co-HDA) and SPCMs were obtained using thermogravimetric
analysis (TG, NETZSCH STA409PC, Bavaria, Germany) from 30 ◦C to 600 ◦C with a heating rate of 10
◦C/min under a nitrogen atmosphere.

3. Results and Discussion

3.1. Morphologies and Chemical Structures of SPCMs

The Mn and polydispersity index values of P(TDA-co-HDA)were measured to be 13,713 g/mol
and 1.45, respectively.

FTIR spectra of the P(TDA-co-HDA) and SPCMs are shown in Figure 1.Characteristic bands of
GO appeared at 3434 cm−1 (C–OH stretching), 1737 cm−1 (C=O stretching), 1634 cm−1 (C=C stretching
vibration), and 1057 cm−1 (C–O of epoxy stretching). For P(TDA-co-HDA), characteristic bands were
present at 1737 cm−1 (C=O stretching) and 1250 and 1176 cm−1 (C–C stretching of the alkyl chain in
P(TDA-co-HDA)). In the spectra of the SPCMs, the majority of the absorption peaks of the primary
functional groups of P(TDA-co-HDA) and GO also appeared, which had a slight shift in the peak
positions, which proved that the SPCMs were successfully obtained.
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Figure 1. Fourier-transform infrared (FTIR) spectra of (a) graphene oxide (GO) and poly(tetradecyl
acrylate-co-hexadecyl acrylate) (P(TDA-co-HDA)), and (b) the shape-stabilized phase change materials
(SPCMs).

The structural disorder and relative intensity (ID/IG) ratio of D and G bands were studied by
micro-Raman spectroscopy. The D band appears due to the vibrations of sp3-bonded carbon atoms
(defects), and the G band arises from the vibrations of sp2-bonded carbon atoms of the graphene
rings [13,14]. SPCM10 was taken as an example. Figure 2 shows the micro-Raman spectra of GO and
SPCM10. The samples displayed a strong D band at ~1360 cm−1 and a strong G band at ~1580 cm−1.
The ID/IG ratios of GO and PCM10 were 0.930 and 0.937, respectively. Therefore, we can confirm that,
after blending the P(TDA-co-HDA), the GO structure showed nearly no change.
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Figure 2. Raman spectra of GO and SPCM10.

The TEM micrographs of GO and the SPCM6 are shown in Figure 3. The transparent and lamellar
morphology of GO can be observed. Figure 3b,c show that the transparency decreased upon the
addition of P(TDA-co-HDA) owing to the absorbance of PCM on the surface of GO.



Polymers 2019, 11, 1113 6 of 12

Polymers 2019, 11, x FOR PEER REVIEW 5 of 12 

 

  
(a) (b) 

Figure 1.Fourier-transform infrared (FTIR) spectra of (a) graphene oxide (GO) and poly(tetradecyl 
acrylate-co-hexadecyl acrylate) (P(TDA-co-HDA)), and (b) the shape-stabilized phase change 
materials (SPCMs). 

 

Figure 2.Raman spectra of GO and SPCM10. 

 

Figure 3.Transmission electron microscopy (TEM) micrographs of (a) GO, and (b,c) SPCM6. Figure 3. Transmission electron microscopy (TEM) micrographs of (a) GO, and (b,c) SPCM6.

Figure 4 shows the SEM micrographs of (a) GO, (b) SPCM8, (c) SPCM10, and (d) SPCM15. The GO
sheet exhibited wrinkled surface textures with curled edges. This structure played an important role in
strengthening the interlocking of sheets and enabled strong interactions with the P(TDA-co-HDA).
The GO sheets were homogeneously dispersed in the SPCMs. With the increased loading of GO,
SPCMs exhibited a layered packing structure little by little, which was similar to GO due to the strong
adsorption and interaction of P(TDA-co-HDA) with the GO sheets.Polymers 2019, 11, x FOR PEER REVIEW 6 of 12 
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3.2. Thermal and Crystalline Properties of SPCMs

Figure 5 shows the DSC heating and cooling curves of pristine PTDA, PHDA, P(TDA-co-HDA),
and SPCMs with various loadings of GO. The appropriate melting temperature of n-alkyl acrylate
copolymer could be achieved by controlling the side-chain length. The fabricated SPCMs exhibited
obvious endothermic/exothermic peaks. The detailed parameters are listed in Table 1. Solid–liquid
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phase transition of P(TDA-co-HDA) absorbed 99 J/g of heat at 21.2 ◦C with a peak temperature at
30.8 ◦C. During the crystallization process, the phase change process released 98 J/g of heat at 20.4
◦C with a peak temperature of 13.4 ◦C. Compared with P(TDA-co-HDA), the Tmo, Tco, and Tmp

values of the SPCMs did not change significantly, while the Tcp rose with the loading of GO and
subsequently went down. It was reported that the doped fillers act as the heterogeneous nucleation
seeds that result in a significant increase in Tc in micro-filled nanocomposites [30,31]. Nevertheless,
at a relatively high loading of GO, although there were more heterogeneous nucleation sites that
appeared, the high specific surface area of the two-dimensional GO sheets could limit the movement
of the P(TDA-co-HDA) chains during crystallization because of the strong hydrogen-bond interactions
between GO and P(TDA-co-HDA) [22]. Therefore, the high amount of GO resulted in a decrease in Tc.Polymers 2019, 11, x FOR PEER REVIEW 7 of 12 
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Table 1. Phase change properties of poly(tetradecyl acrylate) (PTDA), poly(hexadecyl acrylate) (PHDA),
poly(tetradecyl acrylate-co-hexadecyl acrylate) (P(TDA-co-HDA)), and the shape-stabilized phase
change materials (SPCMs) from the differential scanning calorimetry (DSC) analysis *.

Samples ∆Hm(J·g−1) Tmo(◦C) Tmp(◦C) ∆Hc (J·g−1) Tco(◦C) Tcp(◦C)

PTDA 72 14.8 22.3 −71 12.3 6.2
PHDA 109 21.7 36.4 −109 34.1 24.6

P(TDA-co-HDA) 99 21.2 30.8 −98 20.4 13.4
SPCM2 96 21.7 29.6 −96 20.5 13.5
SPCM4 90 23.4 30.8 −90 25.1 13.9
SPCM6 81 22.1 35.2 −80 27.9 15.8
SPCM8 75 23.0 34.1 −75 22.8 13.1
SPCM10 70 20.0 29.9 −70 20.8 12.1
SPCM15 67 24.6 32.0 −67 21.0 13.3

* Tmo—onset melting temperature on the DSC heating curve; Tmp—peak melting temperature on the DSC heating
curve; Tco—onset crystallizing temperature on the crystallization curve; Tcp—peak crystallizing temperature on the
crystallization curve.

Table 1 shows that the ∆Hm and ∆Hc values of the SPCMs decreased with increased loading of
GO, which was caused by the addition of GO, which did not undergo a phase change. The higher
the loadings of GO were in the composite, the lower the phase transition enthalpy was. In addition,
due to the restrictions of strong intermolecular hydrogen bonds, the GO sheets hindered the regular
arrangement of the P(TDA-co-HDA) chains into the crystal lattice, resulting in a decrease in the phase
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transition enthalpy. The Tmp values of the SPCMs were close to the temperature of human skin, which
may allow the application of the SPCMs in smart textiles.

The XRD patterns of GO, P(TDA-co-HDA), and the SPCMs are shown in Figure 6. The typical
diffraction peak for the GO sheets appeared at approximately 11.21 (2θ), corresponding to the (001)
reflection. The derived d-spacing was about 0.789 nm based on the Bragg equation, which was in
good agreement with the value reported in the literature [2]. The P(TDA-co-HDA) exhibited a typical
(110) diffraction peak at 21.28 (2θ), which implied that P(TDA-co-HDA)possessed good crystallization
properties. The XRD patterns of the SPCMs showed the diffraction peaks of P(TDA-co-HDA) and
GO after the GO was dispersed into the PCM matrix, implying that the crystallization behaviors
of the SPCMs were well maintained and the GO sheets were homogeneously distributed in the
P(TDA-co-HDA) matrix. As shown in Figure 5, an observable difference was that the SPCMs exhibited
the (001) diffraction peak of GO at about 9.32–9.90◦ (2θ).The calculated d-spacing of the GO was
0.893–0.948 nm, which was bigger than that of GO. The increase in the distance between the interlayers
of GO nanosheets was attributed to the physical adsorption of the GO layers.
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3.3. Shape-Stabilized Properties of SPCMs

The shape-stabilized properties are important parameters of thermal energy storage materials on
account of them preventing PCM leakage and broadening the application areas. Figure 7 shows the
different morphologies of the SPCMs. The SPCMs exhibited a leakage phenomenon when the GO
loading was below 10 wt.%. Until the GO loading reached 10 wt.%, the SPCMs maintained their shape,
which indicates that the total amount of added GO was relatively low [32]. However, the loading was
much higher than that of poly(hexadecyl acrylate-co-GO) [13], in which it was as low as 2 wt.%. The
effect of covalent bonds on preventing molecular chain formation was much stronger than that of van
der Waals forces. The strong adsorption of GO and strong intermolecular hydrogen bonds between
P(TDA-co-HDA)and GO sheets contributed to the shape stabilization of PCMs. The shape-stabilized
properties of the SPCMs could overcome the drawback of solid-to-liquid PCM leakage. Hence, the
SPCMs have good practicability under the appropriate amount of GO.
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3.4. Thermal Reliabilities and Structural Stabilities of the SPCMs

The thermal reliability and cycling stability of a PCM are considered to be important parameters
for thermal energy storage applications. For SPCM10, as an example, after one and 100 thermal cycles,
the thermal reliabilities and structural stabilities were compared. The DSC curves and FTIR spectra
of SPCM10 are shown in Figure 8a,b, respectively. The detailed calorimetric data are summarized in
Table 2. No changes were found in Figure 8a after one and 100 thermal cycles, which proved that
SPCM10 possessed good thermal reliability. The Tm, Tc, ∆Hm, and ∆Hc values of SPCM10 were nearly
the same before and after 100 thermal cycles, as shown in Table 2. Although the data exhibited a
slight change, these changes were negligible for thermal energy storage applications. The results
demonstrated that the fabricated SPCMs also possessed good thermal reliabilities. Moreover, no
structural changes were detected after the thermal cycling, as shown in Figure 8b. This indicated that
the SPCMs possessed good structural stabilities, which would allow them to be used as shape-stabilized
thermal energy storage materials.
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Table 2. DSC data of SPCM10 before and after thermal cycling treatments.

Samples ∆Hm(J·g−1) Tmo(◦C) Tmp(◦C) ∆Hc
(J·g−1)

Tco (◦C) Tcp(◦C)

1 cycle 70 20.0 29.9 −70 20.8 12.1
100 cycles 70 20.2 30.0 −71 20.7 12.0
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3.5. Thermal Stabilities of SPCMs

Figure 9 shows the thermal stabilities of GO, P(TDA-co-HDA), and the SPCMs. At 200–300 ◦C
and 300–550 ◦C, two mass loss stages were observed. The first stage below 300 ◦C was due to the
decompositions of the labile groups of GO, and the second stage above 300 ◦C was due to the major
decompositions of the high-molecular-weight P(TDA-co-HDA). Although the thermal stabilities of the
prepared SPCMs were lower than that of P(TDA-co-HDA) under the same experimental conditions,
the prepared SPCMs had better thermal stabilities at the temperature nearly 200 ◦C higher than their
working temperature. Therefore, the fabricated SPCMs possessed good thermal stabilities and the
SPCMs have great application potential in thermal energy storage systems.
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4. Conclusions

The thermal properties of P(TDA-co-HDA)/GO composite PCMs with various GO loadings were
investigated. The melting temperature of acrylate copolymerreached an appropriate temperature
by controlling the side-chain length. P(TDA-co-HDA) with a molar ratio of 1:1, and SPCMs were
successfully prepared via an atom transfer radical polymerization method and a solution blending
method with P(TDA-co-HDA) as a thermal storage material and GO as a supporting substance. The
melting and freezing points of this composite were 29.9 and 12.1 ◦C, respectively, with a heat storage
capacity of 70 J/g when the mass ratio of GO was 10%. This material retained its shape without
any leakage when the temperature was above the melting point of P(TDA-co-HDA). Moreover, the
SPCMs exhibited obvious crystallization behaviors and excellent thermal reliabilitiesafter 100 thermal
cycles. The thermal properties of the P(TDA-co-HDA)/GO composite PCMs with various GO loadings
were also investigated. The fabricated composite PCM is a very promising shape-stabilized PCM for
applications in thermal energy storage.

Author Contributions: Conceptualization, R.C. and X.Z.; Investigation, Y.Y. and S.C.; Supervision, H.L. and X.Z.;
Writing–original draft, S.C.; Writing–review & editing, X.Z.

Acknowledgments: This work was supported by the New Materials Research Key Program of Tianjin (grant
number 16ZXCLGX00090), the National Key Research and Development Program of China (grant number
2016YFB0303000), and the State Key Laboratory of Separation Membranes and Membrane Processes.

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

References

1. Aydın, A.A.; Okutan, H. High-chain fatty acid esters of myristyl alcohol with even carbon number: Novel
organic phase change materials for thermal energy storage-1. Sol. Energy Mater. Sol. Cells 2011, 95, 2752–2762.
[CrossRef]

http://dx.doi.org/10.1016/j.solmat.2011.04.015


Polymers 2019, 11, 1113 11 of 12

2. Wang, C.Y.; Feng, L.L.; Xin, G.B.; Li, W.; Zheng, J.; Tian, W.H.; Li, X.G. Graphene oxide stabilized polyethylene
glycol for heat storage. Phys. Chem. Chem. Phys. 2012, 14, 13233–13238. [CrossRef] [PubMed]

3. Li, D.; Wang, J.P.; Wang, Y.N.; Li, W.; Wang, X.C.; Shi, H.F.; Zhang, X.X. Effect of N-isopropylacrylamide on
the preparation and properties of microencapsulated phase change materials. Energy 2016, 106, 221–230.
[CrossRef]

4. Zhang, Z.L.; Zhang, X.X.; Shi, H.F.; Li, W.; Meng, J.Y. Thermo-regulated sheath/core submicron fiber with
poly(diethylene glycol hexadecyl ether acrylate) as a core. Text. Res. J. 2015, 86, 493–501. [CrossRef]

5. Li, W.; Zhang, R.; Jiang, N.; Tang, X.F.; Shi, H.F.; Zhang, X.X.; Zhang, Y.K.; Dong, L.; Zhang, N.X. Composite
macrocapsule of phase change materials/expanded graphite for thermal energy storage. Energy 2013, 57,
607–614. [CrossRef]

6. Pei, D.F.; Chen, S.; Li, W.; Zhang, X.X. Poly(mono/diethylene glycol n-tetradecyl ether vinyl ether)s with
Various Molecular Weights as Phase Change Materials. Polymers 2018, 10, 197.

7. Behzadi, S.; Farid, M.M. Long term thermal stability of organic PCMs. Appl. Energy 2014, 122, 11–16.
[CrossRef]

8. Li, W.; Geng, X.Y.; Huang, R.; Wang, J.P.; Wang, N.; Zhang, X.X. Microencapsulated Comb-Like Polymeric
Solid-Solid Phase Change Materials via In-Situ Polymerization. Polymers 2018, 10, 172. [CrossRef]

9. Amin, M.; Putra, N.; Kosasih, E.A.; Prawiro, E.; Luanto, R.A.; Mahlia, T.M.I. Thermal propertiesof
beeswax/graphene phase change material as energy storage for building applications. Appl. Therm.
Eng. 2017, 112, 273–280. [CrossRef]

10. Memon, S.A. Phase change materials integrated in building walls: A state of the art review. Renew. Sustain.
Energy Rev. 2014, 31, 870–906. [CrossRef]

11. Kaizawa, A.; Maruoka, N.; Kawai, A.; Kamano, H.; Jozuka, T.; Senda, T.; Akiyama, T. Thermo physical and
heat transfer properties of phase change material candidate for waste heat transportation system. Heat Mass
Transf. 2008, 44, 763–769. [CrossRef]

12. Chen, C.; Wang, L.; Huang, Y. Electro spun phase change fibers based on polyethylene glycol/cellulose
acetate blends. Appl. Energy 2011, 88, 3133–3139. [CrossRef]

13. Cao, R.R.; Li, X.; Chen, S.; Yuan, H.R.; Zhang, X.X. Fabrication and characterization of novel shape-stabilized
synergistic phase change materials based on PHDA/GO composites. Energy 2017, 138, 157–166. [CrossRef]

14. Cao, R.R.; Liu, H.H.; Chen, S.; Pei, D.F.; Miao, J.L.; Zhang, X.X. Fabrication and properties of graphene
oxide-grafted-poly(hexadecyl acrylate) as a solid-solid phase change material. Compos. Sci. Technol. 2017,
149, 262–268. [CrossRef]

15. O’Leary, K.A.; Paul, D.R. Physical properties of poly(n-alkyl acrylate) copolymers. Part 2.
Crystalline/non-crystalline combinations. Polymer 2006, 47, 1245–1258. [CrossRef]

16. Qi, G.Q.; Liang, C.L.; Bao, R.Y.; Liu, Z.Y.; Yang, W.; Xie, B.H.; Yang, M.B. Polyethylene glycol based
shape-stabilized phase change material for thermal energy storage with ultra-low content of graphene oxide.
Sol. Energy Mater. Sol. Cells 2014, 123, 171–177. [CrossRef]

17. Stoller, M.D.; Park, S.; Zhu, Y.W.; An, J.H.; Ruoff, R.S. Graphene-based ultracapacitors. Nano Lett. 2008, 8,
3498–3502. [CrossRef]

18. Wang, X.; Zhi, L.J.; Tsao, N.; Tomovic, Z.; Li, J.L.; Mullen, K. Transparent carbon films as electrodes in organic
solar cells. Angew. Chem. Int. Ed. 2008, 47, 2990–2992. [CrossRef]

19. Qi, G.Q.; Yang, J.; Bao, R.Y.; Liu, Z.Y.; Yang, W.; Xie, B.H.; Yang, M.B. Enhanced comprehensive performance
of polyethylene glycol based phase change material with hybrid graphenenanomaterials for thermal energy
storage. Carbon 2015, 88, 196–205. [CrossRef]

20. Tang, L.S.; Yang, J.; Bao, R.Y.; Liu, Z.Y.; Xie, B.H.; Yang, M.B.; Yang, W. Polyethylene glycol/graphene oxide
aerogel shape-stabilized phase change materials for photo-to-thermal energy conversion and storage via
tuning the oxidation degree of graphene oxide. Energy Convers. Manag. 2017, 146, 253–264. [CrossRef]

21. Mehrali, M.; Latibari, S.T.; Mehrali, M.; Metselaar, H.S.C.; Silakhori, M. Shape-stabilized phase change
materials with high thermal conductivity based on paraffin/grapheme oxide composite. Energy Convers.
Manag. 2013, 67, 275–282. [CrossRef]

22. Cai, Y.; Ke, H.; Dong, J.; Wei, Q.; Lin, J.; Zhao, Y.; Song, L.; Hu, Y.; Huang, F.L.; Gao, W.D.; et al. Effects
of nano-SiO2 on morphology, thermal energy storage, thermal stability, and combustion properties of
electrospunlauric acid/PET ultrafine composite fibers as form-stable phase change materials. Appl. Energy
2011, 88, 2106–2112. [CrossRef]

http://dx.doi.org/10.1039/c2cp41988b
http://www.ncbi.nlm.nih.gov/pubmed/22914763
http://dx.doi.org/10.1016/j.energy.2016.03.035
http://dx.doi.org/10.1177/0040517515592815
http://dx.doi.org/10.1016/j.energy.2013.05.007
http://dx.doi.org/10.1016/j.apenergy.2014.01.032
http://dx.doi.org/10.3390/polym10020172
http://dx.doi.org/10.1016/j.applthermaleng.2016.10.085
http://dx.doi.org/10.1016/j.rser.2013.12.042
http://dx.doi.org/10.1007/s00231-007-0311-2
http://dx.doi.org/10.1016/j.apenergy.2011.02.026
http://dx.doi.org/10.1016/j.energy.2017.07.049
http://dx.doi.org/10.1016/j.compscitech.2017.06.019
http://dx.doi.org/10.1016/j.polymer.2005.12.006
http://dx.doi.org/10.1016/j.solmat.2014.01.024
http://dx.doi.org/10.1021/nl802558y
http://dx.doi.org/10.1002/anie.200704909
http://dx.doi.org/10.1016/j.carbon.2015.03.009
http://dx.doi.org/10.1016/j.enconman.2017.05.037
http://dx.doi.org/10.1016/j.enconman.2012.11.023
http://dx.doi.org/10.1016/j.apenergy.2010.12.071


Polymers 2019, 11, 1113 12 of 12

23. Mehrali, M.; Latibari, S.T.; Mehrali, M.; Mahlia, T.M.I.; Metselaar, H.S.C.; Naghavi, M.S.; Sadeghinezhad, E.;
Akhiani, A.R. Preparation and characterization of palmitic acid/grapheme nanoplatelets composite with
remarkable thermal conductivity as a novel shape stabilized phase change material. Appl. Therm. Eng. 2013,
61, 633–640. [CrossRef]

24. Kim, D.; Jung, J.; Kim, Y.; Lee, M.; Seo, J.; Khan, S.B. Structure and thermal properties of octadecane/expanded
graphite composites as shape-stabilized phase change materials. Int. J. Heat Mass Transf. 2016, 95, 735–741.
[CrossRef]

25. Tang, B.; Wang, Y.; Qiu, M.; Zhang, S. A full-band sunlight-driven carbon nanotube/PEG/SiO2 composites for
solar energy storage. Sol. Energy Mater. Sol. Cells 2014, 123, 7–12. [CrossRef]

26. Mehrali, M.; Latibari, S.T.; Mehrali, M.; Mahlia, T.M.I.; Metselaar, H.S.C. Effect of carbon nanospheres on
shape stabilization and thermal behavior of phase change materials for thermal energy storage. Energy
Convers. Manag. 2014, 88, 206–213. [CrossRef]

27. Li, S.Q.; Kong, L.; Wang, H.X.; Xu, H.X.; Li, J.; Shi, H.F. Thermal performance and shape-stabilization of
comb-like polymeric phase change materials enhanced by octadecylamine-functionalized graphene oxide.
Energy Convers. Manag. 2018, 168, 119–127. [CrossRef]

28. Liu, H.H.; Hou, L.C.; Peng, W.W.; Zhang, Q.; Zhang, X.X. Fabrication and characterization of polyamide
6-functionalized graphenenanocomposite fiber. J. Mater. Sci. 2012, 47, 8052–8060. [CrossRef]

29. Miao, J.L.; Liu, H.H.; Li, W.; Zhang, X.X. Mussel-inspired polydopamine functionalized graphene as a
conductive adhesion promoter and protective layer for silver nanowire transparent electrodes. Langmuir
2016, 32, 5365–5372. [CrossRef]

30. Cao, J.; Wang, Y.; Ke, K.; Luo, Y.; Yang, W.; Xie, B.H.; Yang, M.B. Crystallization, rheological behavior and
mechanical properties of poly(vinylidene fluoride) composites containing graphitic fillers: A comparative
study. Polym. Int. 2012, 61, 1031–1040. [CrossRef]

31. Cheng, S.; Chen, X.; Hsuan, Y.G.; Li, C.Y. Reduced grapheme oxide-induced polyethylene crystallization in
solution and nanocomposites. Macromolecules 2011, 45, 993–1000. [CrossRef]

32. Wang, C.Y.; Wang, W.; Li, G.L.; Tian, W.H.; Li, X.G. The influence of interactions between polyethylene glycol
and graphene oxide in shape-stabilized PCMs on their phase change behaviors. Adv. Mater. Res. 2013, 800,
459–463. [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/10.1016/j.applthermaleng.2013.08.035
http://dx.doi.org/10.1016/j.ijheatmasstransfer.2015.12.049
http://dx.doi.org/10.1016/j.solmat.2013.12.022
http://dx.doi.org/10.1016/j.enconman.2014.08.014
http://dx.doi.org/10.1016/j.enconman.2018.05.014
http://dx.doi.org/10.1007/s10853-012-6695-5
http://dx.doi.org/10.1021/acs.langmuir.6b00796
http://dx.doi.org/10.1002/pi.4177
http://dx.doi.org/10.1021/ma2021453
http://dx.doi.org/10.4028/www.scientific.net/AMR.800.459
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Experimental 
	Materials 
	Synthesis of P(TDA-co-HDA) 
	Fabrication of SPCMs 
	Characterization 

	Results and Discussion 
	Morphologies and Chemical Structures of SPCMs 
	Thermal and Crystalline Properties of SPCMs 
	Shape-Stabilized Properties of SPCMs 
	Thermal Reliabilities and Structural Stabilities of the SPCMs 
	Thermal Stabilities of SPCMs 

	Conclusions 
	References

