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Abstract: A series of silicone based elastic shape memory hybrids are fabricated. Their shape memory
performance, mechanical behaviors at room temperature with/without programming and during
fitting at 37 ◦C are investigated. It is found that these materials have good shape memory effect and
are always highly elastic. At 37 ◦C, there are 10 min or more for fitting. Thus, it is concluded that this
type of material has great potential as an elastic shape memory material for comfort fitting.
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1. Introduction

Nowadays, people are willing to invest more for their own personal fitness. Comfort fitting
becomes a more and more important consideration in choosing personal products, such as clothing,
footwear, insoles and orthotic devices. Take the footwear market as an example, customers start to
search for footwear with better comfort and more functionality [1]. Thus, in the past decade many
customized shoes have emerged that are targeted towards different sports activities, such as basketball,
football and skiing. People trust more on such customized footwear, which are designed to provide
better protection and prevent injury due to mis-fitting resulted by undue pressure on the foot from
tightly fitting footwear or unwanted friction from loosely fitting footwear [2–4].

On the other hand, purposely designed orthotic devices have been applied successfully
for treatment of lower extremity injuries [5]. From the medical point of view, personalized or
semi-personalized products can offer better rehabilitative effect for individuals [6]. Although such
personalized devices are preferred, their high cost is a big burden to many patients.

Although right now some new technologies have been developed to customize footwear or other
wearable items for individuals, almost all of them have some apparent weakness either within the
product itself or in the manufacturing process. For instance, although 3D printing technology is
claimed to be able to provide products which perfectly follow the general contour of human body [7,8],
the tedious process of 3D scanning and the high cost in printing largely limit its possibility to move
forward at this moment. The same scenario occurs in the industry of orthotic devices as well, as the
cost for customization has yet been reduced to the level, which is affordable for everyone.

Therefore, a cost-effective and easy-realizable approach to achieve better comfort fitting, not only
limited to the applications mentioned above but also for a wider range of wearable personal products,
is highly in demand at present.

The so called shape memory materials (SMMs) may provide the just right solution for such
comfort fitting applications. Basically, SMMs are featured by their unique ability to return their original
shape only when the right stimulus, such as heat (thermo-responsive), chemical (chemical-responsive),
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light (photo-responsive), is applied [9–15]. This interesting phenomenon is known as the shape memory
effect (SME). Traditionally, shape memory alloy (SMA) and shape memory polymer (SMP) are two most
well-known types of SMMs and they have been widely used for a number of engineering applications,
such as medical engineering [16–20], surface patterning [21–25] and aerospace engineering [26,27].

In fact, shape memory insoles made of shape memory polymeric foams are already commercially
available in the market [28]. According to [29], utilizing the heat-responsive SME, shape memory insole
is able to self-adjust its shape to meet the needs of different foot pressure for individuals. However,
heating to higher temperatures, which are well above our body temperature, is required during fitting,
which unavoidably involves two potential problems, namely over-heating and limited time for fitting
within the right temperature window during cooling [30].

Apparently, in addition to the heating-responsive SME and good elasticity during and after fitting
as in current shape memory insoles, an ideal SMM for enhanced comfort fitting experience must
have the additional feature of prolonged time period for fixing the temporary shape during fitting
(technically called programming within the community of SMMs) at around body temperature.

In recent years, the concept of shape memory hybrid (SMH) has been proposed to add in a new
dimension in developing new SMMs to meet the needs of particular engineering applications [31].
A SMH normally includes at least two components, one is elastic component and the other is the
transition component. As explained in [32], the elastic component is always highly elastic and stores
the elastic energy after programming, while the transition component is able to soften upon heating
to above the transition temperature and then largely maintains the deformed shape after cooling
for hardening. Upon heating to soften the transition component again, the elastic energy stored in
the elastic component is released, which provides the drive force for shape recovery of the hybrid.
The particular feature of SMHs is that these two components are carefully selected to avoid any
interaction between them.

By carefully selecting those two components and the process to mix them together without
inducing any chemical interaction between them (or with minimized interaction), the mechanical
properties and commonly observed shape memory features in most of SMAs and SMPs (such as
dual-SME, triple-SME, two-way reversible SME, thermo-responsive, moisture- responsive) of the
resulted hybrid can be pre-determined [33].

In addition, due to the flexibility in selecting the components for SMHs, some special features,
such as water-responsive [34], cooling-responsive [35] and healing [36], become a matter of conventional.
Furthermore, if highly elastic silicone is utilized as the elastic component, rubber-like SMHs at both high
and low temperatures have been realized in [37]. However, because the transition component in [37]
is made of melting glue, in which the melting and crystallization temperatures are 70 ◦C and 55 ◦C,
respectively, the programming temperature to fix the temporary shape (e.g., for fitting) is well above 37 ◦C
and the time window for programming is also too short for comfit fitting applications.

In this paper, based on the concept of SMH, a new type of SMH, namely SPPM, is developed and
characterized in terms of the heating-responsive SME in particular for features mentioned above in
comfort fitting applications.

2. Material, Sample Preparation and Experimental

Same as that used in the elastic SMH reported in [36,37], polydimethylsiloxane (PDMS or
SYLGARD® 184) from Dow Corning Corporation (Midland, MI, USA) was used as the elastic component.
It is highly compatible with many materials and can well maintain its excellent elasticity within a wide
temperature range from −50 to 200 ◦C.

The SYLGARD® 184 silicone elastomer kit comes with two parts, namely the base material
(resin monomer) and curing agent. Both parts are in liquid form. A volume ratio of 10 (base material) to
1 (curing agent) is recommended by the manufacturer for mixing and then curing at room temperature
or high temperatures.
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However, instead of using melting glue as in [36,37], five different transition components were
used in the course of this study. According to the datasheet provided by the supplier, the major
compositions of the so called PPM series in pellet form from Nanjing Licong New Materials Ltd.
(Nanjing, Jiangsu, China) are polyurethane (PU) and ethylene-vinyl acetate (EVA). Refer to Table 1 for
the wt % of PU in each PMM model. It was found that PPMs are very similar to poly-ε-caprolactone
(PCL) and can be crystallized at human body temperature.

Table 1. Components of five SPPM hybrids.

Sample/hybrid wt % of silicone Model of PPM (according to the supplier)

SPPM1 60 PPM005048 (wt % of PU: 50)
SPPM2 60 PPM000098 (wt % of PU: 0)
SPPM3 55 PPM007820 (wt % of PU: 78)
SPPM4 40 PPM003365 (wt % pf PU: 33)
SPPM5 50 PPM0060438 (wt % of PU: 60)

In the fabrication process, a particular PPM and base material of the silicone elastomer were weighted
according to the specified weight ratio and then put into a beaker together. Subsequently, the mixture
was heated to 130 ◦C in an oven. Stirring at a high speed for five minutes was necessary to achieve good
dispersion of PPM. To prevent PPM from aggregating together, it was a must to keep on stirring during
cooling until PPM becomes solid. After the mixture was cooled down to room temperature (about 23 ◦C),
curing agent was added in and mixed thoroughly again at room temperature. During mixing, many air
bubbles might be generated and moisture from air might be trapped inside. Hence, a vacuum de-airing
process was applied by means of placing the mold in a vacuum chamber with a pressure of 8 mbar at
room temperature for ten minutes and then in air for another two minutes. Due to high viscosity nature
of the mixture, this process should be repeated several times to ensure perfect mixing. In the last step,
the mixture was poured into a polytetrafluoroethylene (PTFE) mold with the specified dimensions to
produce dumbbell-shaped samples—as shown in Figure 1—following the ASTM D638 standard (type IV)
for uni-axial tensile test or other sized molds required by the particular tests and then the mold was kept in
air at room temperature for 24 h for curing.
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speeds of 5 °C/min (grey line) and 10 °C/min (black line), respectively, using a Q200 DSC machine 
from TA Instruments (New Castle, DE, USA). As we can see clearly, two peaks are observed in each 
curve representing melting upon heating and crystallization upon cooling, respectively. Thus, the 
melting temperature range may be defined as from 40 and 65 °C. However, the peak temperatures 
for crystallization differ by about 5 °C in these two tests, which reveals that the typical testing speed 
effect observed in many materials in DSC test is more applicable only in the cooling process of this 
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Figure 1. Dimensions of the sample (unit: mm). The thickness of the sample is 6 mm. Five different
types of samples/hybrids—named SPPMx (x = 1 to 5)—were produced. Refer to Table 1 for their
actual compositions.

Since the two components of a SMH are selected to avoid any interaction, the transition temperatures
of a SPPM should be the same as those of the used PPM. Figure 2 is the differential scanning calorimetry
(DSC) result of PPM002040 upon thermal cycling between −5 and 120 ◦C at two speeds of 5 ◦C/min
(grey line) and 10 ◦C/min (black line), respectively, using a Q200 DSC machine from TA Instruments
(New Castle, DE, USA). As we can see clearly, two peaks are observed in each curve representing melting
upon heating and crystallization upon cooling, respectively. Thus, the melting temperature range may be
defined as from 40 and 65 ◦C. However, the peak temperatures for crystallization differ by about 5 ◦C in
these two tests, which reveals that the typical testing speed effect observed in many materials in DSC test
is more applicable only in the cooling process of this PPM.
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Figure 2. DSC results of PPM002040 at heating/cooling speeds of 10 °C/min (black line) and 5 °C/min 
(grey line). 

DSC results of other PPMs are similar to PPM002040. In fact, as we have observed, given enough 
time (e.g., 30 min), all PPMs were able to crystallize at 37 °C (our body temperature).  

Figure 3 is the scanning electron microscope (SEM) image of SPPM4 captured by a JOEL 7600F 
field emission scanning electron microscope (FESEM) from JEOL, Ltd. (Tokyo, Japan). As we can see, 
similar to that reported in [37], the spherical balls with a diameter from about 40 µm to about 5 µm 
are PPM inclusions, which are dispersed rather evenly with apparent aggregation within the silicone 
matrix. 
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An Instron 5565 testing machine from Instron Engineering Corporation (Norwood, MA, USA) 
(with a thermal chamber for temperature control) was used to stretch room temperature SPPM 
samples till fracture at a strain rate of 10−2/s to find their maximum capability in uni-axial tension.  

Note that unless otherwise stated, herein, the stress and strain used in this study are meant for 
engineering stress and engineering strain. 

Subsequently, a series of uni-axial cyclic tensile tests (to 10%, 30% or 60% strain in an ascending 
order with 3 cycles for each strain) were carried out to investigate the elastic response of SPPM 
samples at room temperature. The applied strain rate in both loading and unloading was 10−2/s. 

Figure 2. DSC results of PPM002040 at heating/cooling speeds of 10 ◦C/min (black line) and 5 ◦C/min
(grey line).

DSC results of other PPMs are similar to PPM002040. In fact, as we have observed, given enough
time (e.g., 30 min), all PPMs were able to crystallize at 37 ◦C (our body temperature).

Figure 3 is the scanning electron microscope (SEM) image of SPPM4 captured by a JOEL 7600F
field emission scanning electron microscope (FESEM) from JEOL, Ltd. (Tokyo, Japan). As we can see,
similar to that reported in [37], the spherical balls with a diameter from about 40 µm to about 5 µm are
PPM inclusions, which are dispersed rather evenly with apparent aggregation within the silicone matrix.
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Figure 3. Typical scanning electron microscope (SEM) image of SPPM4. The scale bar is 50 µm.

In order to characterize a SMM for comfort fitting applications, it is necessary to test not only its
shape memory responsive but also its mechanical behavior during and after programming.

An Instron 5565 testing machine from Instron Engineering Corporation (Norwood, MA, USA)
(with a thermal chamber for temperature control) was used to stretch room temperature SPPM samples
till fracture at a strain rate of 10−2/s to find their maximum capability in uni-axial tension.

Note that unless otherwise stated, herein, the stress and strain used in this study are meant for
engineering stress and engineering strain.

Subsequently, a series of uni-axial cyclic tensile tests (to 10%, 30% or 60% strain in an ascending
order with 3 cycles for each strain) were carried out to investigate the elastic response of SPPM samples
at room temperature. The applied strain rate in both loading and unloading was 10−2/s.

The shape memory performance of SPPM samples was investigated by means of the standard
thermo-responsive SME cycle, which includes two processes (namely, programming and recovery) in
three steps [38]. Note that as we have observed, relaxation/creeping is not significant in these materials.
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In the first step, a sample was pre-heated to 80 ◦C to be fully softened. Only when the sample
was cooled to 37 ◦C (body temperature), uni-axial tension was started until a prescribed maximum
programming strain (εm) was reached. The thermal chamber was used to maintain the sample at 37 ◦C.
In the second step, unloading was carried out 30 min later after the sample was fully crystallized.
The residual strain was denoted by ε1. This ended the programming process. In the last step, the sample
was heated to 50 ◦C in an oven for five minutes. The remaining strain was denoted by ε2. This was the
end of the recovery process.

Two maximum programming strains of 20% and 50% were applied in this study and the
loading/unloading strain rate was 10−3/s.

A set of cyclic tests were conducted to estimate the time required for full crystallization at 37 ◦C.
Three cycles (all to 20% strain with a holding period of eight minutes in-between) were carried out at a
strain rate of 10−1/min in each test.

The elasticity of the SPPM samples after programming was also examined. Cyclic uni-axial tensile
tests were carried out to 10% strain in the first cycle and then 30% strain in the second cycle at room
temperature on the programmed samples with two different programmed strains of 20% and 50%.
The applied strain rate was 10−2/s.

3. Experimental Results and Analysis

Most of the tests were repeated three times. Herein, we only show typical ones, while all testing
results were used in analysis whenever applicable.

Figure 4 presents typical stress vs. strain relationships of all samples in uni-axial tension till
fracture. As we can see, SPPM2 is outstanding as it is much harder than all the others and its fracture
strain is much less, less than 50%. All other four samples are able to stretch by over 100% without
fracture. As the required stress (well below 0.5 MPa) is low, we may claim that all samples except
SPPM2 are soft and highly stretchable.
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Figure 4. Typical stress vs. strain relationships of SPPM samples under uni-axial tension at room
temperature to fracture.

Typical stress vs. strain relationships of all samples in cyclic tension at room temperature are
plotted together in Figure 5 for comparison. Since the fracture strain of SPPM2 is less than 50%
(as revealed in Figure 4), the cyclic strains applied on SPPM2 are 10% and 30%. As we can see,
all SPPMs are highly elastic upon cyclic stretching at room temperature with very small residual strain.
A close look of Figure 5 reveals that the residual strain in the first cycle upon reaching the prescribed
strain is larger than that in the subsequent cycles to the same strain. This is due to the de-bonding
effect in the first cycle as reported in [37].
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so that the material is always very soft, the other materials become significantly harder, in particular 
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and 37 ◦C (to 20% and 50% strains) in SPPM1 (a), SPPM2 (b), SPPM3 (c), SPPM4 (d) and SPPM5 (e).

Based on the experimental results reported in Figures 6 and 7, the stresses corresponding to 20%
and 50% strains in loading are compared in Figure 8. Note that for SPPM2, the maximum strain in
stretching at room temperature is only 30% strain (refer to Figure 7b), so that the results of 50% strain
of this sample is not included. It can be seen that while in SPPM3, the difference is almost negligible,
so that the material is always very soft, the other materials become significantly harder, in particular for
SPPM2, in which after hardening, the stress increases by three times from 0.3 to 1.2 MPa at 20% strain.
For SPPM4 and SPPM5, the stresses at 20% and 50% are all about doubled after programming.
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After programming, all programmed samples were heated at 50 ◦C for five minutes. Subsequently
all samples were aligned together as shown in Figure 9. When compared with the original sample
without testing (the right piece in Figure 9), almost full shape recovery is observed in all tested samples.
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The shape fixity ratio (Rf) and shape recovery ratio (Rr), which are defined by,

R f =
ε1

εm
(1)

Rr =
ε1 − ε2

ε1
(2)

can be applied to qualitatively evaluate the shape memory performance of SMMs [38].
The shape fixity ratio and shape recovery ratio of all tests (repeated three times) are summarized

in Figure 10. It is clear that while the shape recovery ratio is always 100% in all samples, the actual
shape fixity ratio varies not only according to the type of the sample but also the applied programming
strain. In general, both SPPM2 and SPPM4 have the highest shape fixity ratio (around 70%) for both
20% and 50% programming strains, while the rest are 50% or less. Although the stress vs. strain curves
of SPPM3 during programming at 37 ◦C and after programming at room temperature are almost the
same (refer to Figure 7c), it is still able to partially maintain its programmed shape, as the shape fixity
ratio is always above 30%.
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The evolution in the mechanical response of all samples under cyclic uni-axial tension during
crystallization after being cooled to 37 ◦C and then maintained at this temperature during testing is
revealed in Figure 11a. Since SPPM2 is much stiffer than the others, the results of the other samples are
difficult to trace in Figure 11a. Nevertheless, we can clearly see that SPPM2 gradually becomes stiffer
during cycling. As a simple approach, it may be possible to estimate the process of crystallization induced
hardening based on the slope in the stress vs. strain curve at 20% strain upon loading in each cycle.
We may take the slope of the first cycle at 20% strain in loading as the reference and defined the slope
ratio in loading, which is the ratio (in %) of the slope at 20% strain in a cycle to that of the first cycle.
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Figure 11. Evolution in the stress vs. strain relationship of all SPPM samples under cyclic uni-axial
tension during crystallization induced hardening at 37 ◦C (a); and the slope ratios in loading at
20% strain in the loading process of each cycle as a function of testing time (b) (in which the slope of
the stress vs. strain curve at 20% strain of the first cycle of each sample is taken as the reference).

In Figure 11b, we plot the slope ratios in loading against the testing time for all samples. While the
slope ratio of SPPM 2 increases in an approximately linear manner against time—which indicates
that it is still in a continuous hardening process even at least at the end of the loading process in the
third cycle—the rest of the samples appear to increase moderately (e.g., in SPPM3 and SPPM4) or
only slightly (e.g., in SPPM1 and SPPM5) in the last two cycles. Hence, we may claim that SPPM1
and SPPM5 are about fully crystallized from 12.5 min onwards, while SPPM3 and SPPM4 need a bit
more time than half an hour to harden. But for SPPM2, the required crystallization time at 37 ◦C is
well beyond half an hour. Since in practice, the real working temperature is normally less that 37 ◦C,
a shorter hardening time is expected.

The elasticity at room temperature of the programmed samples (with two different programming
strains of 20% and 50%) is revealed in Figure 12 via cyclic uni-axial tensile test to 10% maximum strain
in the first cycle and then to 30% maximum strain in the second cycle. High elasticity is confirmed
in all samples. Note that as mentioned above, again the residual strain observed in the samples is
largely due to significant non-uniform deformation at the clamping points. It is mostly recoverable if
the clamps are removed.
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4. Conclusions

A series of elastic SMHs were fabricated. Their shape memory performance and elasticity at room
temperature with/without programming were systematically investigated. In addition, the stress vs.
strain relationships of these materials during fitting at 37 ◦C were characterized. It was found that
(a) these materials are always highly elastic, not only during fitting but also after programming/fitting;
(b) the elasticity of such silicone based hybrids can be adjusted if different PPMs are used; (c) the
hardening time during programming at 37 ◦C is always more than 10 min. With relatively higher
shape fixity ratios in SPPM2 and SPPM4, these two models are more capable of maintaining the
deformed shape while others can provide more elastic recovery. Thus, in terms of comfort fitting,
SPPM2 and SPPM4 are two most suitable and their difference in hardness is just right for different
applications. Hence, we may conclude that this type of SMH has great potential as an elastic SMM for
comfort fitting.

Acknowledgments: This project is partially supported by the Institute for Sports Research, Nanyang Technological
University, Singapore and AcRF Tier 1 (RG172/15), Singapore.

Author Contributions: Tao Xi Wang, Chris Renata and Hong Mei Chen prepared and tested the samples.
Tao Xi Wang and Wei Min Huang carried out the analysis and prepared the manuscript.

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



Polymers 2017, 9, 674 11 of 12

References

1. Rupérez, M.J.; Monserrat, C.; Alemany, S.; Juan, M.C.; Alcañíz, M. Contact model, fit process and,
foot animation for the virtual simulator of the footwear comfort. Comput. Aided Des. 2010, 42, 425–431.
[CrossRef]

2. Che, H.; Nigg, B.; De Koning, J. Relationship between plantar pressure distribution under the foot and insole
comfort. Clin. Biomech. 1994, 9, 335–341. [CrossRef]

3. Goonetilleke, R.S.; Eng, T.J. Contact area effects on discomfort. In Proceedings of the Human Factors and
Ergonomics Society Annual Meeting, Nashville, TN, USA, 24–28 October 1994.

4. Luximon, A. Foot Shape Evaluation for Footwear Fitting. Ph.D. Thesis, Hong Kong University of Science
and Technology, Hong Kong, China, 2001.

5. Zifchock, R.A.; Davis, I. A comparison of semi-custom and custom foot orthotic devices in high- and
low-arched individuals during walking. Clin. Biomech. 2008, 23, 1287–1293. [CrossRef] [PubMed]

6. MacLean, C.; Davis, I.M.; Hamill, J. Influence of a custom foot orthotic intervention on lower extremity
dynamics in healthy runners. Clin. Biomech. 2006, 21, 623–630. [CrossRef] [PubMed]

7. Zhou, Y.; Huang, W.M.; Kang, S.F.; Wu, X.L.; Lu, H.B.; Fu, J.; Cui, H. From 3D to 4D printing: Approaches
and typical applications. J. Mech. Sci. Technol. 2015, 29, 4281–4288. [CrossRef]

8. Ge, Q.; Dunn, C.K.; Qi, H.J.; Dunn, M.L. Active origami by 4D printing. Smart Mater. Struct. 2014, 23, 094007.
[CrossRef]

9. Liu, C.; Qin, H.; Mather, P. Review of progress in shape-memory polymers. J. Mater. Chem. 2007, 17,
1543–1558. [CrossRef]

10. Dietsch, B.; Tong, T. A review: Features and benefits of shape memory polymers (smps). J. Adv. Mater. 2007,
39, 3–12. [CrossRef]

11. Ratna, D.; Karger-Kocsis, J. Recent advances in shape memory polymers and composites: A review. J. Mater. Sci.
2008, 43, 254–269. [CrossRef]

12. Gunes, I.S.; Jana, S.C. Shape memory polymers and their nanocomposites: A review of science and technology
of new multifunctional materials. J. Nanosci. Nanotechnol. 2008, 8, 1616–1637. [CrossRef] [PubMed]

13. Mather, P.T.; Luo, X.; Rousseau, I.A. Shape memory polymer research. Annu. Rev. Mater. Res. 2009, 39,
445–471. [CrossRef]

14. Lendlein, A. Shape-Memory Polymers; Springer: Heidelberg, Germany; Dordrecht, The Netherlands;
London, UK; New York, NY, USA, 2010.

15. Havens, E.; Snyder, E.A.; Tong, T.H. Light-activated shape memory polymers and associated applications.
In Smart Structures and Materials; International Society for Optics and Photonics: Bellingham, WA, USA, 2005;
pp. 48–55.

16. Baer, G.; Wilson, T.S.; Matthews, D.L.; Maitland, D.J. Shape-memory behavior of thermally stimulated
polyurethane for medical applications. J. Appl. Polym. Sci. 2007, 103, 3882–3892. [CrossRef]

17. Sokolowski, W.; Metcalfe, A.; Hayashi, S.; Yahia, L.; Raymond, J. Medical applications of shape memory
polymers. Biomed. Mater. 2007, 2, S23. [CrossRef] [PubMed]

18. Yakacki, C.M.; Shandas, R.; Safranski, D.; Ortega, A.M.; Sassaman, K.; Gall, K. Strong, Tailored, Biocompatible
Shape-Memory Polymer Networks. Adv. Funct. Mater. 2008, 18, 2428–2435. [CrossRef] [PubMed]

19. Wischke, C.; Lendlein, A. Shape-memory polymers as drug carriers—A multifunctional system. Pharm. Res.
2010, 27, 527–529. [CrossRef] [PubMed]

20. Huang, W.M.; Song, C.L.; Fu, Y.Q.; Wang, C.C.; Zhao, Y.; Purnawali, H.; Lu, H.B.; Tang, C.; Ding, Z.;
Zhang, J.L. Shaping tissue with shape memory materials. Adv. Drug Deliv. Rev. 2013, 65, 515–535. [CrossRef]
[PubMed]

21. Hidber, P.C.; Nealey, P.F.; Helbig, W.; Whitesides, G.M. New strategy for controlling the size and shape of
metallic features formed by electroless deposition of copper: Microcontact printing of catalysts on oriented
polymers, followed by thermal shrinkage. Langmuir 1996, 12, 5209–5215. [CrossRef]

22. Liu, N.; Huang, W.M.; Phee, S.J.; Fan, H.; Chew, K.L. The formation of micro-protrusions atop a
thermo-responsive shape memory polymer. Smart Mater. Struct. 2008, 17, 057001. [CrossRef]

23. Liu, X.; Chakraborty, A.; Luo, C. Fabrication of micropatterns on the sidewalls of a thermal shape memory
polystyrene block. J. Micromech. Microeng. 2010, 20, 095025. [CrossRef]

http://dx.doi.org/10.1016/j.cad.2009.09.003
http://dx.doi.org/10.1016/0268-0033(94)90062-0
http://dx.doi.org/10.1016/j.clinbiomech.2008.07.008
http://www.ncbi.nlm.nih.gov/pubmed/18757124
http://dx.doi.org/10.1016/j.clinbiomech.2006.01.005
http://www.ncbi.nlm.nih.gov/pubmed/16603287
http://dx.doi.org/10.1007/s12206-015-0925-0
http://dx.doi.org/10.1088/0964-1726/23/9/094007
http://dx.doi.org/10.1039/b615954k
http://dx.doi.org/10.1386/st.3.2.151_4
http://dx.doi.org/10.1007/s10853-007-2176-7
http://dx.doi.org/10.1166/jnn.2008.038
http://www.ncbi.nlm.nih.gov/pubmed/18572561
http://dx.doi.org/10.1146/annurev-matsci-082908-145419
http://dx.doi.org/10.1002/app.25567
http://dx.doi.org/10.1088/1748-6041/2/1/S04
http://www.ncbi.nlm.nih.gov/pubmed/18458416
http://dx.doi.org/10.1002/adfm.200701049
http://www.ncbi.nlm.nih.gov/pubmed/19633727
http://dx.doi.org/10.1007/s11095-010-0062-5
http://www.ncbi.nlm.nih.gov/pubmed/20127394
http://dx.doi.org/10.1016/j.addr.2012.06.004
http://www.ncbi.nlm.nih.gov/pubmed/22727746
http://dx.doi.org/10.1021/la960238u
http://dx.doi.org/10.1088/0964-1726/17/5/057001
http://dx.doi.org/10.1088/0960-1317/20/9/095025


Polymers 2017, 9, 674 12 of 12

24. Wang, Z.; Hansen, C.; Ge, Q.; Maruf, S.H.; Ahn, D.U.; Qi, H.J.; Ding, Y. Programmable, Pattern-Memorizing
Polymer Surface. Adv. Mater. 2011, 23, 3669–3673. [CrossRef] [PubMed]

25. Zhao, Y.; Huang, W.; Fu, Y. Formation of micro/nano-scale wrinkling patterns atop shape memory polymers.
J. Micromech. Microeng. 2011, 21, 067007. [CrossRef]

26. Hartl, D.J.; Lagoudas, D.C. Aerospace applications of shape memory alloys. Proc. Inst. Mech. Eng. Part G J.
Aerosp. Eng. 2007, 221, 535–552. [CrossRef]

27. Yamauchi, K.; Ohkata, I.; Tsuchiya, K.; Miyazaki, S. Shape Memory and Superelastic Alloys: Applications and
Technologies; Woodhead Publishing Limited: Cambridge, UK, 2011.

28. Sun, L.; Huang, W.M.; Wang, T.X.; Chen, H.M.; Renata, C.; He, L.W.; Lv, P.; Wang, C.C. An overview of
elastic polymeric shape memory materials for comfort fitting. Mater. Des. 2017, 136, 238–248. [CrossRef]

29. Lo, M.-J. Innovative Shaped Memory Insole Structure with Re-Adjustable Supporting Pads. U.S. Patent 7,373,740,
20 May 2008.

30. Wang, T.; Huang, W.M.; Aw, J.E.; He, L.W.; Vettorello, M. Comfort Fitting Using Shape Memory Polymeric
Foam. J. Test. Eval. 2016, 45, 1201–1212. [CrossRef]

31. Huang, W.; Ding, Z.; Wang, C.C.; Wei, J.; Zhao, Y.; Purnawali, H. Shape memory materials. Mater. Today
2010, 13, 54–61. [CrossRef]

32. Huang, W.; Zhao, Y.; Wang, C.C.; Purnawali, Z.D.H.; Tang, C.; Zhang, J.L. Thermo/chemo-responsive shape
memory effect in polymers: A sketch of working mechanisms, fundamentals and optimization. J. Polym. Res.
2012, 19, 1–34. [CrossRef]

33. Sun, L.; Huang, W.M.; Ding, Z.; Zhao, Y.; Wang, C.C.; Purnawali, H.; Tang, C. Stimulus-responsive shape
memory materials: A review. Mater. Des. 2012, 33, 77–640. [CrossRef]

34. Fan, K.; Fan, K.; Huang, W.M.; Wang, C.C.; Ding, Z.; Zhao, Y.; Purnawali, H.; Liew, K.C.; Zheng, L.X.
Water-responsive shape memory hybrid: Design concept and demonstration. Express Polym. Lett. 2011, 5,
409–416. [CrossRef]

35. Wang, C.C.; Huang, W.M.; Ding, Z.; Zhao, Y.; Purnawali, H. Cooling-/water-responsive shape memory
hybrids. Compos. Sci. Technol. 2012, 72, 1178–1182. [CrossRef]

36. Wang, C.C.; Ding, Z.; Purnawali, H.; Huang, W.M.; Fan, H.; Sun, L. Repeated instant self-healing shape
memory composites. J. Mater. Eng. Perform. 2012, 21, 2663–2669. [CrossRef]

37. Wang, C.; Huang, W.M.; Ding, Z.; Zhao, Y.; Purnawali, H.; Zheng, L.X.; Fan, H.; He, C.B. Rubber-like shape
memory polymeric materials with repeatable thermal-assisted healing function. Smart Mater. Struct. 2012,
21, 115010. [CrossRef]

38. Wu, X.; Huang, W.; Tan, H. Characterization of shape recovery via creeping and shape memory effect in
ether-vinyl acetate copolymer (EVA). J. Polym. Res. 2013, 20, 1–11. [CrossRef]

© 2017 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/adma.201101571
http://www.ncbi.nlm.nih.gov/pubmed/21739491
http://dx.doi.org/10.1088/0960-1317/21/6/067007
http://dx.doi.org/10.1243/09544100JAERO211
http://dx.doi.org/10.1016/j.matdes.2017.10.005
http://dx.doi.org/10.1520/JTE20160011
http://dx.doi.org/10.1016/S1369-7021(10)70128-0
http://dx.doi.org/10.1007/s10965-012-9952-z
http://dx.doi.org/10.1016/j.matdes.2011.04.065
http://dx.doi.org/10.3144/expresspolymlett.2011.40
http://dx.doi.org/10.1016/j.compscitech.2012.03.027
http://dx.doi.org/10.1007/s11665-012-0374-1
http://dx.doi.org/10.1088/0964-1726/21/11/115010
http://dx.doi.org/10.1007/s10965-013-0150-4
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Material, Sample Preparation and Experimental 
	Experimental Results and Analysis 
	Conclusions 

