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Accepted: 23 July 2015 v designed a two-step Pickering emulsification procedure to create nano-encapsulated phase
Published: 17 August 2015 changing materials (NEPCMs) using a method whose simplicity and low energy consumption suggest
© promise for scale-up and mass production. Surface-modified amphiphilic zirconium phosphate (ZrP)
platelets were fabricated as the Pickering emulsifiers, nonadecane was chosen as the core phase
change material (PCM), and polystyrene, the shell material. The resultant capsules were submicron
in size with remarkable uniformity in size distribution, which has rarely been reported. Differential
scanning calorimetry (DSC) characterization showed that the capsulation efficiency of NEPCMs, and
they were found to be thermal stable, as characterized by the DSC data for the sample after 200
thermal cycles. NEPCMs exhibit superior mechanical stability and mobility when compared with
the well-developed micro-encapsulated phase change materials (MEPCMs). NEPCMs find useful
applications in thermal management, including micro-channel coolants; solar energy storage media;
building temperature regulators; and thermal transfer fabrics.

Encapsulated phase change materials (PCMs) suspensions function as effective micro-channel cool-
ants', however, the encapsulated PCMs engineered to date, which measure several tens of microns, tend
to fracture or clog the micro-channels due to their relatively large size>. Smaller encapsulated PCMs,
such as NEPCMs, are rarely fabricated. Reducing the particle size of encapsulated PCMs enhances their
mechanical stability and mobility. Moreover, NEPCMs present a larger total heat exchange area in com-
parison with conventional encapsulated PCMs, enhancing heat transfer rate between the coolant and
micro devices, thus reducing mass flow rate and pump energy consumption. NEPCMs, therefore, are
favorable as micro-channel coolants. NEPCMs also serve in other applications, including solar energy
storage media*?, building temperature regulators’, and thermal transfer fabrics®. To build up core-shell
structures of NEPCMs, small droplets of the phase change materials core, such as paraffin, are dispersed
in solvent. During emulsification, a stable nanoemulsion of paraffin is preferable.

In this work we are trying to optimize the emulsifying process by employing a Pickering emulsion
procedure. Pickering emulsions are stabilized by colloidal particles™® where the apparent interfacial
energy is reduced as solid particles are adsorbed onto the liquid-liquid interface, resulting in a stabilized
emulsion. Previous studies proved that spherical, rod-like, and discotic particles can be used as Pickering
stabilizers. Particularly, discotic particles with a high aspect ratio are preferred interfacial stabilizers. One
of ideal candidates to generate Pickering emulsions is the amphiphilic Janus particle®. The Janus name
refers the Roman god of portals, Janus, whose two faces look in opposite directions!'. The two halves
of Janus particles possess distinct chemical properties: one half is hydrophobic, the other, hydrophilic.
Recently, our group reported a simple protocol to generate Janus and Gemini particles as surfactants to
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Figure 1. Schematic of NEPCM fabrication via two-step Pickering emulsification. Pickering O/W
emulsions were first produced by simple manual shaking for 30 seconds then the coatings on the
encapsulation were fabricated by manual shaking for 30 seconds, causing further polymerization into a shell
at high temperature.

facilitate nanoemulsion generation®, where Gemini particle were the platelets with two hydrophilic faces
and hydrophobic edges. ZrP, which has a lamellar crystal structure, was grafted with octadecyl isocyanate
and then exfoliated with tetrabutylammonium hydroxide (TBATOH"), to produce ZrP-C18 platelets. The
rigid Janus and Gemini particles provided robust support for the inner paraffin.

Only a few encapsulated PCMs via Pickering emulsification have been reported'!, but PCMs encap-
sulated by Janus and Gemini Pickering emulsion was rarely studied. In previous Pickering encapsulation
study, high energy input, such as probe sonication, was needed to produce stable emulsions in a similar
way that conventional emulsions are made, due to the energy barrier between the particle suspended in
the aqueous solution and the water-oil interface®''2. Here, a simple two-step Pickering emulsification
process by surface-modified ZrP platelets was performed to produce the NEPCMs. The entire procedure
is shown in Figure 1. The low interfacial energy introduced by our modified ZrP particles can stabilize
nanoemulsions and enable a narrow size distribution®. Also, due to the low interfacial energy, we can
generate the alkane nanoemulsions easily by manually shaking the suspensions. The low energy input
requirement suggests the feasibility of applying this method to mass production of the NEPCMs for
commercial application.

Results

The pristine ZrP particles produced via the reflux synthesizing method are less regularly hexagonal
than the ZrP particles prepared by the hydrothermal method'®. Figure 2 shows the morphologies for
numerous and single ZrP particles using scanning electron microscopy (SEM) and transmission electron
microscopy (TEM), respectively. In our previous study, we found that the ZrP monolayer after exfoliation
has a thickness of about 0.68 nm'*. With that information, we estimated there are about 30 layers in each
pristine ZrP particle.

The ZrP particles are naturally hydrophilic due to the -OH groups on the surface. The surface modi-
fication procedure would enhance hydrophobicity of the particles. During modification®, a hydrophobic
coupling agent, octadecyl isocyanate (ODI), is grafted onto the exposed edges and flat surfaces of the
ZrP crystals. After exfoliation with TBATOH™ of ZrP layer crystallites, we would obtain two Janus mon-
olayers, each with a hydrophobic surface and a hydrophilic surface, and about 28 Gemini monolayers,
each with a hydrophobic edge and two hydrophilic surfaces. Both Janus and Gemini monolayers can act
as surfactants to stabilize Pickering emulsions®.

With a small amount (0.024% wt to the aqueous phase) of the ZrP Janus and Gemini monolayers,
nonadecane in water (Oil/Water) emulsions were generated by 30seconds of gentle manual shaking. No
high energy input (i.e. sonication) was required. A laser scanning confocal microscope was used to char-
acterize the morphology of the nonadecane/water emulsion. The nonadecane, however, easily solidified
at room temperature when one small drop of the emulsion solution was loaded onto a glass slide before
the observation under microscope. As a result, we were imaging the solidified nonadecane/water emul-
sion, in the other words, nonadecane droplets, under the confocal microscope (laser scanning confocal
microscope Nikon A1R). Figure 3 shows the microscopic image of the nonadecane droplets, the size of

SCIENTIFIC REPORTS | 5:13357 | DOI: 10.1038/srep13357 2



www.nature.com/scientificreports/

Figure 2. The SEM (a) and TEM (b) images of ZrP as prepared. The particle sizes range from 200 to
300 nm, and the thickness of the crystallites is roughly 20 nm.

Figure 3. Microscopic image of nonadecane/water droplets by confocal microscope. The emulsion
droplets with a light halo were out of focus.

which was quite uniform, 524491 nm, as measured by dynamic light scattering measurement (DLS,
Malvern Instruments Ltd. England). When we were performing the two-step Pickering emulsification,
however, the nonadecane was still liquid since a small amount of monomer styrene and initiator AIBN
were added into a bulk emulsion solution right after the first manual shaking, cooling the solution only
slightly, but the bulk temperature of the solution remained above the melting temperature of nonadecane.

After the second Pickering emulsification, manual shaking gently again for 30seconds after addi-
tion of monomer and initiator, nonadecane/water/styrene/water multiple emulsions were obtained. The
confocal images of the NEPCMs before drying, as shown in Figure 4, indicated the multiple structure
of the NEPCMs. The green color came from the fluorescein isothiocyanate (FITC) the aqueous phase
while the red color came from the Nile red in the nonadecane. Both colors showing together in the
image meant there were a small water layer between the nonadecane and PS after the NEPCMs were
fabricated. This assumption could be explained by the emulsion stabilization mechanism as well. Hence,
we proposed a schematic for the two-step Pickering emulsification procedure. As shown in Figure 1,
the nonadecane-in-water emulsions together with the hydrophobic initiator would be the oil phase for
the second step emulsification. By the polymerization of styrene at 70°C, a core-shell structure was cre-
ated in which the phase changing material nonadecane was the core and the polystyrene was the shell.
Figure 5a,b show the SEM image of NEPCMs (TEM images are available in Supplementary Information
Figure S1). They were relatively uniform, as shown in Figure 5c: the size of these NEPCMs was meas-
ured by DLS to be 734+ 110nm. When we used more materials to synthesize NEPCMs, in a 250 mL
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Figure 4. Confocal image of NEPCMS. (a) Double fluorescent labelling indicates locations of aqueous
phase (fluorescein isothiocyanate, FITC) and nonadecane (Nile Red), (b) green channel showing FITC

fluorescein fluorescence, (c) red channel showing Nile red fluorescence and (d) white light showing the
NEPCMs without fluorescence.

reusable glass media bottle, we were able to produce 10g NEPCMs with similar quality (as shown in
Supplementary Information Figure S2).

We know that the thickness of the shell layer of NEPCMs was about 110nm by simple calculation.
There are two advantages to the two-step emulsification to produce NEPCMs. First, only a small amount
of energy is required for the emulsification procedure. The ability to produce Pickering emulsions using
low energy input is due to decreased surface tension in the water phase caused by the addition of ZrP-C18
nanoplates® (Supplementary Information Figure S3) and the co-solvent ethanol together. Moreover, the
size of either nonadecane/water emulsion or NEPCMs was quite uniform. Employing modified ZrP,
rather than molecular surfactants, promotes formation of more stable Pickering emulsion due to the
limited coalescence in the solid-stabilized emulsions as described by Arditty'>. The nanoplates absorbed
on the water-oil interface prevents coalescence of Pickering emulsion droplets and, therefore, hinders
creation of larger emulsion droplets. Prevention of coalescence, in other words, promotes formation
NEPCMs with uniform size distribution.

The thermal behavior of the NEPCMs was measured using differential scanning calorimetry (DSC,
TA Instruments, United States) under normal nitrogen conditions. Heat flow versus temperature was
obtained via DSC characterization, with results shown in Figure 6a. As temperature increased from
0 to 50°C, there were two endothermic peaks for pure nonadecane at 24.00°C and 34.12°C. The first
endothermic peak at 24.00°C was due to the rotator phase of n-alkanes below the melting temperature’?.
The second endothermic peak at 34.12°C indicates the melting temperature. In the cooling process,
two exothermic peaks were obtained. The crystallization point was 29.79°C, and the nonadecane was
converted to stable crystal phase at 20.25°C, at which temperature it was trapped in the face-centered
orthorhombic rotator phase's.

As for the NEPCMs, however, their thermal behavior was quite different (Figure 6a,b). Three endo-
thermic peaks appeared in the heating process, 22.77°C, 32.30°C, and 36.95°C. The peak at 22.77°C
was attributed to the change from orthorhombic crystal to rotator phase, and the peaks at 32.30°C and
36.95°C were due to the conversion from rotator phase to metastable phase and metastable phase to
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Figure 5. Characterization of NEPCMs. (a,b) SEM images of NEPCMs particles, (c) size distribution for
NEPCMs as measured by DLS.

liquid phase, respectively. Three exothermic peaks appeared in the cooling process, 32.90°C, 29.47 °C and
14.67°C. The peak at 32.90°C was attributed to the exothermic peak for nonadecane transitioning from
isotropic liquid to new metastable phase. The big exothermic peak at 29.47°C was caused by the transi-
tion from metastable phase to rotator phase; at 14.67 °C, the rotator phase became orthorhombic crystal.

Comparing the DSC thermal behaviors of the NEPCMs to that of pure nonadecane, we found that
there was one additional peak in both heating and cooling procedure for NEPCMs than occurred for
pure nonadecane. For example, there was a new endothermic peak at 36.95°C in the heating procedure
and a new exothermic peak at 32.90°C in cooling procedure. The new peaks were caused by the surface
freezing of the encapsulated nonadecane, which caused the encapsulated nonadecane become a metasta-
ble phase. Moreover, the positions of either endothermic peaks or exothermic peaks of NEPCMs were
delayed slightly compared with those of pure nonadecane. This is normal for most encapsulated phase
changing materials, and can be improved by adding better thermal conductivity materials into the shell
of encapsulated materials.

Two more series of DSC measurements were carried out on the same NEPCMs sample to obtain
the stability of this material (Figure 6b). The thermal cycling was performed in a P x 2 thermal cycle
machine (Thermo Electron Corporation, USA). The DSC curve for NEPCMs, after 100 cycles at a fast
heating-cooling temperature rate of 3°C/min, shown as blue line in Figure 6b, almost duplicated the
first curve (red line), which is the thermal curve for NEPCMs with no thermal cycle. The green line in
Figure 6b shows the DSC curve for the same sample after 100 cycles at exactly the same temperature
conditions as for DSC characterization. It was found that the peaks were located at almost the same
temperature for the three curves, proving the stability of the NEPCMs. The height of the peak for the
100-cycle curve, however, was slightly lower that the curve depicting no cycling; and similarly, the height
of the peak after 200 cycles was slightly lower than that for 100 cycles.
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Figure 6. Thermal property and stability of NEPCMs. (a) DSC traces of pure nonadecane and NEPCMs
during the heating-cooling processes, the NEPCMs specimen was held first at 0°C for 2minutes, then heated
from 0°C to 50°C at a rate of 5°C/min, and finally cooled to 0°C at a controlled rate of 5°C/min. (b) DSC
traces of NEPCMs after 100 and 200 heating-cooling cycles. The first 100 cycles were performed at a fast
heating-cooling rate of 3°C/s. The heating-cooling rates for the second 100 cycles followed those used for
DSC measurement, 5°C/min heating to 50°C and then 5°C/min cooling to 0°C, staying at both 0°C and
50°C for 30seconds.

Discussions

In this paper, the encapsulation efficiency of nonadecane in NEPCMs was determined from the following
equation (1)V. Encapsulation efficiency determined the amount of PCMs which had been encapsulated
over the total PCMs added as material, it was depended on the encapsulation quantity. Less than 100%
encapsulation efficiency meant some of the PCMs hadn’t been encapsulated.

AH
) - NEPCM
Encapsulation efficiency (%) = e v 100%
nonadecane nonadecane
styrene 1 (1)

where AH was the latent heat of the materials; nonadecane/(styrene) was the mass ratio of core (non-
adecane) over shell (styrene) in the equation; and AH,  ,qecane a0d AHygpens were the latent heat of
nonadecane and NEPCMs measured by DSC, respectively. So the encapsulation efficiency of NEPCMs
mentioned above was 55.9%. The efficiency here was not as high as that of many microencapsulated
phase changing materials, but was competitive with some NEPCMs stabilized by molecular surfactants’®.

The possible reasons for the relatively low encapsulation efficiency were proposed as following: 1)
although the NEPCMs size was relatively uniform, there was a possibility that some NEPCMs had higher
nonadecane to PS (nonadecane/PS) ratio and tended to cream to the top of the suspension, and these
kind of samples would be discarded in the washing procedure. 2) It was also possible that some of the
nonadecane/water emulsions were demulsified in the second emulsification and failed to be encapsulated
any more, which would lower the encapsulation efficiency as well. In our experiment, when the polym-
erization was finished and the whole samples were cooled down to room temperature, we did noticed
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that there were a small layer consisted of NEPCMs and waxy nonadecane on the top of the suspensions,
we assumed these NEPCMs had a higher nonadecane/PS ratio.

Here are the suggestions and our future work to improve the encapsulation efficiency: 1) instead of
nonadecane, we will switch to another higher density phase change material so that we will be able to
avoid the losing of high nonadecane/PS ratio samples. 2) Add some higher density particles into oil
phases before emulsification so that the higher nonadecane/PS ratio samples would not cream to the
top. 3) Use magnetic stirring, instead of gently manual shaking, for two step emulsification shaking to
make emulsion even more uniform. Moreover, we will stir the suspensions during the polymerization
instead of just keep them static, which may contribute to the uniformity of the capsules as well. 4) For the
scale-up samples, we are thinking about the recycling of the top layer mentioned above, mainly of which
are high nonadecane/PS ratio NEPCMs and nonadecane. The top layer will be collected and heated up
to 50°C until nonadecane melt, and then a flirtation will be performed at 50°C to separate the NEPCMs
and liquid nonadecane. And we can do a characterization on these NEPCMs after that. On the other
hand, we can reuse the nonadecane so that we don’t waste the material, this is especially important for
the industrial application.

In conclusion, we demonstrated for the first time that NEPCMs can be mass-produced via a simple
two-step Pickering emulsification procedure. This low-energy procedure requires only gently manual
shaking to produce products. The NEPCMs were proved to be thermally stable and uniform in size. A
primary result showed that we can make up to 10g NEPCMs for one batch in the lab, which was lim-
ited merely by the capacity of the reaction container. The Pickering emulsification method based on the
asymmetric ZrP-C18 nanoplates for fabrication of nanoencapsules allows for a wide range of engineering
applications, not only in PCM, but also in cosmetics, drug delivery, and food production.

Methods

Synthesis of ZrP. Zirconium phosphate (ZrP) was prepared by the reflux method: 6g of zirconyl
chloride octahydrate (ZrOCl,-8H,0) was mixed with 50mL of 12M phosphate acid. The mixture was
loaded in a 100-mL round flask and refluxed for 24hours using oil bath at 94°C. The product was
washed with deionized water three times, dried in the oven, and stocked for later use. Scanning electron
microscopic (FEI Quanta 600 FE-SEM) and transmission electron microscopic (JEOL JEM-2010 TEM)
characterizations were used to observe the morphology of the ZrP.

Preparation of ZrP-Ca8 Pickering emulsifier. The dried white product was ground into a fine
powder with mortar and pestle. Depending upon ambient humidity and the length of time after the
ZrP is produced, one more drying process might be preferred to remove the resident water before the
surface modification reaction. The crystals were reacted with octadecyl isocyanate in a 1:10 (ODI: ZrP)
molar ratio at 90°C for 24hours under nitrogen, using extra dry toluene as a solvent. The resulting
surface-modified ZrP (as ZrP-C18 later in this paper) was washed with methanol three times and dried
overnight in an oven at 70°C.

The Janus and Gemini ZrP-C18 nanoplates were obtained by exfoliating the crystals into mon-
olayers using tetrabutylammonium hydroxide (TBA*OH") at a molar ratio of 1:1 in DI water at room
temperature.

Two-step Pickering emulsification to fabricate NEPCMS.  First, 0.02g nonadecane was melted
in 1mL deionized water, and then mixed with 1mL ethanol co-solvent and 100pL ZrP-C18 suspen-
sion (containing 5% wt of ZrP-C18). The mixture was gently shaken for 30 seconds, which produced the
nonadecane in water (oil in water, O/W) emulsions for the next step. In the second step, 100pL sty-
rene monomer together with 0.0016 g initiator azobisisobutyronitrile (AIBN) were added into the O/W
emulsions produced in the first step, and the new mixture was manually shaken for another 30seconds.
Finally, the entire NEPCMs precursor was transferred into a 70 °C oven for 4 hours, allowing for the full
polymerization of styrene, with polystyrene as the shell. The NEPCMs sample were raised with warm DI
water (50°C) for twice and then dry using a freezing dry machine.

For the scale-up test, we used 100 times more materials: 4g nonadecane, 20mL styrene, 20 mL
ZrP-C18 suspension and 100mL DI water and 100mL ethanol, and followed the two-step Pickering
emulsification procedure.
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