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ABSTRACT
The ice-phobic and transparent surface based on the distinctive structure of a coating material has been investigated. Moth eye structure
fabricated on the quartz substrate was covered with a flat paraffin layer to isolate it in a cold and humid environment. Paraffin wax was
chosen as the coating material due to low thermal conductivity, easy coating, and original water repellency. The paraffin layer only stayed on
the top of the nanostructure, separated it from the outside environment to obstruct heat energy being transferred to the cold substrate, and
prevented the wetting transition, which was observed regularly on the rough surface. The uncountable number of air blocks trapped inside
the nanostructure also contributed to delayed heat transfer, leading to an increase in the freezing time of the attached water droplet. The
anti-icing performance was evaluated in terms of adhesion strength, freezing time, and freezing rain sustainability. The nanostructure coated
sample was compared with barely coated and superhydrophobic nanostructure surface and demonstrated a preeminent performance.

© 2020 Author(s). All article content, except where otherwise noted, is licensed under a Creative Commons Attribution (CC BY) license
(http://creativecommons.org/licenses/by/4.0/). https://doi.org/10.1063/5.0019119., s

I. INTRODUCTION

Ice accumulation on aircraft wings can reduce lifting force,
block moving parts, and cause disastrous problems.1,2 Ice accre-
tion on energy transmission systems,3 vehicles, and ships in a harsh
environment often leads to massive destruction and contributes to
serious accidents.

Many studies have been conducted over several decades to
improve the anti-icing performance on functional surfaces and, in
general, the improvement measures are often divided into active
and passive approaches. While active approaches correspond to the
ice removal via an external energy source,4–6 passive approaches
refer to physicochemical methods7–9 based on the surface modi-
fication. Among many reported passive approaches, the superhy-
drophobic surface (SHS) was believed to be the appropriate solution
for anti-icing owing to its unique characteristics of water repellency
(high contact angle and low sliding angle) and facile fabrication.10–18

However, several studies have recently revealed that SHS may not
always be the optimal approach for anti-icing due to its sensitivity to

humidity, especially under low-temperature conditions,19–23 leading
to the wetting transition from Cassi–Baxter to Wenzel state. There-
fore, the ice formed easily adheres to the surface of the material,
reduces the hydrophobic coating, and is harder to clean than smooth
surfaces.

Recently, biomimetic slippery liquid infused porous surfaces
(SLIPs) have been introduced as an advanced anti-icing strategy.24–27

This new concept presents a defect-free liquid interface with the rele-
vant properties such as water immiscibility, humidity tolerance, and
self-healing after ice remova1.8,28–37 SLIPS can be fabricated through
covering a porous structure with a low-surface-tension lubricant
that is immiscible in water and has a high affinity with structured
materials. Even though SLIPS has improved anti-icing efficiency, it
is impossible to permanently prevent the icing phenomenon owing
to the degradation of the lubricant layer through evaporation and
during the removal process.

In this work, the anti-icing properties of the unique nanostruc-
ture coated paraffin surfaces were evaluated in terms of adhesion
strength, freezing time, and mimicking rain sustainability. Results
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were compared with bare quartz coated paraffin, superhydropho-
bic nanostructure surfaces, and demonstrated the outstanding anti-
icing performance. The contribution of the paraffin layer and air
block combined with the nanostructure was explained as the impor-
tant criteria for maintaining stable adhesion strength and extending
freezing time. Furthermore, the nanostructure coated sample also
exhibits high transparency and anti-reflective effects owing to the
moth eye structure,38 indicating the potential designs for practical
optical applications.

II. EXPERIMENTAL SECTION
A. Sample fabrication

The experiments were performed with a quartz glass substrate
due to its facile fabrication. The details of the fabrication pro-
cess are described in Fig. 1. Quartz substrates were first cleaned
with detergent (Alconox, Sigma-Aldrich, Inc.), deionized water, fol-
lowed by drying with N2 gas flow. After ultraviolet-ozone treat-
ment, the surface was coated with a monolayer of polystyrene
(PS) beads (Polyscience, Inc.) of diameter 200 nm via the floating
method.

The nanostructure was imposed on the substrate by the plasma
etching process. A gas mixture of O2, CF4, and H2 with appropri-
ate concentration and ratio was bombarded onto the substrate. By

FIG. 1. (a) Fabrication process and (b) SEM images.

manipulating the size reduction process and etching time, we can
generate a uniform truncated cone shape with a height of 500 nm
and a top diameter around 70 nm. Etched surfaces were immersed in
the as-prepared 0.1% perfluoropolyether (PFPE, Soilnon AF30, Nic-
cakorea Co., Ltd.) solution for 1 h, followed by drying under ambient
conditions for 1 h.

The coating procedure was conducted using the spin coating
method. Paraffin wax (0.5g) was added to 10 ml of n-hexane for
preparing a coating solution. After stirring for 30 min, the sus-
pension was deposited on a superhydrophobic nanostructure sur-
face using a spin coater (5000 rpm, 2 min, accelerated speed 500
rpm/10 s). The same process was carried out on bare quartz under
relevant conditions to create the same thickness of the paraffin layer.
After coating, samples were dried naturally at room temperature for
1 h.

B. Characterization of prepared surfaces
Surface morphologies were examined using a scanning electron

microscope (SEM, Quanta 250, FEI). Etched samples presented a
uniform truncated cone shape nanopillar array on a quartz substrate
with a height of around 500 nm. After spin coating process, a thin
layer of paraffin was deposited on top of the nanostructure, which
isolated it from the outside environment [Fig. 1(b)].

The wettability of the prepared samples was obtained by mea-
suring the contact angles (CA) and sliding angles (SA) using a con-
tact angle measurement apparatus (Model DM-50, Kyowa Interface
Science Co., Ltd.). All values were averaged statistically for at least
five independent positions on each sample (Fig. 2). The wetting
characteristics are summarized in Table I.

The transparency and anti-reflective properties of the prepared
surfaces were characterized using an optical measurement apparatus
(Angle Resolving Spectrometer, Agilent Technologies). Results were
compared by using the bare surface as a reference.

C. Setup for anti-icing measurements
The measurement of adhesion force was performed using a

custom-built apparatus, as shown in Fig. 3. The prepared sam-
ples were attached to the thermoelectric cooling module using Al
tape. A 5 μl deionized water droplet was gently placed on the sam-
ple surface, and then, the system was cooled until the temperature
reached −20 ○C. After the phase transition, a load cell was used to
measure the adhesion strength between the ice drop and the cold
surface. The load cell was controlled by a motorized linear stage,
moving at a speed of 50 μm/s, and slowly pushed the ice droplet
horizontally until it detached completely. The load cell probe was
kept at 0.5 mm above the surface to minimize torque. The force
exerted on the load cell can be obtained through computer software,
and the maximum force recorded was considered as the adhesive
strength.

A high-speed camera (Photron, Ltd.) was used to record the
icing process and determine the freezing time. Freezing time is
defined as the duration from the time the water droplet started
changing from the liquid phase to the solid phase until the whole
droplet became ice. Another camera was used to capture the tem-
perature change of the water droplet–solid interface.
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FIG. 2. Contact angle on prepared surfaces.

III. RESULTS AND DISCUSSIONS
A. Anti-icing performance

The samples were treated under different conditions to deter-
mine the individual effect of the nanostructure, hydrophobicity, and
paraffin layer. Figure 4 presents the adhesion strength measure-
ments on three prepared samples: barely coated paraffin, nanos-
tructure superhydrophobic (NS), and superhydrophobic nanostruc-
ture coated paraffin (NSP) surfaces. The lowest adhesive strength
is for the NS sample, followed by the NS coated paraffin, while the
barely coated sample exhibits quite high value due to the good affin-
ity between quartz and paraffin. The low adhesion strength on the
NS sample can be explained by the areal fraction between the ice
droplet and textured surface.38 The water droplet was kept at the
Cassie–Baxter state in the whole freezing process, resulting in the

TABLE I. Wetting characteristics of the prepared surfaces.

Sample Contact angle (deg) Sliding angle (deg)

Bare quartz 50 . . .
Bare paraffin coating 111 14
NS 155 2
NSP 114 8

FIG. 3. Adhesion measurement setup.

low contact area between the ice droplet and the textured structure.
The lower the areal contact area we can support, the lower adhe-
sion strength we have. However, the durability in anti-icing is
very important due to the practical applications. A good perfor-
mance of the anti-icing surfaces should be maintained for a long
time, while hydrophobic coatings are not durable when exposed
to cold and humid environments. As shown in Fig. 4, adhesion
strength increases dramatically from around 30 kPa–370 kPa after
30 cycles (same as paraffin coated samples) and finally reached
1200 kPa after 100 cycles. The degradation shown in Fig. 4 can
explain it. The adhesion strength of hydrophobic layer on pre-
pared samples owes directly to the contacted frosting during the
freezing process. A tiny droplet accumulated on the whole surface
area even though inside the nanostructure is rapidly transferred to
the solid phase and anchored to the structure. This may gradu-
ally damage the coating layer when we remove the ice sheets using
mechanical force or airflow, subsequently leading to the vanishing of
hydrophobicity.

In contrast to the NS surface, the water droplet on the NSP
surface did not directly come in contact with the nanostructure but
with the paraffin layer. Due to the large contact area with a smooth
surface, the adhesion strength is quite high compared to the NS sur-
face, but it shows very stable adhesion strength owing to the original
properties of paraffin. The adhesion strength can be obtained around

FIG. 4. Adhesion strength on prepared samples.
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350 kPa and maintained after 100 cycles, showing the durability
of the NSP surface in anti-icing. Interestingly, we cannot see any
wetting transition due to the indirect contact between ice droplets
and nanostructure. The waterdrop is maintained in the hydrophobic
state (CA ∼ 115○) during the whole process due to the original water
repellency of paraffin. The nanostructure was covered underneath
and played its function in delaying heat transfer or anti-reflective
effects. For the practical applications, NSP surfaces are considered
as the advantageous solution compared to the NS sample owing to
their durability after experimenting many times.

When adhesion strength on the NSP surface and on the barely
coated surface is compared, the contribution of the nanostructure
on reducing the adhesion strength is observed. It can be explained
by the quite thin layer of paraffin that the NSP surface still exhibited
the roughness compared to the smooth surface, which reduced the
contact area and adhesion strength.

Furthermore, the temperature evolution in Table II revealed
the big difference in heat delaying between the three prepared sam-
ples. We believe that the difference in the surface actual temperature
played a crucial role in determining the adhesive force. In the barely
coated surface, the icing process happened at −10.9 ○C as shown
in the Peltier controller indicator, corresponding to 8.9 ○C differ-
ence between it and the surface–water contact interface temperature,
while the difference in the NS and NSP samples is 9 and 11.4 ○C,
corresponding to the actual temperature of −5.1 ○C and −1.7 ○C,
respectively. This temperature delay can be explained by surface
characterization. The combination of air traps and paraffin layers
on the NSP surface was suitable to prevent the heat transfer from
Peltier through the surface structure, leading to higher freezing tem-
peratures and a longer time for the icing process. After cooling has
started, the surface temperature of the barely coated sample needed
240 s to reach to −2 ○C, while the NSP sample required over 300 s to
reach a comparable value (−1.7 ○C).

It is worth noting that frosting on the surface always occurred
and balanced with the evaporation due to the surrounding envi-
ronment fluctuation. However, the quite high rate of temperature
decrease on a barely coated sample would lead to the fast accumu-
lation of frosting droplets all over the surface, including the con-
tact line of the three phases. These new nucleation droplets rapidly
coalesced with water droplets and would increase the contact area.
It can be seen in Fig. 5 that the increase in the contact area by
10%, from 1.93 mm to 2.13 mm, leads to a relatively high adhe-
sion strength. In contrast, the low rate of the temperature decrease

TABLE II. Temperature and time for freezing.

Temperature at
freezing point (o)

Sample Top Bottom Time (s)

Bare paraffin coating −2 −10.9 240
NS −5.1 −14.1 360
NSP −1.7 −13.1 310

FIG. 5. Icing process on (a) barely coated sample and (b) NSP sample.

exhibited on the NSP surface resulted in the low frosting accumu-
lation effects, therefore, maintaining the contact area until complete
freezing.

Figure 6 presents the freezing time measurements on prepared
samples under different conditions. The shortest freezing time can
be observed on a barely coated surface with values around 17 s. Even
though paraffin proposes bad thermal conductivity, it cannot sup-
port the long freezing time for water droplets due to a large contact
area and a very thin coating layer. However, when we combined this

FIG. 6. Freezing time measurements on prepared samples.
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FIG. 7. Paraffin layer with different thicknesses.

thin paraffin layer with the nanostructure, as shown in NSP sam-
ples, it can dramatically increase the freezing time up to around
37 s. Its unique structure along with the thermal characteristics of
paraffin can explain it. In this manner, the paraffin layer isolated
water droplets from the surface, which has better thermal conduc-
tivity (k = 1.3 W/m K).

In contrast to NS samples, the heat energy from the water
droplet was transferred to the outermost layer instead of directly
conducting to nanopillars. The paraffin layer played the role of a
thermal insulator to delay heat flow, minimizing heat transfer per
unit time to extend the freezing time. Besides, after passing through
the paraffin layer, heat energy was dispersed to two separated parts:
quartz nanopillars and air volumes before being transferred to the
cold substrate. It is worth noting that numerous air blocks can play
an important role in minimizing heat dispersion owing to very bad
thermal conductivity.

The contribution of the paraffin layer can be seen clearly when
comparing NSP with the NS sample. In the first experiments, NS
showed good performance in delaying the freezing process, but after
several cycles, the performance became worse due to the degrada-
tion of the hydrophobic coating. Water droplets can easily penetrate
inside the nanostructure, resulting in the wetting transition to the
Wenzel state, maximizing the contact area, therefore, shortening the
freezing time. After 50 cycles, NS samples exhibit a short freezing

time of around 18 s, which is comparable to the bare coated sur-
face while the NSP sample still maintained its properties even after
experimenting 100 times.

The contribution of the thickness in anti-icing and transparent
performance also has been evaluated. The concentration of paraf-
fin in solution was varied with 2% and 3% to generate a thicker
paraffin layer on the nanostructure (Fig. 7). Figure 8 describes the
adhesion strength and freezing time with different thicknesses of
paraffin. By increasing the thickness, the adhesive strength increased
dramatically from 350 kPa in the original coating sample to 900
kPa (200 nm) and 970 kPa (400 nm), relatively close to the barely
coated sample. The freezing time also decreased significantly from
around 35 s to 20 s, indicating the nanostructure’s negligible
contribution.

For the freezing rain test, we sprayed cold water droplets with
the random size ranging from 5 μl to 50 μl onto prepared surfaces
in 5 min. Deionized water was kept at a temperature of around
0.5 ○C before flushing to surfaces to mimic the rain in cold environ-
ments. The temperature of substrates was maintained at 0 ○C, −5 ○C,
−10 ○C, and −15 ○C for evaluating the temperature contribution.
The performance of three functional surfaces can be obtained using
a speed camera in the whole spraying process (Fig. 9). On a bare
coated surface, due to the high contact area and the small difference
in temperature between the outmost layer and the cold substrate, the

FIG. 8. (a) Adhesion strength and (b) freezing time with different thicknesses.
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FIG. 9. Ice accumulation on (a) barely coated, (b) NS, and
(c) NSP samples after the freezing test.

incoming water droplets may rapidly transfer their heat to the sur-
face and freeze easily. As shown in the−5 ○C test (S1.2 of Fig. 9), after
45 s, ice droplets appeared and strongly adhered to the cold surface.
Further water spraying tends to stick on the formed ice to increase
the area until the surface is fully covered.

Due to the high hydrophobicity on the NS sample, water can
easily bounce out from the surface and remain as a clear area at
0 ○C (S2.1 of Fig. 9). When temperature decreased to−5 ○C, a signifi-
cant change in the anti-icing behavior was observed. Water droplets
rapidly transferred its heat to the substrate and became ice drops.

Much ice nucleation can be seen on the surface after a short time
spraying (S2.2 of Fig. 9). The performance became worst when the
temperature was continuously decreased to −10 ○C when the ice
layer almost covered the surface area after flushing water for 5 min
(S2.3 of Fig. 9). In contrast, on the NSP sample, the clear surface
was maintained even though when we decreased the temperature
to −10 ○C, owing to the heat delaying effect (S3.3 of Fig. 9). Due
to original water repellency of the paraffin film and indirect con-
tact between the water droplets and the nanostructure, the temper-
ature of the outermost layer was kept at a higher value than the NS

FIG. 10. Transmittance and reflectance spectra on prepared surfaces.
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FIG. 11. Images of (a) original NSP sample, (b) after scratching, and (c) after healing.

sample, therefore, minimizing the ice nucleation process. The NSP
sample still showed the anti-icing performance at a lower tempera-
ture (−15 ○C) when ice droplets appeared sparsely on the spraying
area (S3.4 of Fig. 9).

B. Optical performance
The optical characteristics of the prepared samples were

obtained by measuring the transmittance and reflectance perfor-
mance using our spectrometer equipment. Figure 10(a) depicts the
transmittance in a visible range of barely coated paraffin, NS, and
NSP surfaces with barren quartz as the reference. Owing to the moth
eye structure, NS enhances the transmittance compared to smooth
surfaces. After coating with the paraffin layer, its transmittance neg-
ligibly decreases to ∼92% but still higher than bare quartz. The com-
petition between the optical advantage supported by moth eye struc-
ture and the disadvantage from the reflectance of the paraffin film is
worth noting. However, the NSP sample still exhibits good trans-
mittance and anti-reflective efficiency due to the very thin paraffin
layer.

For practical applications, the durability of the NSP surface was
also tested using a simple mechanical method (Fig. 11). The NSP
surface was scratched using a sharp knife’s tip to remove the paraf-
fin cover layer. After scratching, the sample was heated at 80 ○C for
15 min and the transmittance was measured again. The dashed line
and dotted line describe the performance before and after heating,
respectively, revealing the full recovery of the optical performance.
The melting of the paraffin layer can explain it after heating, and the
easily covered surface resulted to be a smooth surface, maintaining
its transmittance.

IV. CONCLUSION
In conclusion, we have investigated the transparency and

anti-icing of various surfaces under different treatment conditions.
Moth eye nanostructure paraffin coated surface exhibited greatly
improved anti-icing performance, indicating the advantage of
combining original water repellency and a unique heat-delaying
structure. The hydrophobicity of the paraffin layer was specified as
a decisive parameter for maintaining the adhesion strength between

ice and surface. For extending the freezing time on the functional
surface, heat transfer from accumulated droplets should be inter-
rupted when passing through the surface structure. Paraffin with
quite low thermal conductivity worked as the thermal insulator to
delay heat diffusion, therefore interfering with the icing process
in both static (water droplet) and dynamic water (freezing rain)
experiments.

We also determined that the NSP sample is also suitable for
optical applications due to high transparency and anti-reflective
properties. Owing to the minimal thickness, NSP exhibited good
optical performance while maintaining its preeminence in ice-
prevented work. Furthermore, the NSP sample also presented good
mechanical sustainability. After mechanical tests, the paraffin coated
layer was recovered easily by a simple heating method and exhibited
stable anti-icing optical properties. This study is useful for under-
standing the importance of hydrophobicity and heat diffusion in
designing anti-icing surfaces.
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