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Abstract: Superhydrophobic coatings are limited by complex preparation processes and poor me-
chanical durability in practical applications. In this study, a mechanically robust superhydrophobic
composite coating was applied to an aluminum surface that underwent processing with a nanosecond
laser (referred to as a superhydrophobic aluminum surface). It exhibits a high water contact angle
(WCA) of 158.81◦, a low sliding angle (SA) of less than 5◦, and excellent self-cleaning ability. The
wear test shows its durability, and the corrosion test shows its excellent corrosion resistance. This
study provides a framework for the preparation of robust superhydrophobic surfaces that may have
potential applications in many fields.
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1. Introduction

Superhydrophobic surfaces are those that exhibit a water-repellent property with a
WCA greater than 150◦ and an SA hysteresis less than 10◦. This non-wettability characteris-
tic has a wide range of applications in numerous fields, such as condensation heat transfer,
anti-icing, self-cleaning, drag reduction, and corrosion resistance, among others [1–5]. The
most important features of superhydrophobic surfaces are the micro/nano multi-scale
surface topography and the low surface energy of the surface material.

In recent years, superhydrophobic surfaces have been extensively studied. Li et al. [6]
prepared hydrophobic stearate particles and suspended them in ethanol. The solution
was then sprayed onto a stainless-steel surface, forming a highly corrosion-resistant super-
hydrophobic coating. Mostag-himi et al. [7] achieved superhydrophobicity by spraying
rare earth oxides with hydrophobic properties onto a steel surface with a WCA of 164◦.
However, due to the high cost and scarcity of rare earth metals, this approach cannot be
widely used in practical production. Wang et al. [8] deposited nickel nanoparticles onto an
etched porous aluminum substrate by immersing it in a mixed solution containing lactic
acid, NaH2PO2·H2O, CH3COONa, NaHCO3, and NiSO4·6H2O, followed by modification
with 1H,1H,2H,2H-perfluorodecyltriethoxysilane to achieve a superhydrophobic nickel
surface with a WCA of 164 + 2◦. Qian et al. [9] proposed to use of the acid etching method
to corrode the surfaces of metal aluminum, copper, and zinc to produce rough micro- and
nanostructures and then to chemically modify the corroded metal surfaces with fluoroalkyl-
silane to achieve superhydrophobic metal surfaces. In recent years, various methods have
been developed to prepare superhydrophobic surfaces with superior performance [10–18].

However, the features of superhydrophobic surfaces are highly susceptible to damage
due to mechanical actions, which can lead to the loss of their superhydrophobic properties.
In practical application environments, mechanical actions, such as collisions, touch, wind
erosion, and rain erosion, are all unavoidable. The mechanical weakness greatly reduces
the stability and reliability of superhydrophobic surfaces in practical applications. In re-
cent years, there has been increasing attention given to how to enhance the mechanical

Materials 2023, 16, 6485. https://doi.org/10.3390/ma16196485 https://www.mdpi.com/journal/materials

https://doi.org/10.3390/ma16196485
https://doi.org/10.3390/ma16196485
https://creativecommons.org/
https://creativecommons.org/licenses/by/4.0/
https://creativecommons.org/licenses/by/4.0/
https://www.mdpi.com/journal/materials
https://www.mdpi.com
https://doi.org/10.3390/ma16196485
https://www.mdpi.com/journal/materials
https://www.mdpi.com/article/10.3390/ma16196485?type=check_update&version=2


Materials 2023, 16, 6485 2 of 12

properties of superhydrophobic surfaces [19]. The fragile micro- and nanostructures on
superhydrophobic surfaces are easily destroyed under mechanical stress. The resulting
Cassie–Baxter states where the grooves of the surface are not wetted by water to the Wenzel
states where the grooves of the surface are wetted by water lead to the loss of the super-
hydrophobic function. Numerous studies have shown that the fundamental challenges of
superhydrophobic surface and coating applications are due to the lack of mechanical stabil-
ity in the micro–nano-scale system structure and the low surface energy stability [20]. To
address these two issues, people have developed self-healing methods [21–23], composite
coatings [24,25], and hierarchical rough structures to prepare superhydrophobic surfaces.
Compared with other methods, a superhydrophobic surface prepared by these methods
has higher stability and durability through increasing the strength of the surface coating
bonding, releasing hydrophobic components after damage, and embedding nanoparticles
in the micron structure.

There are numerous surface treatment methods available to enhance the adhesive
performance of coatings, including sandpaper polishing, sandblasting, and chemical clean-
ing. Among these techniques, sandpaper polishing and sandblasting effectively improve
the bonding quality by augmenting the roughness of the substrate surface [26]. However,
manual sandpaper polishing exhibits a limited impact on surface roughness due to hu-
man variability and yields inconsistent results. With sandblasting, an additional layer
of structure is introduced, making it important to ensure strong adhesion between the
blasting material and the substrate. On the other hand, laser etching offers a simple and re-
liable approach to creating micro–nano-level structures on material surfaces for enhancing
roughness through the adjustment of various process parameters. Additionally, it provides
long-term stability and environmental friendliness [27,28].

This study aims to integrate the advantages of laser etching and coating methods
to create a hierarchical micro/nanostructured composite surface, enhancing the mechan-
ical properties of superhydrophobic surfaces. First, a micro-groove was formed on the
aluminum surface using laser technology, and then the PMMA connection layer was im-
pregnated on the aluminum surface. Finally, the nano-silica hydrophobic structure was
filled via the impregnation method. The micron-scale structure based on laser etching
and the PMMA connection layer effectively protected the internal nanostructure and sig-
nificantly improved the mechanical properties of the surface. The challenge of creating
superhydrophobic surfaces with excellent mechanical properties has been a problem for
many researchers. By integrating the advantages of laser etching and coating methods, this
study provides a reference for how to create durable, strong, and excellent superhydropho-
bic surfaces with improved mechanical properties.

2. Experiments and Methods
2.1. Materials and Pretreatment

The 10 mm × 10 mm × 1 mm 1060 aluminum (99.60%) was obtained from Shenzhen
Hongtai Hardware Processing Co., Ltd. in Huizhou, China, with specific composition as
shown in Table 1. Prior to use, it was polished with 800- and 2000-grit sandpaper and
sequentially cleaned with anhydrous ethanol and deionized water for 15 min each, then nat-
urally dried. The anhydrous ethanol was procured from Tianjin Zhiyuan Chemical Reagent
Co., Ltd. (Tianjin, China) and acetone was purchased from Jiangsu Puleisi. Hydrophobic
nano-SiO2 with an average diameter of 20 nm was obtained from Foshan Lanling Chemical
Co., Ltd. (Foshan, China). Polymethyl methacrylate (PMMA) was procured from Taobao.
All chemical reagents were used as received without further treatment.

Table 1. 1060 Aluminum content (mass fraction, %).

Al Fe Cu Mn Mg Si Ti V Zn

99.6 0.35 0.05 0.03 0.03 0.25 0.03 0.05 0.05
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2.2. Laser Treatment

The principle and scanning path of nanosecond laser processing are shown in Figure 1.
The processing principle of the laser is that the laser beam emitted by the laser is reflected
in the optical path, reaches the galvo scanning system, and then focuses on the sample with
the field lens. The field lens adjusts the focal length and controls the size of the laser beam,
while the galvo scanning system controls the scanning and positioning of the laser beam.
The laser used in this experiment has a center wavelength of 1064 nm, a maximum power of
60 W, a repetition rate of 30 kHz, and a pulse duration of 10 ns for the laser (MFP-5W-60W,
Maxphotonics, Shenzhen, China). The laser has a focal length of 319 mm, and the diameter
of the focus spot is approximately 50 µm. Firstly, the sample was placed horizontally on the
sample stage with laser power set to 12 W, and a horizontal x–y grid scan was performed
on the aluminum surface at a speed of 20 mm/s with a 100 µm spacing between adjacent
points.
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Figure 1. Processing principle and scanning path.

2.3. Preparation of Solutions for Coating the Aluminum Sheet

Firstly, 1 g of PMMA was magnetically stirred in a 100 mL acetone solution at room
temperature for 24 h to obtain the binder. Secondly, a 10 wt% ethanol suspension of
hydrophobic nano-sized SiO2 particles was prepared. A total of 5 g of the hydrophobic
nano-sized SiO2 particles were added to 45 g of anhydrous ethanol and ultrasonically
dispersed to uniformly disperse the nanoparticles in the suspension.

2.4. Impregnation Process

The polished samples were immersed twice in the prepared binder after laser treat-
ment, each time for 5 s with an interval of 5 s. Then, the samples were immersed five times
in the prepared suspension of hydrophobic nano-sized SiO2 particles, each time for 5 s with
an interval of 10 s. Finally, the prepared samples were left to sit for 24 h.

2.5. Surface Topography Characterization Methods

Surface morphology of samples and coated samples after laser ablation was charac-
terized using field emission scanning electron microscopy (Sigma300, ZEISS, Carl Zeiss
AG, Jena, Germany) at 200×, 500×, and 1000× magnifications and microscopy (HG-1501T,
MHAGO, Wuxi, China) at 30× and 130×.

2.6. Wettability Characterization

In this study, the wetting behavior of the samples was measured using a WCA mea-
suring instrument (JCJ-360A) to measure the WCA and SA on the surface of the samples. A
10 µL microsyringe was used to drop approximately 5 µL of the test droplet on different
locations of the sample surface. The WCA and SA were measured by dropping 3 drops of
deionized water and taking the average value as the final measurement result.
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2.7. Corrosion Test

In this experiment, the corrosion tests of the samples were performed using a 10%
mass fraction CuCl2 solution for comparative testing. After preparation, the samples were
immersed in the CuCl2 solution for 3 min, and the corrosion on the sample surface was
recorded using a camera. Finally, the samples were removed, and their surface morphology
was recorded by washing with deionized water.

2.8. Friction Resistance Test

In this research, the mechanical robustness of the superhydrophobic aluminum surface
samples was tested using a sandpaper-based shear wear test (ASTM D4060). The shear
wear test involved dragging the superhydrophobic aluminum sample at a constant speed of
1 cm·s−1 in one direction on a 2000-grit SiC paper under pressures of 5000 Pa and 10,000 Pa.
The water WCA was measured after every 10 cm of wear distance as a function of wear
cycles, and the data were plotted accordingly.

3. Results and Discussion
3.1. Surface Morphology of Aluminum after Laser Treatment

In Figure 2a, the sample was magnified 200 times, and under the intense nanosecond
laser ablation, micrometer level grooves were etched onto the surface of the aluminum
sheet with micro-pits formed at the intersections. In Figure 2b, the sample was magnified
500 times, and the micrometer level protruding structures on the surface can be more clearly
observed. The micrometer level protruding structures are stacked by particles because,
in the process of laser action, the momentarily increased energy melts the aluminum and
splatters it onto nearby areas. In Figure 2c, the sample was magnified 1000 times, and the
micrometer level protruding structures can be observed more clearly. The traces of pulse
laser action can be seen inside the micro-pit area, and the density of splashing and melting
particles near the micrometer level protruding structures increases at the sub-micron level.
The surface of the micrometer-level protruding structures also forms an obvious hairy
morphology.
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Figure 2. SEM of aluminum surface after nanosecond laser treatment: (a) 200 times. (b) 500 times.
(c) 1000 times.

Based on the results of the microscopic morphology tests (from Figures 2 and 3), it can
be observed that the distance between the two adjacent micro-scale protruding structures on
the aluminum surface processed with a nanosecond laser at a scanning speed of 20 mm/s
is about 100 µm, and their height reaches approximately 50 µm. The distance between
them is relatively large, making it easy for nano-sized SiO2 particles to enter and penetrate
under the influence of ultrasonic dispersion. Furthermore, a large quantity of nano-sized
SiO2 particles adhere between those structures. The air in the formed gaps can maintain
the maximum surface tension of water droplets, effectively preventing water penetration.
Therefore, it can exhibit excellent superhydrophobicity with a high WCA and a low SA.
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Figure 3. Surface appearance under microscope. (a) The aluminum surface after laser ablation at
30 times magnification. (b) The aluminum surface after laser ablation at 130 times magnification.
(c) The superhydrophobic aluminum surface at 30 times magnification. (d) The superhydrophobic
aluminum surface at 130 times magnification.

3.2. Wettability Results

By using a WCA goniometer, it can be observed that the WCA of the original aluminum
surface is 51.34◦ with hydrophilicity demonstrated in Figure 4a. When measuring the
surface of the sample treated with nanosecond laser irradiation showing grid-like patterns
with a spacing of 100 µm, it is found that the droplet quickly spreads out on the surface upon
contact, exhibiting a WCA of only 0◦, indicating superhydrophilicity. This phenomenon can
be explained using the Wenzel model [29] where the WCA on object surfaces is related to
the surface roughness and surface energy. When the object surface is hydrophilic, the larger
its roughness, the smaller its WCA. Conversely, when the object surface is hydrophobic,
the larger its roughness, the larger its WCA. For a superhydrophobic aluminum surface,
it is difficult for droplets to adhere to the surface. When a droplet is dropped onto the
surface of the sample with a micro-injector, the needle-like vibration caused by the drop
often leads to a quick rolling of the droplet on the surface. Its WCA is measured at 158.81◦,
as shown in Figure 4b, and its SA is less than 5◦. The droplet is easily released from the
surface, indicating excellent superhydrophobicity.
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3.3. Self-Cleaning Performance

Figure 5 demonstrates the self-cleaning ability of the superhydrophobic aluminum
surface immersed in turbid water. As shown in Figure 5, the bare substrate is contaminated,
whereas the superhydrophobic aluminum surface remains clean after being removed from
the muddy water. Figure 6 displays photographs of the superhydrophobic aluminum
surface contaminated with infiltrating substances (dust, calcium carbonate, and calcium
sulfate mixture) and non-infiltrating substances (graphite powder). It should be noted
that natural graphite is a hydrophilic material whose wettability is mainly influenced
by the presence of hydrocarbons in the air. Graphite powder stored outside will shift
from hydrophilicity to hydrophobicity [30–32]. By comparing the photos before and after
self-cleaning, the rolling trajectory of droplets can be observed.
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Figure 6. Comparison of self-cleaning ability of substances that can be wetted and substances that
cannot be wetted. (a,b) Dust. (c,d) Mixture of calcium carbonate and calcium sulfate. (e,f) Graphite
powder.

During the process of the contact and rolling of water droplets on the superhydropho-
bic aluminum surface, it can be observed that pollutants are mainly removed from the
superhydrophobic aluminum surface via two pathways: transferring to the interior of the
droplets through particle transference or adhering to the droplet surface through particle
adsorption. The pathway through which particles are removed from the superhydrophobic
aluminum surface depends on whether the particles are wetted or not. Fully wetted par-
ticles are transferred to the interior of the droplets, while non-wetted particles adhere to
the droplet surface. Furthermore, as shown in Figure 6, some tiny particles remained on
the droplet surface after it carried away the surface dust. This is because these particles
have a diameter larger than the pore diameter of the superhydrophobic aluminum surface
such that the droplet is too large to contact the tiny particles. By reducing the droplet
volume or by dropping the droplet at a certain height multiple times, the small particle
pollutants can be removed from the surface. Finally, through observation, it is found that
when the superhydrophobic aluminum surface is placed at a certain inclination angle, it
does not require a larger kinetic energy for the droplet to carry away the particle pollutants.
However, when the superhydrophobic aluminum surface is placed horizontally, the droplet
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needs to be given an initial kinetic energy (by dropping the droplet at a certain height).
When the droplet has a low initial kinetic energy, rolling is observed to be effective at
removing pollutants, while for droplets with a higher energy, bouncing is observed to
be more effective at removing pollutants. Under the same operational conditions, it is
found that pollutants that can be wetted (dust, a mixture of calcium carbonate, and calcium
sulfate) have a higher self-cleaning efficiency than those that cannot be wetted (graphite
powder). The size of the particles and their wetting properties have a direct impact on the
result.

Through these experiments, we have found that the prepared superhydrophobic alu-
minum surface can effectively remove different types of particle pollutants, demonstrating
its excellent self-cleaning performance. We have discovered that the main factors affecting
the self-cleaning efficiency of the superhydrophobic aluminum surface include the water
WCA, solid surface free energy, the chemical nature of pollutants, the impact pressure and
velocity of the droplets, the tilt angle, particle–particle interactions, the thickness of the
pollutant layer, particle adhesion to surfaces, particle porosity, etc. [33].

3.4. Repeatability and Durability of Superhydrophobic Aluminum Surface

To verify the reproducibility and durability of the superhydrophobic aluminum sur-
face fabricated by utilizing nanosecond laser ablation combined with hydrophobic SiO2
nanoparticles, numerous experiments were conducted in this study, particularly to investi-
gate their applicability for large-scale manufacturing.

Reproducible experiments were performed using the same laser parameters, coating
parameters, and preparation conditions, wherein one sample was prepared each time, and
the static WCA and SA were measured three times at random positions to obtain the mean
value. As shown in Figure 7, all the samples prepared in the 10 trials exhibited a static
WCA greater than 155◦ and an SA less than 5◦, confirming the reliability and repeatability
of this research’s fabrication technique.
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cesses.

Furthermore, after six months, the experimental samples with the same parameters as
the initial ones still maintained their superhydrophobicity, and the liquid droplets remained
difficult to stay on the micro-tilted surface, indicating the durability of this method.

To verify the method’s applicability for large-area fabrication, 10 mm × 10 mm and
20 mm × 20 mm superhydrophobic samples were prepared, and the same fabrication
process as that for the 5 mm × 5 mm samples was demonstrated. The results showed
that the WCA and SA exhibited for all the prepared surface areas resembled those of
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the 5 mm × 5 mm samples, demonstrating the large-scale manufacturability of the super-
hydrophobic aluminum surfaces fabricated in this research. The results fully verify the
reliability and effectiveness of this research method, which provides strong guarantees for
practical applications.

3.5. Anti-Corrosion Performance of Superhydrophobic Aluminum Surface

To compare the corrosion resistance of the superhydrophobic aluminum surface,
the polished aluminum sheet (PAS), the laser-processed aluminum sheet (LPAS), and
the aluminum plate treated with PMMA after laser processing (LPAS and PMMA) were
immersed in a 10% CuCl2 solution together with the superhydrophobic aluminum surface.
Figure 8 shows the corrosion process of the PAS, the laser-processed aluminum plate, the
aluminum plate treated with PMMA after laser processing, and the superhydrophobic
aluminum surface after immersion in a 10% CuCl2 solution.
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As shown in Figure 8, when immersed in a 10% CuCl2 solution, the PAS, the LPAS,
and the LPAS and PMMA produces tiny bubbles, and more and more bubbles appear
on the surface with red copper gradually precipitating on the surface. However, the
superhydrophobic aluminum surface (5 mm × 5 mm) does not produce a red area; that
is, no red copper precipitates, indicating that the superhydrophobic aluminum surface
has anti-corrosion properties. The principle is that the presence of a hydrophobic layer
effectively separates the CuCl2 solution from direct contact with the aluminum plate.
This phenomenon can be clearly observed when the superhydrophobic aluminum surface
first enters the solution. After immersing all the experimental samples in a 10% CuCl2
solution for 3 min, they were ultrasonically cleaned one by one. The cleaned samples
are shown in Figure 9, from which it can be seen that there is no trace of corrosion on
the superhydrophobic aluminum surface, which can be concluded by comparing with
other samples. In addition, comparing the wettability of the superhydrophobic aluminum
surface before and after corrosion, it can be found that the WCA has not changed, and the
SA has slightly increased by about 6◦.

3Cu2+ + 2Al → 2Al3+ + 3Cu (1)

Cu2+ + 2H2O→ 2H+ + Cu(OH)2 (2)

6H+ + 2Al → 2Al3+ + 3H2 (3)

The corrosion mechanism can be explained with Equations (1)–(3). The initial step
involves the substitution of surface aluminum with Cu2+ ions, resulting in the formation of
copper (Cu), which subsequently gets deposited over the sample surface. Upon completion
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of the reaction, the corroded surface turns red due to the presence of copper on the top
of the sample surface. Then, the H+ generated by hydrolyzing Cu2+ and Al3+ can react
with aluminum to produce hydrogen gas. During this reaction, bubbles can form on
the aluminum surface. All of these prove that the superhydrophobic aluminum surface
prepared in this study has corrosion resistance in a 10% CuCl2 solution.

Materials 2023, 16, x FOR PEER REVIEW 9 of 13 
 

 

As shown in Figure 8, when immersed in a 10% CuCl2 solution, the PAS, the LPAS, 

and the LPAS and PMMA produces tiny bubbles, and more and more bubbles appear on 

the surface with red copper gradually precipitating on the surface. However, the super-

hydrophobic aluminum surface (5 mm × 5 mm) does not produce a red area; that is, no 

red copper precipitates, indicating that the superhydrophobic aluminum surface has anti-

corrosion properties. The principle is that the presence of a hydrophobic layer effectively 

separates the CuCl2 solution from direct contact with the aluminum plate. This phenom-

enon can be clearly observed when the superhydrophobic aluminum surface first enters 

the solution. After immersing all the experimental samples in a 10% CuCl2 solution for 3 

min, they were ultrasonically cleaned one by one. The cleaned samples are shown in Fig-

ure 9, from which it can be seen that there is no trace of corrosion on the superhydrophobic 

aluminum surface, which can be concluded by comparing with other samples. In addition, 

comparing the wettability of the superhydrophobic aluminum surface before and after 

corrosion, it can be found that the WCA has not changed, and the SA has slightly increased 

by about 6°. 

 

Figure 9. Comparison chart of corrosion results. (a) The PAS. (b) The LPAS. (c) The LPAS and 

PMMA. (d) The superhydrophobic aluminum surface. 

3𝐶𝑢2+ + 2𝐴𝑙 → 2𝐴𝑙3+ + 3𝐶𝑢 (1) 

𝐶𝑢2+ + 2𝐻2𝑂 → 2𝐻+ + Cu(OH)2 (2) 

6𝐻+ + 2𝐴𝑙 → 2𝐴𝑙3+ + 3𝐻2 (3) 

The corrosion mechanism can be explained with Equations (1)–(3). The initial step 

involves the substitution of surface aluminum with Cu2+ ions, resulting in the formation 

of copper (Cu), which subsequently gets deposited over the sample surface. Upon com-

pletion of the reaction, the corroded surface turns red due to the presence of copper on 

the top of the sample surface. Then, the H+ generated by hydrolyzing Cu2+ and Al3+ can 

react with aluminum to produce hydrogen gas. During this reaction, bubbles can form on 

the aluminum surface. All of these prove that the superhydrophobic aluminum surface 

prepared in this study has corrosion resistance in a 10% CuCl2 solution. 

3.6. Mechanical Properties of Superhydrophobic Aluminum Surfaces 

Following the ASTM D4060 procedure, a sandpaper-based shear abrasion test was 

used to test the mechanical performance of the superhydrophobic aluminum samples and 

the superhydrophobic samples without micrometer-scale structures (not laser processed). 

As shown in Figure 10, the shear abrasion test involved dragging the superhydrophobic 

Figure 9. Comparison chart of corrosion results. (a) The PAS. (b) The LPAS. (c) The LPAS and PMMA.
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3.6. Mechanical Properties of Superhydrophobic Aluminum Surfaces

Following the ASTM D4060 procedure, a sandpaper-based shear abrasion test was
used to test the mechanical performance of the superhydrophobic aluminum samples and
the superhydrophobic samples without micrometer-scale structures (not laser processed).
As shown in Figure 10, the shear abrasion test involved dragging the superhydrophobic
aluminum sample along one direction on a 2000-grit SiC sandpaper at a constant speed of
l cm/s under a pressure of 5000 Pa. The water WCA was measured after every 10 cm of
wear distance and plotted as a function of the wear distance.
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In Figure 10, we observe the variation of the WCA and SA of a superhydrophobic
aluminum surface under different wear distances. Due to the changes in the surface rough-
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ness and constant pressure load, the mechanical wear gradually reduces the WCA and
increases the SA. For our experiment, we utilized superhydrophobic aluminum samples
with micro-nanostructures, which were subjected to 5000 Pa pressure and moved hori-
zontally on 2000-grit SiC paper uniformly. As the wear distance increased, we noticed a
gradual reduction in the WCA and an accompanying increase in the SA. However, the
sample was able to maintain its superhydrophobicity until 100 cm even under a pressure
of 5000 Pa. However, when the load was increased to 10,000 Pa, the superhydrophobic
property showed a sharp decline.

Furthermore, we also conducted separate tests on the superhydrophobic samples
with and without micro-structures (i.e., those that had not undergone laser processing).
The results showed that the superhydrophobic properties of both samples were similar;
however, in shear-wear tests based on sandpaper, the sample without micro-structures
exhibited poor mechanical performance. In this experiment, we placed the non-laser
processed superhydrophobic sample under 5000 Pa pressure and moved it horizontally on
2000-grit SiC paper uniformly. As shown in Figure 11, as the wear progressed, the surface
coating was scratched, resulting in a rapid decrease in the WCA and a significant increase in
the SA. After a single wear, the sample lost its superhydrophobicity. These findings confirm
that the presence of micro-structures in our study improves the mechanical performance of
the superhydrophobic aluminum surface.
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Figure 11. (a) The WCA of superhydrophobic samples without micro-structures before wear. (b) The
superhydrophobic sample surface without micro-structures under a microscope after wear. (c) The
WCA of superhydrophobic samples without micro-structures after wear.

Under a constant pressure load (P), the relationship between the friction force (F)
between the sample and sandpaper can be expressed as F = µP. The friction coefficient
µ is a function of sliding velocity, normal pressure, and temperature [34]. Keeping the
sliding velocity, sandpaper grit, and temperature constant, the magnitude of the friction
force is only related to the pressure load in this shear wear test. Therefore, by excluding
the influence of sliding speed, sandpaper grit, and temperature on µ, the magnitude of the
friction force is only related to a high-pressure load.

4. Conclusions

The present study employed nanosecond laser ablation technology to fabricate micrometer-
scale surface structures on an aluminum sheet followed by the preparation of a super-
hydrophobic surface through the combination of PMMA and hydrophobic nano-SiO2
particles applied onto this layer. The maximum WCA achieved was 158.81◦, while the
surface ensured an SA of less than 5◦. The experimental results demonstrated the excep-
tional self-cleaning ability of the prepared superhydrophobic aluminum surface, enabling
it to effectively remove two types of wetting substances. During the self-cleaning process,
pollutants with varying initial energies were observed to be eliminated through distinct
mechanisms. Additionally, the superhydrophobic aluminum surface exhibited remarkable
resistance against corrosion, confirming its durability and stability. Notably, this study
revealed that the micro–nano double-layered structure endowed the superhydrophobic
surface with superior mechanical wear resistance compared to a counterpart lacking micro-
scale structures; even after undergoing multiple cycles of 5000 Pa abrasion, it remained
stable for an extended period, exceeding ten times that of non-microstructured superhy-
drophobic surfaces. These findings highlight the robust anti-wear properties inherent
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in superhydrophobic aluminum surfaces and their potential for enhancing mechanical
performance, which may have wide-ranging applications.

Author Contributions: J.S.: Conceptualization, Data Curation, Formal Analysis, Methodology,
Writing—Original Draft. L.Z.: Writing—review and editing, Project Administration, Resources.
Z.L.: Validation, Supervision, Fund Acquisition. All authors have read and agreed to the published
version of this manuscript.

Funding: This research received no external funding.

Institutional Review Board Statement: All authors certify that no human experiments were used.

Informed Consent Statement: Not applicable.

Data Availability Statement: The datasets generated during and/or analyzed during the current
study are available from the corresponding author upon reasonable request.

Acknowledgments: The authors sincerely thank the College of Light Industry at Harbin University
of Commerce for providing the experimental facilities.

Conflicts of Interest: All authors certify that they have no affiliations with or involvement in any
organization or entity with any financial interest or non-financial interest in the subject matter or
materials discussed in this manuscript.

References
1. Ma, M.; Hill, R.M. Superhydrophobic surfaces. Curr. Opin. Colloid Interface Sci. 2006, 11, 193–202. [CrossRef]
2. Wen, R.; Xu, S.; Ma, X.; Lee, Y.C.; Yang, R. Three-dimensional superhydrophobic nanowire networks for enhancing condensation

heat transfer. Joule 2018, 2, 269–279. [CrossRef]
3. Zhao, Z.; Chen, H.; Zhu, Y.; Liu, X.; Wang, Z.; Chen, J. A robust superhydrophobic anti-icing/de-icing composite coating with

electrothermal and auxiliary photothermal performances. Compos. Sci. Technol. 2022, 227, 109578. [CrossRef]
4. Wisdom, K.M.; Watson, J.A.; Qu, X.; Liu, F.; Watson, G.S.; Chen, C.-H. Self-cleaning of superhydrophobic surfaces by self-propelled

jumping condensate. Proc. Natl. Acad. Sci. USA 2013, 110, 7992–7997. [CrossRef]
5. Liravi, M.; Pakzad, H.; Moosavi, A.; Nouri-Borujerdi, A. A comprehensive review on recent advances in superhydrophobic

surfaces and their applications for drag reduction. Prog. Org. Coat. 2020, 140, 105537. [CrossRef]
6. Li, J.; Wu, R.; Jing, Z.; Yan, L.; Zha, F.; Lei, Z. One-Step Spray-Coating Process for the Fabrication of Colorful Superhydrophobic

Coatings with Excellent Corrosion Resistance. Langmuir 2015, 31, 10702–10707. [CrossRef]
7. Cai, Y.; Coyle, T.W.; Azimi, G.; Mostaghimi, J. Superhydrophobic Ceramic Coatings by Solution Precursor Plasma Spray. Sci. Rep.

2016, 6, 24670. [CrossRef]
8. Wang, N.; Wang, Q.; Xu, S.; Zheng, X. Eco-Friendly and Safe Method of Fabricating Superhydrophobic Surfaces on Stainless Steel

Substrates. J. Phys. Chem. C 2019, 123, 25738–25746. [CrossRef]
9. Qian, B.; Shen, Z. Fabrication of superhydrophobic surfaces by dislocation-selective chemical etching on aluminum, copper, and

zinc substrates. Langmuir 2005, 21, 9007–9009. [CrossRef]
10. Barthwal, S.; Lim, S.-H. Rapid fabrication of a dual-scale micro-nanostructured superhydrophobic aluminum surface with

delayed condensation and ice formation properties. Soft Matter 2019, 15, 7945–7955. [CrossRef]
11. Guo, X.-J.; Xue, C.-H.; Sathasivam, S.; Page, K.; He, G.; Guo, J.; Promdet, P.; Heale, F.L.; Carmalt, C.J.; Parkin, I.P. Fabrication of

robust superhydrophobic surfaces via aerosol-assisted CVD and thermo-triggered healing of superhydrophobicity by recovery of
roughness structures. J. Mater. Chem. A 2019, 7, 17604–17612. [CrossRef]

12. Feng, S.; Luo, W.; Wang, L.; Zhang, S.; Guo, N.; Xu, M.; Zhao, Z.; Jia, D.; Wang, X.; Jia, L. Preparation and property of extremely
stable superhydrophobic carbon fibers with core-shell structure. Carbon 2019, 150, 284–291. [CrossRef]

13. Rohloff, M.; Das, S.K.; Höhm, S.; Grunwald, R.; Rosenfeld, A.; Krüger, J.; Bonse, J. Formation of laser-induced periodic surface
structures on fused silica upon multiple cross-polarized double-femtosecond-laser-pulse irradiation sequences. J. Appl. Phys.
2011, 110, 014910. [CrossRef]

14. Weck, A.; Crawford, T.; Wilkinson, D.; Haugen, H.; Preston, J. Ripple formation during deep hole drilling in copper with
ultrashort laser pulses. Appl. Phys. A 2007, 89, 1001–1003. [CrossRef]

15. Vorobyev, A.Y.; Makin, V.S.; Guo, C. Periodic ordering of random surface nanostructures induced by femtosecond laser pulses on
metals. J. Appl. Phys. 2007, 101, 034903. [CrossRef]

16. Hnatovsky, C.; Taylor, R.S.; Rajeev, P.P.; Simova, E.; Bhardwaj, V.R.; Rayner, D.M.; Corkum, P.B. Pulse duration dependence of
femtosecond-laser-fabricated nanogratings in fused silica. Appl. Phys. Lett. 2005, 87, 014104. [CrossRef]

17. Vorobyev, A.Y.; Guo, C. Multifunctional surfaces produced by femtosecond laser pulses. J. Appl. Phys. 2015, 117, 033103.
[CrossRef]

18. Vorobyev, A.Y.; Guo, C. Direct femtosecond laser surface nano/microstructuring and its applications. Laser Photonics Rev. 2013, 7,
385–407. [CrossRef]

https://doi.org/10.1016/j.cocis.2006.06.002
https://doi.org/10.1016/j.joule.2017.11.010
https://doi.org/10.1016/j.compscitech.2022.109578
https://doi.org/10.1073/pnas.1210770110
https://doi.org/10.1016/j.porgcoat.2019.105537
https://doi.org/10.1021/acs.langmuir.5b02734
https://doi.org/10.1038/srep24670
https://doi.org/10.1021/acs.jpcc.9b07641
https://doi.org/10.1021/la051308c
https://doi.org/10.1039/C9SM01256G
https://doi.org/10.1039/C9TA03264A
https://doi.org/10.1016/j.carbon.2019.05.021
https://doi.org/10.1063/1.3605513
https://doi.org/10.1007/s00339-007-4203-6
https://doi.org/10.1063/1.2432288
https://doi.org/10.1063/1.1991991
https://doi.org/10.1063/1.4905616
https://doi.org/10.1002/lpor.201200017


Materials 2023, 16, 6485 12 of 12

19. Verho, T.; Bower, C.; Andrew, P.; Franssila, S.; Ikkala, O.; Ras, R.H.A. Mechanically Durable Superhydrophobic Surfaces. Adv.
Mater. 2011, 23, 673–678. [CrossRef]

20. Nyankson, E.; Agbe, H.; Takyi, G.K.S.; Bensah, Y.D.; Sarkar, D.K. Recent advances in nanostructured superhydrophobic surfaces:
Fabrication and long-term durability challenges. Curr. Opin. Chem. Eng. 2022, 36, 100790. [CrossRef]

21. Sam, E.K.; Sam, D.K.; Lv, X.; Liu, B.; Xiao, X.; Gong, S.; Yu, W.; Chen, J.; Liu, J. Recent development in the fabrication of self-healing
superhydrophobic surfaces. Chem. Eng. J. 2019, 373, 531–546. [CrossRef]

22. Liu, M.; Hou, Y.; Li, J.; Tie, L.; Peng, Y.; Guo, Z. Inorganic adhesives for robust, self-healing, superhydrophobic surfaces. J. Mater.
Chem. A. 2017, 5, 19297–19305. [CrossRef]

23. Golovin, K.; Boban, M.; Mabry, J.M.; Tuteja, A. Designing Self-Healing Superhydrophobic Surfaces with Exceptional Mechanical
Durability. ACS Appl. Mater. Interfaces 2017, 9, 11212–11223. [CrossRef] [PubMed]

24. Zhou, Y.; Ma, Y.; Sun, Y.; Xiong, Z.; Qi, C.; Zhang, Y.; Liu, Y. Robust Superhydrophobic Surface Based on Multiple Hybrid Coatings
for Application in Corrosion Protection. ACS Appl. Mater. Interfaces 2019, 11, 6512–6526. [CrossRef] [PubMed]

25. Celik, N.; Torun, I.; Ruzi, M.; Esidir, A.; Onses, M.S. Fabrication of robust superhydrophobic surfaces by one-step spray coating:
Evaporation driven self-assembly of wax and nanoparticles into hierarchical structures. Chem. Eng. J. 2020, 396, 125230. [CrossRef]

26. Piscitelli, F.; De Palo, R.; Volpe, A. Enhancing Coating Adhesion on Fibre-Reinforced Composite by Femtosecond Laser Texturing.
Coatings 2023, 13, 928. [CrossRef]

27. Volpe, A.; Covella, S.; Gaudiuso, C.; Ancona, A. Improving the Laser Texture Strategy to Get Superhydrophobic Aluminum Alloy
Surfaces. Coatings 2021, 11, 369. [CrossRef]

28. Alamri, S.; Vercillo, V.; Aguilar-Morales, A.I.; Schell, F.; Wetterwald, M.; Lasagni, A.F.; Bonaccurso, E.; Kunze, T. Self-limited ice
formation and efficient de-icing on superhydrophobic micro-structured airfoils through direct laser interference patterning. Adv.
Mater. Interfaces 2020, 7, 2001231. [CrossRef]

29. Wenzel, R.N. Resistance of solid surfaces to wetting by water. Ind. Eng. Chem. 1936, 28, 988–994. [CrossRef]
30. Li, Z.; Wang, Y.; Kozbial, A.; Shenoy, G.; Zhou, F.; McGinley, R.; Ireland, P.; Morganstein, B.; Kunkel, A.; Surwade, S.P.; et al. Effect

of airborne contaminants on the wettability of supported graphene and graphite. Nat. Mater. 2013, 12, 925–931. [CrossRef]
31. Kozbial, A.; Li, Z.; Sun, J.; Gong, X.; Zhou, F.; Wang, Y.; Xu, H.; Liu, H.; Li, L. Understanding the intrinsic water wettability of

graphite. Carbon 2014, 74, 218–225. [CrossRef]
32. Raj, R.; Maroo, S.C.; Wang, E.N. Wettability of Graphene. Nano Lett. 2013, 13, 1509–1515. [CrossRef] [PubMed]
33. Geyer, F.; D’acunzi, M.; Sharifi-Aghili, A.; Saal, A.; Gao, N.; Kaltbeitzel, A.; Sloot, T.-F.; Berger, R.; Butt, H.-J.; Vollmer, D. When

and how self-cleaning of superhydrophobic surfaces works. Sci. Adv. 2020, 6, eaaw9727. [CrossRef] [PubMed]
34. Rhee, S.K. Friction properties of a phenolic resin filled with iron and graphite—Sensitivity to load, speed and temperature. Wear

1974, 28, 277–281. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.

https://doi.org/10.1002/adma.201003129
https://doi.org/10.1016/j.coche.2021.100790
https://doi.org/10.1016/j.cej.2019.05.077
https://doi.org/10.1039/C7TA06001G
https://doi.org/10.1021/acsami.6b15491
https://www.ncbi.nlm.nih.gov/pubmed/28267319
https://doi.org/10.1021/acsami.8b19663
https://www.ncbi.nlm.nih.gov/pubmed/30668101
https://doi.org/10.1016/j.cej.2020.125230
https://doi.org/10.3390/coatings13050928
https://doi.org/10.3390/coatings11030369
https://doi.org/10.1002/admi.202001231
https://doi.org/10.1021/ie50320a024
https://doi.org/10.1038/nmat3709
https://doi.org/10.1016/j.carbon.2014.03.025
https://doi.org/10.1021/nl304647t
https://www.ncbi.nlm.nih.gov/pubmed/23458704
https://doi.org/10.1126/sciadv.aaw9727
https://www.ncbi.nlm.nih.gov/pubmed/32010764
https://doi.org/10.1016/0043-1648(74)90169-0

	Introduction 
	Experiments and Methods 
	Materials and Pretreatment 
	Laser Treatment 
	Preparation of Solutions for Coating the Aluminum Sheet 
	Impregnation Process 
	Surface Topography Characterization Methods 
	Wettability Characterization 
	Corrosion Test 
	Friction Resistance Test 

	Results and Discussion 
	Surface Morphology of Aluminum after Laser Treatment 
	Wettability Results 
	Self-Cleaning Performance 
	Repeatability and Durability of Superhydrophobic Aluminum Surface 
	Anti-Corrosion Performance of Superhydrophobic Aluminum Surface 
	Mechanical Properties of Superhydrophobic Aluminum Surfaces 

	Conclusions 
	References

