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It is indispensable to reduce the formation and accumulation of
dew on the solid-gas interface in a cold and humid environ-
ment to increase condensation heat transfer.'* Therefore, the
suppression and desorption of dewing play an important role in
maintaining the surface as dry as possible.** Based on this,
superhydrophobic surfaces display great potential to improve
heat transfer due to their remarkable abilities in reducing the
departure size of condensate drops from the millimeter scale
down to the micrometer scale and increasing the renewal
frequency of condensate microdrops.®*” However, the super-
hydrophobicity with the Cassie state cannot always be present
during condensation.? Beyond that, it is still challenging to
eliminate the accumulation of dew in time and effectively. To
solve this issue, nano-array and nano-porous structures have
often been used to design condensed dewdrops self-ejecting
(CDSE) surfaces.®"” Evidence from the literature'®'® suggests
that CDSE behaviors were triggered because the adhesion force
is lower than the kinetic energy which was transferred from the
gain in surface energy when two or more micro-drops coalesce.
However, few references can be found about a sprayable
superhydrophobic coating with CDSE effects, although it
performs with attractive designability and cooperativity on
various substrates.”*>* Recently, sprayable superhydrophobic
coatings have mainly been developed to achieve anti-fouling,*
self-cleaning,* and anti-corrosion® functions. To realize the
application of superhydrophobic coatings in the real world,
their mechanical stability was usually strengthened by a suit-
able adhesive.?

As we know, carbon nano-tubes (CNT) have also been
considered for creating superhydrophobic films due to their
remarkable thermal and electrical conductivity.””** However,
only CNT nano-arrays, grown by chemical vapor deposition
(CVD) methods, have been reported to present a CDSE
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Condensed dewdrops self-ejecting on sprayable
superhydrophobic CNT/SiO, composite coating+t

*

We report a type of novel condensed dewdrops self-ejecting coating from sprayable paint, which was
prepared by a self-assembly process of SiO, nano-particles on hydroxylated carbon nano-tubes with
subsequent chemical modification. This work enlarges the application of sprayable superhydrophobic
coatings for the enhancement of condensation heat transfer.

function.” That is to say, it must be an important technical
improvement if we can obtain CDSE coating by spray-coating
CNT paint. Inspired by two-tier composite structures,**** we
propose that sprayable CDSE coatings may be formed using
nano-porous structures assembled from rough CNT.

In this communication, to achieve sprayable CDSE coatings,
we designed a self-assembly process for the growth of SiO,
nano-particles (SNP) on a hydroxylated CNT (HCNT) in an
alkaline solution (pH ~ 10.5). And then, superhydrophobic
paints were created by subsequent hydrophobilization. The
HCNT-SNP composite coatings were finally fabricated by spray-
coated methods onto various substrates in one step. The
detailed procedure is described in ESI (Materials and meth-
odst). The microscopic morphologies of the samples were
characterized by transmission electron microscopy (TEM) and
field-emission scanning electron microscopy (FESEM). Optical
photographs of dewdrop dynamics were captured by a high
speed camera. As expected, continuous CDSE behaviors were
indeed shown on the sprayable HCNT-SNP composite coating.

In Fig. 1, we demonstrate the self-assembly process of
HCNT-SNP composite nano-tubes. TEM images suggest that
SNPs could be successfully assembled on a smooth HCNT
(Fig. 1a) wall to obtain a rough composite nano-tube (Fig. 1b)
under base catalysis conditions. After spray painting, a nano-
porous foam-like coating was obtained by random multilayer
stacking of the soft and rough nano-tubes (Fig. 1c). The super-
hydrophobicity of the composite coating was evaluated by
a contact angle meter, which achieves static water contact
angles (SCAs) of over 160° and roll-off angles (RAs) of under 5°
(Fig. S1, ESI{). To further exhibit the wettability, a water droplet
bouncing test (Fig. 1c) was carried out with 5 pL droplet
perpendicular impacts from 3 cm high. The droplet completely
left the coating without wetting, contaminating, penetrating or
damaging the coating, and the contact time (A¢.) between the
droplet and the coating from encounter to separation is about
9.0 ms. Simultaneously, we also fabricated fluorinated HCNT (F-
HCNT) paint by directly modifying the HCNT in alkaline solu-
tion without tetraethyl orthosilicate. As shown in Fig. S2 (ESIT),
the F-HCNT coating presents the same superhydrophobicity
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Fig.1 Schematic diagrams of synthesizing superhydrophobic HCNT -
SNP composite nano-tube. TEM images of (a) HCNT and (b) HCNT—
SNP composite nano-tube. (c) FESEM image and (d) water droplet
bouncing test of HCNT—-SNP composite coating by one-step spray.

when measured by macroscopic water droplets (SCA > 160°, RA
<5° and At ~ 9.0 ms). However, according to previous studies,*
abundant nano-porosities from random multilayer stacking of
rough hydrophobic nano-chains are the key to realizing CDSE
due to their ensuring an extremely low solid-liquid interface
adhesion and avoiding the penetration of moisture. Thus, we
could predict that the dewdrops could just slip under the effect
of gravity because of the lack of nano-pore coatings stacked by
F-HCNT (Fig. S3, ESI}).

Condensation tests were carried out on a vertical cooling
stage with the conditions of a substrate temperature of 2 °C,
ambient temperature of 15 °C, relative humidity of 70%, and
dew-point temperature of 9.58 °C. Here, to investigate the
condensation performance on superhydrophobic HCNT-SNP
and F-HCNT coatings, we sprayed the above two paints on
polished stainless steel sheets with a size of 50 x 50 mm. Fig. 2a
shows the coalescence and departure behaviors of four adjacent
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dewdrops with sizes of ~50 um without any external force
(Video S1, ESIt). To understand the dynamics of the jumping
drop, we also investigated the movement track of dewdrops.
Fig. 2b suggests that the dewdrop departed with a speed of
about ~5 m s~ ' from the coating (Video S1, ESI{). It has been
reported that the initial kinetic energy of the jumping drop is
provided by the residual energy from the released surface
energy after overcoming viscous flow-induced energy dissipa-
tion and interfacial adhesion-induced energy dissipation.®*
Here, we assumed that all the droplet radii (R,) are equal before
coalescence. Accordingly, the R = N'°R, is the droplet radius
after coalescence, where N is the total number of droplets (N)
participating in the jumping behavior. As shown previously,*
the initial jumping speed (U) could be roughly calculated from
the following formula (1).

U:M%(Nm—l), (N=2) (1)

where, y;y = 0.075 N m ™! is the surface tension of water, p = 1.0
x 10> kg m~* is the water density. Fig. 2c shows that the initial
jumping velocities are fixed at 1.97-7.21 m s~ ' when the value
ranges of the droplet radii and numbers are 10-30 pm and 2-
10.

Based on the CDSE function on the HCNT-SNP coating, we
also examined the statistical parameters of dewdrops on
a horizontal cooling stage under the above condensation
conditions. Fig. 3a shows that spherical condensed micro-drops
were demonstrated on the HCNT-SNP coating. After 20 min,
their sizes maintain a relatively dynamic balance, containing
a few of intermediate size and a new generation of dew droplets.
Fig. S4 (ESIf) captures that two or more adjacent water droplets
with a Cassie-Baxter state bounced off their initial position
without any external force. As expected, the dynamic charac-
teristics of dewdrops on the F-HCNT coating differ markedly
from those on the HCNT-SNP surface. Continuous merging and
growth processes were surveyed on the F-HCNT coating and
large dewdrops (over 100 pm) could be found everywhere after
20 min (Fig. 3b).

U (m/s)
N

R (pm)

Fig. 2 Typical CDSE behaviors on the HCNT-SNP composite coating placed vertically. (a) Time lapse images of dewdrops captured via a high
speed camera, showing the self-jumping behavior of four drops with a size of ~50 um from the top-view. (b) The self-jumping movement track
of a dewdrop with a diameter of ~50 um demonstrated by an overlapped optical image from the side-view. (c) Relationship among the initial
jumping speed (U), droplet radius (R) after merging and the total number of droplets (N) before merging.
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Fig. 3 Dynamic optical micrographs of condensed droplets on (a)
HCNT-SNP and (b) F-HCNT superhydrophobic coating. (c) Number
distributions of dewdrops against time since condensation on HCNT—
SNP coating. (d) The coverage of condensed dewdrops and number of
units changed with time on HCNT-SNP coating.

Fig. 3c and d show how the size distribution, coverage, and
numbers of dewdrops on HCNT-SNP surfaces change with
time. The nucleation and growth of the condensed droplets
were mainly developed at 0-10 min. At 10 min, the dimensions
of the droplets are below 20 um with a low coverage rate (under
25%) and a high nucleation rate (over 3 x 10° m™~?). Under these
circumstances, the CDSE behaviors were only detected in a tiny
region. As a consequence, the statistical parameters of
dewdrops are similar between the HCNT-SNP and F-HCNT
surfaces. At 20 min, over 15% of drops have grown to 20-40
pm on the HCNT-SNP coating. After that, the size distribution
of the drops with a size of 0-20 pm could be maintained in
a limited range (70-90%).

In conclusion, we fabricated a sprayable superhydrophobic
HCNT-SNP composite coating with a CDSE function by a self-
assembly process and subsequent chemical modification. This
work offers a new insight into developing the function of CNT in
self-cleaning and anti-condensation by one-step spray coating
on various substrates. The results of condensation testing have
shown that CDSE behaviors could be widely captured on the
HCNT-SNP composite coating. About 80% of dewdrops hold
their sizes below 20 pum after 60 min, which shows that these
coatings promise to be good candidates for improving the
condensation heat transfer of heat exchangers in the future.
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