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The self-cleanable ability of coatings is important to prevent or remove polluting finger-
prints, dust, water and oils for a number of applications. Fluorocarbon polymers have been
used to provide self-cleanable ability due to their low surface energy. The efficiency of
fluorine-modified coatings has been evaluated by measuring surface free energy using

Keywords: o a contact angle measurement. However, this method is not sufficient to define the
Is)zlefl-ctleesatnable characteristic polluting-preventive ability or removability of fluorine-modified coatings due to the

amount of fluorine content.

A peel test can be used to determine the self-cleanable characteristics of fluorine-modified
coatings by evaluating adhesion between the coating surface and pressure sensitive
adhesives (PSAs). In addition, adhesion can be used to predict the amount of polluting-
preventive ability or removability of coatings by comparing the peel strength of
commercial PSAs. We designed fluorine-modified acrylic resins with different fluorine
contents for a new testing method. Comparing the contact angle measurement with the
peel test results, the peel test for the self-cleanable characteristic of coatings was more
suitable than the contact angle measurement to predict the polluting-preventive ability
and removability of coatings.

Fluorine-modified coating
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1. Introduction polarization effect of the C-F bond. Therefore, commercial

use of fluorocarbon polymers for many applications has

The self-cleanable ability of coatings is important to
prevent or remove pollution due to fingerprints, dust,
water and oils for a number of applications such as eye
glasses, automotive coatings and electric devices (moni-
tors, cellular phones and portable displays, etc.). Fluoro-
carbon polymers have been used to provide self-cleanable
ability due to their low surface energy created by the small
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sharply increased [1-9].

The efficiency of fluorine-modified coatings has been
evaluated by measuring surface free energy using a contact
angle measurement to determine the angle size of a water
droplet on the coating surface. However, this method is not
sufficient to define the polluting-preventive ability or
removability of fluorine-modified coatings due to the
amount of fluorine content. In addition, surface free energy
is not an adequate parameter for measuring the force
needed to remove pollutants on a coating surface.

For this reason, we investigated a new method to define
the polluting-preventive ability and removability of fluorine-
modified coatings using a peel test. The peel test isa common
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method used to measure the adhesion of pressure sensitive
adhesives (PSAs) when the coated film is removed from
substrates. This method can be applied to determine the self-
cleanable characteristic of fluorine-modified coatings by
evaluating adhesion between the coating surface and PSAs.
With decreasing surface free energy, the adhesion between
different surfaces is decreased. Fig. 1 shows the concept of
measuring the self-cleanable characteristic using a peel test
[10]. In addition, adhesion can be used to predict the
polluting-preventive ability or removability of coatings by
comparing the peel strength of commercial PSAs.

In this study, we designed fluorine-modified acrylic
resins with different fluorine contents for a new testing
method. The fluorine-modified coatings were synthesized
for application as a self-cleanable automotive clear coat with
physical properties similar to those of a conventional acrylic
clear coat, for evaluating self-cleanable characteristics under
realistic conditions. Acrylic is widely used in surface coating
applications. This can be attributed to the particular chem-
ical structure of the polyacrylics, because the polymer
backbone is composed of chemically stable carbon-carbon
bonds that are resistant to hydrolysis. The polymer structure
of acrylic resins can be easily designed to include monomers
which have a C=C double bond [8]. For these reasons, we
chose a fluorine-contained acrylate (1H,1H,2H,2H-per-
fluorodecyl acrylate) which has a long perfluoroalkyl side
chain for the self-cleanable characteristic, and designed
a hydroxyl-functional acrylic resin to form a crosslinked
network. In a previous study, a fluorine-modified acrylate is
reported where the perfluoroalkyl portions of the side
chains caused the formation of highly ordered surfaces with
an increased concentration of —CF; groups in the top layer
[9]. Surface analysis was conducted and physical properties
were measured to determine what part of the effects were
due to the perfluoroalkyl portions of the side chains. The
contact angle measurement was used determine any
correlation with a peel test for the self-cleanable ability.

2. Experimental
2.1. Materials

1H,1H,2H,2H-perfluorodecyl acrylate (Aldrich) was
prepared for measuring its self-cleanable ability. 2-
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Fig. 1. The concept of a peel test for measuring self-cleanable characteristic [ 10].

hydroxylethyl acrylate (Samchun chemical) was used
with a curing agent. Methyl methacrylate (Samchun
chemical) was used to control the surface hardness and
scratch resistance. Butyl acrylate (Samchun chemical) and
2-ethylhexyl acrylate (Samchun chemical) were prepared
without further purification. Butyl acetate (Samchun
chemical) was prepared as a solvent. Azoisobutyronitrile
(Junsei Chemical, AIBN) and hexamethoxymethylmelamine
(HMMM, Cytec) were used as free radical initiators and
curing agents. An amine type curing catalyst (NACURE
5925) was supplied from KING industries. Table 1 lists the
synthetic formulations of the acrylic resins.

2.2. Synthesis of fluorine-modified acrylic resin

A 150 g batch of the resin was produced as a hydroxyl-
functional acrylic resin by application of a solution poly-
merization technique using a free radical initiator, AIBN
(1% based on total monomer weight). A 60 g aliquot of
butyl acetate was placed in a 250 mL 4-neck round type
reactor fitted with a temperature controller, a heating
mantle, N, purge, a condenser and an impeller. The
reactor was heated to 120 °C, and the mixture of
1H,1H,2H,2H-perfluorodecyl acrylate, 2-hydroxylethyl
acrylate, methyl methacrylate, butyl acrylate, 2-
ethylhexyl acrylate and 1 wt% AIBN was added dropwise
into the reactor using a dropping funnel over a 4-h period.
During the synthesis, the progress of the free radical
reaction was followed using FT-IR by monitoring the
disappearance of C=C double bonds in all raw materials.
Afterwards, the initiator was quenched by hydroquinone
monoethylether (MEHQ) containing 30 g butyl acetate.
Scheme 1 shows the process for synthesis of fluorine-
modified acrylic resins.

2.3. Preparation of fluorine-modified acrylic coating

The fluorine-modified acrylic coatings were prepared by
blending the synthesized acrylic resins with the HMMM
catalyst at a ratio of 8:2. The blended mixture was coated
(40 pm thickness) on a stainless steel substrate using a bar
applicator and then dried at 80 °C for 5 min. After the drying
process, the coating was cured at 150 °C for 30 min in an oven.

2.4. Methods

2.4.1. Characterization of the fluorine-modified coatings
The IR spectra were measured to detect the increasing
fluorine content using a JASCO FT/IR-6100 (Jasco, Japan)

Table 1
Formulation of the fluorine-modified acrylic resins. (unit: mole of
monomer).

Contents FA-0 FA-10 FA-20 FA-30

1H,1H,2H,2H-perfluorodecyl 0 1 2 4
acrylate

Methyl methacrylate 8 7 6 4

Butyl acrylate 4 4 4 4

2-hydroxyethyl acrylate 10 10 10 10

2-ethylhexyl acrylate 2 2 2 2
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Scheme 1. Synthesis process of the fluorine-modified acrylic resins.

equipped with a Miracle accessory and attenuated total
reflectance (ATR). The ATR crystal was made from diamond
with a refractive index of 2.4 at 8500-2500 and 1700-
300 cm~ . The spectra range was from 4000-650 cm™~! and
the resolution was 4 cm™~! as shown in Fig. 2.

Chemical analysis was performed on the surface of cured
coatings with an X-ray photoelectron spectrometer (XPS,
Sigma Probe, Thermo Scientific, U.S.A), equipped with
spherical sector analyzer. The XPS spectra of the regions are
presented in Fig. 3, and correspond to 0-1200 eV. The signals
of fluorine, oxygen, and carbon were observed at 689, 532,

——FA-30
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Fig. 2. IR spectra of the fluorine-modified coatings (1200-1230 cm™,

1150 cm~': C-F bonds).

and 291 eV, respectively. The fluorine content at the surface
of each coating is listed in Table 4 [11].

2.4.2. Physical properties

To evaluate the change in the surface hardness of each
cured coating, the pendulum hardness of the coatings was
measured by a pendulum hardness tester (Ref. 707PK,
Sheen Instruments Ltd.) according to the Konig method
(ANS/ISO 1522) at 23 + 1 °C and 50 =+ 2%.

The scratch resistance was measured using a No. 553
pencil hardness tester (Yasuda Seiki Seisakusho Ltd.). The
test was conducted in compliance with ISO 15184 [12]. The
adhesion between the coating and the substrate was
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Fig. 3. XPS curves of the fluorine-modified coatings.
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evaluated using a cross-cut tester according to the guide-
lines in ISO 2409. The distance between cuts was 1 mm, as
measured by a cutting guide. An adhesion test result is
classified as 0B when >65% flaking of the crosscut area
occurs, and 5B when no flaking is observed. A degree of 1-
4B was determined in a test range between OB and 5B
[13,14].

2.4.3. Contact angle measurement

The self-cleanable ability was determined from the
contact angle of water drops at the surface using a contact
angle analyzer (DSA100, KRUSS GmbH., Germany). The
analysis conditions were 23 4+ 2 °C and 50 4 2% R.H. [15].

244. Peel test

The peel strength was measured using a Stable Micro
Systems TA-XT2i Texture Analyzer (UK). SCOTCH No. 810
tape, (3 M Company) was used to evaluate the self-
cleanable ability of coatings. The PSA tape, (width of
18 mm) was attached and a 2 kg rubber roller was rolled
over it 2 times on the coating surface. The testing was
conducted at a speed of 300 mm/min at 20 °C, based on
guidance in ISO 8510-2. The peel strength unit was recal-
culated from g/18 mm to g/25 mm [10,16]. Data of peel
strength units were used to evaluate the self-cleanable
characteristic of coatings by using the pressure-sensitive
adhesive classification concept lists in Table 4 [17]. For
pressure sensitive adhesives a higher peel strength unit is
preferred for permanent performance and a lower peel
strength unit is preferred for removable adhesion. In our
case, a lower peel strength unit means a higher self-
cleanable ability of coatings.

3. Results & discussion
3.1. Characterization of the fluorine-modified coatings

Fluorine-modified acrylic resins containing fluorine
were designed to have self-cleanable characteristics. As can
be seen in Fig. 2, the intensity of the C-F stretching vibra-
tion peaks (1200-1230 and 1150 cm™ ') increased consid-
erably with increasing contents of fluorine-contained
acrylate. To analyze the amount of the fluorine component,
XPS was used to detect F, O and C atoms on the cured
coating surface. As shown in Fig. 3, the fluorine peak
sharply increased with fluorine content. In the synthesized
resins, fluorine contents were 0, 10.3, 18.2, and 29.4 wt%.
However, the fluorine contents at the surface of the coat-
ings were 0, 18, 25.5, and 42.4%, as shown in Table 2. The

Table 2
The fluorine content at the surface of acrylic coatings.

Fluorine content
at the surface (%)

Fluorine content
in resin (wt%)

Sample  Perfluorodecyl
acrylate content
in resin (mole)

FA-0 0 0 0
FA-10 1 103 18
FA-20 2 18.2 255
FA-30 4 294 42.4

Table 3
Physical properties of the fluorine-modified acrylic coatings.

Resins Physical properties

Pendulum hardness Pencil hardness Cross-hatch
(ASTM D4366-95)  (ASTM D3363-74) adhesion
(ASTM D3359-83)

FA-0 1995 3H 5B
FA-10 1895 2H 5B
FA-20 1769 H 5B
FA-30 163.1 HB 5B

2 5B: when no flaking is observed after a cross-hatch adhesion test.

result proves that the perfluoroalkyl groups migrate to the
surface of cured coatings [9].

3.2. Physical properties

Table 3 shows the results of the pendulum hardness
test, pencil hardness test and cross-cut adhesion test of
cured coatings conducted on a stainless steel substrate. The
pendulum hardness was in order of FA-O > FA-10 > FA-
20 > FA-30. The maximum pendulum hardness was around
200 s, and this value is similar to the surface hardness of
glass. The minimum pendulum hardness was 163.1 s at the
maximum content of perfluorodecyl acrylate. In terms of
scratch hardness as determined using a pencil hardness
test, the hardness value also depended on the per-
fluorodecyl acrylate content (3H > 2H > 1H > HB). As
shown by these results, methyl methacrylate is a harder
monomer than perfluorodecyl acrylate in the polymer
chain. According to the adhesion test, the adhesion
between the coating and the steel substrate was 5B, indi-
cating that no flaking was observed.

3.3. Self-cleanable ability

Figs. 4 and 5 show the results of contact angle
measurements on the coating surface. FA-0 contained 0 wt
% fluorine content and the other samples contained fluo-
rine in the order: 10.3, 18.2, and 29.4 wt%. The contact angle
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Fig. 4. Contact angle of water on the fluorine-modified coatings with fluo-
rine content in resin (wt%).
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Fig. 5. The images of water droplet on the fluorine-modified coatings with fluorine content in resin (wt%).
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Fig. 6. Peel strength on the fluorine-modified acrylic coatings as a function
of fluorine content in resin (wt%).

of water increased with increasing fluorine content, but the
efficiency of fluorine was decreased at a content of >20 wt
%. The peel test results for evaluation of the self-cleanable
characteristic in a resin with a perfluoroalkyl group are
shown in Fig. 6. The maximum strength was 8.63 N/25 mm
in the FA-0 sample. In the case of FA-30, the value was <3
N/25 mm, and FA-30 had a similar peel adhesion of removal
PSAs as listed in Table 4 [17]. Peel strength definitely
showed a decreasing tendency with increasing fluorine
content. Regarding the efficiency of fluorine, the peel test
result was not similar to that of the contact angle
measurement. According to results of contact angle
measurement, the efficiency of fluorine was limited at
a content of >20 wt%. However, the peel strength test

Table 4
Classification of pressure-sensitive adhesive vs. peel adhesion [17].

Kind of PSA Adhesion of PSA [N/25 mm]
(180° peel test)

Excellent permanent >14

Permanent 10-14

Semi-removable 6-8

Removable 2-4

Excellent removable <1

results steadily decreased with fluorine contents ranging
from 0 wt% to 30 wt%. The tendency shows that the
correlation between the surface free energy and the self-
cleanable ability is not perfect under realistic conditions.
The results suggest that the investigated method of
comparing the peel strengths of removable PSAs for pre-
dicting the self-cleanable and polluting-preventive char-
acteristics of coatings is more suitable than using the
contact angle measurement.

4. Conclusions

A peel test was investigated to define the polluting-
preventive ability and removability characteristics of
fluorine-modified coatings. We designed fluorine-modified
acrylic resins with different fluorine contents for the new
testing method. Surface analysis was conducted and
physical properties were measured to determine the effects
of the perfluoroalkyl portion of the side chains. The contact
angle measurement was used to measure the angle of
a water droplet on the coating surface to determine any
correlation with the peel test for the self-cleanable ability.

Regarding the characterization of fluorine-modified
coatings, the intensities of the C-F stretching vibration
peaks (1200-1230 and 1150 cm™!) in the FI-IR results and
the amount of fluorine atoms in XPS results increased with
increasing fluorine-containing acrylate content.

Regarding surface hardness as determined by pendulum
hardness and pencil hardness, the hardness value was in an
order which depended on perfluorodecyl acrylate content
(FA-0 > FA-10 > FA-20 > FA-30). In the case of adhesion, all
cured coatings were evaluated as grade 5B, indicating that
no surface flaking was observed. Regarding the self-
cleanable ability of coatings, the contact angle of water
decreased with fluorine content and the efficiency of
fluorine was limited to a content of >20 wt%. However, the
peel strength steady decreased at fluorine contents
between 0 wt% and 30 wt%. These results showed that the
correlation between the surface free energy and the self-
cleanable ability is not perfectly correct under real condi-
tions, and that the investigated method for the self-
cleanable ability of coatings is more suitable than the
contact angle measurement.
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