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Abstract: This study aims to evaluate the synergical effects of SiO, nanoparticles (nano-5iO,) and
organic photostabilizers (Tinuvin 384 (T384) and Tinuvin 292 (T292)) on the weathering resistance
of acrylic polyurethane coating. Data obtained from infrared (IR), field emission scanning electron
microscopy (FESEM), and weight loss of coatings (before and after aging test), suggest that the
510, nanoparticles play a dual role, as both reinforcer and UV absorber, thus improving effectively
both the mechanical properties and the weathering resistance of polyurethane acrylic coatings.
The nanocomposite coating containing 2 wt % nano-SiO,, 2 wt % T384, and 1 wt % T292 exhibits
excellent weathering and abrasion resistances, offering a durable outdoor application.

Keywords: acrylic polyurethane coating; nanocomposite; nano-SiO,; mechanical properties;
weathering resistance

1. Introduction

Having many advantages over other conventional polymer coatings, such as good adhesion,
transparency, high gloss, and weathering resistance, acrylic polyurethane coating is used widely as a
protective and decorative coating for metal structures, interior and exterior wood, and automotive
paint [1,2]. Two-component acrylic polyurethane paint can be cured at room temperature through
the step-growth polymerization of isocyanate groups with hydroxyl groups in the acrylic polyol resin
forming crosslinked urethane.

In order to improve the weathering resistance of the outdoor coatings, in addition to selecting the
main components such as resins and pigments with high weathering durability, organic and inorganic
light stabilizing additives are usually added to the paint formulation [3-7]. Previous published works
showed that organic light stabilizers (such as Tinuvin 384, Tinuvin 1130, Tinuvin 292) exhibited an
excellent light stabilizing efficiency. Adding these additives at appropriate content could increase the
weathering durability of the polymer coatings by 2-3 times [3]. Besides, as reported in literature, some
metal oxides (TiO,, ZnO, ZrO;) can absorb ultraviolet (UV) rays, therefore having an ability to protect
the polymer substrates from harmful UV light [4-9].

During UV absorption, an electron from the valence band jumps onto the conduction band,
leaving a positively charged hole. These electrons and positively charged holes move onto the particle
surface, where they recombine to each other or react with oxygen and water to form *OH activated
free radicals [4]. These free radicals can be the agent promoting the degradation of polymers. Thus,
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metal oxides exhibit the dual effects: (i) Blocking UV rays, and (ii) causing photo-catalytic degradation
of the polymer (depending on their content, sizes, structure, and surface modifications) [5].

Currently, the addition of inorganic particles/nanoparticles (at appropriate content) into the
polymer substrate can enhance its property [10-16]. Nano-SiO is the most used among the common
inorganic nanoparticles. For example, by adding nano-SiO, into the coating formulation, the mechanical,
thermal, [2,17] weathering resistance [18,19], and anticorrosion properties [20,21] of the organic coatings
were significantly improved. Nano-5iO; is also used for both super hydrophobic coatings [22-25] or
hydrophilic coatings [26].

In our previous work [3], acrylic polyurethane coating with photostabilizers exhibited the lifespan
over 12 years under the marine weathering condition (natural exposure). On the other side, as reported
in literature, nano-5i0, has only been considered as a reinforcer (nanofiller) for polymer matrix.
In this study, the combination of nano-5iO, and organic light stabilizers (Tinuvin 384, Tinuvin 292) are
expected to enhance simultaneously the abrasion resistance and weathering durability of coatings.
We will try to explore the role of nano-5iO; in this expected enhancement.

2. Experimental

2.1. Materials

The acrylic polyol solution (HSU 1168) obtained from A&P Industrial Resins Company (Taiwan)
contained 65 wt % solid, in which the content of hydroxyl groups was 4.3 wt %. The curing agent
was polyisocyanate N-75 (75 wt %, Germany) in which the weight percentage of isocyanate groups
was 17%. The organic UV absorber, benzotriazole-UV (2-(2-hydroxy-3-tert-butyl-5-propionic acid isooctyl
ester)-2H-benzotriazol, or Tinuvin 384 and the light stabilizer HALS, bis (1, 2, 2, 6, 6-pentamethyl-4-piperid502)
sebacate or Tinuvin 292, were provided by Ciba (Switzerland). The chemical structures of these materials
are presented in Figure 1.

The nano-SiO; used in this study is non-porous silica (Aerosil 200 F, Antwerp, Belgium). Their
average particle size and surface area are 15 nm and 200 m?/g, respectively.

The toluene and butyl acetate solvents which were used were the Chinese P-type.
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Figure 1. Chemical structures of used compounds.
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2.2. Preparation of Coatings

For fabrication of coating, 2 wt % T384, 1 wt % T292, and 2 wt % SiO, nanoparticles (by the total
solid resin) were selected at the optimal values in our previously published works [5,27]. Weight ratios
of materials in coating formulations are presented in Table 1.

At the first step, the nanoparticles were dispersed in the solvent using ultrasonic bath TP 25 for
1 h, then this as-prepared solution was mixed with acrylic polyol resin solution, T384, and T292 by
stirring for 15 min. The obtained mixtures were continuously homogenized by ultrasonic bath for 3 h
to ensure that the nanoparticles were well dispersed.

The coating samples (with quasi-constant thickness of ~25 um) were prepared by using a Quadruple
Film Applicator (Erichsen model 360, Hemer, Germany). For infrared (IR), ultraviolet-visible (UV-Vis),
and field emission scanning electron microscopy (FESEM) analysis, coating samples were prepared on
the Teflon sheets, then after 6 days of curing at room temperature separated and attached to aluminum
windows. The coating samples for monitoring the weight loss were prepared on glass sheets (100 x 70
x 2 mm) whereas for measuring the gloss and the abrasion resistance, coating samples were prepared
on CT3 steel sheets (100 x 100 X 2 mm).

Table 1. Weight ratios of components in coating formulations.

Coating Samples
ACPU  ACPU/SiO,  ACPU/SiO,-T

No Materials

1 HSU 1168 60.40 60.40 60.40
2 SiO, 0 1.33 1.33
3 T 384 0 0 1.33
4 T 292 0 0 0.66
5 Toluene 18.10 18.76 18.76
6 Butyl acetate 18.10 18.76 18.76
7 N-75 36.20 36.20 36.20

Note: The contents of nano-SiO,, T 384, and T 292 were 2%, 1.5%, and 1.0% by weight of the total solid resin, respectively.

2.3. Accelerated Weathering Test

The accelerated weathering test was carried out in the Atlas UV/CON chamber (model UC-327-2,
Chicago, IL, USA), under UV-A 340 fluorescent lamp, according to ASTM D 4587-05 standard (every
testing cycle consists of 8 h for UV exposure at 60 °C and further 4 h for condensate water at 50 °C).

2.4. Characterizations

2.4.1. Field Emission Scanning Electron Microscopy (FESEM) and Transmission Electron Microscopy
(TEM) Analysis

The morphology and size of nano-SiO; were observed by FESEM S 4800 (Hitachi, Tokyo, Japan)
and TEM-JEM 2100 (JEOL, Tokyo, Japan). FE-SEM technique was also used to assess the aging of the
coatings under impact of accelerated weathering factors.

2.4.2. Infrared (IR) Analysis

The variations in chemical structures of the coating during the test were monitored by IR spectra on
FT-IR spectroscopy (NEXUS 670, Nicolet Instrument Corporation, Madison, W1, USA). The quantitative
analysis of the structural groups was calculated based on the changes in optical density of their
characteristic absorption by the method we reported previously [3,5,7].

2.4.3. Ultraviolet-Visible (UV-Vis) Analysis

The UV-Vis absorption spectra of the coatings were analyzed on UV-Vis spectrophotometer (GBC,
CINTRA 40, Austin, TX, USA) and performed on the samples which were examined by IR analysis.
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2.4.4. Weight Loss Measurements

The remaining weight of the coatings was calculated as follows:
Remaining weight (%) = (my/mg) x 100 @

where mj and m; are weights of the coating (dried at 60 °C in vacuum oven until the constant weight)
before and after the aging test, respectively.

2.4.5. Gloss Loss Measurements

The gloss of the coatings was measured on the Erichsen Picogloss model 503 equipment at 60°
angle. The remaining gloss of the coating was determined by the following expression:

Remaining gloss (%) = (G¢/Gp) x 100 )

where Gy and G; are gloss of the coating (dried at 60 °C in vacuum oven until the constant weight)
before and after the aging test, respectively.

2.4.6. Determination of Abrasion Resistance

The abrasion resistance of the coatings was determined by falling sand abrasion method according
to ASTM D968 standard [27]. The obtained data were the average values from three measurements of
each sample.

3. Results and Discussion

3.1. Morphology Study of Coating

Figure 2 presents the FESEM and TEM images of the as-received nano-5iO,. As can be seen in this
figure, the average size of these nanoparticles ranges from 15 to 20 nm. It was a challenge to disperse
homogenously these small nanoparticles in polymer matrix. In this study, a 25 KHz supersonic bath
was used to prepare the formulations of the nanocomposite coatings.

4

IMS-NKL 5.0kV 4.0mm x50.0k SE(M) 1.00um

Figure 2. Field emission scanning electron microscopy (FESEM) (a) and transmission electron
microscopy (TEM) (b) images of used SiO, nanoparticles.

Figure 3 presents the FESEM images of the neat coating (0% nano-5iO,), nanocomposite coating
without organic photostabilizers (2 wt % nano-SiO,), nanocomposite coating with the photostabilizers
(2 wt % nano-SiO; 2 wt % T384, and 1 wt % T292), before and after 36 aging cycles.
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Figure 3. FESEM images of the coatings before (left) and 36 cycles of aging (right).

Before aging test, as shown in Figure 3, nanoparticles were dispersed evenly inside the coatings,
providing a tight structure. Thus, incorporation of nano-SiO, in polymer matrix should enhance the
abrasion resistance of coating [27]. Besides, the light stabilizer, as viscous liquid—plasticizer [3] —might
cause the softening effect to the coating. Thus, the abrasion resistance of coating containing stabilizer
should decrease as compared to that of the one without stabilizer.

After 36 testing cycles (right side on Figure 3), the neat coating was destroyed seriously with the
presence of many pits and pores (ranging in size from 100 nm to pm) appearing on both surface and inside
the coating. Whereas, by the presence of 2 wt % nano-SiO,, only few pits (size of a few micrometers)
could be observed on the nanocomposite surface. The size of these pits was reduced (up to a few hundred
nanometers) when 2 wt % T 384 and 1 wt % T 292 were added into the coating formulation.

3.2. IR Spectra Study

The changes in chemical structures of coatings (under weathering test) can be evaluated by using
IR spectra measurement. Under impacts of the weathering factors, chemical bonds in the polymer chain
can be broken, leading to the loss of bonds or the formation of new bonds. Therefore, the investigation
of these chemical variations can clarify the degradation mechanism of organic coatings during the
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aging process. In this study, the variations in chemical structures of the coatings were evaluated
by IR method. The IR spectra of the coatings before and after 36 testing cycles are presented in the
Figure 4. Figure 5 presents the changes of alkane CH groups and CNH groups in the coating samples,
which were deducted from the quantitative IR spectra analysis. Three coating samples were tested,
such as (i) neat coating (ACPU), (ii) nanocomposite coating with 2 wt % nano-5iO, (ACPU/SiOy),
(iii) nanocomposite coating with 2 wt % SiO,, 2 wt % T384, and 1 wt % T292. In addition, as the
reference, we added the changes of alkane CH groups and CNH groups in the coating contained only
2 organic stabilizers (i.e., 2 wt % T384 and 1 wt % T292 -ACPU-T) [3], shown in Figure 5.

Alkane CH

ACPU/SIiO,

Transmittance

ACPU/S10,-T

Before

-=--- After 36 cycles

4000 3000 2000 1000
Wavenumbers (cm-1)

Figure 4. Infrared (IR) spectra of neat coating (ACPU), nanocomposite coating containing 2 wt %
nano-5i0, (ACPU/SIO;,), and nanocomposite coating containing 2 wt % nano-SiO,, 2 wt % T 384,
and 1 wt % T 292 (ACPU/SiO,-T), before and after 36 aging cycles.
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Figure 5. Chemical changes of the alkane CH (left) and CNH (right) groups in the various coatings
under accelerated weathering condition.
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As can be seen in Figures 4 and 5, during the testing process, the peaks at 2950 and 1527 cm™!
characterizing the alkane CH groups and CNH groups in the coatings both decreased. Their intensity
reduced the most strongly in the neat coating, but least in the coating containing the nanoparticles and
organic light stabilizers. After 36 testing cycles, the remaining content of alkane CH groups were 51.6%,
68.6%, and 97.1%, in the neat coating (ACPU), the nanocomposite coating with 2 wt % nano-SiO;
(ACPU/Si0O3), and the nanocomposite coating with 2 wt % nano-5iO,, 2 wt % T384, and 1 wt % T292
(ACPU/SiO;-T), respectively. In the case of CNH groups, their remaining content was 25.4%, 52.1%,
93.5% in ACPU, ACPU/SiO,, and ACPU/SiO,-T coatings, respectively.

For comparative study, the chemical changes in the ACPU/SiO,-T coating were lower than that in
the ACPU-T coating.

3.3. Weight Loss Study

The variations in weight of the ACPU, ACPU/SiO,, and ACPU/SiO,-T coatings during the aging
test are shown in Figure 6. Besides, as the reference, we added the weight changes of ACPU-T
coating [3] into Figure 6.

As shown in Figure 6, the weight loss of all coatings increased by testing time. It reached the
highest value for the neat coating and the coating containing light stabilizer had the smallest value
of weight loss. Quantitatively, after 36 cycles, the remaining weights of the ACPU, ACPU/SiO,,
and ACPU/SiO,-T coatings were 87.26%, 90.26%, and 97.8%, respectively. For comparative study,
the weight loss in ACPU/SiO,-T coating was lower than that in ACPU-T coating.

ACPU
—a— ACPU/SIO,
—a— ACPU/SiO,-T
—e— ACPU-T

85

Remaining weight (%)

80

0 12 24 36
Exposure time (cycles)

Figure 6. Changes in weight of the coatings under accelerated weathering aging condition.
3.4. Coating Gloss Loss Study

The weathering aging causes the degradation in properties of the coating. Hence, the degradation of
the coating under the weathering factors can be evaluated by monitoring the variations in their properties.
Figure 7 demonstrates the variations in gloss of the ACPU, ACPU/SiO, and ACPU/SiO,-T coatings during
aging process. Besides, as the reference, we added the gloss changes of ACPU-T coating [3] into Figure 7.

From Figure 7, it can be seen that the gloss of the coatings decreased by aging time. The gloss
of the neat coating was lost significantly. The gloss of the nanocomposite coating containing light
stabilizer, by contrast, was lost slightly. After 36 aging cycles, the gloss value of the ACPU, ACPU/SiO,,
and ACPU/SiO,-T coatings, remained at 83.3%, 92.5%, and 98.5%, respectively. For comparative study,
the gloss change in ACPU/SiO,-T coating was lower than that in ACPU-T coating.
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Figure 7. Changes in gloss of the coatings under accelerated weathering aging condition.
3.5. Coating Abrasion Study

Figure 8 presents the abrasion resistance of the ACPU, ACPU/SiO;, and ACPU/SiO,-T coatings,
before and after 36 aging cycles.

As seen in Figure 8, adding 2 wt % nano-5iO; to the paint formulation increased significantly the
abrasion resistance of coating from 130 to 240 lite/mil. When added 2 wt % T 384 and 1 wt % T 292,
the abrasion resistance of coating slightly decreased from 240 to 235 lite/mil. After 36 aging cycles,
the abrasion resistance of the neat coating reduced strongly (down to 38.46%), from 130 to 80 lite/mil.
However, the abrasion resistance of coating containing 2 wt % nano-5iO; reduced slightly from 240 to
220 lite/mil (8.33%). Whereas in the case of ACPU/SiO;-T coating, reduction was only 2.12% (235 to
230 lite/mil) after aging test.

250

200

150 130

100 80

50

Abrasion resistance, lite/mil

ACPU ACPU-SiO2 ACPU-SiO2-T

mBefore ™ After 36 cycles

Figure 8. Values of abrasion resistance for coatings, before and after 36 cycles of aging.

As can be seen in Figure 8, addition of nano-SiO,, UV absorber T384, and light stabilizer HALS T292
into coating matrix significantly improved the weathering durability of the coating. As a complement

data, Figure 9 presents the UV-Vis spectra of aqueous solution containing nano-5iO, (0.5 wt % dispersion),
ACPU, ACPU/SiO,, and ACPU/SiO,-T coatings.
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Figure 9. Ultraviolet-visible (UV-Vis) spectra of the various coating samples and the aqueous solution
of nano-SiO;.

As shown in Figure 9, the absorption of UV radiation was much lower (less effective) for the ACPU
coating, as compared to the ACPU/SiO,-T coating. In particular, the UV absorption of ACPU/SiO,-T
coating was the strongest among these coating samples. As expected, due to the UV absorption of
nano-5i0,, the polymer coating was protected under UV irradiation. Thus, the nanocomposite coating
containing 2 wt % SiO; exhibited a smaller value in chemical change, leading lower loss in weight,
higher gloss, and better abrasion resistance than that of the ACPU coating.

These findings are consistent with the data reported by Yari et al. [18] for the photo-protective
effect of nano-5i0; on acrylic melamine coating. Moreover, nano-5iO; could also react with isocyanate
groups [28] to form a tight organic-inorganic hybrid structure, which contributes to preventing the
invasion of external environmental factors [29], leading the coating to reduce its degradation effectively.
By the presence of 2 wt % T 384 and 1 wt % T 292, the polymer coating is double-protected by the
combination of T 384 (as UV absorber) and T 292 (as free radical cleaner). In our previous paper [3],
we discussed their photo-protection mechanism. Consequently, ACPU/SiO,-T coating exhibited an
excellent weathering resistance after 36 testing cycles.

The obtained data indicate that incorporation of nanoparticles into the acrylic polyurethane
coating (with the presence of photostabilizers) enhances its weathering resistance.

4. Conclusions

The synergistic effects of nano-SiO, and organic light stabilizers on enhancing the weathering
resistance of acrylic polyurethane coating have been investigated and discussed.
The main findings of this study are:

e The obtained data indicated that incorporation of nano-SiO; in the acrylic polyurethane matrix
not only improved its mechanical property but also enhanced its weathering resistance.

e  After 36 testing cycles, the remaining content of alkane CH groups was 51.6%, 68.6%, and 97.1%,
in the ACPU, ACPU/Si0O;, and ACPU/SiO,-T coatings, respectively. In case of CNH groups,
their remained content was 25.4%, 52.1%, 93.5% in the ACPU, ACPU/SiO,, and ACPU/SiO,-T
coatings, respectively.

e After 36 aging cycles, the gloss remaining values of ACPU, ACPU/SiO2, and ACPU/SiO2-T
coatings, were 83.3%, 92.5%, and 98.5 %, respectively.

e  After 36 aging cycles, the abrasion resistance of the ACPU coating reduced strongly (down to
38.46%), from 130 to 80 lite/mil. However, for ACPU/SiO; coating, it reduced slightly from 240 to
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220 lite/mil (8.33%). In the case of ACPU/SiO,-T coating its reduction was only 2.12% (from 235 to
230 lite/mil) after aging test.

These enhancements could be explained by two possible reasons: (i) UV absorption of nanofillers
(nano-5i0,), could photo-protect the polymer coating, and (ii) a tight organic-inorganic hybrid structure
was formed under curing reactions. Besides, addition of organic light stabilizer into paint formulation
has provided excellent weathering resistance for the nanocomposite coating. These findings indicated
the promising application of this nanocomposite coating as a multi-functional durable material.
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