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Abstract: The poly(vinyl acetate) (PVAc)/zinc oxide (ZnO) microcapsule and PVAc/titanium dioxide (TiO2) microcapsule
were synthesized via in-situ emulsion polymerization method. The PVAc/ZnO microcapsule and PVAc/TiO2 microcapsule
were characterized by fourier transform infrared spectroscopy (FTIR), thermogravimetric analysis(TG), transmission electron
microscopy (TEM), and UV-visible spectroscopy (UV-vis). Effect of PVAc/ZnO microcapsule and PVAc/TiO2 microcapsule
on properties of poly(lactic acid) (PLA) was evaluated by UV-vis, SEM and mechanical properties test. The results showed
that the addition of PVAc/ZnO and PVAc/TiO2 microcapsules as a UV-blocking additive could significantly enhance UV-
blocking property of PLA/PVAc/ZnO microcapsule composites and PLA/PVAc/TiO2 microcapsule composites compared with
pure PLA, PLA/ZnO composites and PLA/TiO2 composites. The mechanical properties of PLA/PVAc/ZnO microcapsule
composites were better than those of PLA/ZnO composites due to good dispersability and compatibility of PVAc/ZnO
microcapsule in PLA matrix. Also, the mechanical properties of PLA/PVAc/TiO2 microcapsule composites were better than
those of pure PLA and PLA/TiO2 composites. This study demonstrates the great potentials of the intrinsically UV shield
additive PVAc/ZnO and PVAc/TiO2 microcapsules in the application of high performance matrix resin and composite material.
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Introduction

According to the literature, approximately 10 % of the

ultraviolet B (UV-B, 280-320 nm) and approximately 90 %

of the ultraviolet A (UV-A, 320-400 nm) energy from solar

radiation passes through the atmosphere to reach earth’s

surface. Over the years, there have been many studies on the

UV degradation of polymeric materials. Ultraviolet light can

cause the rapid aging of polymeric materials affecting their

appearance and mechanical properties [1-5]. To prevent

polymer degradation, UV blocking or absorbing additives

can be incorporated into polymer compound. Many UV

additives are organic compounds, such as benzophenones or

salicylates, which have toxicity issues and relatively short

service lives [6-9]. 

Poly(lactic acid) (PLA) is used in a wide variety of

applications as a biodegradable and compostable polymer

because of its excellent balance of properties, including

high-strength and high-modulus. It can be easily processed

on standard plastic equipments to yield molded parts, films,

or fibers. Because of its biodegradability and ecosystem-

friendly properties, PLA can replace nondegradable polymers

in numerous applications, such as yard waste bags, food

containers, and agricultural mulch films, etc [10-15]. The

bond energy of C-O, C-C and C-H in the molecular chain of

PLA is about 326 kJ/mol, 332 kJ/mol and 414 kJ/mol

respectively, while the energies of outdoor ultraviolet (UV)

at 200 nm and 300 nm are 598 kJ/mol and 397 kJ/mol. PLA

can be easily damaged by UV when it is used outdoor,

limiting the application of PLA [16-20]. To prevent from the

possible degradation, UV response additives, such as ZnO

and TiO2, can be incorporated into PLA matrix resin.

For the past several decades, PLA can be also toughened

by TiO2 nanoparticles coated with poly(ε-caprolactone).

Polymerization with lactic acid on the surface of TiO2

nanoparticles, which it is melt blending with PLA resulted in

improving mechanical properties of PLA/TiO2 composites.

However, only a few research studies have been reported the

combination of polymeric and ZnO and TiO2 to enhance

UV-blocking performance [21-23]. 

Considering that ZnO and TiO2 exhibits a high refractive

index and hiding power, as well as good chemical stability

and UV light screening effects, we prepared poly(vinyl

acetate) PVAc/ZnO and PVAc/TiO2 microcapsules by in-situ

emulsion polymerization. It was reported that uniform

nanocomposites of well-dispersed nanoparticles embedded

in a polymeric matrix could be obtained if particles were

coated by organic compounds. It is our interest in this study

to prepare poly(vinyl acetate) PVAc/ZnO and PVAc/TiO2

microcapsules, and investigate PLA UV-blocking and

mechanical properties incorporated with PVAc/ZnO and

PVAc/TiO2microcapsules at different content. The objective

of this study is to investigate the influence of functionalization

on the UV-blocking performance of PLA materials. 

Experimental

Materials and Chemicals

The following chemicals were purchased from Aladdin

reagent (Shanghai) Co., Ltd. (China): vinyl acetate (VAc,*Corresponding author: zhangbin611@163.com
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AR) and zinc oxide (ZnO, 90 nm) and titanium dioxide

(TiO2, 100 nm). The following chemicals was purchased

from Ha’erbin Chemical Research Institute (China): γ-

(methacryloxy)-propyl]trimethoxysilane (γ-MPS, AR). The

following chemicals were purchased from Hangzhou Gaojing

Fine Chemical Co., Ltd. (China): sodium lauryl sulfate

(SLS, AR) and calcium chloride (CaCl2, AR). The potassium

persulfate (KPS, AR) was obtained from Tianjin Yongda

Chemical Reagents Factory (China), the acetone (CH3COCH3,

AR) was obtained from Zhejiang Sanying Chemical Reagent

Co., Ltd. (China). The hydroquinone (C6H4(OH)2, AR) was

obtained from Chengdu Kelong Chemical Reagent Factory

(China). The poly(lactic acid) (PLA, 6252D) was obtained

from Nature-works Co., Ltd. (USA). Rhodamine B was

obtained from Sinopharm Chemical Reagent Co., Ltd.

(China).

Preparation of PVAc/ZnO Microcapsule and PVAc/TiO2

Microcapsule

The microencapsulation process used in this study was

well described elsewhere [21,22] and was illustrated in

Figure 1. A series of PVAc/ZnO microcapsule and PVAc/

TiO2 microcapsule were prepared by in-situ emulsion

polymerization. In a typical procedure, ZnO or TiO2 particles

(10 g) and 100 ml ethanol solution were placed into a 500 ml

three-necked round-bottom flask equipped with a magnetic

stirring device, a condensation reflux device and a thermometer.

After heating to 60
oC, the 1 g of γ-MPS was added into the

suspension above, the obtained suspension was continuously

stirred for further 6 h. Then, the modified ZnO or TiO2

particle was filtered, washed with deionized water several

times, and dried at 70
oC overnight.

The modified ZnO or TiO2 (10 g), SLS (0.5 g), and 100 ml

deionized water were placed into a 500 ml three-necked

round-bottom flask equipped with a magnetic stirring

device, a condensation reflux device and a thermometer.

After heating to 75
oC, the KPS (0.1 g) and VAc monomer

(20 g) were added into the suspension above, the obtained

suspension was continuously stirred for further 4 h. Then,

5 % CaCl2 aqueous solution was added into the suspension

above, the obtained precipitate was filtered, washed with

deionized water several times, and dried at 70 oC overnight.

Preparation of PLA Composite Films

PLA composites were fabricated by solution casting

technique. First, PLA was soluted in hot chloroform and

stirred for further 30 min. Then the PVAc/ZnO microcapsule

or PVAc/TiO microcapsule was added, and the mixture was

vigorously stirred for 1 h. The PLA composite films were

casted on Petri dishes, pilled and dried for 24 h. These films

were about 1 mm thick.

Characterization

FTIR tests of the PVAc/ZnO microcapsule and PVAc/TiO2

microcapsule were carried out on Nicolet 5700 FTIR

spectrometer (Nicolet Instrument Company, USA) in the

range of 400-4000 cm
-1 using solid KBr pellet. TG was

carried out using a PYRIS 1 TGA analyzer at a linearFigure 1. Synthesis of PVAc/TiO2 and PVAc/ZnO microcapsules. 

Table 1. The experimental samples based formula

Sample code PLA (g) ZnO (g) TiO2 (g)
PVAc/ZnO 

microcapsule (g)

PVAc/TiO2 

microcapsule (g)

Neat PLA 100 0 0 0 0

PLA/1 g ZnO composites 100 1 0 0 0

PLA/5 g ZnO composites 100 5 0 0 0

PLA/10 g ZnO composites 100 10 0 0 0

PLA/1 g PVAc/ZnO microcapsule composites 100 0 0 1 0

PLA/5 g PVAc/ZnO microcapsule composites 100 0 0 5 0

PLA/10 g PVAc/ZnO microcapsule composites 100 0 0 10 0

PLA/1 g TiO2 composites 100 0 1 0 0

PLA/5 g TiO2 composites 100 0 5 0 0

PLA/10 g TiO2 composites 100 0 10 0 0

PLA/1 g PVAc/TiO2 microcapsule composites 100 0 0 0 1

PLA/5 g PVAc/TiO2 microcapsule composites 100 0 0 0 5

PLA/10 g PVAc/TiO2 microcapsule composites 100 0 0 0 10
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heating rate of 20 oC/min under pure nitrogen. The weight of

all the samples were kept within 5-10 mg. Samples in an

open Pt pan were examined under an airflow rate of 6×10
-5

m3/min at a temperature ranging from room temperature to

650
oC. Morphological structures of samples were observed

using a JSM-5610LV and S-4800 analyzer scanning electron

microscopy (SEM), the samples were observed after gold

plating. Morphological structures of PVAc/ZnO microcapsule

and PVAc/TiO2 microcapsule were observed using a JEM-

2100 analyzer transmission electron microscopy (TEM) at

an accelerating voltage of 200 kV. The liquid phase was

ethyl alcohol absolute. UV-vis was carried out on a Lambda

900 spetrophotometer in the range of 200-800 nm. The

mechanical properties were performed with an Instron 3369

Regeer computer controlled mechanical instrument. This

test was repeated 5 times for each sample. The UV

shielding performance test, first, 10 g of PLA was added to

10 g chloroform and stirred at room temperature using a

magnetic stirrer. Then, 5 g of 0.5 g/l Rhodamine B aqueous

solution was added into the mixture. Subsequently, the

mixture was coated onto glass slides to form a uniform film.

After drying, the as-prepared PLA/PVAc/ZnO microcapsule

composites and PLA/PVAc/TiO2 microcapsule composites

were coated onto these slides by a 150 μm rod and dried at

room temperature for 3 days before UV irradiation. Finally,

the samples were irradiated by five mercury UV lamps (a

power of 500 W and wavelength of 345 nm) in a sealed box

(SPETROLINKER XLE-1000 A) for several hours. The

measured illumination measurements were carried out by

monitoring the absorption of samples at the wavelength of

maximum absorption of samples (550 nm) vs time of

irradiation with UV light on UV-vis spectrophotometer.

Results and Discussion

The Characterization of PVAc/TiO2 Microcapsule and

PVAc/ZnO Microcapsule

The first evidence of successful surface functionalization

of TiO2 or ZnO with poly(vinyl acetate) (PVAc) was proved

with FTIR spectroscopy. FTIR spectra of unmodified TiO2,

PVAc and PVAc/TiO2 microcapsules were shown in Figure

2(A). The FTIR spectrum of neat TiO2 does not show peaks

between 1737 cm
-1
 and 1200 cm-1, while the spectrum of

PVAc/TiO2 microcapsules clearly shows new bands located

at 1737 cm-1, 1525 cm-1, 1470 cm-1, 1433 cm-1, 1380 cm-1,

1303 cm
-1. The bands positioned at 1470 cm-1 and 1433 cm-1

were ascribed to the deformation bending modes of CH3 and

CH2 groups in poly(vinyl acetate) (PVAc), the bands

positioned at 2930 cm
-1 was ascribed to the deformation

bending modes of -CH- groups in PVAc, while the

absorption band at 1737 cm-1 and 1303 cm-1are due to the

bending mode of C=O and CH2-COO groups. The two new

bands positioned at 1525 cm
-1 and 1433 cm-1 were ascribed

to ν(COO)asym and ν(COO)sym vibrations respectively. The

binding form of PVAc and TiO2 nanoparticles could be

characterized by the separation between these νasym and νsym

vibrations. This was suggests that PVAc was introduced onto

the surface of TiO2 particle successfully.

FTIR spectra of unmodified ZnO, PVAc and PVAc/ZnO

microcapsule were shown in Figure 2(B). The FTIR

spectrum of neat ZnO did not show peaks between 1737 cm
-1

and 1200 cm-1, while the spectrum of PVAc/ZnO microcapsule

clearly shows new bands located at 1737 cm
-1, 1525 cm-1,

1470 cm
-1, 1433 cm-1, 1380 cm-1, 1303 cm-1. The bands

positioned at 1470 cm-1 and 1433 cm-1 were ascribed to the

deformation bending modes of CH3 and CH2 groups in

poly(vinyl acetate) (PVAc), the bands positioned at 2930 cm
-1

was ascribed to the deformation bending modes of -CH-

groups in PVAc,while the absorption band at 1737 cm
-1 and

1303 cm
-1 were due to the bending mode of C=O and CH2-

COO groups. The two new bands positioned at 1525 cm-1

and 1433 cm-1 were ascribed to ν(COO)asym and ν(COO)sym

vibrations respectively. The binding form of PVAc and ZnO

nanoparticle could be characterized by the separation between

these νasym and νsym vibrations. This was suggests that PVAc

was introduced onto the surface of ZnO particle successfully.

Figure 3 shows the TG curves of unmodified TiO2, PVAc

and PVAc/TiO2 microcapsule. A minimum of 0.1 % weight

loss was observed up to 650
oC for unmodified TiO2. This

was mainly attributed to the thermal degradation of -OH

group. A maximum of 100 % weight loss was observed up

to 650
oC for PVAc. For instance, the initial temperature

was 283.7 oC and char residue was 71 % for PVAc/TiO2

Figure 2. FTIR spectra of PVAc/TiO2 microcapsule (A) and

PVAc/ZnO microcapsule (B). 
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microcapsule. PVAc was grafted from the TiO2 surface and

the content of grafted PVAc was about 40.9 % based on the

weight loss of unmodified TiO2, PVAc and PVAc/TiO2

microcapsule, and that was 6 %, 100 % and 29 % at 650 oC

respectively. The TG curve of PVAc/TiO2 microcapsule

shows two thermal degradation steps, the temperature of

first thermal degradation peak and second thermal degradation

peak were 283.7
oC and 366.5 oC, respectively. This indicated

that the grafting reaction on the surface of TiO2 promotes

thermal stabilization of PVAc.

Figure 4 shows the TG curves of unmodified ZnO, PVAc

and PVAc/ZnO microcapsule. A minimum of 0.1 % weight

loss was observed up to 650 oC for unmodified ZnO. This

was mainly attributed to the thermal degradation of -OH

group. A maximum of 100 % weight loss was observed up

to 650 oC for PVAc. For instance, the initial temperature was

227
oC and char residue was 92.8 % for PVAc/ZnO

microcapsule. PVAc was grafted from the ZnO surface and

the content of grafted PVAc was about 7.76 % based on the

weight loss of unmodified ZnO, PVAc and PVAc/ZnO

microcapsule, and that was 0.1 %, 100 % and 7.2 % at

650 oC respectively. The TG curve of PVAc/ZnO microcapsule

shows two thermal degradation steps, the temperature of first

thermal degradation peak and second thermal degradation

peak were 227.5 oC and 294.5 oC, respectively. This indicated

that the grafting reaction on the surface of ZnO promotes

thermal stabilization of PVAc.

The unmodified TiO2, PVAc/TiO2 microcapsule, unmodified

ZnO and PVAc/ZnO microcapsule were observed through

TEM. Before observation, the unmodified TiO2, PVAc/TiO2

microcapsule, unmodified ZnO and PVAc/ZnO microcapsule

were dispersed in ethyl alcohol absolute. The TEM images

of (a) unmodified TiO2 and (b) PVAc/TiO2 microcapsules

were shown in Figure 5. In the Figure 5(a), the unmodified

Figure 3. Comparison of TG curves of unmodified TiO2 (a), PVAc

(b) and PVAc/TiO2 microcapsule (c). 

Figure 4. Comparison of TG curves of unmodified ZnO (a), PVAc

(b) and PVAc/ZnO microcapsule (c). 
Figure 5. TEM images of unmodified TiO2 (a) and PVAc/TiO2

microcapsule (b). 

RETRACTED ARTIC
LE



Preparation of PVAc/ZnO and PVAc/TiO2 Microcapsules for PLA Fibers and Polymers 2016, Vol.17, No.11 1853

TiO2 particle was agglomeration and average particle size

was about 90-100 nm, the morphology of samples showed

needle shaped and the surface of particle was smooth. In the

Figure 5(b), the PVAc/TiO2 microcapsule dispersion of had

been significantly improved, and that average particle size

was about 300 nm, the morphology of the samples showed

rough and spherical. This was suggests that PVAc was

introduced onto the surface of TiO2 particle successfully.

The TEM images of (a) unmodified ZnO and (b) PVAc/

ZnO microcapsule were shown in Figure 6. In the Figure

6(a), the unmodified ZnO particle was agglomeration and

average particle size was about 100-300 nm, the morphology of

samples showed needle shaped and the surface of particle

was smooth. In the Figure 6(b), the PVAc/ZnO microcapsule

dispersion of had been significantly improved, and that

average particle size was about 500 nm, the morphology of

the samples showed rough and spherical. This was suggests

that PVAc was introduced onto the surface of ZnO particle

successfully.

UV Protection Performance of PLA Composite Films

UV-visible reflection spectra of unmodified TiO2, modified

TiO2 and PVAc/TiO2 microcapsule were presented in Figure

7(A). The spectrum of PVAc/TiO2 microcapsule and modified

TiO2 shows high reflection peak at 200-380 nm. Although

both spectra were similar, the reflection peak was higher for

the PVAc/TiO2 microcapsule and modified TiO2 compared

with unmodified TiO2. This was probably due to the

effective passivation of TiO2 surfaces by the PVAc and more

efficient dispersion of nanoparticle. UV-visible reflection

spectra of unmodified ZnO, modified ZnO and PVAc/ZnO

microcapsule were presented in Figure 7(B). The spectrum

of PVAc/ZnO microcapsule and modified ZnO shows high

reflection peak at 200-380 nm. Although both spectra were

similar, the reflection peak was higher for the PVAc/ZnO

microcapsule and modified ZnO compared with unmodified

ZnO. This was probably due to the effective passivation of

ZnO surface by the PVAc and more efficient dispersion of

nanoparticle.

For the UV protection study, PVAc/ZnO microcapsule

was chosen because of the proper particle size and best dis-

persability among all the nanoparticles. As shown in Figure

8(A), compared to pure PLA and PLA/ZnO composite films,

PLA/PVAc/TiO2 microcapsule composites possesses great

UV-shielding property. The UV cut off of PLA composites

were about 200-340 nm while the transparency of PLA

composites still maintain above 98 % in visual region, which

was facilitated by TiO2 and PVAc/TiO2 microcapsule structure.

Usually, the loss of transparency for those inorganic particles

embedded polymer matrix was determined by the size of

inorganic particles and refractive index difference between

components. For the preparation of transparent PLA materials,

smaller inorganic particle and less refractive index difference

were preferred. The PVAc/TiO2 microcapsule prepared in

Figure 6. TEM images of unmodified ZnO (a) and PVAc/ZnO

microcapsule (b). 

Figure 7. UV-visible spectra of unmodified TiO2, modified TiO2

and PVAc/TiO2 microcapsule (a); unmodified ZnO, modified ZnO

and PVAc/ZnO microcapsule (b). 
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our protocol was suitable diameter and made the total

refractive index of composites relatively low. Therefore, UV

blocking and transparent of PLA composites could be

achieved in this research. As shown in Figure 8(B),

compared to pure PLA and PLA/ZnO composite films,

PLA/PVAc/ZnO microcapsule composites possesses great

UV-shielding property. The UV cut off of PLA composites

was about 200-340 nm while the transparency of PLA

composites still maintain above 97 % in visual region, which

was facilitated by ZnO and PVAc/ZnO microcapsule structure.

Usually, the loss of transparency for those inorganic particles

embedded polymer matrix was determined by the size of

inorganic particles and refractive index difference between

components. For the preparation of transparent PLA materials,

smaller inorganic particle and less refractive index difference

were preferred. The PVAc/ZnO microcapsule prepared in

our protocol was suitable diameter and made the total

refractive index of composites relatively low. Therefore, UV

blocking and transparent of PLA composites could be

achieved in this research. 

To determine the actual UV protecting effect of PVAc/

TiO2 and PVAc/ZnO microcapsule, a UV sensitive material

(Rhodamine B doped PLA films) was used as the substrate

of PLA composite films. The photodegradation of dye

doped films were measured by monitoring the intensity of

their maximum absorption at 580 nm with the change of

irradiation time. As shown in Figure 9(A), after 10 h of UV

irradiation, the neat PLA and PLA/TiO2 composite films

show nearly 60 %, 10 % of loss, respectively, while the

PLA/PVAc/TiO2 microcapsule composite films only show a

2 % of loss. In other words, the protective films could

prolong the lifetime of UV sensitive materials greatly. As

shown in Figure 9(B), after 10 h of UV irradiation, the neat

PLA and PLA/ZnO composite films show nearly 60 %,

10 % of loss, respectively, while the PLA/PVAc/ZnO

microcapsule composite films only show a 3 % of loss. In

other words, the protective films could prolong the lifetime

of UV sensitive materials greatly.

Figure 10 shows the SEM images of pure PLA, PLA/TiO2,

PLA/PVAc/TiO2 microcapsule, PLA/ZnO and PLA/PVAc/

ZnO microcapsule composite films, respectively. To accelerate

the degradation, 500 W UV lamp was used. After 10 h of

UV irradiation, the surface of neat PLA had cracked and

large deformed (a), the PLA/TiO2 composites films surface

had started breaking up (b), while the surface of PLA/PVAc/

TiO2 microcapsule composites almost flat, no cracks and

holes, giving a direct evidence of the UV blocking efficiency

of PLA/PVAc/TiO2 microcapsule composite film (c). The

PLA/ZnO composites surface has started breaking up (d),

while the surface of PLA/PVAc/ZnO microcapsule composite

films almost flat, no cracks and holes. Considering all of

these above, PVAc/ZnO microcapsule enhance the UV-

blocking performance of PLA material (e).

Figure 8. UV-visible transmittance spectra of (a) PLA/5 g PVAc/

TiO2 microcapsule composites and (b) PLA/5 g PVAc/ZnO

microcapsule composites.  

Figure 9. Photodegradation curves of Rhodamine B doped layers

unprotected and protected by UV protective layers.
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Mechanical Properties and Interfacial Compatibility of

PLA Materials

Tensile strength and elongation of PLA composites were

plotted as a function of TiO2, PVAc/TiO2 microcapsule, ZnO

and PVAc/ZnO microcapsule content, as shown in Figure

11. Compared with neat PLA, the content of TiO2 and PVAc/

TiO2 microcapsule increases the tensile strength and elongation

of PLA composites, while the tensile strength and elongation

Figure 10. SEM of samples surface after 10 h of UV irradiation (1-neat PLA, 2-PLA/5 g TiO2, 3-PLA/5 g PVAc/TiO2 microcapsule, 4-PLA/

5 g ZnO, 5-PLA/5 g PVAc/ZnO microcapsule). 

Figure 11. Effect of irradiation time on tensile strength and elongation of PLA composites; (a)-(b) PLA/PVAc/TiO2 microcapsule

composites and (c)-(d) PLA/PVAc/ZnO microcapsule composites.
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of PLA/PVAc/TiO2 microcapsule composites were higher

than PLA/TiO2 composites (Figure 11(a)-(b)). The content

of ZnO and PVAc/ZnO microcapsule increases, leading to

the tensile strength and elongation of PLA composites

increases, these tensile strength and elongation of PLA/

PVAc/ZnO microcapsule composites were higher than PLA/

ZnO composites (Figure 11(c)-(d)). This was attributed to

good dispersion and strong interfacial adhesion of PVAc/

ZnO and PVAc/TiO2 microcapsules in PLA matrix, although

ZnO and TiO2 contain a small quantity of PVAc on their

surface. However, these tensile strength and elongation of

PLA composites decreases with increasing of irradiation

time, PVAc/ZnO and PVAc/TiO2 microcapsules effectively

enhances the tensile strength and elongation of PLA composites

after UV irradiation compared with neat PLA, PLA/ZnO

composites and PLA/TiO2 composites. The tensile strength

and elongation of PLA/PVAc/ZnO microcapsule and PLA/

PVAc/TiO2 microcapsule composites were higher than these

of neat PLA after UV irradiation. More than 1 g addition of

PVAc/ZnO and PVAc/TiO2 microcapsules could increase the

mechanical properties of PLA with or without UV irradiation.

The dispersion of nanoparticles within certain polymer

resin plays important role in affecting its properties. SEM

was employed to explore the dispersion of TiO2, PVAc/TiO2

microcapsule, ZnO and PVAc/ZnO microcapsule. Figure

12(A) and (B) shows the dispersion of PLA composites

containing 1 g and 5 g TiO2 respectively, it could be seen

that TiO2 appears inhomogeneous and agglomerate in PLA

matrix; Figure 12(E) and (F) shows the dispersion of PLA

composites containing 1 g and 5 g ZnO respectively, it could

be seen that ZnO appears inhomogeneous and agglomerate

in PLA matrix. This may be ascribed to the high aspect ratio

and surface energy of ZnO and TiO2, leading to make it

difficult to disperse uniformly in matrix. In Figure 12(C)-(D)

and (G)-(H), compared with Figure 12(A)-(B) and (E)-(F),

1 g and 5 g PVAc/TiO2 and PVAc/ZnO microcapsules could

disperse well in PLA matrix, because the PVAc could exist

in a separate form and did not agglomerate. These results

Figure 12. SEM micrographs of PLA composites; (A) 1 g TiO2, (B) 5 g TiO2, (C) 1 g PVAc/TiO2 microcapsule, (D) 5 g PVAc/TiO2

microcapsule, (E) 1 g ZnO, (F) 5 g ZnO, (G) 1 g PVAc/ZnO microcapsule, and (H) 5 g PVAc/ZnO microcapsule.  
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demonstrated that ZnO and TiO2 grafted by PVAc could

show interfacial compatibility with PLA. 

Conclusion

In summary, PVAc/TiO2 and PVAc/ZnO microcapsules

could be successfully prepared via in-situ emulsion poly-

merization approach. The chemical structure and thermal

stability were characterized by FTIR, TG and TEM analysis.

PLA/TiO2, PLA/PVAc/TiO2 microcapsule, PLA/ZnO and

PLA/PVAc/ZnO microcapsule composites were prepared by

solution blending methods. Compared with pure PLA, PLA/

TiO2 and PLA/ZnO, PLA/PVAc/ZnO microcapsule and

PLA/PVAc/TiO2 microcapsule composites exhibited excellent

UV blocking performance. The tensile strength and elongation

of PLA/PVAc/TiO2 microcapsule composites were better

than those of pure PLA and PLA/TiO2 composites; the tensile

strength and elongation of PLA/PVAc/ZnO microcapsule

composites were better than those of pure PLA and PLA/

ZnO composites. Preliminary investigation indicated that

this kind of PVAc/ZnO microcapsule and PVAc/TiO2

microcapsule exhibited a very good UV blocking performance

without influencing the transparency of PLA composite

films.
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