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ABSTRACT

The exfoliated nanosheet of montmorillonite (MMT) mineral is a superior material applied in many fields
espectally in strengthening biodegradable polymers. The exfoliation with ultrasound treatment has been
studied in this work compared with mechanical shearing through the measurements of laser size analysis,
centrifugal classification and AFM. The results have shown that ultrasound treatment allowed a lower
energy consumption and higher production in MMT exfoliation than the shearing method. The exfoliated
nanosheets were about 1 nm in thickness, indicating that single layer of MMT has been produced.
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Contribution/ Originality
The paper's primary contribution is finding that the ultrasound treatment was superior to
mechanical shearing for the exfoliation of MMT. As a superior material, the exfoliated single

layer can be applied in many fields especially in strengthening biodegradable polymers.

1. INTRODUCTION

Montmorillonite (MMT) is a valuable layered silicate mineral which has wide applications,
such as, biodegradable polymers-enhancer, ion-exchanger, adsorbent, catalyst, catalyst support,
decoloring agent, and so on [[1-47]. The unite layer of MMT is 2:1 type, which implicates that the
MMT nanosheets may have the better mechanical/heat stability properties, barrier properties
and gas absorbability than graphene nanosheets. Thus the exfoliated nanosheets of MMT may

become a promising nano material in the fields of hydrogen accumulators, catalyst and other
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potential fields [57. Particularly, in traditional polymer industry, the environmental problems
and petroleum consumption were raised. The application of biodegradable polymers has received
extensive attention over the last two decades [67. The natural biodegradable materials show poor
mechanical, barrier and thermal characteristics. The layered MMT films are the necessary filling
materials to improve the quality of biodegradable polymers [7, 87]. The exfoliated nanosheets can
be fully dispersed into the polymer matrix. The phase homogeneity of exfoliated nanosheets is
higher than the intercalated MMT. So the exfoliated nanocomposites exhibite a batter
performances than the intercalated nanocomposites [9, 107, for example, the higher Young's
moduli [117, larger elongation at break [127], and better thermal stability [137].

However, it is not easy to achieve complete exfoliated MMT nanosheet in polymer. The
majority of the polymer nanocomposites were the intercalated nanostructure [147]. Nie, et al.
[157] obtained intercalated structure by stirring method. Zhang, et al. [167] found that the anionic
surfactants can be entered into the interlayer space of Ca-MMT by means of ultrasound, but the
single layer of exfoliated layer was not obtained. Chivrac, et al. [17] indicated that the
intercalated and exfoliated morphologies were obtained simultaneously, but the cost raised by the
cationic starch consuming. Wang, et al. [187 obtained the exfoliated MMT layers by the method
of hydrothermal reaction. The thickness of the layers was 20nm. Aouada, et al. [197 considered
that the homogenous and transparent MMT nanocomposites were possibly obtained by means of
the combination of the intercalation from solution and melt-processing preparation methods. But
the exfoliated single layers were difficult to achieve. The main reason may be that the force
between the interlayers was so strong that the MMT was very difficult to achieve exfoliation
[207.

In liquid, the ultrasound wave can generate the cavitation event. Numbers of micro bubbles
were created by the pressure fluctuations and collapse adiabatically in short time scale [217. The
cavitation can penetrated into the interlayers of the MMT particles and then trigger the
explosion. Then the MMT layers were exfoliated into nanosheets by the cavitation effect. On the
other aspect, the shearing effect in the liquid can generate the turbulent flow. The MMT particles
also can be exfoliated by the turbulent flow and the rolling impeller.

In this work, the exfoliation of MMT by means of ultrasound was investigated compared
with the shearing method. Both the laser size analysis and Stokes size analysis were used to
evaluate the exfoliation processes. Moreover, the morphology of the exfoliated nanosheets was

characterized by AFM and laser size analysis.
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2. EXPERIMENTAL
2.1. Materials

Na-MMT was obtained from Chifeng Ningcheng MMT Co. (Inner Mongolia, China). The
swelling capacity of the prepared MMT was 93 mL/g. The XRD pattern of the MMT was shown
in Fig. 1. The diffraction peaks in the pattern belong to MMT. It was indicated that the MMT
sample was pure. Analytical NaCl was purchased from Aladdin Chemical Co. The deionized water

was used in all experiments.
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Fig-1. XRD pattern of MMT.
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2.2. Purification of MMT Sample

A certain amount of Na-MMT was immersed in deionized water. The mass ratio of
MMT/water was 0.03. The suspension was dispersed by mechanical stirring for 6 h. The
shearing strength was 450 rev/min. After that, the suspension was purified by the centrifugal
method to remove the sedimentation component. The centrifugal time was 1min. The rotation
speed was 800rev/min. In order to obtain a saturated charged Na-MMT, the raw MMT was
dispersed in 1 M NaCl solution for 12 h by shaker. Then the MMT was washed twice by water:
the solid and liquid of the suspension was separated by centrifugation at the speed of
4800rev/min for 1h. The supernatants were then decanted out. After that, the sediments were
immersed into the same amount of water. Then the suspension was dispersed by the mechanical

stirring at the speed of 450 rev/min for 12 h.

2.3. Exfoliation of MMT

Two different exfoliation methods were compared in this investigation, including ultrasound
and shearing. The ultrasound exfoliation experiment was performed on a VERNON HILLS
ILLINOIS CP505 ultrasound dispersion instrument. Each subsections were exfoliated in the

different ultrasound strengths and ultrasound time respectively. FLURO FA25 high speed mixer
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was used to study the shearing exfoliation. The prepared MMT suspensions were devided into
several 140 mL subsections. Each subsections were exfoliated in the different stirring strengths
and stirring time respectively. The exfoliated samples were analyzed by the laser size analysis, the

Stokes size analysis and the three-dimensional topographic detection respectively.

2.4. Measurements
A BRUKER D8 ADVANCE X-ray diffractometer (XRD) was used to mineralogically

characterize the MMT sample at a voltage of 40 kV and a current of 30 mA with Cu K radiation (

A= 0.15418 nm). The swelling capacity was determined according to the standard of DZG93-06

[227].

Both the laser particle size and the Stokes particle size were analyzed. The optical size was
determined by MALVERN MASTERSIZER APA 2000 laser particle size analyzer. The Stokes
size was measured by centrifugal classification. The sample was centrifuged by using THERMO
FISHER SORVALL ST16 centrifuge at different speed. Both the supernatants and the sediments
at different centrifugeal speed were filtered and dried at 60°C in blast oven which was used to
calculate the percentage of the undersize. The rotation speed of the centrifugal was determined by

the following expression [23, 247:

8
\ =\/63.0><10 nlog(R/S) o

tD2AS

where N is the rotation speed (rev/min); n is the viscosity of the fluid (0.00748 poise at 25
°C); R is the distance from the deposit surface to the axe of rotor (5.5 cm); §'is the distance from
the suspension surface to the axe of rotor (2.5 cm); ¢ is the centrifugation time (2 min); D is the
maximum diameter of the particles in the supernatant (um); AS is the specific gravity difference of
the particles and the liquid.

The three-dimensional topographic image was scanned by BRUKER MULTIMODE 8
atomic force microscope. The sample preparation was as follow: 3 mL suspension was diluted in
250 mL deionized water. After that, the diluted suspension was dropped on the mica plate. The

mica plate was drying 1 day to obtain the AFM sample.
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3. RESULTS AND DISCUSSION
3.1. Optical Particle Size of Exfoliated MMT

The cumulative undersize size of exfoliated MMT particles by ultrasound treatment at
various strengths and treating time were shown in Fig. 2 and Fig. 3, respectively. It can be seen
from Fig. 2, the particle size decreased greatly with the ultrasound strengths increased. In
addition, it can be noted that in Fig. 3, the particle size decreased significantly with the increment
of the ultrasound time. It is indicated that the exfoliation can be achieved by the ultrasound
method. Even though the sample was treated at the ultrasound strength of 100W for 4min, the
exfoliation effect also occurred. It means that the ultrasound method was an effective method to

obtain the exfoliated MMT layers.
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Fig-2. Particle size distribution of exfoliated MMT particles prepared by
ultrasound treatment with various strengths.
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Fig-3. Particle size distribution of MMT exfoliated particles prepared by
ultrasound treatment with various treating time

The Particle size distribution of MMT particles prepared by mechanical shearing at various
stirring strengths and time were shown in Fig. 4 and 5, respectively. In Fig. 4, as the shearing

strengths raised, the particle size was greatly dropped. In Fig. 5, the particle size was greatly
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dropped with the increment of the shearing time, which indicats that the exfoliation also can be
achieved by shearing method.

The D50 of the MMT sample treated by ultrasound was 1.2 um at the ultrasound strength of
400 W for 1min. Compared to the D50 of shearing method was 2.0 pm by mechanical shearing at
the strength of 27000 rev/min for 1min. In this case, the particle size of ultrasound method was
smaller than that of the shearing method. The energy consumption of the ultrasound method was
2400 J in the conditions of 400 W, 1 min. When the shearing strength was 27000 rev/min, the
input power of the electric motor was 500 W. The energy consumption of the shearing was 3000 J
in the conditions of 27000 rev/min, 1 min. The energy consumption of ultrasound method was
lower than that of the shearing method. So, the ultrasound method was recommended in the

exfoliation process of the MMT mineral.
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Fig-4. Particle size distributions of exfoliated MMT particles by mechanical shearing with various
shearing strengths
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Fig-5. Particle size distributions of exfoliated MMT particles by mechanical
shearing with various shearing time
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3.2. Stokes Size of Exfoliated MMT Particles
Compared with the original particles, the exfoliated particles were diminished both in the

width and thickness dimension remarkably. So the exfoliation effect can be detected by the laser
size analysis. But the laser size was not the true geometrical size of the platelet [257. Compared
the Fig. 6 and the Fig. 2, the Stokes diameter of MMT was smaller than the laser size diameter.
The diffraction of the random orientation platelet average length was longer than the geometric
average length. The equivalent diameters were larger than the Stokes diameters. The Stokes
diameter detection was more closed to the geometric diameter. So the Stokes particle size
experiment was arranged.

The Stokes undersize curves in different ultrasound strengths and time are showed in Fig. 6
and Fig. 7 respectively. The separation size was ranged from 0.2 um to 1.2 um. In Fig. 6, with the
ultrasound strength increased, the particle size was greatly decreased. For example, when the
separation size was 0.2 pm, the percentage of fine fractions were increased from 43.18% to 61.09%
as the strength increased from 0 W to 400 W. In Fig. 7, the particle size was significantly

decreased as the ultrasound time increased. It was reconfirmed that the MMT can be exfoliated by

ultrasound.
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Fig-6. The percentage of the Stokes undersize as the separation size range from 0.2 pm to 1.2 um
with various ultrasound strengths
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Fig. 8 and Fig. 9 showed the Stokes undersize curves in different shearing strengths and time
respectively. The separation size was ranged from 0.2 um to 1.2 um. In Fig. 8, as the ultrasound
strengths increased, the particle size was decreased. For example, when the separation size was
0.2 pm, with the shearing strength increased from 0 to 27000 rev/min, the percentage of
undersize was increased from 43.18% to 57.87%. Fig. 9 showed the percentage of undersize was
raised as the increasing of the shearing time. It was reconfirmed that the MMT can be exfoliated
by shearing.

The D50 of the MMT sample treated by ultrasound was 1.2 pm at the ultrasound strength of
400 W for 1min. the D50 of shearing method was 2.0 um by mechanical shearing at the strength
of 27000 rev/min for 1min. The Stokes particle size result also indicated that a lower particle size

can be achieved by ultrasound method. So, the ultrasound method was superior to the shearing
method in MMT exfoliation.
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Fig-8. The percentage of the Stokes undersize as the separation size range from 0.2 um to
1.2 pm with various shearing strengths
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3.3. Morphology Analysis
Fig. 10 was AFM image of the MMT nanosheets exfoliated by the ultrasound method MMT

sample treated by ultrasound at the ultrasound strength of 400W for 4min which showed that the
thicknesses of the exfoliated MMT particles were all around 1 nm. Bergaya, et al. [267] has
summarized that the single-layer of MMT was nearly 1 nm. It is means that the exfoliated MMT
particles were almost single-layer. Therefore, the single-layer nanosheets of MMT could be

obtained by ultrasound method.

Height 750.0 nm

Fig-10. AFM image of the exfoliated nanosheets with the ultrasound treatment condition of 4min, 400 W

Considering the AFM images can not statistically represent the scale of the particles, the
volume distribution of the laser particle size in different exfoliation conditions was used as a
support (see Fig. 11). It was shown that there have the particle peaks on the fine particle size
range which were all appeared in the size of 180 nm. It means that although the percentage of the
fine particles were different between the different exfoliation conditions, the scale of the exfoliated

particles was uniform.
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Fig-11. Particle size distribution of exfoliated MMT. (a) with various ultrasound strengths. (b) with various ultrasound
treating time; (c) with various shearing strengths; (d) with various shearing time

According to the AFM detection, the single layers of MMT were produced. It means that the

limitation of exfoliation was approached. The ratio of the strength toward thickness direction to

width direction of single layer was nearly a constant value [267. So the width of the MMT should

also be approached to the minimum value in case of the thickness was approached the minimum

value. This was the reason why the fine particles peaks of the laser particle size curves were all

located in the 180 nm. AFM result also proved that the width of the nanosheets were around 180

nm (Fig. 10). So the ratio of the thickness to the width of the exfoliated nanosheet was

approximately equals to 1:180. Additionally, the ratio of the strength toward thickness direction

to width direction of single layer was also approximately equals to 1:180.
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4. CONCLUSIONS

(1) The experiment results have shown that the ultrasound treatment was superior to
mechanical shearing for the exfoliation of MMT, allowing higher fine particle production and
lower energy consumption.

(2) The exfoliated MMT nanosheets were about 1 nm in thickness, indicating that single
layer of MMT has been produced.

5. ACKNOWLEDGMENTS

The financial supports to this work from the National Natural Science Foundation of China
under the project No. 51474167 was gratefully acknowledged. Also, H. Li would like to thank the
Consejo Nacional de Ciencia y Tecnologia of Mexico for offering him the scholarship under the

grant No. 595986 during his Ph. D. Studying.

REFERENCES

1] S. Babel and T. A. Kurniawan, "Low-cost adsorbents for heavy metals uptake from contaminated
water," Hazardous Materials, vol. 97, pp. 219-24:3, 2003.

[2] M. L Carretero, "Clay minerals and their beneficial effects upon human health," Applied Clay
Science, vol. 21, pp. 155-163, 2002.

[s] J. H. Choy, S. J. Choi, J. M. Oh, and T. Park, "Clay minerals and layered double hydroxides for
novel biological applications," Applied Clay Science, vol. 36, pp. 122-132, 2007.

4] H. H. Murray, "Traditional and new applications for kaolin, smectite, and palygorskite: A general
overview," Applied Clay Science, vol. 17, pp. 207-221, 2000.

[5] Z. P. Zhang, L. B. Liao, Z. G. Xia, and C. Li, "Montmorillonite-carbon nanocomposites with
nanosheet and nanotube structure: Preparation, characterization and structure evolution," Applied
Clay Science, vol. 55, pp. 75-82, 2012.

[6] L. Yu, K. Dean, and L. Li, "Polymer blends and composites from renewable resources," Prog.
Polym. Sci,, vol. 31, pp. 576-602, 2006.

7] K. Wang, L. Chen, M. Kotaki, and C. He, "Microstructure and thermal mechanical properties of
epoxy/crude clay nanocomposites," Applied Science and Manufacturing, vol. 38, pp. 192-197, 2007.

[8] K. Podgorski, H. Kaczmarek, and A. Podgorski, "The effect of UV-irradiaiton on poly (Vinyl
Alcohol) composites with montmorillonite," Photochem. Photobiol, vol. 191, pp. 209-215, 2007.

[9] M. Alexandre and P. Dubois, "Polymer-layered silicate nanocomposites: Preparation, properties
and uses of a new class of materials," Materials Science and Engineering R-Reports, vol. 28, pp. 1-63,
2000.

[10] S. Sinha Ray and M. Okamoto, "Polymer/layered silicate nanocomposites: A review from
preparation to processing," Progress in Polymer Science, vol. 28, pp. 1539-1641, 20083.

11] Y. Kojima, A. Usuki, M. Kawasumi, A. Okada, T. Kurauchi, and O. Kamigaito, "One-pot synthesis
of nylon 6-clay hybrid," Polym, J. Sci. Pol. Chem., vol. 31, pp. 1755-1758, 1993.

[12] Z. Wang and T. J. Pinnavaia, "Hybrid organic—inorganic nanocomposites: Exfoliation of magadiite

nanolayers in an elastomeric epoxy polymer," Chem. Mater., vol. 10, pp. 1820-1826, 1998.

11
© 2015 Conscientia Beam. All Rights Reserved.



[18]

[14]

[16]

[17]

[18]

[197

[20]

[21]

[22]

28]

[24]

[25]

[26]

Journal of Minerals and Materials Research, 2015, 2(1):1-12

S. D. Burnside and E. P. Giannelis, "Synthesis and properties of new poly (Dimethylsiloxane)
nanocomposites," Chem. Mater., vol. 7, pp. 1597-1600, 1995.

B. A. Bhanvase, D. V. Pinjari, P. R. Gogate, S. H. Sonawane, and A. B. Pandi, "Synthesis of
exfoliated poly (Styrene-co-methyl Methacrylate) / montmorillonite nanocomposite using
ultrasound assisted in situ emulsion copolymerization," Chemical Engineering Journal, vol. 20, pp.
181-182, 2012

X. D. Nie, A. Adalati, J. Du, H. H. Liu, S. M. Xu, and J. D. Wang, "Preparation of amphoteric
nanocomposite hydrogels based on exfoliation of montmorillonite via in-situ intercalative
polymerization of hydrophilic cationic and anionic monomers," Applied Clay Science, vol. 100, pp.
182—187, 2014

Z. P. Zhang, L. B. Liao, and Z. G. Xia, "Ultrasound-assisted preparation and characterization of
anionic surfactant modified montmorillonites," Applied Clay Science, vol. 50, pp. 576-581, 2010.

F. Chivrac, E. Pollet, and L. P. Dol, "Avérous, Starch-based nano-biocomposites: Plasticizer impact
on the montmorillonite exfoliation process," Carbohydrate Polymers, vol. 79, pp. 941-947, 2010.

Z. B. Wang, Xin Wang, G. C. Li, and Z. K. Zhang, "Enhanced exfoliation of montmorillonite
prepared by hydrothermal method," Applied Clay Science, vol. 42, pp. 146-150, 2008.

A. F. Aouada, H. C. Lui, Z. Mattoso, and E. Longo, "New strategies in the preparation of exfoliated
thermoplastic starch-montmorillonite nanocomposites," Industrial Crops and Products, vol. 34, pp.
1502-1508, 2011.

X. Wang and Y. D. Li, "Solution-based synthetic strategies for 1-D nanostructures," Inorganic
Chemistry, vol. 45, pp. 7522-7534, 2006.

P. R. Gogate, "Cavitational reactors for process intensification of chemical processing
applications," Chem. Eng. Process, vol. 47, pp. 515-527, 2008.

S. H. Tian, "The standard of the physical and chemical properties measurement of nonmetal
minerals," Occupation Standard DZG93-06, Standardization Administration of the P. R. C.,Beijing
China, 2006.

M. L. Jackson, Soil chemical analysis-advanced course. Wisconsin: Department of Soils, University of
Wisconsin, 1969.

B. H. Sheldrick and C. Wang, Particle size distribution. In: Carter MR, (Eds). Soil sampling and
methods of analysis, Canadian society of soil science. Boca Ration: I. L. Lewis Publishers, Division of
CRC Press, 1993.

F. C. Boliren and D. R. Buftma, Absorption and scattering of light by small particles. Weinheim,
German: Wiley-VCH Verlag GmbH & Co, 2004

F. Bergaya, B. K. G. Theng, and L. G., Handbook of clay science. Amsterdam: Elsevier Science, 2006.

Views and opinions expressed in this article are the views and opinions of the author(s), Journal of Minerals and Materials Research
shall not be responsible or answerable for any loss, damage or liability etc. caused in relation to/arising out of the use of the content.

12

© 2015 Conscientia Beam. All Rights Reserved.




