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The lotus leaf shows superhydrophobicity and extreme nonsticking properties due to the two-level
roughness features of its surface in addition to the low surface energy. In the thin film of vertically aligned
treelike carbon nanostructures, each nanostructure is a multiwalled carbon nanotube aligned vertically
to the plane of the substrate with carbon films attached to the nanotubelike branches, giving the overall
treelike appearance. These nanostructures also have two-degree roughness due to their unique geometry,
which makes the wettability of the material an interesting property to study. The change in hydrophobicity
of the material as a function of the deposition time is studied to understand the mutual dependence of the
geometry of the nanostructures and the hydrophobicity of the film. The material exhibits superhydropho-
bicity, showing a static water contact angle as high as 165° for certain deposition conditions with extreme

nonsticking properties.
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I. INTRODUCTION

Many natural surfaces, both in the plant and the ani-
mal realms, exhibit superhydrophobic nonsticking prop-
erties and the most well-known among such surfaces
is the lotus leaf. The microstructure of the lotus leaf
exhibits a multilevel roughness with micron-scale con-
ical papillae (5—50 um) and nanoscale branchlike wax
tubules (100500 nm) on the papillae. This unique two-
level roughness along with the intrinsic hydrophobicity of
wax is thought to be the contributing factor toward the
superhydrophobicity of a lotus leaf. Many research groups
have tried to achieve superhydrophobicity or duplicate the
“lotus leaf effect” by creating microstructures like those in
the lotus leaf. Such bio-mimicking surfaces are fabricated
by different methods, such as photolithography, electro-
spinning, and plasma etching, and have been applied as
self-cleaning, anti-icing, anti-fouling, corrosion-resistant
surfaces, and so on [1-5].

Multiscale roughness, to achieve superhydrophobicity,
has been explored in carbon nanostructures as well [6],
especially with the thin films of vertically aligned car-
bon nanotubes (VACNT), which is a well-studied super-
hydrophobic surface [7—11]. Two strategies are usually
undertaken to achieve the dual roughness: (a) micropat-
terning the substrates on which the film is growing and (b)
introducing microscale patterns on the film after deposi-
tion of VACNT [12—15]. For both cases, the micropatterns
work as the microscale of roughness, while the carbon nan-
otubes contribute to the nanoscale of the roughness, thus
giving the desired multiscale roughness to the film. The
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micropatterns on the substrate can be in the form of a
honeycomb or pillars and are generally grown by litho-
graphic techniques [12—14]. Less conventionally, some
groups have tried a one-step synthesis method by mak-
ing two layers of the nanotubes of different roughnesses or
by bundling the nanotubes into microscale pillars using a
template method to get the dual roughness [16,17]. Some-
times, a conformal coating of low surface energy material
such as fluorocarbon, silicone, and so on is also used on
carbon nanotube films is to further improve the hydropho-
bicity of the carbon nanotube films and to dissuade the
intrinsic hydrophilic nature of the films due to hydroxyl
groups, which are sometimes present on the surface of
nanostructured carbon films [18-21].

The thin film of vertically aligned treelike carbon nanos-
tructures [22] has a multilevel roughness, that is, with a
microlevel central multiwalled nanotube (“trunk” of the
treelike nanostructure) and nanolevel “branches” on the
nanostructure. The dual roughness, like that of a lotus leaf,
is speculated to give a very high hydrophobicity along with
the “branches,” stopping the seeping of the water into the
air pockets between the “trees” and leading to less stick-
ing of the water. Thus, a study of the hydrophobicity of the
as-deposited material is undertaken and is reported in this

paper.

II. EXPERIMENTAL DETAILS

The vertically aligned treelike nanostructures are
deposited on polished silicon substrates by electron
cyclotron resonance (ECR) assisted by the plasma
enhanced chemical vapor deposition (PECVD) method.
All depositions are done at 500 W of microwave power
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at a negative substrate bias of 200 V with respect to
ground potential and with acetylene and hydrogen as the
feed gases at a ratio of 3:1 (hydrogen flow 5 sccm) at
a temperature of 750°C on a seed layer of nickel. The
details of the synthesis process and characterizations of
the film are described in our previous publication [22].
The morphology of the nanostructures is studied by field
emission scanning electron microscopy (FESEM, Ultra 55,
Carl Zeiss). To study the wettability of these nanostruc-
tured carbon thin films, the static contact angle of water
with the surface and droplet roll off is studied by using
the goniometer set up (OCA 20 from Dataphysics instru-
ments Gmbh). The image is taken within 5 s of dispensing
a droplet of water of 10 ul using the dispensing mecha-
nism of a goniometer. The contact angle values reported
here are the average of three readings taken consecutively
for the same sample at three different spots. Drop impact
study is done using a high-speed imaging camera (Photron
FastCam SA4) capturing 10000 frames/s. A 10-ul water
droplet is impacted on the surface from a height of 5 cm.

ITI. RESULTS AND DISCUSSIONS

The FESEM image of the cross-section view of the
vertically aligned treelike nanostructures (deposition time
of 15 min) on a polished silicon substrate is shown in
Fig. 1(a). The thickness of the film is 1.5 um. There
are as roughly 10* trees per cm? of film. The diameter
of the thickest portion of the trees is 175 nm (aver-
age). The film shows a uniform growth of the material
with dual roughness contributed by the “branches” of the
treelike nanostructures and by the nanostructures them-
selves. The contact angle of the droplet (10 ul) of water
on the film is 153° with a sliding angle of less than 2°,

FIG. 1. (a)and (c) FESEM image of vertically aligned treelike
carbon nanostructures and vertically aligned carbon nanotubes,
respectively. (b) and (d) show the water droplet on the surface of
the respective films.

VIDEO 1. Droplet roll off for the 15 min-sample.

showing the extremely low hysteresis and superhydropho-
bic nature of the material [Fig. 1(b) and Video 1]. The
nanostructured treelike material retains its hydrophobicity
even while remaining exposed to the atmosphere for six
months and shows the same static contact angle without
any degradation. To further examine the hydrophobicity
under dynamic conditions, a droplet of the same volume
is impacted on the surface of the film from a height of
5 cm (Video 2). It is seen that the water droplet completely
bounces off the surface without leaving any residue on the
surface with a contact time of 10.9 ms. On comparing the
hydrophobicity of the material with that of a VACNT film
of similar thickness (1.2 gm) as shown in Fig. 1(c), it is
found that the contact angle of a water droplet of the same
volume on the VACNT film deposited on a silicon sub-
strate is 136° [Fig. 1(d)]. Thus, the incorporation of the
“branches” on the aligned nanotubes have led to a definite
improvement in the hydrophobicity of the films. Therefore,
instead of using the two-step procedures to achieve hier-
archical roughness, such as micropatterning the substrate
by lithography and depositing the nanostructured film on

10000 fps

VIDEO 2.
sample.

Droplet impact from height of a 5 cm for the 15-min
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the substrate [12,13] or doing a postdeposition pattering of
the aligned carbon nanotube film by laser pruning or pho-
tolithography [14,15], a one-step method of synthesizing a
superhydrophobic film with two levels of roughness is pre-
sented. The value of the contact angle is higher than most
reported values of CNT films with comparable hysteresis
values [12—15]. It is speculated that the incorporation of
the “branches” to the micron-level nanotubes will inhibit
the seepage of water between the nanostructures and thus
an air pocket will form below the water surface. This leads
to lower sticking of water with the material and will pre-
vent a transition to the Wenzel mode of wetting. Branches
will suspend the droplet in the nonwetting Cassie mode
[23,24] with water droplets suspended on the nanofeatures
and thus produce a more stable superhydrophobic nature
like that of the lotus leaf [25]. It is to be also noted that
there is a resemblance of the vertically aligned treelike
nanostructures to the micropapillae of the lotus leaf, which
scientists are striving to mimic to achieve the superhy-
drophobicity and self-cleaning properties on the level of
a lotus leaf [1-3].

To correlate the hydrophobicity and the morphology of
the material, the geometry of the nanostructure is varied
by deposition during the PECVD process. Time is varied
from 5 to 35 min in steps of 10 min. The FESEM images of
the as-deposited vertically aligned treelike nanostructures
are shown in Figs. 2 and 3. From the FESEM images of
the samples, it can be observed that with the time of depo-
sition, the height of the trees as well as the length of the
“branches” increases while retaining the general structure.
The sample deposited for 5 min has the lowest length of
the “branches” and a thickness of 0.75 um with an average
diameter of the portion with the largest “branches” (as can
be seen from the top view of the sample) of 75 nm. As
mentioned earlier, for the sample deposited for 15 min,

FIG. 2. Top view FESEM image of vertically aligned treelike
nanostructures deposited for time duration (a) 5 min, (b)15 min,
(c) 25 min, and (d) 35 min, respectively (inset showing uniform
growth of the nanostructures at a lower magnification).

FIG. 3.

Cross-section view of the vertically aligned treelike
nanostructures from FESEM of the sample deposited for a
duration of (a) 5 min, (b) 15 min, (c¢) 25 min, and (d) 35 min.

the diameter of the thickest portion and the thickness of
the film are 175 nm and 1.5 um, respectively. The same
values for the 25-min sample are 320 nm and 3.5 um. At
35 min, the length of the nanostructures has increased to
about 4 um and the average diameter of the portion with
the longest “branches” is about 400 nm. After a deposi-
tion time of 25 min, the nanostructures are observed to
be losing sharpness at the tip and the portion with longer
“branches” is shifting more toward the tips of the tree-
like nanostructures. In other words, the tip of the treelike
nanostructures is thickening at higher deposition times.
The increase in time results in nanostructure growing in
both the lateral and the vertical directions, but after a cer-
tain point, the growth in the vertical direction saturates
at the cost of more growth in the lateral direction, lead-
ing to the formation of top-heavy treelike nanostructures
[Fig. 3(d)]. The early saturation of the growth in the ver-
tical direction is most probably due to more etching at
the tip due to impingement of the etchant species in the
vertical direction energized by the substrate bias. At a
longer ,time of deposition, there can be redeposition of the
etched-out species on the top of the “trees,” causing the
observed thickening of the tip of the “trees.” The approxi-
mate number of trees per unit area, that is, the areal density
of the trees, is approximately 4 x 10* cm=2, 10* cm~2,
7000 cm™2, and 3750 cm™? for samples deposited for 5,
15, 25, and 35 min, respectively.

The diameter and the space between the nanostructures
as well as the height are the controlling factors of the con-
tact angle of water depending on the wetting mode of the
droplet on the surface [25]. The variation of the contact
angle of the vertically aligned treelike nanostructures with
the change in morphology via changing of the time of
deposition is shown in Fig. 4. As soon as the droplet is
released from the dispensing pin of the goniometer setup,
the water droplet moves away from the surface because
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(a) 148° (b) 154°

FIG. 4. Water droplets on the surface of the vertically aligned
treelike nanostructures deposited for (a) 5 min, (b)15 min,
(c) 25 min, and (d) 35 min (the values in the top righthand cor-
ner are the average contact angle values for the samples of three
measurements).

of the high hydrophobicity for some of the samples, espe-
cially the samples exhibiting higher contact angles [as
shown in Figs. 5(d)-5(g) and Video 3]. The rolling away
of the water droplet placed on the surface of the film even
on a flat stage (there may be a slight tilt, which is not
measurable) shows that the roll-off angle and hysteresis
are very low (less than 2°). Thus, to keep uniformity in
the representation of the water droplets and the contact
angle measurements, all the droplet pictures are taken at
the instant when the droplet from the liquid-dispensing pin
touches the surface. Figure 4 shows that the contact angle
of the water droplet on the surface of the material gradu-
ally increases with the increase in the time of deposition up
to 25 min. The sample with 25 min of deposition gives a
contact angle as high as 165° showing superhydrophobic-
ity, while the sample deposited with a time of deposition of
5 min shows the lowest water contact angle of 148°. Note
that the sample with 5 min of deposition time has the short-
est length of the “branches” and the nanostructures have
the lowest height. Figures 5(a)-5(c) shows the stills from

(a) 6 (b)

(c)

(d) b e)

L
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the video depicting the behavior of a droplet on impinge-
ment on the surface of the film deposited for the 5-min
duration. The droplet sits on the surface after impingement,
but as can be seen from Figs. 5(d) to 5(g), the droplet on
impingement on the surface of the film deposited for the
sample deposited for 25 min does not stick but rolls away
from the surface of the film (Video 3). To further charac-
terize the superhydrophobicity under dynamic conditions
for the 25-min sample, a droplet impact experiment is per-
formed with a droplet of 10-ul volume from a height of
5 cm. It is observed that the droplet bounces off the surface
without leaving any residual drop on the surface, showing
the extreme hydrophobicity of the material (Video 4).

To explain the variation of the contact angle with the
surface morphology, the Cassie equation [23—28] has to be
considered. The general Cassie equation, which relates the
apparent contact angle of a surface with features (6,) with
a contact angle of a smooth surface of the same chemical
composition (6,) is

cos6” = ficosb, — f>, @)

where f is the ratio of the wetted area of the solid to the
area of the material without features or patterning and f; is
the ratio of the not wetted area (due to air gaps) to the area
of material without any features [25].

With the increase in the time of deposition, the number
of “trees” per unit area decreases due to the increase in the
gap between the “trees” and the increase in the length of
the “branches.” If the droplet is in an ideal Cassie mode
(droplet sitting on the top of the surface without any liquid
penetrating the gap between nanostructures), the f; of the
material, which will be then defined by the area of the tip
of the “trees” to the total surface area, should also decrease
with the decrease in the number of “trees” per unit area (if
the area of the tip of the nanostructure remains constant).
The f; (ratio of the air gap to the total area) should increase
in an ideal Cassie mode with a decrease in the number of
“trees.” Thus, with an increase in time, as long as the tips
of the nanostructures are not thickening, the apparent con-
tact angle (6,) should increase with an increase in the time
of deposition if the droplet is in an ideal Cassie mode of

[ | FIG. 5. The different stages of
the impingement of a droplet on
the surface (a)«(c) for a sample
deposited with a time duration of
5 min and (d)~«g) for a sample
deposited with a time duration of
25 min.

@ B
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VIDEO 3.

Droplet roll off for the 25-min sample.

wetting according to Eq. (1). At 35 min, when the tip of
the “nanotrees” thickens, f; should be higher and £, should
be lower than that of the sample deposited at 25 min, and
should result in a decrease in contact angle for the 35-min
sample with respect to the sample deposited for 25 min.

If the droplet is in a partially wetting mode (the water
partially penetrates into the gap between the nanostruc-
tures), with an increase in time, the f; should increase
due to the increase in height because of an increase in
the wetted area due to an increase in height, so f, should
also increase due to the increase in the gaps between the
“trees,” thus increasing the contact angle with time. The
same should happen when the time of deposition changes
from 25 to 35 min and thus the sample with 35 min
of deposition time should have a higher contact angle,
which is not the case observed here. If the droplet is in
a complete wetting mode (i.e., the liquid penetrates into
the gap between nanostructures completely and wets all
available exposed surfaces), an increase in height of the
nanostructures as well as an increase in the length of

Photron FASTCAM SA4 model 500K
1/10000 sec
frame : 25777
Time : 18.08

10 000 fps
768 x512 Start
+2577.7 ms Date : 2018/12/3

VIDEO 4. Droplet impact from a height of 5 cm for the 25-min
sample.

>

the “branches,” which is happening with an increase in
time, should be increasing the contact angle without any
exception, which is also not matching the experimental
observations.

On observing the extreme nonsticking of the water
droplet on the material for high contact angles as well
as an ideal Cassie mode providing most the fitting expla-
nation of the interrelation morphology and contact angle,
it can be concluded safely that the material is in ideal
Cassie mode of wetting. Thus, the material, which can
be grown on any type of substrate as shown in our
previous studies [22] in one step with superhydropho-
bic as well as nonsticking properties with an ideal
Cassie mode of wetting, is an alternative direction in the
field of superhydrophobic nanostructures with two-level
roughness.

IV. CONCLUSIONS

In this study, motivated by the dual-scale roughness of
the vertically aligned treelike carbon nanostructures like
that of the lotus leaf, the hydrophobicity of the material is
studied using the static water contact angle method. The
material is found to be superhydrophobic with very low
sticking and a contact angle of 153°, which is higher than
that for the thin film of vertically aligned carbon nanotubes
of similar thickness. In the quest to find the optimum struc-
ture of these treelike carbon nanostructures for the highest
hydrophobicity, the morphology of the material is varied
by changing the duration of deposition of the material. It
is found that with the time of deposition, the height of the
“tree” and the length of the “branches” as well as the gap
between the individual nanostructures changes to change
the hydrophobicity of the material. The maximum con-
tact angle of 165° is achieved for the sample deposited
for 25 min. These results pave the way for the design of
a possible alternative type of superhydrophobic material.
Even better and more robust surfaces can be aimed at by
coating the material conformally by low surface energy
material such as polydimethylsiloxane, fluorocarbon, and
so on.

ACKNOWLEDGMENTS

The authors thank the micro- and nanocharacterization
facilities (MNCF) at Centre of Nanoscience and Engineer-
ing (CeNSE), funded by the Department of Information
Technology, Govt. of India, and located at Indian Insti-
tute of Science, Bangalore. We also thank Dr. Shubha and
Professor Sathish Vasu Kailash, Mechanical Engineering
department, IISc, for help with water contact angle mea-
surements using a goniometer, and Chandan and Professor
Prasenjit Sen for the help with the high-speed camera.

034011-5


http://link.aps.org/multimedia/10.1103/PhysRevApplied.11.034011
http://link.aps.org/multimedia/10.1103/PhysRevApplied.11.034011

MONALISA GHOSH and G. MOHAN RAO

PHYS. REV. APPLIED 11, 034011 (2019)

[11 Z. Guo, W. Liu, and B. L. Su, Superhydrophobic sur-
faces: From natural to biomimetic to functional, J. Colloid
Interface Sci. 353, 335 (2011).

[2] W. Kim, D. Kim, S. Park, D. Lee, H. Hyun, and J. Kim,
Engineering lotus leaf inspired micro- and nanostructures
for the manipulation of functional engineering platforms,
J. Ind. Eng. Chem. 61, 39 (2017).

[3] W.G. Bae, H. N. Kim, D. Kim, S. H. Park, H. E. Jeong, and
K. Y. Suh, Scalable multiscale patterned structures inspired
by nature: the role of hierarchy, Adv. Mater. 26, 675 (2014).

[4] T. Darmanin and F. Guittard, Superhydrophobic and super-
oleophobic properties in nature 18, Mater. Today 18, 273
(2015).

[5] N. A. Patankar, Mimicking the lotus effect: Influence of
double roughness structures and slender pillars, Langmuir
20, 8209 (2004).

[6] J. Marchalot, S. M. M. Ramos, C. Pirat, and C. Jour-
net, Enhanced water repellency of surfaces coated with
multiscale carbon structures, Appl. Surf. Sci. 428, 364
(2018).

[7] K. K. S. Lau, J. Bico, K. B. K. Teo, M. Chhowalla, G. A.
J. Amaratunga, W. 1. Milne, G. H. McKinley, and K. K.
Gleason, Superhydrophobic carbon nanotube forests, Nano
Lett. 3, 1701 (2003).

[8] I. Y. Y. Bu and S. P. Oei, Hydrophobic vertically aligned
carbon nanotubes on Corning glass for self-cleaning appli-
cations, Appl. Surf. Sci. 256, 6699 (2010).

[9] C. Journet, S. Moulinet, C. Ybert, S. T. Purcell, and L. Boc-
quet, Contact angle measurements on superhydrophobic
carbon nanotube forests: Effect of fluid pressure, Europhys.
Lett. 71, 104 (2005).

[10] C. S. Yung, N. A. Tomlin, K. Heuerman, M. W. Keller,
M. G. White, M. Stephe, and J. H. Lehman, Plasma mod-
ification of vertically aligned carbon nanotubes: Superhy-
drophobic surfaces with ultra-low reflectance, Carbon 127,
195 (2018).

[11] C.T. Wirth, S. Hofmann, and J. Robertson, Surface proper-
ties of vertically aligned carbon nanotube arrays, Diamond
Related Materials 17, 1518 (2008).

[12] S. H. Lu, M. H. Ni Tun, Z. J. Mei, G. H. Chia, X. Lim,
and C. H. Sow, Improved hydrophobicity of carbon nan-
otube arrays with micropatterning, Langmuir 25, 12806
(2009).

[13] S. Li, H. Li, X. Wang, Y. Song, Y. Liu, L. Jiang, and
D. Zhu, Superhydrophobicity of large-area honeycomb-like
aligned carbon nanotubes, J. Phys. Chem. B 106, 9274
(2002).

[14] D.J. Babu, S. N. Varanakkottu, A. Eifert, D. de Koning, G.
Cherkashinin, S. Hardt, and J. J. Schneider, Inscribing wet-
tability gradients onto superhydrophobic carbon nanotube
surfaces, Adv. Mater. Interfaces 1, 1300049 (2014).

[15] Z. Wang, N. Koratkar, L. Ci, and P. M. Ajayan, Com-
bined micro-/nanoscale surface roughness for enhanced
hydrophobic stability in carbon nanotube arrays, Appl.
Phys. Lett. 90, 143117 (2007).

[16] Y. Zhang, L. Stan, P. Xu, H. L. Wang, S. K. Doorn, H.
Htoon, Y. Zhu, and Q. Jia, A double-layered carbon nan-
otube array with super-hydrophobicity, Carbon 47, 3332
(2009).

[17] L. Zhang and D. E. Resasco, Single-walled carbon nan-
otube pillars: A superhydrophobic surface, Langmuir 25,
4792 (2009).

[18] D. W. Jeong, U. H. Shin, J. H. Kim, S. H. Kim, H. W. Lee,
and J. M. Kim, Stable hierarchical superhydrophobic sur-
faces based on vertically aligned carbon nanotube forests
modified with conformal silicone coating, Carbon 79, 442
(2014).

[19] L. Zhu, Y. Xiu, J. Xu, P. A. Tamirisa, D. W. Hess, and
C. P. Wong, Superhydrophobicity on two-tier rough sur-
faces fabricated by controlled growth of aligned carbon
nanotube arrays coated with fluorocarbon, Langmuir 21,
11208 (2005).

[20] Z. J. Han, B. K. Tay, M. Shakerzadeh, and K. Ostrikov,
Superhydrophobic amorphous carbon/carbon nanotube
nanocomposites, Appl. Phys. Lett. 94, 223106 (2009).

[21] D. J. Babu, M. Mail, W. Barthlott, and J. J. Schneider,
Superhydrophobic vertically aligned carbon nanotubes for
biomimetic air retention under water, Adv. Mater. Inter-
faces 4, 1700273 (2017).

[22] M. Ghosh and G. Mohan Rao, Synthesis of vertically
aligned and tree-like carbon nanostructures, Carbon 133,
239 (2018).

[23] A.J. B. Milne and A. Amirfazli, The Cassie equation: How
it is meant to be used, Adv. Colloid Interface Sci. 170, 48
(2012).

[24] N. A. Patankar, Transition between superhydrophobic
states on rough surfaces, Langmuir 20, 7097 (2004).

[25] M. Ghosh and G. Mohan Rao, Wetting characteristics of
vertically aligned graphene nanosheets, Nanotechnology
29, 385703 (2018).

[26] A. B. D. Cassie and S. Baxter, Wettability of porous
surfaces, Trans. Faraday Soc. 40, 546 (1944).

[27] A. B. D. Cassie, Contact angles, Discuss. Faraday Soc. 3,
11 (1948).

[28] D. Quere, Rough ideas on wetting, Physica A 313, 32
(2002).

034011-6


https://doi.org/10.1016/j.jcis.2010.08.047
https://doi.org/10.1016/j.jiec.2017.11.045
https://doi.org/10.1002/adma.201303412
https://doi.org/10.1016/j.mattod.2015.01.001
https://doi.org/10.1021/la048629t
https://doi.org/10.1016/j.apsusc.2017.09.102
https://doi.org/10.1021/nl034704t
https://doi.org/10.1016/j.apsusc.2010.04.073
https://doi.org/10.1209/epl/i2005-10068-4
https://doi.org/10.1016/j.carbon.2017.10.093
https://doi.org/10.1016/j.diamond.2007.11.019
https://doi.org/10.1021/la9018025
https://doi.org/10.1021/jp0209401
https://doi.org/10.1002/admi.201300049
https://doi.org/10.1063/1.2720761
https://doi.org/10.1016/j.carbon.2009.07.056
https://doi.org/10.1021/la8040264
https://doi.org/10.1016/j.carbon.2014.08.002
https://doi.org/10.1021/la051410{{$+$}}
https://doi.org/10.1063/1.3148667
https://doi.org/10.1002/admi.201700273
https://doi.org/10.1016/j.carbon.2018.03.030
https://doi.org/10.1016/j.cis.2011.12.001
https://doi.org/10.1021/la049329e
https://doi.org/10.1088/1361-6528/aad157
https://doi.org/10.1039/tf9444000546
https://doi.org/10.1039/df9480300011
https://doi.org/10.1016/S0378-4371(02)01033-6

	I. INTRODUCTION
	II. EXPERIMENTAL DETAILS
	III. RESULTS AND DISCUSSIONS
	IV. CONCLUSIONS
	ACKNOWLEDGMENTS
	. References


<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /All
  /Binding /Left
  /CalGrayProfile (Dot Gain 20%)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile ()
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.4
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 5
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness false
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages false
  /ColorImageMinResolution 300
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages true
  /ColorImageDownsampleType /Average
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /CropGrayImages false
  /GrayImageMinResolution 300
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Average
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /CropMonoImages false
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Average
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /PDFX1a:2003
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError false
  /PDFXTrimBoxToMediaBoxOffset [
    33.84000
    33.84000
    33.84000
    33.84000
  ]
  /PDFXSetBleedBoxToMediaBox false
  /PDFXBleedBoxToTrimBoxOffset [
    9.00000
    9.00000
    9.00000
    9.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<

    /BGR <>
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000500044004600206587686353ef901a8fc7684c976262535370673a548c002000700072006f006f00660065007200208fdb884c9ad88d2891cf62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef653ef5728684c9762537088686a5f548c002000700072006f006f00660065007200204e0a73725f979ad854c18cea7684521753706548679c300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /CZE <>
    /DAN <>
    /DEU <>
    /ESP <>
    /ETI <>
    /FRA <>
    /GRE <>

    /HRV <>
    /HUN <>
    /ITA <>
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020b370c2a4d06cd0d10020d504b9b0d1300020bc0f0020ad50c815ae30c5d0c11c0020ace0d488c9c8b85c0020c778c1c4d560002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /LTH <>
    /LVI <>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken voor kwaliteitsafdrukken op desktopprinters en proofers. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /POL <>
    /PTB <>
    /RUM <>
    /RUS <>
    /SKY <>
    /SLV <>
    /SUO <>
    /SVE <>
    /TUR <>
    /UKR <>
    /ENU (Use these settings to create Adobe PDF documents for quality printing on desktop printers and proofers.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames false
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks true
      /AddColorBars false
      /AddCropMarks true
      /AddPageInfo true
      /AddRegMarks false
      /BleedOffset [
        9
        9
        9
        9
      ]
      /ConvertColors /NoConversion
      /DestinationProfileName ()
      /DestinationProfileSelector /NA
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure true
      /IncludeBookmarks true
      /IncludeHyperlinks true
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles false
      /MarksOffset 6
      /MarksWeight 0.250000
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /NA
      /PageMarksFile /RomanDefault
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /LeaveUntagged
      /UseDocumentBleed false
    >>
    <<
      /AllowImageBreaks true
      /AllowTableBreaks true
      /ExpandPage false
      /HonorBaseURL true
      /HonorRolloverEffect false
      /IgnoreHTMLPageBreaks false
      /IncludeHeaderFooter false
      /MarginOffset [
        0
        0
        0
        0
      ]
      /MetadataAuthor ()
      /MetadataKeywords ()
      /MetadataSubject ()
      /MetadataTitle ()
      /MetricPageSize [
        0
        0
      ]
      /MetricUnit /inch
      /MobileCompatible 0
      /Namespace [
        (Adobe)
        (GoLive)
        (8.0)
      ]
      /OpenZoomToHTMLFontSize false
      /PageOrientation /Portrait
      /RemoveBackground false
      /ShrinkContent true
      /TreatColorsAs /MainMonitorColors
      /UseEmbeddedProfiles false
      /UseHTMLTitleAsMetadata true
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [612.000 792.000]
>> setpagedevice


