
Selection of our books indexed in the Book Citation Index 

in Web of Science™ Core Collection (BKCI)

Interested in publishing with us? 
Contact book.department@intechopen.com

Numbers displayed above are based on latest data collected. 

For more information visit www.intechopen.com

Open access books available

Countries delivered to Contributors from top 500 universities

International  authors and editors

Our authors are among the

most cited scientists

Downloads

We are IntechOpen,
the world’s leading publisher of

Open Access books
Built by scientists, for scientists

12.2%

186,000 200M

TOP 1%154

6,900



1

Chapter

Two Spectroscopies as Main 
Source for Investigation of 
Polymer-Clay Materials
Gustavo Morari do Nascimento

Abstract

In the recent years the synthesis and characterization of nanomaterials has 
been one of the most efficacious way to produce new materials with improved or 
completely new properties. The polymer-clay nanocomposites are one of the most 
interesting nanomaterials with the possibility to create a myriad of new materials 
with many applications. Lamellar materials are classified as two-dimensional (2D), 
because there are formed by platelets piled up in one crystallographic direction, 
as the graphite and clays. The synthesis of controlled dimensional nanostructures 
as well as the characterization of the intrinsic and potentially peculiar properties 
of these nanostructures are central themes in nanoscience. The study of different 
nanostructures has great potential to test and understand fundamental concepts 
about the role of particle dimensionality on their physicochemical properties. 
Among the various materials studied in the literature, undoubtedly, polymer-clay 
materials, especially conducting polymers with smectite clays, such as montmoril-
lonites (MMT) are of particular note. Our group have paid many efforts in the 
characterization of nanomaterials by using powerful spectroscopic techniques to 
study both the guest and host in case of inclusion compounds, nanofibers, carbon 
allotropes or many phases present in polymer-clay nanocomposites. There are two 
central questions that it was possible to address in this study: (i) the molecular 
structure of the polymer is drastically changed inside the interlayer cavity of clay 
and (ii) by using the appropriate synthetic or heating route is possible to change the 
molecular structure of the confined polymer. In the follow lines, it is briefly told the 
main aspects of resonance Raman and X-ray absorption spectroscopies in the study 
of polymer-clay nanocomposites.

Keywords: clay, nanocomposites, raman, XANES

1. Introduction

1.1 Clay science

Probably the clay is one of the most ancient and important material used and 
transformed by the humankind in order to produce a myriad of objects with many 
purposes. In fact, the historical impact of clay can be weighted by their intense use 
in many passages of one of the most influential book, the biblical text, as a synonym 
of a material that can be forged and transformed, as follows:
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“Then the Lord God formed the man of dust from the ground and breathed into 
his nostrils the breath of life, and the man became a living creature.” Genesis 2: 7 [1].

“But now, O Lord, you are our Father; we are the clay, and you are our potter; we 
are all the work of your hand.” Isaiah 64: 8 [1].

In fact, farmers to produce plants explore the mechanical and chemical environ-
ment of clays, ceramists and artists continuously use clays to create extraordinary 
objects. To the editor, give softness to the paper surface in high quality prints. In 
medical area may be a relief for diarrhea and so on. In fact, there is no uniform 
nomenclature for clay and clay materials [2–4]. Clay material is “…a naturally occur-
ring material composed primarily of fine-grained minerals, which is generally plastic 
at appropriate water contents and will harden with dried or fired”. Naturally, this 
definition is elastic, because in geology science is considered clay the particles with 
size dimension of less than <4 μm, while in colloid science the value <1 μm is more 
acceptable [5]. The term clay mineral signifies a class of “…phyllosilicate minerals and 
minerals which impart plasticity to clay and which harden upon drying or firing” [6]. 
Since the origin of the mineral is not part of the definition, clay mineral (unlike clay) 
may be synthetic.

Hence, clay minerals have layers ordered in nanoscale and many different 
components can be present, as consequence, only by using advanced spectroscopic 
techniques it is possible to study their structures in detail. X-ray diffraction tech-
niques are applied to determine the crystalline phases and basal distances

001
d . The 

001
d  is an important parameter to follow in the intercalation process. Clays layers 
have structures builded from tetrahedral sheets in which a silicon atom is sur-
rounded by four oxygen atoms and octahedral sheets in which a metal like aluminum 
or magnesium is surrounded by eight oxygen atoms [7–10]. The tetrahedral (T) and 
octahedral (O) sheets are bonded by the oxygen atoms. Unshared oxygen atoms are 
present in hydroxyl form (see Figure 1). Two main arrangements of T and O layers 
can be observed in the structures of clays. One tetrahedral fused to one octahedral 
(1:1) is called as kaolin group with the general composition of Al2Si2O5(OH)5 and the 
layer thickness of ~0.7 nm. The crystal lattice consisted of one octahedral sheet 

Figure 1. 
Schematic representation of T:O:T structure of Smectite clay group.
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sandwiched between two tetrahedral sheets (2:1) with the total thickness of 0.94 nm 
is well known as phyllosilicates. The 2:1 phyllosilicates those are electrostatically 
neutral with no inter layer ion and no expansion in water are known as pyrophyllite. 
However, when silicon in T sheets is substituted by aluminum, the 2:1 structure is 
called mica. The negative charge induced by this change is balanced by the introduc-
tion of potassium cations between the layers. Potassium cation has similar size of the 
hole created by Si/Al in tetrahedral sheets. Consequently, the 2:1 layers are held 
together strongly and the swelling or exfoliation of layers is not possible. The 
aluminum cations in the O layers can be partially substituted by divalent magnesium 
or iron cations in neutral pyrophyllite and as result the smectite clay group is formed, 
whose structure consists of a central sheet containing groups MO4(OH)2 of octahe-
dral symmetry associated with two tetrahedral sheets (MO4) producing layers 
designated T:O:T (see Figure 1). The O sites are occupied by ions of aluminum, iron 
and/or magnesium, while the centers accommodate tetrahedrons of silicon and 
aluminum ions.

In the last decades, the synthesis and characterization of nanomaterials and 
nanocomposites with improved or new properties has made the possibility of pro-
ducing intelligent materials real [11]. One group of interesting nanomaterials with 
the possibility to create a myriad of new materials with many applications is the 
polymer-clay nanocomposites. Lamellar materials are classified as two-dimensional 
(2D), because there are formed by platelets piled up in one crystallographic direc-
tion, as the graphite and clays [12, 13]. The synthesis of controlled dimensional 
nanostructures as well as the characterization of the intrinsic and potentially pecu-
liar properties of these nanostructures are central themes in nanoscience [14]. The 
study of different nanostructures has great potential to test and understand funda-
mental concepts about the role of particle dimensionality on their physicochemical 
properties. Among the various materials studied in the literature, undoubtedly, 
polymer-clay materials, especially conducting polymers with smectite clays, such as 
montmorillonites (MMT) are of particular note [15–25].

Our group have paid many efforts in the characterization of nanomaterials by 
using powerful spectroscopic techniques to study both the guest and host in case of 
inclusion compounds, [26] nanofibers, [27–29] carbon allotropes [30–38] or many 
phases present in polymer-clay nanocomposites [15–25]. In this brief chapter, we 
give an overview of some contribution of our studies of polymer-clay nanocompos-
ites by using resonance Raman and X-ray absorption spectroscopies as main tech-
niques of investigation. There are two central questions that was possible to address 
in our studies: (i) the molecular structure of the polymer is drastically changed 
inside the interlayer cavity of clay and (ii) by using the appropriate synthetic or 
heating route is possible to change the molecular structure of the confined polymer.

1.2 Techniques

1.2.1 Resonance Raman spectroscopy

Since the foundation of modern basis of physical sciences in the end of XIX cen-
tury, the spectroscopies are essential to the investigation of the structure of the matter. 
The molecular spectroscopy are grounded in the studies of the transitions between the 
vibrational and/or rotational levels. Among the techniques that can be used to study 
the molecular structure, infrared and Raman spectroscopies are in a pivotal position. 
By using these techniques was possible the determination of structures from dyes [39], 
metallic complexes [40–42], conducting polymers [43, 44], polymer-clay nanocom-
posites [15–25] to carbon allotropes [30–38]. In Raman spectroscopy, [45–47] the 
physical phenomenon is very distinct from the infrared, which is a typical absorption 
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between allowed states, in the case of Raman; there is a scattering process of the 
incident radiation. The radiation source has much more energy than the vibrational 
transitions, but through the scattering process, it is possible to screen the vibrational 
levels (see Figure 2).

Another possibility in Raman spectroscopy is the use of different laser lines (
0

E ), 
as consequence there is the chance to probe electronic levels in addition to the 
vibrational ones. When the 

0
E  is equal or near to an electronic transition there is an 

increase of the Raman cross-section for at least 105 times and also the intensification 
of the vibrational modes associated to the chromophore structure. The use of micros-
copies coupled to the Raman instrument permits the investigation of the sample at 
microscopic level (or nanoscopic level if an electronic or probe microscopies were 
used) in a non-destructive manner. The main advantage however is the ability to 
focus the laser on a very small part of the sample (1 μm approximately or smaller). 
The high lateral resolution and depth of field (the order of a few micrometers) are 
very useful for the study of multilayered polymeric thin films or others complex 
materials, such as polymer-clay nanocomposites. In fact, the major part of our studies 
were conducted in a Raman instrument coupled with an optical microscopy.

1.2.2 X-ray absorption spectroscopy

There are many spectroscopic techniques employed routinely in clay science 
research in order to investigate multiple aspects of the samples. X-ray spectroscopy 
has a unique capability to obtain atom-specific information just by tune the cor-
rect incident energy of a synchrotron radiation ring. Hence, it is possible to study 
different atoms and their environments in a clay material or any other complex 
sample. An X-ray absorption spectrum (XAS) is a consequence of the excitations of 
a core electron to molecular unoccupied states (or extended states in a case of solid 

Figure 2. 
Schematic representation of Raman and IR phenomenon.
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samples). For instance, in Figure 3 is schematically represented the absorption of 
an N K shell electrons (1 s level) of an atom bonded in a solid material. The absorp-
tion occurs if the incident photon energy is transferred to an electron strongly 
bounded to the atom with sudden changes in the absorption coefficient. The X-ray 
absorption spectra can be also used for analytical purposes, because the energy 
edges are characteristic of each chemical element [48–50].

Our group has been used X-ray spectroscopy to investigated different conjugated 
systems, [16, 17, 23, 25] such as polymers and dyes and their nanocomposites with 
clays and other materials. The N K-edge XANES spectrum of PANI in its emeral-
dine base form (EB) is dominated by 1 s → π* transitions whose energy values and 
intensities are related to the oxidation and doping states of PANI (see Figure 3). The 
use of multiple edges permit to probe the polymer or the clay structures such as in 
the case of polymer-clay nanocomposites.

2. Example of recent investigated system

2.1 Polyaniline-clay materials under heating

Our group have been studied conducting polymer-clay nanocomposites a more 
than a decade; the main reason is to correlate the electrical and thermal properties 

Figure 3. 
a) the N K XANES measurements are done in ultrahigh vacuum (the pressure inside the chamber is ca. 10−7 mbar). 
The measured signal is the current of reposition of electrons from the sample (near 10−12 a), after the X-ray 
absorption there are many emission effects (photoelectrons, electrons auger and secondary electrons) those are 
proportional to the absorption intensity [25]. The arrangement used in our experiments is displayed above. A 
grooved rod is placed over the main rod to delimit the area (ca. 0.2 cm2) and prevent the mixing of the samples, since 
the measurements are made with the rod positioned vertically in the sample chamber. b) Schematic representation 
of the transitions from 1 s to π* and σ* states of a molecular material (PANI-EB), an the correspondent N 
K-edge X-ray absorption spectrum is also displayed. c) N K XANES spectrum of powered sample of PANI-EB 
is represented by the black top continuous line (—). The five Voigt bands used in the deconvolution of the 
experimental spectrum are shown below the experimental data (red dashed lines, − – –). The sum spectrum of the 
five Voigt bands is also displayed (red pointed line, · · ·). Scheme of PANI-EB is also shown at the top of the figure; 
the main peaks assigned to 1 s → π* transitions are also indicated. Deconvolution of the experimental N K XANES 
spectrum was done using the (SPSS, 1995) with Voigt bands (Voigt area mode with varying widths) and linear 
baseline (linear, D2 mode). N K XANES spectrum was obtained in a spherical grating Monochromator (SGM) 
beam line (dipole magnetic field of 1.65 T and critical energy of 2.08 keV) at the Brazilian National Synchrotron 
Light Laboratory (LNLS, electron energy of the storage ring of 1.37 GeV). This line can operate in the energy range 
from 250 eV to 1000 eV, which covers the K edges of carbon (277 eV), nitrogen (392.4 eV), and oxygen (524.9 eV). 
The SGM beam line has a focused beam of roughly a 0.5 mm2 spot size with spectral resolution E/ΔE better than 
3.000 and the spectra were recorded in the total electron yield (TEY) with the sample compartment pressure of 
10−6 Pa. The TEY detection can be briefly described as follows: I(replacement current of electrons) ∝ I(emitted 
electrons) ∝ I(absorbed electrons).
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of the material with the structural backbone and molecular arrangements of the 
interlayer polymer. The bulk properties of a conjugated polymer is correlated to 
the arrangement of its chains [51–53]. By intercalation into clays, it is possible to 
increase the polymer properties by changing its molecular arranging, but there 
is also an improvement of properties by interaction with the clay layers. The all 
reasons for the polymer-clay synergism is not yet completely understood, however 
many data was acquired in the literature for many polymer layered materials 
[54–56]. Nanocomposites formed with inorganic host structures and polyaniline 
and its derivatives have been one of the most studied systems. Among the inor-
ganic hosts employed to confine conducting polymers, clays are frequently used. 
Our group, have been dedicate much effort to study such system by using mainly 
resonance Raman and X-ray spectroscopies as the main technique.

Our studies of the structure of PANI intercalated into MMT layers obtained by 
polymerization in aqueous suspension has modified-JGB-like units (m-JGB) in its 
backbone (see Figure 4) [15, 16, 24]. This result was very important in the literature 
because clearly shown that only using more conventional techniques, such as FTIR 
and EPR, is not possible to infer conclusively the exact nature of the PANI structure. 
In addition, our resonance Raman and X-ray absorption studies showed that inter-
calated PANI has a different chemical backbone than the conventional polymer (free 
PANI in its emeraldine salt state). More recently, we are interested to investigate the 
changes of the molecular structure of intercalated anilinium into montmorillonite 
clay (An+-MMT) during heating treatment. Figure 5 shows the resonance Raman 
spectra of An+-MMT (see ref. [15, 16] for the description of synthesis of An+-MMT) 
under heating at 100°C as a function of time. It is possible to see that the relative 
intensities of bands related to polaronic units of PANI at ca. 1180 and 1340 cm−1, 
and also the bands related to cross-linked phenazinic segments at 580, 1380, and 
1645 cm−1 increase as the time under heating also increases. These changes can be 
associated to the polymerization of intercalated An+ without the use of external 
oxidant, like ammonium persulfate. After one day, there is no more changing.

Figure 4. 
Schematic representation of intercalation of anilinium (an+) ion into MMT clay layers and their following 
polymerization in two different routes. XRD patterns and 

001
d  values of powdered samples were obtained on a 

Rigaku diffractometer model Miniflex using Cu Kα radiation (1.541 Å, 30 kV, 15 mA, step of 0.05o). The 
possible molecular structures of intercalated PANIs are also displayed.
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Hence, it must to emphasize that the RR spectrum of PANI-MMT prepared by 
heating treatment (spectrum at 24 h) is completely different to the PANI-MMT 
prepared by in situ polymerization in aqueous suspension (spectrum in red). The 
characteristics bands related to Janus green-like (JGB) units (1203, 1408, and 
1632 cm−1) are not observed in the spectrum of PANI-MMT prepared by heating. 
Hence, the possibility to obtain a PANI only by heating is also very important, 
however the results clearly show that the polymer obtained in this route is also 
different from the PANI-MMT obtained from suspension route (see Figure 4). This 
new result clearly demonstrated the great potential of the resonance Raman to the 
elucidation of structures of intercalated polymers into clay nanocomposites.

We also have recently studied the thermal effects over the structure of PANI-
MMT nanocomposites. Figure 6 shows the resonance Raman spectra of PANI-MMT 
nanocomposites obtained by suspension route and submitted to heating process 
in air atmosphere at indicated temperatures. The samples were irradiated with 
632.8 nm (E0 = 1.96 eV) and 488.0 nm (E0 = 2.54 eV) laser lines. The first thing to 
be considered is that PANI-MMT nanocomposites showed signal up to 300°C (simi-
lar behavior was observed for in situ Raman measurements during heating [24]).

The bands related to the m-JGB (see Figure 4 and Raman spectra at 632.8 nm in 
Figure 6) groups are seen up to 200°C, at higher temperatures the bands at 1201, 
1412 and 1630 cm−1 (related to the m-JGB segments) decrease, but at the same time, 
the bands at 574, 1401, and 1620 cm−1 assigned to Oxazine-like units (cross-linking 
segments, see Figure 4) increase. At 488.0 nm, a similar behavior is observed; 
however only the band at 1401 cm−1 associated to Oxazine-like units is clearly seen. 
This behavior can be rationalized considering that m-JGB units are degraded at 
higher temperatures and the cross-linked PANI-ES bands prevails, it shows that the 
intercalated polymer has higher thermal resistance than observed in free PANI-ES 
and PANI-MMT composites.

Figure 5. 
Resonance Raman spectra of PANI-MMT nanocomposite obtained by suspension route and the an+-MMT 
material under different times (indicated in the figure) of heating at 100°C in air inside an oven. All 
experiment was done at 100°C. the spectra were acquired in a Renishaw Raman system 3000 equipped with a 
CCD detector and an Olympus microscope. The laser beam was focused on sample by a 50x lens. Laser power 
was always kept below 0.7 mW at the sample in order to avoid laser-induced sample degradation. The 
experiments were performed under ambient conditions using a back-scattering geometry. The samples were 
irradiated with 632.8 nm (

0
196E . eV= ) line of a He–Ne laser.
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Figure 7. 
N K XANES spectra of powered samples of PANI-MMT nanocomposites. The black top continuous line 
represents experimental spectra. The Voigt bands used in the deconvolution of the experimental spectrum are 
shown below the experimental data (red dashed lines, − – –). The sum spectrum of the Voigt bands is also 
displayed (red pointed line, · · ·). The Si K XANES spectra of powered samples of MMT and PANI-MMT are 
also shown inside the figure. Silicon K-edge spectra were recorded using the total electron yield detection and 
the samples chamber at ca. 10−6 Pa. All energy values in the Si K-edge spectra were calibrated using the first 
resonant peak in the Si K XANES spectra for monocrystalline silicon.

The X-ray absorption studies permit the study of polymer and clay at same 
time just by selection of appropriate photon energy to probe a specific atomic edge. 

Figure 6. 
Resonance Raman spectra of PANI-MMT nanocomposite obtained by suspension route and submitted of heating at 
indicated temperature in air inside an oven. The spectra were acquired in a Renishaw Raman system 3000 equipped 
with a CCD detector and an Olympus microscope. The laser beam was focused on sample by a 50x lens. Laser power 
was always kept below 0.7 mW at the sample in order to avoid laser-induced sample degradation. The experiments 
were performed under ambient conditions using a back-scattering geometry. The samples were irradiated with 
632.8 nm (

0
196E . eV= ) line of a He–Ne laser and 488.0 nm (

0
254E . eV)=  line of an Ar+ laser.
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Our group have been studied a lot of nitrogen and silicon contend compounds in 
order to understand to the influence of the chemical structures and its environ-
ments over the atomic edges values (mainly Nitrogen, Carbon and Silicon). For 
instance, Figure 7 shows the XANES spectra at N and Si K edges of the PANI-MMT 
nanocomposites. The N K edge gives many peaks related to the complex conjugated 
structure of the PANI. However, at Si K edge the spectra are simpler due to the 
regularity of silicon sites into clay layers and by the small influence of intercalated 
polymer over the electronic properties of clays.

3. Conclusion and future remarks

The screening of the electronic and vibrational structure of polymer-clay 
nanocomposite through resonance Raman and X-ray absorption spectroscopies has 
been decisive in determination of their structure and in the study of the interactions 
between the clays and intercalated polymers in a myriad of synthetic conditions. In 
fact, by selecting the appropriate photon energies it is possible to study in particular 
the specific segment of the polymer or clay. The new Raman instruments and new 
synchrotron rings can give better spectroscopic data associated to a very higher 
spatial resolution. This open the possibility to study localized inhomogeneity, specific 
chemical modifications and many other aspects of these extraordinary materials 
derived from clays.

© 2021 The Author(s). Licensee IntechOpen. This chapter is distributed under the terms 
of the Creative Commons Attribution License (http://creativecommons.org/licenses/
by/3.0), which permits unrestricted use, distribution, and reproduction in any medium, 
provided the original work is properly cited. 



10

Clay Science and Technology

[1] The Holy Bible, English Standard 
Version. ESV® Text Edition: 2016. 
Copyright © 2001 by Crossway Bibles, 
a publishing ministry of Good News 
Publishers.

[2] Bergaya F, Lagaly G. General 
introduction: Clays, clay minerals, 
and clay science. In: Handbook of 
Clay Science, Bergaya, F. Theng, B. K. 
G. & Lagaly, G. (Eds.). 1-18 Elsevier, 
Amsterdam. 2006.

[3] Hall PL. Clays: their significance, 
properties, origins and uses. In: A 
Handbook of Determinative Methods 
in Clay Mineralogy, Wilson, M.J. (Ed.). 
1-25, Blackie, Glasgow. 1987.

[4] Guggenheim S, Martin RT. 
Definition of clay and clay mineral: joint 
report of the AIPEA nomenclature and 
CMS nomenclature committees. Clays 
and Clay Minerals 1995;43: 255 and Clay 
Minerals 1995;30:257.

[5] Moore DM, Reynolds RC Jr. X-ray 
Diffraction and the Identification and 
Analysis of Clay Minerals, 2nd edition. 
Oxford University Press, Oxford, 1997.

[6] Brown G. Associated minerals. In: 
Crystal Structures of Clay Minerals and 
their X-ray Identification. Brindley, 
G.W. & Brown, G. (Eds.). 361-410, 
Mineralogy Society, London. 1980.

[7] Yariv S. Introduction to organo-clay 
complexes and interactions. In: Organo-
Clay Complexes and Interactions. Yariv, 
S. & Cross, H. (Eds.). Marcel Dekker, 
Inc. New York. 2002.

[8] Wilson, H. Ceramics-Clay 
Technology. McGraw-Hill Book Co. New 
York. 1927.

[9] Reis H. Clays, Their Occurrence 
Properties and Uses. John Wiley & 
Sons. Committee on Definition of the 
Term “Ceramics” (1920). Report of the 

committee. Am. Ceramic Soc. Jour., 
1927;3:526.

[10] Norton FH. Elements of Ceramics. 
Cambridge, MA., Addison-Wesley 
Press. 1952.

[11] Ozin GA, Nanochemistry – 
synthesis in diminishing dimensions, 
Adv. Mater., 1992;4:612.

[12] Do Nascimento GM, Souza MA. 
Spectroscopy of nanostructured 
conducting polymers. In: 
Nanostructured Conducting Polymers. 
Eftekhari. A.; (Org.). Londres: Wiley 
and Sons, 341-375. 2010.

[13] E. Ruiz-Hitzky and P. Aranda, 
Confinement of conductive polymers 
into inorganic solids, Anales de Quımica 
Int. Ed., 1997;93:197.

[14] Pavlidou S, Papaspyrides CD. A 
review on polymer-layered silicate 
nanocompopsites. Prog. Polym. Sci. 
2008;32:1119.

[15] Do Nascimento GM, 
Constantino VRL, Temperini MLA. 
Spectroscopic characterization of a 
new type of conducting polymer–clay 
nanocomposite. Macromolecules 
2002;35:7535.

[16] Do Nascimento GM, Landers R, 
Constantino VRL, Temperini 
MLA. Aniline polymerization into 
montmorillonite clay: a spectroscopic 
investigation of the intercalated 
conducting polymer. Macromolecules 
2004;37:9373.

[17] Do Nascimento GM, 
Constantino VRL, Temperini MLA. 
Spectroscopic characterization of doped 
poly(benzidine) and its nanocomposite 
with cationic clay. J. Phys. Chem. B 
2004;108:5564.

[18] Do Nascimento GM, Landers R, 
Constantino VRL, Temperini MLA. 

References



11

Two Spectroscopies as Main Source for Investigation of Polymer-Clay Materials
DOI: http://dx.doi.org/10.5772/intechopen.95825

Spectroscopic characterization of 
polyaniline formed in the presence 
of montmorillonite clay. Polymer 
2006;47:6131.

[19] Do Nascimento GM, Barbosa PSM, 
Constantino VRL, Temperini MLA. 
Benzidine oxidation on cationic 
clay surfaces in aqueous suspension 
monitored by in situ resonance 
Raman spectroscopy. Colloids Surf. A: 
Physicochem. Eng. Aspects 2006;289:39.

[20] Do Nascimento GM, Padilha ACM, 
Constantino VRL, Temperini MLA. 
Oxidation of anilinium ions intercalated 
in montmorillonite clay by 
electrochemical route. Colloids Surf. 
A: Physicochem. Eng. Aspects 
2008;318:245.

[21] Do Nascimento GM,  
Temperini MLA. Structure of 
polyaniline formed in different 
inorganic porous materials: A 
spectroscopic study. Eur. Polym. J. 
2008;44:3501.

[22] Do Nascimento GM, 
Temperini MLA. Spectroscopic 
study of the polymerization of 
intercalated anilinium ions in different 
montmorillonite clays. J. Mol. Struct. 
2011;1002:63.

[23] Do Nascimento GM. X-ray 
absorption spectroscopy of 
nanostructured polyanilines. Chemical 
Papers. 2013;67:933.

[24] Do Nascimento GM, Pradie NA. 
Deprotonation, Raman dispersion 
and thermal behavior of polyaniline–
montmorillonite nanocomposites 
Synthetic Metals 2016;217:109.

[25] Do Nascimento GM. Structure of 
Clays and Polymer–Clay Composites 
Studied by X-ray Absorption 
Spectroscopies. In: Do Nascimento GM, 
editor. (Org) Clays, Clay Minerals 
and Ceramic Materials Based on Clay 
Minerals 1st ed. London: InTech; 2016.

[26] Do Nascimento GM, Silva JEP, De 
Torresi SIC, Santos PS, Temperini MLA. 
Spectroscopic Characterization of 
the Inclusion Compound Formed by 
Polyaniline and β-Cyclodextrin. Mol. 
Cryst. Liq. Cryst., 2002;374:53.

[27] Do Nascimento GM. Spectroscopy 
of Polyaniline Nanofibers. In: 
Kumar A, editor. (Org.)Nanofibers. 1st 
ed. Austria/Croacia: InTech; 2010.

[28] Do Nascimento GM. Resonance 
Raman of Polyaniline Nanofibers In: 
Michaelson L, editor. (Org.) Advances 
in Conducting Polymers Research. 1st 
ed. New York: Nova Publishers; 2014.

[29] Do Nascimento GM. Raman 
dispersion in polyaniline nanofibers. 
Vibrational Spectroscopy. 2017;90:89

[30] Dresselhaus MS, Dai H. Carbon 
Nanotubes: Continued Innovations and 
Challenges MRS Bulletin 2004;29:237.

[31] Saito R, Fujita M, Dresselhaus G, 
Dresselhaus MS. Electronic structure of 
graphene tubules based on C60Phys. Rev. 
B 1992;46:1804.

[32] Dresselhaus MS, Dresselhaus G, 
Avouris Ph. Carbon Nanotubes: Synthesis, 
Structure, Properties and Applications, 
Inc: Springer-Verlag, Berlin, 2001.

[33] Dresselhaus MS, Dresselhaus G, 
Jorio A, Souza Filho AG, Pimenta MA, 
Saito R. Single Nanotube Raman 
Spectroscopy Acc. Chem. Res. 
2002;35:1070.

[34] Do Nascimento GM, Hou T, 
Kim YA, Muramatsu H, Hayashi T, 
Endo M, Akuzawa N, Dresselhaus MS. 
Double-Wall Carbon Nanotubes Doped 
with Different Br2 Doping Levels: A 
Resonance Raman Study Nano Lett. 
2008;8:4168.

[35] Do Nascimento GM, Hou T, 
Kim YA, Muramatsu H, Hayashi T, 
Endo M, Akuzawa N, Dresselhaus MS. 



Clay Science and Technology

12

Comparison of the Resonance Raman 
Behavior of Double-Walled Carbon 
Nanotubes Doped with Bromine 
or Iodine Vapors. J Phys. Chem. C 
2009;113:3934.

[36] Do Nascimento GM, De 
Oliveira RC, Pradie NA, Lins PRG, 
Worfel PR, Martinez GR, Di Mascio P, 
Dresselhaus MS, Corio P. Single-wall 
carbon nanotubes modified with 
organic dyes: Synthesis, characterization 
and potential cytotoxic effects J. 
Photochem. Photobiol. A Chem. 
2010;211:99.

[37] Do Nascimento GM, Hou T, Kim YA, 
Muramatsu H, Hayashi T, Endo M, 
Akuzawa N, Dresselhaus MS. Behavior 
of the high frequency Raman modes 
of double-wall carbon nanotubes after 
doping with bromine or iodine vapors. 
Carbon 2011;49:3585.

[38] Do Nascimento GM,  
Barros WP, Kim YA, Muramatsu H,  
Hayashi T, Endo M, Pradie NA,  
Fantini C, Pimenta MA, 
Dresselhaus MS, Stumpf HO. Single-
wall carbon nanotube interactions 
with copper-oxamato building block 
of molecule based magnets probed 
by resonance Raman spectroscopy J. 
Raman Spectrosc. 2012;43:1951.

[39] Bonancea CE, Do Nascimento GM, 
De Souza ML, Temperini MLA, 
Corio P. Substrate development for 
surface-enhanced Raman study of 
photocatalytic degradation processes: 
Congo red over silver modified titanium 
dioxide films Applied Catalysis B: 
Environmental 2006;69:34.

[40] Silva IF, Teixeira IF,  
Barros WP, Pinheiro CB, Ardisson JD,  
Do Nascimento GM, Pradie NA, 
Teixeira APC, Stumpf HO. An FeIII 
dinuclear metallacycle complex as a 
size selective adsorbent for nitrogenous 
compounds and a potentially effective 
ammonia storage material. J. Mater. 
Chem. A 2019;7:15225.

[41] Silva IF, Do Pim WD, Teixeira IF,  
Barros WP, Teixeira APC, Do 
Nascimento GM, Pereira CLM, 
Stumpf HO, Selective Wrapping of Few-
Walled Carbon Nanotubes by a Serpent-
Like Heterobimetallic Coordination 
Polymer J. Phys. Chem. C 2016;120:1245.

[42] Mendonça FG, Silva TG, Do 
Nascimento GM, Stumpf HO, 
Mambrini RV, Do Pim WD. Human 
Hair as Adsorbent of Palladium(II) in 
Solution: A Precursor of Well-Dispersed 
Size-Controlled Pd Nanoparticles. J. 
Braz. Chem. Soc., 2019;30:736.

[43] Do Nascimento GM, Silva CHB, 
Temperini MLA. Spectroscopic 
characterization of the structural 
changes of polyaniline nanofibers after 
heating. Polymer Degradation and 
Stability. 2008;93:291

[44] Do Nascimento GM, Kobata PYG, 
Temperini MLA. Structural and 
vibrational characterization of 
polyaniline nanofibers prepared 
from interfacial polymerization. The 
Journal of Physical Chemistry. B. 
2008;112:11551

[45] D. N. Batchelder, In Optical 
Techniques to Characterize Polymer 
Systems; H. Brässler, Eds.; Elsevier: 
Amsterdam, 1987.

[46] D. N. Batchelder, D. Bloor. In 
Advances in Infrared and Raman 
Spectroscopy, Wiley-Heyden: London, 
1984.

[47] Clark JH, Dines TJ. Resonance 
Raman Spectroscopy, and Its 
Application to Inorganic Chemistry. 
New Analytical Methods. Angew. Chem. 
Int. Ed. Engl. 1986;25:131.

[48] Margaritondo G, Introduction 
to Synchrotron Radiation, Oxford 
University Press, New York, 1988.

[49] Bilderback DH, Elleaume P, 
Weckert E. Review of third and next 



13

Two Spectroscopies as Main Source for Investigation of Polymer-Clay Materials
DOI: http://dx.doi.org/10.5772/intechopen.95825

generation synchrotron light sources, 
J. Phys. B: At., Mol. Opt.Phys. 
2005;38:S773.

[50] Bianconi A. In Chemical Analysis; 
Koningsberger, D. C. & Prins, R., Eds.; 
John Wiley & Sons: USA, 92, Chapter 
11, page 573, 1988.

[51] Shirakawa H. The discovery of 
polyacetylene film: The dawning of 
an era of conducting polymers (Nobel 
Lecture). Angewandte Chemie, 
International Edition. 2001;40:2575

[52] Liepins R, Ku CC. Electrical 
Properties of Polymers, C. H. Verlag, 
Munich, 1987.

[53] MacDiarmid AG, ‘Synthetic Metals’: 
a novel role for organic polymers 
(Nobel Lecture). Angew. Chem. Int. Ed. 
2001;40:2581.

[54] Lee D, Char K, Lee SW, Park YW, 
Structural changes of polyaniline/
montmorillonite nanocomposites and 
their effects on physical properties, J. 
Mater. Chem., 2003;13:2942-2947.

[55] Wu Q , Xue Z, Qi Z, Hung F, 
Synthesis and characterization of PAn/
clay nanocomposite with extended 
chain conformation of polyaniline, 
Polymer, 2000;41:2029-2032.

[56] Zeng QH, Wang DZ, Yu AB, Lu GQ , 
Synthesis of polymer-montmorillonite 
nanocomposites by in situ intercalative 
polymerization Nanotechnology, 
2002;13:549-553.


