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Abstract

An alternative for solving the environmental pollution problems generated by conventional
plastics, it is the chemical modifications graft-type of the starch with synthetic polymers of
post-consumer and in situ polymerizations on the starch granules. The starch modified
by this methodology allows to counteract the disadvantages of both polymers such as the
little or no biodegradability of the synthetic polymer and the poor mechanical properties of
the starch. In the present study, a review on the chemical modification of starch with syn-
thetic polymers by grafting is carried out. Factors affecting the copolymerization reactions
of starch-g-synthetic polymer were analyzed, for example, their chemical nature, solubility,
size and length of polymer chains, temperature, catalyst and starch/amylose content, as
well as their characterization chemistry and the potentials applications of this copolymer.
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1. Introduction

Due to environmental pollution generated by conventional plastics such as polyethylene
(PE), polypropylene (PP), vulcanized rubber, polystyrene (PS) and polyvinyl acetate (PVC),
to name a few, several investigations have been carried out to generate materials that can
compete or be an alternative to the excessive use of these plastics because these are not biode-
gradable. From this point of view, the use of natural polymers such as starch can contribute
to reduce the negative impact of conventional plastics. However, materials made from starch
alone generate plastics, which have important disadvantages such as their high affinity for
moisture and poor mechanical properties. An alternative for solving these disadvantages is
the chemical modifications of the starch with synthetic polymers of postconsumer and in situ
polymerizations on the starch granules. These chemical modifications are called graft-type
copolymerizations because the synthetic polymer chains are chemically bonded to the surface
of the starch granule, as if these were hair extensions (Figure 1).

© 2018 The Author(s). Licensee IntechOpen. This chapter is distributed under the terms of the Creative
IntGChopen 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. [®)sy |



4 Applications of Modified Starches

Figure 1. Graft copolymerization of starch-g-synthetic polymer.

Numerous investigations have been reported on physical modifications (i.e., blends or com-
posites) between starch and synthetic polymers [1-5] and few investigations on chemical
modifications of copolymerization between these two polymers [6, 7]. This represents a good
opportunity to recycle the existing plastic or generate new biodegradable materials through
copolymerization reactions. The modified starch by this methodology allows to counteract
the disadvantages of both polymers such as the little or no biodegradability of the synthetic
polymer and the poor mechanical properties of the starch, to mention some characteristics
that generate a wide range of applications of the resulting copolymer. For this reason, the
chemical and physical knowledge of synthetic polymer and starch is vital to propose and
carry out a possible synthesis of starch-g-synthetic polymer. This chapter analyzes the chemi-
cal modification of starch with synthetic polymers by grafting, and factors that affecting the
copolymerization reactions of starch-g-synthetic polymer are analyzed, for example, their
chemical nature, solubility, size, and so on.

2. Factors affecting the copolymerization reactions of starch-g-synthetic
polymer

In order to carry out the chemical modification of the starch with some synthetic polymers,
we have to take into account diverse chemical and physical factors. Some of these factors are
described below.

2.1. The chemical nature of synthetic polymers

The chemical nature of the polymers is a very important factor to consider for the copoly-
merization reactions of the starch. The knowledge of the chemical compatibility between
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the natural and the synthetic polymer, that is, its hydrophilic and hydrophobic nature, will
allow to propose a reaction medium to carry out a chemical interaction between these two
polymers. For example, polyethylene is a non-polar semi-crystalline polyalkane, which
would hardly carry out a copolymerization reaction with the starch by simply mixing both
polymers. But the addition of some compatibilizing liquid between PE and starch could
facilitate its chemical interaction [1]. Based on the commercial classification of the synthetic
polymers and their functional group, the compatibility between the starch and each of the
synthetic polymers could be predicted (Table 1).

For example, synthetic polymers classified commercially with numbers 2, 4, and 5 would
be more difficult to combine with starch compared with classified numbers 1, 3 and 6. On
the other hand, there is a great diversity of synthetic polymers classified with number 7 that
present chemical compatibility with the starch. The degree of compatibility of the functional
groups of the synthetic polymers with the starch has the following order:

Carboxylic acids > acid anhydrides > esters > acid halides > amides > nitriles > aldehydes >
ketones > alcohols > mercaptans > amines > ethers > sulfides > alkenes > alkynes > halogenides
> nitros > alkanes.

The chemical interaction of the starch with the functional groups of the synthetic polymers
results in the production of graft-type copolymers. This type of chemical modification of
starch is of great interest worldwide and represents an opportunity to recycle synthetic poly-
mers or to generate materials that are more environmentally friendly and at the same time
represent a chemical and physical challenge to improve the properties of starch. Starch graft
copolymers are becoming important materials worldwide due to their potential applications
in agriculture, medical, and food sectors [8], to mention a few examples.

2.2. Solubility

The solubility of the starch and the synthetic polymer in a given solvent plays a very important
role in defining the process or the medium of copolymerization, that is, in homogeneous phase

Synthetic polymer Commercial classification Functional group
Poly(ethylene terephthalate), PET 1 Ester

High-density polyethylene, HDPE 2 Alkane, ethyl
Polyvinyl chloride, PVC 3 Vinyl

Low-density polyethylene, LDPE 4 Alkane, ethyl
Polypropylene, PP 5 Alkane, propyl
Polystyrene, PS 6 Aromatic, arylethyl
Others 7 —

"This number is assigned to more than 100 synthetic polymers.

Table 1. Classification and functional group of synthetic polymers.
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or heterogeneous phase [9]. The solubility of a polymer is a function of its chemical nature,
chemical structure, molar mass and temperature, to mention some factors that intervene in this.
For example, two chains of the same polymer but of different molar mass, the smaller molar
mass chain in a given solvent is dissolved more easily than the larger polymer chain. On the
other hand, branched polymers are more difficult than their polymer chains to be solvated com-
pared to that of a linear polymer. Natural polymers usually have more complex structures than
synthetic polymers; therefore, natural polymers are more difficult to dissolve than synthetic
polymers. Polymers having a degree of cross-linking between their chains are more difficult to
have their chains solvated than the same polymer but with less or no cross-linking. The struc-
ture of the coupling or folding between the different chains of a polymer is important to predict
their degree of solubility from the cavities that are generated from these arrangements. On the
other hand, the dissolution process of a polymer is different than that of chemical compound or
small molar mass. In the case of polymers is a slow process and is composed of two stages or
phases. The first stage is called the solvent diffusion process, where the solvent molecules dif-
fuse into the polymer chains producing a swollen gel. The second step is called the decoupling
of the polymer chains, that is, the dissolution of the polymer. The latter will occur if the interac-
tion forces between the polymer chains are minor compared to the interaction force of the poly-
mer chains with the solvent. Otherwise, the polymer will only swell, but will not dissolve, as
occurs in crystalline and cross-linked polymers [10]. The lighter fractions of a polymer dissolve
first, leaving the fractions of high molar mass insoluble. The properties of the polymers in solu-
tion are determined by the structural characteristics of the solvated macromolecular chain. The
mechanism of dissolution of a polymer has been investigated by several researchers, including
Ueberreiter [11] and Krasicky et al. [12]. In the liquid or solution state, the physical and chemical
interaction of the two polymers, starch and synthetic polymer, is facilitated by increasing the
degrees of freedom of the atoms and the interaction of their functional groups. From the solubil-
ity parameters, this interaction or the compatibility between the two polymers and the solvents
can be predicted, this parameter reflects the degree of its cohesive energy. In the literature, there
are different proposals for determining these parameters, for example, using the Flory-Huggins
solution theory, the Hildebrand solubility parameters, van Krevelen and the Hansen parame-
ters [13-15]. The latter being the most used because it takes into account the forces of dispersion
(d,), the hydrogen bonds (9,,) and the polar forces ©®,) of polymers and solvents, Eq. (1).

07 = 02+0 2+0,7 (1)

where &? is the solubility parameter.

In Table 2, solubility parameters of some synthetic polymers and some solvents determined
from the Hansen equation are presented.

If the difference between the solubility parameters of the solvent and the polymer is small,
the compatibility of the polymers with the solvent is favored because thermodynamically its
entropy of mixing would increase as well as the decrease the value of the Gibbs free energy of
the solution. A rule widely used to determine the polymer-solvent miscibility is.

0,-1.1 <0, <9d,+1.1 ()
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where 9, is the solubility parameter of the polymer and 0, is the solubility parameter of the
solvent [18].

The solubility parameter of a polymer can be determined from experimental results consider-
ing the solubility parameter, the average of the range of solubility parameters of the solvents
in which it is completely soluble [19].

The properties of the polymers in solution are determined by the structural characteristics of
the solvated macromolecular chain. The three hydroxyl groups of the starch are very skilled
at their hydration; however, the starch granule is not solvated by water molecules at room
temperature (Figure 2).

Starch is a polymer, which is difficult to dissolve due to the complexity of its chemical structure
and its spatial arrangement. However, it is slightly soluble in some solvents due to the physical
interaction of the three hydroxyl groups found along its main chain or its side chains with the

Polymer 0 (cal/cm®)? Solvent  (cal/cm®)"?
Polytetrafluoroethylene 6.20 Diethyl ether 7.10
Polyisobutylene 7.70 Hexane 7.24
Natural rubber 8.15 Decane 7.74
Polybutadiene 8.38 n-Butanol 7.81
polyethylene 8.67 Cyclohexane 8.20
Poly(n-butylmethacrylate) 8.75 Toluene 8.88
Poly(ethylmethacrylate) 8.95 Benzene 9.02
Polystyrene 9.12 Chloroform 9.26
Poly(methylmethacrylate) 9.25 Acetone 9.74
Polycaprolactone 9.35 Octanol 10.23
Neoprene GN 9.38 Acetic acid 10.44
Poly(vinylacetate) 9.40 Pyridine 10.60
Poly(vinyl chloride) 9.55 n-Propanol 11.72
Poly(ethyleneterephthalate) 10.10 Dimethyl formamide 12.15
Polyacrylonitrile 12.75 Acetonitrile 12.54
Starch 13.25 Ethanol 99.9% 12.83
Dimethyl sulfoxide 13.03
Methanol 14.64
Ethylene glycol 16.91
Glycerol 17.63
Water 23.40

Table 2. Values of the solubility parameters of Hansen [13, 14, 16, 17].
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Figure 2. The starch granule remains hydrated but not solvated by water molecules at room temperature.

solvent. For example, starch is slightly soluble at room temperature in dimethyl formamide
(DMF) and dimethyl sulfoxide (DMSO), partially soluble in water at temperatures above 80°C,
partially in water/ethanol mixtures in the temperature range of 30-50°C and sparingly soluble
in chloroform, to mention some examples. With respect to the two polymers that form the
starch, the amylopectin is soluble in hot water and the amylose is not soluble (gelatinization
process). Taking into account the partial solubility of starch, the search for solvents or mixtures
of solvents is very important for carrying out the chemical modification of this natural polymer
with synthetic polymers because in a dissolution reaction medium, it is more favored in com-
parison with other polymerization medium, for example, in mass and emulsion. In a dissolu-
tion reaction, there would be more chemical interaction between the two polymers, there would
be no secondary reactions (the solvent would be inert), furthermore, in this reaction medium,
it is easy to separate the solvent at the end of the synthesis, the released heat is absorbed by the
solvent and the rate of reaction decreases, and generally, the presence of the solvent decreases
the temperature of the synthesis. The investigations reported in the literature on the chemical
modifications of starch with synthetic polymers are in the heterogeneous phase [20].

The solubility of the polymers is also very important to define their area of application, for
example, at the biological level, they can be applied in tissue regeneration, in drug release and
in membranes; at the industrial level in the manufacture of microchips and plastic materials,
to mention some examples. Also, the solubility of the polymers is very important to propose
its possible route of recycling.

2.3. The size of the polymer chains

Many polymers will contain molecules having many different chain lengths. It is known that
the size of the chains of a polymer is one of the main factors that determines or governs its
physicochemical properties, its processing behavior and consequently its possible applications.

For example, properties such as impact strength, viscosity and elasticity are in function of
short chain length, medium chain length and long or large chain length, respectively [21]. The
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polydispersity index (PI) of a polymer is an important parameter to know the homogeneity or
heterogeneity of the length of the chains of a polymer. The Pl is determined by Eq. (3).

PI = Mn/Mw = Mz/Mw 3)

where Mn, Mw and Mz are the number average molar mass, mass average molecular mass
and mass average molecular mass-mass, respectively. A value of PI >1 indicates polydisper-
sity and a value of PI = 1 means that the length of the polymer chains or molecular weight is
equal. The molar masses of Mn, Mw and Mz are governed by the mechanism of the polymer-
ization reaction and by the conditions under which it was carried out [22]. This represents a
steric hindrance between the two polymers for that the chemical bond between them can be
given [23, 24].

Thus, it is easier to graft or anchor on the surface of the starch a chain of smaller size of the
synthetic polymer than a chain of large size due to its steric hindrance or the resulting degrees
of freedom with the use of a compatibilizer (Figure 3).

This compatibilizer will facilitate chemical and physical interaction with larger size chains
of the synthetic polymer. For example, Mani et al. [25] synthesized the starch-g-PCL com-
patibilizer to improve the compatibility with blends of starch or PCL; they found that
their mechanical properties are higher than that of a starch/PCL blend. On the other hand,
Wootthikanokkhan et al. [26] obtained the starch-g-PLA compatibilizer, which improved its
compatibility with starch or PLA and the physical properties of starch.

2.4. Catalyst

The selectivity or development of a catalyst for synthesizing graft copolymers may vary
greatly depending on the synthetic polymer to be used. This selectivity also depends on
the temperature, pressure, concentration, particle size and chemical nature of the catalyst,
whereby a copolymerization reaction is catalyzed under certain specific conditions.

A particular catalyst does not act in the same way in all the reactions on which it can act. It
is of vital importance to understand the catalytic phenomenon to maintain the stability and

Synthetic polymer

! :| Graft copolymer, compatibilizer

Figure 3. Compatibilizer with synthetic starch-g-polymer.
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activity of the catalyst during the copolymerization as well as its process of its separation

from the reactor once the copolymer is obtained. The chemical nature of the catalyst plays an

important role in proposing a mechanism of copolymerization, separation or purification of

the product obtained.

A variety of catalysts have been used in the synthesis of the starch-g-polymer synthetic graft
copolymer. Some catalysts used in the synthesis of starch graft copolymer with synthetic
polymers are presented in Table 3.

The graft copolymerization reactions of the starch are mainly in heterogeneous media (differ-
ent phases), i.e. by heterogeneous catalysis. The choice of a catalyst for the synthesis of the graft
copolymer is mainly based on the function of the synthetic polymer used. Generally, the catalyst

Graft copolymer Catalyst Yield Reference
(%)
Starch-g-lactic acid Sodium hydroxide, NaOH 33.6 [27]
Ammonia water, NH,OH 58.9 [28]
Sulfuric acid, H,SO, 75.0 [29]
Starch-g-PCL Tin(II) 2-ethylhexanoate, Sn(Oct), 40.0 [30]
Trimethyl aluminum, AL(CH,), 58.0 [31]
Molybdenum compounds 84.0 [32]
Starch-g-PMA Ceric ammonium nitrate, HN ,CeO ¢ 41.0 [33]
Ammonium nitrate, NH,NO, 58.0 [34]
Enzyme horseradish peroxidase, HRP 45.0 [35]
Starch-g-PS 1-ethyl-3-methylimidazolium acetate ((EMIM]Ac) 100.0 [36]
Potassium persulfate, K.S,0, 66.0 [37]
Potassium persulfate/amine 325 [38]
Starch-g-PAN Ceric ammonium nitrate, HN,CeO ¢ 94.7 [39]
Ceric ammonium nitrate, HN,CeO, /sodium 87.3 [40]
hydroxide
Starch-g-PB Potassium persulfate, K.S,0, 10.0 [41]
Starch-g-PGA Sodium hydroxide, NaOH 42 [42]
Starch-g-PLA Tin(II) 2-ethylhexanoate, Sn(Oct), 52.0 [43]
Starch-g-PBA Enzyme horseradish peroxidase, HRP, hydrogen 5.6 [44]
peroxide (H,0,) and acetyl acetone (Acac)
Starch-g-poly(ethylacrylate) Warm distilled water 27.5 [45]
Starch-g-poly-(N-methylacrylamide- ~ Potassium perdisulfate, K,S,0, 85.4 [46]

co-acrylic acid)

Table 3. Some catalysts used in the synthesis of graft copolymers.
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used in the synthesis of the synthetic polymer is employed in the synthesis of the graft copolymer.
The starch/catalyst mass ratio is a function of the degree of substitution of the hydroxyl groups
of the synthetic polymer. It is known that the greater the amount of catalyst, the faster the rate of
synthesis of the copolymer but with smaller synthetic polymer chain length sizes [27, 47].

2.5. Temperature

Stability of the starch against temperature is a very important factor to consider for the synthesis
of the graft copolymer. It is known that the starch granule begins to fracture or degrade at 85°C in
the presence of water and temperature above this range increases the degradation. The formation
of starch films by the casting method occurs at about 85°C (gelatinization temperature) in approxi-
mately 20 min. On the other hand, it is possible to carry out graft-type copolymerization at temper-
atures higher than 100°C with the starch granules having thermal stability at these temperatures.

This is mainly because the heat generated at these temperatures is absorbed by the other com-
ponents (reactants or catalyst) of the copolymerization while the activation energy is reached
to convert from reactants to products, Figure 4.

The starch granules are prone to initiate its degradation when the copolymerization synthesis
is finalized. This is because it is very important to determine the time of synthesis to avoid
the degradation of the starch granule and the generation of ashes; these ashes would gener-
ate impurities and then cause darkening of the product. The temperature and the reaction
time are primarily a function of the chemical nature of the synthetic polymer and the catalyst
as well as of its concentration in the reaction medium. For example, in the synthesis of the
starch-g-PGA graft copolymer, with temperature higher than 180°C, potassium hydroxide
and microwave irradiation were used [42].

Hot
\ O Starch

° .fa Catalyst
]

[y ]

—_— € Polymer
e s Synthetic
)

Figure 4. Thermal stability of starch.
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Ramirez-Hernandez et al. [32] carried out a mass polymerization for the synthesis of starch-g-
PCL using a temperature range of 110-150°C. In the case of a mass copolymerization, one of
the physical properties to be considered is the melting temperature of the synthetic polymer,
if it presents in the reaction. This datum is important because it would allow to predict the
degradation of starch granules occurs during the mass chemical reaction at the determined
time. It is known that the starch begins to decompose above 85°C and if the melting tempera-
ture of the synthetic polymer is much higher, the degradation of the starch granules will be
greater. Another important temperature to be known is the glass transition temperature of the
synthetic polymer. If this temperature is above or below the room temperature, it would affect
the physicochemical properties of the graft copolymer but this will depend on the desired
mechanical properties of this copolymer.

2.6. Proportion of amylose/amylopectin and relation of the parameters of graft reactions

Starch is a polysaccharide of vegetable origin, stored in the form of granules, of complex
structure found mainly in cereals (maize, rice, wheat, etc.), tubers (potatoes, sweet potatoes,
yucca, etc.), legumes (pea, bean, chickpea, etc.) and fruits (mango, banana, etc.) but are also
found on stems, leaves and even pollen. This semicrystalline polysaccharide consists of two
polymers of a-p-glucose called amylose and amylopectin. The proportion of amylose/amylo-
pectin and the form of the granules determines the physicochemical and functional properties
of the starch granules, and consequently their use. For example, high amylose content facili-
tates film formation and chemical modification, but is poorly soluble in water and is more
difficult to degrade with respect to a high amylopectin starch. Table 4 shows some ratios of
amylose/amylopectin reported in the literature.

According to the literature, a simple helical structure for amylose has been proposed and in
the case of amylopectin, a double helix (see Figure 5). This arrangement of amylopectin gener-
ates an ordering of the helices, and therefore, favors its crystalline zones and decreases free
space. In the case of amylose, the simple helix favors the amorphous zones with more free
space between the polymer chains.

These free spaces favor the interaction with other polymer chains as the synthetic polymer.
From the granule form, the amylose/amylopectin ratio and its diameter, the area of surface

Source Moisture (%) Starch (%) Proteins (%) Lipids Ashes Amylose (%) Amylopectin (%)
(%) (%)

Rice 16.0 83.60 0.45 0.80 0.50 25.0 75.0

Corn 13.0 85.92 0.35 0.60 0.10 27.0 63.0

Wheat 14.0 84.59 0.40 0.80 0.15 25.6 74.4

Potato 19.0 80.41 0.06 0.050 0.40 21.0 69.0

Plantain 6.6 90.00 1.60 1.70 0.10 35.0 65.0

Table 4. Amylose/amylopectin content [44—46, 48, 49].
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Figure 5. Structure of amylose (a) and amylopectin (b).

reactivity (R) of the starch granule can be estimated assuming that the amylose as the only
component on the surface of the starch Eq. (4).

= log A*Dp*3/1p? (4)
where A is the area of the granule and Dp is the degree of polymerization. Some values of R

are presented in Table 5 for some sources of starch.

These R values are an approximation because these values consider that all the granules have
the same morphology and do not take into account the possible proportion of amylopectin
present on the surface of the starch granule.

The relation of the parameters of graft reactions depends on two polymers to be studied, for
example, starch-g-PE and starch-g-PCL are presented in Figure 6.

Source Granule form Diameter® (um) Amylose area (um?) R’

Potato Oval 5-100 102-37,669 4.78-7.35
Corn Spherical/polyhedron 2-30 50-11,309 4.47-6.83
Wheat Spherical 2-10 50-1256 4.47-5.87
Rice polyhedron/oval 3-12 113-1809 4.83-6.03

‘Using a Dp = 200.
*Alcazar-Alay and Almeida Meireles [49].

Table 5. Values of the area of surface reactivity (R) of the starch granules.
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Figure 6. Relation of the parameters of graft reactions.

The solubility of the two graft copolymers depends mainly on the size of the chains of the polymer
grafted on the surface of the starch granule and the chemical nature. The greater the chain length,
the lesser is the solubility and vice versa, the shorter its chain length major is its solubility. This is
mainly due to steric hindrance to the hydrophilic character and hydrophobic nature of the two
polymer chains. The starch-g-PE graft copolymer has less solubility and its grafted chain length is
greater than the starch-g-PCL. The proportion of amylose present in the starch source is important
because this favors the graft reaction; in this case, both copolymers are obtained using the same
source of the starch (banana starch) and the same amylose/amylopectin ratio. The presence of a
catalyst in the copolymerization reaction favors the decrease of its synthesis temperature. In the
case of the synthesis of the starch-g-PCL copolymer when a catalyst is used, the synthesis tempera-
ture is lower compared to the synthesis of the starch-g-PE which does not employ a catalyst and
this uses a higher synthesis temperature. In both copolymers, a synthetic and a natural polymer
is used; grafting a natural polymer onto the surface of the starch granule would be very difficult
due to its steric hindrance since these are generally polymers of high molar mass and large chain
length.

2.7. Chemical identification of the graft copolymer

In the synthesis of a graft copolymer of starch-g-synthetic polymer, the verification that the
chemical reaction was carried out between the natural polymer and the synthetic polymer is
of vital importance because of this experimental evidence, it is possible to explain all the phys-
icochemical properties of the graft copolymer. There are a variety of instrumental techniques
reported in the literature to characterize the chemical bond of graft type. The most common is
attenuated total reflection Fourier transform infrared spectroscopy (ATR-FTIR). FTIR allows
a quick and qualitative identification of the functional groups present in the copolymer;
however, it is very difficult to identify from this technique, a chemical bond resulting from
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the union between two polymers as the starch and synthetic polymer. One of the possible
reasons is the amount of this chemical bond in the graft copolymer compared with the rest
of the chemical bonds of the copolymer is very small. The intensity of this signal would be
expected to be weak and could be overlapped with some other vibration of the copolymer.
The vibration signals of the a(1-4) and a(1-6) bonds of the starch are approximately at 1024
and 994 cm™, respectively. These two vibrations correspond to carbon and oxygen (C—O)
interaction [32, 50]. In the case of graft copolymerization involving the carbon (C) atoms of the
synthetic polymer and the oxygen (O) atoms of the starch, the vibration signal of this chemical
bond would become overlapped. However, the decrease in the intensity of some signals of the
graft copolymer spectrum, such as the hydroxyl (OH) group of the starch compared to that of
the homopolymers (previously to this analysis, the separation of homopolymers, which did
not react and the catalyst), this would indicate that very probably the chemical bond existence
between the natural and synthetic polymer, but it is a necessary assistance of other instru-
mental techniques such as nuclear magnetic resonance (NMR). One of the requirements for
obtaining a liquid NMR spectrum is the solubility of the sample in some deuterated solvents.
In the case of starch, it is a polymer with high molecular weight, which generates a low solu-
bility in common deuterated solvents such as deuterated chloroform and deuterated water;
however, it is partially soluble in DMSO. In the literature, a variety of solvents have been
reported for obtaining a magnetic resonance spectrum of starch, but in many cases, the reso-
lution of these is poor. An NMR spectrum (*H and C) would allow to identify with certainty
whether there was a chemical bond between the synthetic polymer and the natural polymer.
Two of the typical signals of a 'H NMR spectrum of the starch are at 5.11 and 4.57 ppm, which
correspond to the a(1-4) and a(1-6) bonds, respectively. These two signals in a spectrum of
B3C NMR exhibit a chemical shift of 100.45 and 64 ppm, respectively. In this same spectrum, a
chemical shift between 100 and 175 ppm could represent the chemical bond of the graft copo-
lymer, in the case of an interaction of carbon (C) and oxygen (O) [51, 52]. Scanning electron
spectroscopy (SEM) allows the identification of changes in the morphology of the starch gran-
ule in the case of a graft copolymer or if it is only a physical mixture of the two polymers. In
the SEM micrographs reported in the literature, it has been found that the graft copolymer of
starch-g-synthetic polymer favors the formation of clusters or aggregates, whereas in a blend,
the synthetic polymer covers the surface of the starch granules due to its physical interaction
with the synthetic polymer [20]. The X-ray diffraction technique will allow to analyze the
increase or decrease in the crystallinity of the starch or the synthetic polymer as a result of its
chemical interaction. In the literature, it has been reported that a decrease in the crystallinity
of the synthetic polymer is an indicative of the presence of the graft copolymer [53, 54]. The
instrumental technique of thermogravimetric analysis and differential scanning calorimetry
would corroborate a decrease in the crystallinity of the graft copolymer with respect to that
of homopolymers through the decrease in the intensity of the signals and its displacement,
for example, in the decomposition and melting temperatures. The BET technique allows to
verify a decrease in the surface area of the starch granule due to the synthetic polymer grafts
onto it [55-57]. There are other instrumental and physicochemical techniques that allow to
complement the verification of the chemical bond of the starch with the synthetic polymer
through the measurement of its physical and chemical properties. The chemical bond of the
starch with the synthetic polymer is necessary to corroborate it through a set of instrumental
techniques and not only using one of these techniques.
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2.8. Applications of the starch-g-synthetic polymer graft copolymer

Worldwide research is being carried out to generate materials more environmentally friendly

and that these become an alternative to compete with conventional plastics. The synthesis of

graft-type copolymers between starch and synthetic polymers is a serious alternative to obtain

biodegradable materials with good physicochemical properties. The applications of these

copolymers are widely depending on the source of starch and the synthetic polymer (Table 6).

Graft copolymers

Applies

References

Starch-g-lactic acid

Starch-g-PCL

Starch-g-PMA

Starch-g-PS

Starch-g-PAN

Starch-g-PB

Starch-g-PGA

Starch-g-PLA

Starch-g-PBA

Starch-g-poly(ethylacrylate)

Starch-g-poly-(N-
methylacrylamide-co-acrylic acid)

Starch-g-PVA/HA

Starch-g-AAm

Starch-g-poly(benzyl
methacrylate)

Material with excellent degradability

In food packaging, drug delivery, bags and flavored biodegradable
materials

Food packing, biomedical fields, coating and adhesives, drag reduction,
textile industry and preparing biodegradable hydrogels and agricultural
mulch films

in the production of paper, textiles and food additives, as well as being a
commonly used biotemplate and carbon precursor in materials research

In the field of biomedicine and pharmacy such as soft contact lenses,
super absorbents, drug-delivery system, polymeric dispersions,
pigments and improved high gloss papers coated with the coating
color compositions, soil conditioners, additives for paper and textiles,
adhesives, enhanced oil recovery and sanitary goods

Also disclosed are paper coating color compositions comprising the
polymeric dispersions and pigments and improved high gloss papers
coated with the coating color compositions

Copolymer allows it to have many potential applications in drug
delivery, food, water treatment, cosmetics and other fields. More
detailed rheological property studies of starch-PGA graft copolymers
are needed to explore their potential applications

An expected improvement in their processability and biocompatibility
due to PLA branches can be utilized in a wide range of engineering,
bioengineering and medical application areas, which will be the subject
of our future investigations

This material provides an attractive alternative for the preparation of
modified starch for industrial applications how a thermal stabilizer

The sorbent could be used successfully used for five consecutive
adsorption-desorption cycles, which indicated its high reusability

The graft copolymer can be used as a biodegradable Hg (II) ions
adsorbing agent for the removal of toxic Hg (II) ions from the waste
water enriched with Hg (II) ions.

Biomedical applications

Waste water treatment (flocculants), polyvalent metal cation sorbents,
biodegradable superabsorbent for hygienic, agricultural and cosmetics
purposes, paper industry, textile industry, petrochemical and mineral
recovery

Environmentally friendly materials which are promising materials such
as fillers, stabilizers, modifiers, matrices or plastics which can replace
nonbiodegradable and compostable petroleum-based plastic materials

[27-29]

[30-32]

[33-35, 58]

[36-38]

[39, 40, 59]

[41]

[42]

[43]

[44, 60]

[45]

[46]

[61]

[62]

[63]

Table 6. Applications of some starch-g-synthetic polymer graft copolymers.
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3. Conclusions

Synthesis of starch-g-synthetic polymer graft copolymers is increasing worldwide because this
copolymer is an alternative for the generation of biodegradable materials and good physico-
chemical properties to compete with conventional plastics. In order to carry out this synthesis,
it is necessary to review several factors such as the chemical and physical properties of the
homopolymers to propose the most suitable conditions for the copolymerization reaction. The
solubility of the two homopolymers in a solvent is very important to facilitate the graft copo-
lymerization and its chemical characterization. However, the higher the solubility, the lower is
the value of the molar mass grafted onto the starch granule, that is, the lengths of the grafted
polymer chains decrease. The use of homopolymers of similar nature and the presence of a
catalyst favor the copolymerization reaction and the decrease in their synthesis temperature,
respectively. Synthesis of starch copolymers with polyhydrocarbons and hydrophobic poly-
mers is limited; however, graft compatibilizers of starch-g-synthetic polymers can be synthe-
sized to favor their copolymerization. The chemical characterization of the graft copolymer
must be carried out through a set of instrumental techniques to corroborate the chemical bond
of the starch with the synthetic polymer. The knowledge about this type of synthesis is very
promising for the reduction of synthetic polymers discarded into the environment.

Acknowledgements

We are grateful to Universidad del Papaloapan and Martha Rocio Valencia Estacio for their
assistance on this chapter.

Author details

Aurelio Ramirez Hernandez
Address all correspondence to: chino_raha@hotmail.com

Departamento de Quimica, Universidad del Papaloapan, Tuxtepec, Oaxaca, México

References

[1] TaiNL,Raju-Adhikari SR, AdhikariB. Flexible starch-polyurethane films: Physiochemical
characteristics and hydrophobicity. Carbohydrate Polymers. 2017;163:236-246

[2] Dang MN, Thi VV, Anne-Cecile G, Huy HT, Chi NHT. Biodegradability of polymer film
based on low density polyethylene and cassava starch. International Biodeterioration &
Biodegradation. 2016;115:257-265

[3] Sabetzadeh M, Bagheri R, Masoomi M. Effect of nanoclay on the properties of low den-
sity polyethylene/linear low density polyethylene/thermoplastic starch blend films.
Carbohydrate Polymers. 2016;141:75-81

17



18  Applications of Modified Starches

(4]

(5]

(6]

(%]

(10]
(11]

(12]

[13]

(14]
[13]

[16]

(17]

(18]
(19]

[20]

Sabetzadeh M, Bagheri R, Masoomi M. Study on ternary low density polyethylene/linear
low density polyethylene/thermoplasticstarch blend films. Carbohydrate Polymers. 2015;
119:126-133

Bikiaris D, Prinos ], Koutsopoulos K, Vouroutzis N, Pavlidou E, Frangis N, Panayiotou C.
LDPE/plasticized starch blends containing PE-g-MA copolymer as compatibilizer.
Polymer Degradation and Stability. 1998;59(1):287-291

Kittisak J, Noppol L, Phisit S, Somchai W, Charin T, Toshiaki O. Reactive blending of
thermoplastic starch and polyethylene-graft-maleic anhydride with chitosan as com-
patibilizer. Carbohydrate Polymers. 2016;153:89-95

Ritter W, Gardenier KJ, Kempf W. German Offen. DE 4 038 700; 1992.

Pereira CS, Cuncha AM, Reise RL, Vazquez B, Sanroman J. New starch-based thermo-
plastic hydrogels for use as bone cements or drug-delivery carriers. Journal of Materials
Science Materials in Medicine. 1998;9(12):825-833

Miller-Chou BA, Koenig JL. A review of polymer dissolution. Progress in Polymer
Science. 2003;28(8):1223-1270

Billmeyer FW. Ciencia de los polimeros. Editorial Reverte, 23. Espafa; 2004

Ueberreiter K. The solution process. In: Crank J, Park GS, editors. Diffusion in Polymers.
New York, NY: Academic Press; 1968. pp. 219-257

Krasicky PD, Groele R], Rodriguez F. Measuring and modeling the transition layer
during the dissolution of glassy polymer films. Journal of Applied Polymer Science.
1988;35(3):641-651

Hamaide T, Deterre R, Feller JF. Environmental Impact of Polymers. 10. United kingdom:
Editorial Wiley; 2014
Walter RH. Polysaccharide Association Structures in Food. 100. USA; 1998

Barton A. Handbook of Solubility, Parameters and Other Cohesion Parameters. 2nd ed.
New York: CRC Press; 1991. pp. 157-193

Small PA. Some factors affecting the solubility of polymers. Journal of Applied
Chemistry. 1953;3:71-80

Cecopieri-Gomez ML, Palacios J. Calculo tedrico y experimental del parametro ter-
modindmico de interaccién de Flory del Poli(adipato de etileno). Revista de la Sociedad
Quimica de México. 2001;45(2):82-88

Sun SF. Physicalchemistry of Macromolecules: Basicprinciples and Issues. USA: Wiley; 2004
Laura F, Villamizar LF, Martinez F. Physicochemical study of the solubility of eudragit

s100® in some aqueous and organic systems. Revista Colombiana de Quimica. 2008;37
(2):173-187

Ramirez-Hernandez A, Mata-Mata JL, Aparicio-Saguilan A, Gonzalez-Garcia G,
Hernandez-Mendoza H, Gutiérrez-Fuentes A, Bdez-Garcia JE. The effect of ethylene gly-
col on starch-g-PCL graft copolymer synthesis. Starch-Starke. 2016;68:1148-1157



[21]
(22]

(23]

[24]

(23]

[26]

[27]

(28]

[29]

(30]

(31]

(32]

(33]

[34]
(35]

Chemical Modification of Starch with Synthetic
http://dx.doi.org/10.5772/intechopen.72384

Krevelen DW, Nijenhuis K. Properties of Polymers. Amsterdam: Elservier; 2009

Rogosi¢ M, Mencer H, Gomzi Z. Polydispersity index and molecular weight distribu-
tions of polymers. European Polymer Journal. 1996;32(11):1337-1344

Mua JP, Jackson DS. Fine structure of corn amylase and amylopectin fractions with vari-
ous molecular weights. Journal of Agricultural and Food Chemistry. 1997;45:3840-3847

Yoo SH, Jane JL. Molecular weights and gyration radii of amylopectins determined by
high-performance size-exclusion chromatography equipped with multiangle laser-light
scattering and refractive index detectors. Carbohydrate Polymers. 2002;49:307-314

Mani R, Tang J, Bhattacharya M. Synthesis and characterization of starch-graft-polycap-
rolactone as compatibilizer for starch/polycarprolactone blends. Macromolecular Rapid
Communications. 1998;19(6):283-286

Wootthikanokkhan J, Kasemwananimit P, Sombatsompop N, Kositchaiyong A,
Isarankurana S, Kaabbuathong N. Preparation of modified starch-grafted poly(lactic
acid) and a study on compatibilizing efficacy of the copolymers in poly(lactic acid)/ther-
moplastic starch blends. Journal of Applied Polymer Science. 2012;126:389-396

Qingling W, Yingmo H, Jianhua Z, Yang L, Xue Y, Jing B. Convenient synthetic method
of starch/lactic acid graft copolymer catalyzed with sodium hydroxide. Bulletin of
Materials Science. 2012;35(3):415-418

Yingmo H, Mingru T. Synthesis of starch-g-lactic acid copolymer with high grafting
degree catalyzed by ammonia water. Carbohydrate Polymers. 2015;118:79-82

Hu Z. The optimized synthesis of starch-g-lactic acid copolymer with high grafting
degree catalyzed by sulfuric acid. Journal of Wuhan University of Technology —Materials
Science Edition. 2014;29(6):1187-1190

Chen L, Nia Y, Biana X, Xueyu Q, Zhuanga X, Chena X, Jinga X. A novel approach to
grafting polymerization of e-caprolactone onto starch granules. Carbohydrate Polymers.
2005;60(1):103-109

Dubois P, Krishnan M, Ramani N. Aliphatic polyester-grafted starch-like polysaccha-
rides by ring-opening polymerization. Polymer. 1999;40:3091-3100

Ramirez-Hernandez A, Aparicio-Saguilan A, Mata-Mata JL, Gonzalez-Garcia G,
Hernandez-Mendoza H, Gutiérrez-Fuentes A, Baez-Garcia E. Chemical modification of
banana starch by the in situ polymerization of e-caprolactone in one step. Starch-Starke.
2016;69(5). DOI: 10.1002/star.201600197

De Bruyn H, Sprong E, Gaborieau M, David G, Roper JA, Gilbert RG. Starch-graft-
copolymer latexes initiated and stabilized by ozonolyzed amylopectin. Journal of
Polymer Science Part A: Polymer Chemistry. 2006;44(20):5832-5845

Bemiller J, Whistler R. Starch: Chemistry and Technology. Vol. 729. 2009

Wang S, Wang Q, Xuerong F, Jin X, Ying Z, Jiugang Y, Heling J, Cavaco-Paulo A. Synthesis
and characterization of starch-poly(methyl acrylate) graft copolymers using horseradish
peroxidase. Carbohydrate Polymers. 2016;136:1010-1016

19



20  Applications of Modified Starches

(36]

(37]

(38]

(39]

(40]

[41]
[42]

(43]

[44]

(45]

[46]

[47]

(48]
(49]

[50]

Yongjun M, Xiyan D, Jianan S, Leli W, Zhengping L. Preparation of corn starch-g-poly-
styrene copolymer in ionic liquid: 1-Ethyl-3-methylimidazolium acetate. Carbohydrate
Polymers. 2015;121:348-354

Chang GC, Kiho L. Preparation of starch-g-polystyrene copolymer by emulsion polym-
erization. Carbohydrate Polymers. 2002;48(2):125-130

Vladimir N, Sava V, Dusan A, Aleksandar P. Biodegradation of starch-graft—polystyrene
and starch-graft—Poly(methacrylic acid) copolymers in model river water. Journal of
the Serbian Chemical Society. 2013;78(9):1425-1441

Hashem A, Afifi MA, EI-Alfy EA, Hebeish A. Synthesis, characterizations and saponi-
fication of poly(AN)-starch composites and properties of their hydrogels. American
Journal of Applied Sciences. 2005;2(3):614-621

Hashem A, Afifi MA, EI-Alfy EA, Hebeish A. Synthesis, characterizations and saponi-
fication of poly(AN)-starch composites and properties of their hydrogels. American
Journal of Applied Sciences. 2005;2(3):614-621

Nguyen CC, Verne JM, Pauley EP. Patent US5130394A; 1992

Jingyuan X, Krietemeyer E, Finkenstadt V, Solaiman D, Ashby R, Garcia R. Preparation
of starch—poly—glutamic acid graft copolymers by microwave irradiation and the charac-
terization of their properties. Carbohydrate Polymers. 2016;140:233-237

Kouroush S, Mehmet Y, Zakir MOR, Erhan P. Controlled graft copolymerization of lac-
tic acid onto starch in a supercritical carbon dioxide medium. Carbohydrate Polymers.
2014;114:149-156

Wang S, XuJ, Wang Q, Fan X, Yu'Y, Wang P, Zhang Y, Yuan ], Cavaco-Paulo A. Preparation
and rheological properties of starch-g-poly(butylacrylate) catalyzed by horseradish per-
oxidase. Process Biochemistry. 2017;59:104-110

Vandana S, Sadhana M. Microwave synthesis, characterization, and zinc uptake studies
of starch-graft-poly(ethylacrylate). International Journal of Biological Macromolecules.
2010;47(3):348-355

Haradhan K, Subhadip D, Tridib T. Synthesis of starch-g-poly-(N-methylacrylamide-co-
acrylic acid) and its application for the removal of mercury (II) from aqueous solution by
adsorption. European Polymer Journal. 2014;58:1-10

Swanson LC, Fanta GF, Fecht RG, Burr R. Polymer applications of renewable-resource
materials: Starch-g-poly(methyl acrylate) effects of graft level and molecular weight on
tensile strength. Polymer Science and Technology. 1981;17:59-71

Carballo SLM. Introduccién a la catalisis heterogénea. Colombia; 2002

Alcazar-Alay SC, Almeida Meireles MA. Physicochemical properties, modifications and
applications of starches from different botanical sources. Food Science and Technology
(Campinas). 2015;35(2):215-236

Najemi L, Jeanmaire T, Zerroukhi A, Raihane M. Organic catalyst for ring opening poly-
merization of e-caprolactone in bulk. Route to starch-graft-polycaprolactone. Starch-
Starke. 2010;62:147-154



[51]

(52]

(53]

[54]

[55]

[56]

[57]

[58]

[59]

[60]

[61]

[62]

[63]

Chemical Modification of Starch with Synthetic
http://dx.doi.org/10.5772/intechopen.72384

Graaf RA, Lammers G, Janssen LPBM, Beenackers AACM. Quantitative analysis of
chemically modified starches bylH-NMR spectroscopy. Starch/Starke. 1995;47:469-475

Cheng HN, Neiss T. Solution NMR spectroscopy of food polysaccharides. Polymer
Reviews. 2012;52:81-114

Ming L, Torsten W, Fengwei X, Frederick J, Halley P, Gilbert G. Biodegradation of starch
films: The roles of molecular and crystalline structure. Carbohydrate Polymers. 2015;
122:115-122

Ming L, Torsten W, Fengwei X, Frederick J, Halley P, Gilbert G. Shear degradation of
molecular, crystalline, and granular structures of starch during extrusion. Starch-Starke.
2014;66:595-605

Vega GA, Lara AE, Lemus MR. Isotermas de adsorcion en harina de maiz (Zea mays L.).
Food Science and Tecnhology (Campinas). 2006;26(4):821-827

Czepirski L, Komorowska-Czepirska E, Szymonska J. Fitting of different models for water
vapour sorption on potato starch granules. Applied Surface Science. 2002;196:150-153

Staudt PB, Kechinski CP, Tessaro IC, Marczak LDF, Soares R, Cardozo NSM. A new
method for predicting sorption isotherms at different temperatures using the BET
model. Journal of Food Engineering. 2013;114(1):139-145

Deepak P, Reena S. Synthesis and characterization of graft copolymers of methacrylic acid
onto gelatinized potato starch using chromic acid initiator in presence of air. Advanced
Materials Letters. 2012;3(2):136-142

Apopei DF, Dinu MV, Drédgan ES. Graft copolymerization of acrylonitrile onto potatoes
starch by ceric ion. Digest Journal of Nanomaterials and Biostructures. 2012;7(2):707-716

Martinez-Arellano AC, Rivera-Armenta JL, Mendoza-Martinez AM, Diaz-Zavala NP,
Sandoval-Robles J, Banda-Cruz E. Study of graft copolymerization of butyl acrylate on
starch using redox initiator system. Quimica Nova. 2014;37(3):426-430

Lu DR, Xiao CM, Xu §J. Starch-based completely biodegradable polymer materials.
Express Polymer Letters. 2009;3(6):366-375

Kugler S, Spychaj T, Wilpiszewska K, Goracy K, LendzionBielun Z. Starchgraft copoly-
mers of N-vinylformamide and acrylamide modified with montmorillonite manufac-
tured by reactive extrusion. Journal of Applied Polymer Science. 2013;127(4):2847-2854

Worzakowska M. Starch-g-poly(benzyl methacrylate) copolymers. Journal of Thermal
Analysis and Calorimetry. 2016;124:1309-1318

21






	Chapter 2
Chemical Modification of Starch with Synthetic

