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Abstract. People have been trying to find natural products that can replace rubber due to the land occupied by rubber planting
and the environmental pollution caused by waste rubber. Herein, the linear poly-cardanol (LPCA) is obtained by undergoing
a Friedel-Crafts alkylation reaction at 100 °C for 2 h at the catalyst of 5% of p-toluene sulfonate. The Mw of LPCA is about
4·104, and its polymeric degree is about 133. The weakening of 3009, 1263, and 1154 cm–1 in IR spectrum, the blue shift of
UV absorption, the new chemical shifts of protons in 1H-NMR spectrum all certify the formation of LPCA. LPCA has
obvious characteristics of elastomer. Its glass transition temperature (Tg) is –20.7 °C on the DSC curve. During the cocrosslinking of LPCA and liquid polyisoprene rubber (LIR), LPCA induces the crystallization of long LIR chain segments,
which is confirmed by the transition peaks of the DSC curve in 40 °C. This partial crystal structure is beneficial for LPCA/LIR
blends to possess high strength. The tensile strength and the elongation at break of LPCA/LIR blend with 20% of LIR are
about 2.04 MPa and 92%, respectively. LPCA possesses flexible alkyl chains and hydrophilic phenolic hydroxyl groups, so
it can be used as a plasticizer just like LIR and compatibilizer at the same time. This study affords a possible way for renewable cardanol to replace rubber partially or completely.
Keywords: polymer blends and alloys, cardanol, Friedel-Crafts reaction, rubber, crystallization

1. Introduction

and economic development [15]. It is difficult for
these waste rubber with covalent crosslinking threedimensional network structures to be degraded. According to reports [16], about 1 billion tires and
many sealing caps are abandoned every year, and
nearly half of them are buried and incinerated [17].
Both landfill and incineration result in environmental pollution, ecological harm, the scarcity of rubber
resources, and many lands occupied. Therefore, renewable elastomer that can replace or partially replace rubber is urgent.
Cardanol (CA), a vegetable oil refined from waste
cashew nutshell, is a green, environmentally friendly,
and renewable industrial raw material (Figure 1). It is
a phenolic compound with a certain polarity and unbranched saturated carbon chains or olefins composed

Wheels change the world. The rapid development of
society and economy can be inextricably linked to the
contribution of the rubber industry [1, 2], which is
widely used in industry [3], agriculture [4], medical,
and health applications [5, 6]. Rubber is derived from
rubber trees and petroleum-based synthetic materials
mainly. The large-scale planting of rubber trees leads
to the irreversible destruction of tropical rain forests
and the consequent ecological and environmental
problems [7]. The increasing consumption of petroleum-based resources [8] exacerbates the energy crisis. In addition, a large number of wastes from the
rubber industry, as discarded tires [9–11], sealing
caps [12, 13], soles [14], etc., brought great challenges to environmental protection, human health,
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and plasticity number. The optimum curing time of
PCP-g-XSBR decreased by 8, 8, and 37 s, respectively, compared with XSBR. In addition, the vulcanized
PCP-g-XSBR has good thermal stability. Samantarai
et al. [30] studied the grafting of cardanol onto carboxylated acrylonitrile-butadiene rubber (XNBR) by
emulsion polymerization. Compared with XNBR,
XNBR grafted by cardanol showed lower Tg, Mooney
viscosity, plasticity number (higher plasticity) and
damping value, higher thermal stability, curing rate,
and plasticity retention index. Samantarai et al. [30]
also studied the grafting of CA and PCP with acrylonitrile butadiene rubber (NBR), respectively. Both
CA-g-NB [31] and PCP-g-NBR [32] showed lower
glass transition temperature, enhanced plasticization
compared to NBR. These offer better processability
and technical properties. Mohapatra et al. investigated the chemical grafting of cardanol with natural
rubber at the latex stage (CGNR) [33]. The higher
molecular weight and lower meniscus viscosity of
CGNR compared to NR indicated its plasticizing effect [34]. Further studies showed that the phenolic
hydroxyl groups of cardanol interact with siloxanes
and silane functional groups, which enhances the interaction between rubber and filler, and exhibits very
good compatibilization [35]. Zhang et al. [36] obtained chloroprene rubber (CR) covalently bonded
with cardanol by click chemistry, which overcame
the migration of plasticizers and improved the processing performance of rubber.
The low grafting rate hinders cardanol from being
used in the rubber industry in quantity. It is a feasible
method for rubber to co-crosslink with preploymerized cardanol to heighten the usage of cardanol in
the rubber industrial (Figure 2). Herein, the linear
polymerized cardanol (LPCA) was synthesized by

Figure 1. Origination and chemical structure of cardanol.

of 15 carbons in the meta-position. Among them,
saturated carbon chain, monoene, diene, and triene
account for 3, 34, 22, and 41%, respectively [18].
This provides the possibility for its addition reaction,
esterification, nitration, etc. Cardanol with abundant
sources, low price, and excellent performance attracts the attention of researchers. There are many
modified products, such as cardanol phenolic resin,
cardanol-based epoxy resin, cardanol-based surfactants, polyepoxy-cardanol glycidyl ether, and so on,
which are widely used in toughening [19–21], flame
retardant [22], coating [23], adhesive [24, 25], curing
agents [26] and many other industrial fields. This attracts researchers’ attention to study cardanol potential applications in the rubber industry [27].
Dhanania et al. [28] grafted phosphorylated cardanol
prepolymer (PCP) onto guayule natural rubber
(GNR) by solution polymerization. The maximum
grafting rate and the grafting efficiency were 6.1 and
84.7%, respectively. Compared with GNR, the Tg of
PCP-g-GNR is slightly lower due to the introduction
of PCP. Prabhavale et al. [29] grafted PCP onto the
main chain of carboxylated styrene-butadiene rubber
(XSBR) by the melt grafting method. Then PCP-gXSBR is mixed with silica particles. The filler is well
dispersed in PCP-g-XSBR, so the product showed
excellent mechanical properties as Mooney viscosity

Figure 2. Schematic diagram of co-crosslinking between LPCA and LIR.
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After cooled to room temperature, the LPCA/LIR
blends were prepared.

the Friedel-Crafts alkylation reaction CA in the absence of solvent. It is easier for LPCA with lengthened hydrophobic carbon chains to crosslink with
LIR than CA because of their increased compatibility. The molecular structure and polymerized mechanism of the obtained LPCA were characterized by
viscosity, gel permeation chromatography (GPC),
Fourier transform infrared (FTIR) analysis, nuclear
magnetic resonance (NMR), and ultraviolet spectroscopy (UV). Then the mechanical properties and the
thermal stability of LPCA/LIR blends were discussed.
LPCA originated from renewable cardanol in solvent-free conditions is a green product. It is a potential material to replace rubber partially or all.

2.4. Testing and instruments
2.4.1. Ultraviolet spectrum
The ultraviolet spectra of cardanol and LPCA were
recorded in an ultraviolet spectrophotometer (TU1901, Beijing Pullout General Instrument Co. Ltd.,
China) at the wavelength range of 200–325 nm, at
the scanning frequency of 0.5 nm/s and ethanol used
as the solvent.

2.4.2. Infrared spectrum
Fourier transform infrared spectrometer (Nicolet
5700, Thermo, USA) was used to obtain the IR spectra
of CA and LPCA by ATR method at a resolution of
2 cm–1 and a scanning range of 600~4000 cm–1.

2. Experimental
2.1. Materials

Cardanol was purchased from Fujian Jianyang Xinhua Chemical Co. Ltd. Liquid polyisoprene rubber
(molecular weight 30 000) was purchased from Shenzhen Masini Elastomer Co., Ltd. Petroleum ether, anhydrous ethanol, p-toluene sulfonate monohydrate,
Di-t-butyl peroxide (DTBP), isocyanuric acid triallyl
ester (TAIC), Tetrahydrofuran (THF), dimethylbenzene, deuterated chloroform were purchased from
Sinopharma Chemical Reagents Co. Ltd.

2.4.3. Viscosity measurement
The viscosity of LPCA was measured in a rotary
rheometer (3-NDJ-8S, Shanghai Yueping, China)
at the temperature of 70 °C and the result was read
in 30 s.

2.4.4. Molecular weight and its distribution
Gel permeation chromatography (WATERS 1515,
USA) was selected to decide the molecular weight
and the distribution of LPCA. The flow rate of tetrahydrofuran was 1.0 ml/min, and the injection volume was 100 ul.

2.2. Preparation of linear polymerized
cardanol (LPCA)
3, 5, 7, and 9% of p-toluene sulfonate as protic acid
was added into a reactor contained 300 g of cardanol.
The reactor was stirred at different temperatures of
70, 80, 90, and 100 at 300 r/min for a certain period.
Then the stirring is stopped, and the reactor was
maintained in an oil pot for 2 h to obtain LPCA with
high molecular weight.

2.4.5. 1H-NMR measurement
1
H-NMR spectra of cardanol and LPCA were determined by AVANCE II 400 NMR spectrometer (Bruker, Switzerland) at room temperature and CDCl3 as
solvent.

2.3. Preparation of LPCA/LIR blends
A certain ratio of LPCA, LIR, vulcanizing agent, and
its co-agent (Table 1) was added into a reactor and
mixed at 70 °C for 3 hours. Then, the mixture was
poured into a preheated mold and cured at the temperature of 120 and 140 °C for 2 hours, respectively.
Table 1. Formulation of LPCA/LIR blends.
Sample

LPCA

LIR

DTBP

TAIC

10:0

100
0

0.2

0.2

9:1

90

10

0.2

0.2

8:2

80

20

0.2

0.2

2.4.6. SEM measurement
The cross-section of LPCA/LIR blends was observed by cold-field scanning electron microscopy
(SEM, JEOL-7500LV, JEOL Ltd., Japan) after the
samples were vacuum-sputtered with gold at an accelerating voltage of 5 kV and a current of 20 μA.

2.4.7. Tensile test
The mechanical properties of blends were analyzed by
universal testing machine (LLOYD LR5Kplus, UK)
according to GB/T 1040.1 test standards. The tensile rate is 50 mm/min, and 7 samples of each group
are measured. The outlier values were abandoned

7:3

70

30

0.2

0.2

77

W. Qian et al. – Express Polymer Letters Vol.16, No.1 (2022) 75–84

according to the Grubbs method. Then the average
value and the average deviation were obtained.

to the increase of the concentration of free radicals.
The effect of reactive temperature on gelation time
is similar to the catalyst dosage because high temperature affords more energy for the activation of a
catalyst than low temperature. It is necessary for the
gelation of cardanol to use 9% catalyst at 70 °C. Otherwise, it is impossible to obtain gelation Bingham
fluid. In this paper, the polymerization is carried out
at a temperature of 100 °C in the presence of 5% of
p-toluene sulfonic acid monohydrate. Figure 4b
shows the molecular weight and the distribution of
LPCA after cardanol polymerized for two hours. The
molecular weight (Mw) of LPCA is 4·104, and its dispersity is broad because cardanol is a mixture containing saturated carbon chain, monoene, diene, and
triene. The molecular weight of cardanol is 300. The
degree of polymerization of cardanol is about 133.
The increase of molecular chains increases viscosity.
Figure 4c shows the viscosity of LPCA increases
with the polymeric time prolonged monotonously till
reacted for 6h when the value exceeds the measurement limit. It is inevitable for LPCA to crosslink into
a three-dimensional network at excessive viscosity
because diffusion becomes very difficult. From
Figure 4d and Figure 4e, it can be found that LPCA
polymerized for 2 h can be dissolved in petroleum
ether and xylene and that for 6 h can’t. In order to
control the polymeric degree of cardanol, 2 h is selected as reactive time. It is key for the followed cocrosslinking to control polymeric time for good compatibility and adequate unsaturated bonds.
Figure 5a shows the IR spectra of cardanol and
LPCA. As can be seen from the spectrum of cardanol, the peak at 3342 cm–1 corresponded to the
phenolic hydroxyl group, the characteristic stretching vibration of C–H due to the double bonds of the
alkyl chain at 3009 cm–1. The peaks at 2926 and
2854 cm–1 are due to the asymmetric stretching vibration of methylene and methyl groups in the long
aliphatic chain, respectively. The peaks at 1589,
1488, and 1456 cm–1 represent the stretching vibration of the benzene ring. 1263, 1154 cm–1 are attributed to the symmetric and asymmetric stretching of
C=C, respectively. The peaks of 693 cm–1 represent
the C–H trans-bending vibration of the olefin. Compared with cardanol, the hydroxyl peak of LPCA decreases significantly, which is caused by the oxidation of phenolic hydroxyl groups. The weakening of
3009, 1263, and 1154 cm–1 just means that double
bonds of the side chain react with the ortho or para

2.4.8. DSC measurement
The thermal properties of the blends were investigated by differential scanning calorimetry (DSC3,
Mettler, Switzerland) at a heating rate of 5 °C/min
from –80 to 80 °C.
2.4.9. DMA measurement
Dynamic mechanical analysis (DMA, Mettler-Toledo
DMA1, Swiss) was carried out at a heating rate of
5 °C/min from –80 to 80 °C and a frequency of 1 Hz.

3. Results and discussion
3.1. Origination and structure of LPCA

97% of cardanol possesses one or more double bonds,
so it is possible for cardanol to react between double
bonds of the long side chain and the active hydrogen
of the benzene ring in the presence of protic acid. That
is to say; there is a Friedel-Crafts alkylation reaction
between the ortho or para position of phenol groups
and the double bonds of the other cardanol molecule.
The specific process is shown in Figure 3. The double
bond on the unsaturated side chain of cardanol is electrophilically added by H+ of protic acid, resulting in
the formation of a carbocation. The carbocation attaches the ortho or para position of cardanol phenol
groups, thus generating dimer. The process is repeated, and macromolecular LPCA is formed.
It is obvious that the molecular chains increase with
the reactive time prolonged. As a result, a gel status
Bingham fluid generates. Figure 4a shows the effects
of catalyst dosage and reactive temperature on the
formation time of Bingham fluid. For the same temperature, the gelation time decreases with the increase of the amount of catalyst, which is attributed

Figure 3. Diagram of the polymeric mechanism of LPCA.
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Figure 4. (a) Effects of catalyst dosage and reactive temperature on the formation time of Bingham fluid; (b) GPC spectrum
of LPCA when CA polymerized in 100 °C for 2 h in the presence of 5% catalyst; (c) Viscosity vs. polymeric time;
LPCA obtained by polymerization for 2 h (left) and 6 h (right) dissolved in (d) petroleum ether and (e) xylene.

side chain and the benzene ring increases substitution degree. As a result, the electron fluidity of the
unsaturated bonds and the aromatic rings increases.
Electronic migration between energy levels becomes
difficult because of the increased binding capacity
of the nucleus.
Figure 5c and Figure 5d are the 1H-NMR spectra of
cardanol and LPCA. The chemical shifts of protons
a (Ph-CH(CH=CHCH3)–), b (–CH2–C=C-trans),
and c (=CH–CH3) are observed in LPCA, but not in
cardanol. The results of 1H-NMR analysis further
confirm that LPCA originates from the polymerization among different CA molecules accompanied by
the increase of the benzene ring substitution degree.
These results are consistent with FTIR and UV,
which all indicate that the unsaturated side chain
and ortho or para position of phenolic groups in CA
react one by one in the presence of p-toluene sulfonic acid.

position of the phenolic group among different cardanol molecules during Friedel-Crafts alkylation.
Cardanol is a derivative of phenol with long side
chains with different saturation. It can generate
n→π* and π→π* electronic transitions and form absorption bands in the UV spectrum. Figure 5b is the
UV spectra of Cardanol and LPCA in anhydrous
ethanol. As can be seen from Figure 5b, cardanol has
a strong absorption peak at 220 nm, which is the
E absorption band of the benzene ring and double
bonds. Besides, the B absorption band of the benzene ring appears at 274 nm. However, the E absorption band of LPCA blue shifts by about 6nm. At the
same time, the fine structure of B absorption disappears completely. That’s because the increase in benzene ring substitution degree increases the electron
fluidity between the unsaturated side chain and the
aromatic ring. This reason is that the Friedel-Crafts
alkylation between double bonds of the unsaturated
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Figure 5. (a) IR (b) UV spectra of CA and LPCA; 1H-NMR spectra of CA (c) and LPCA (d).

3.2. Characteristics of LPCA/LIR blends
Figure 6 is the cross-section SEM images of LPCA/
LIR blends after being heat cured. It can be seen
from Figure 6a shows that there are lots of crazes in
the direction perpendicular to the striped crack.
Meanwhile, these striped cracks are long and deep,
accompanied by branching. These factors are beneficial for LPCA to dissipate a lot of energy. When
10% of LIR is added into LPCA, the LPCA/LIR
blends show a typical island-in-sea structure
(Figure 6b). The dispersed phase size is about
10 nm. The interfacial adhesion of dispersed LIR
phase and LPCA matrix is good, and part of LIR is
broken in two. There are many little and shallow
dimples, which are distributed at random. With LIR
increased to 20%, the LIR dispersion size changes
greatly, and the broken LIR can also be clearly observed. Moreover, the larger and deeper dimples than
that of 10% LIR extend to one direction (Figure 6c).
Once the usage of LIR increased to 30%, the interfacial adhesion does decrease obviously. There is no

fractured LIR phase and some LIR phases adjoined
with each other on the cross-section. That is to say,
the dispersed phase agglomerates (Figure 6d).
The glass transition temperature (Tg) of LPCA/LIR
blends is shown in Figure 7. Results show that there
is only one transition step at –20.7 °C for LPCA. The
low Tg means that LPCA is suitable for elastomer
and even replaces rubber. With the addition of LIR,
the Tg of LPCA/LIR blends rises first and then lowers. When 10% of LIR is used, LPCA is crosslinked
with LIR. The increased crosslinking degree prevents the movement of LPCA chains, so the Tg of
LCPA/LIR blends increases. Then, the increased LIR
usage forms the LIR microphase. The Tg of LPCA/
LIR blends is decided by the Tg of the two phases
and their compatibility. The Tg of LIR is –63 °C [37].
The Tg of LPCA/LIR blends should be between –63
and –20.7 °C, so it decreases to –32.1 and –31.4 °C,
respectively, when LIR is 20 and 30%. What is more
noteworthy is the new transition stage of LPCA/LIR
blends at about 36 °C caused by the crystallization
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Figure 6. SEM images of LPCA/LIR: (a) 10:0 (b) 9:1 (c) 8: 2 (d) 7: 3.

of the long LIR chain segment induced by LPCA
[38]. Under the same vulcanizing condition, pure
LIR can’t be cured completely, so the crystallization
of LIR is at the action of LPCA as described in the
literature [38]. This crystallization transition is more
and more obvious with the increase of LIR.
Figure 8 shows the function of loss coefficient (tan δ)
and dynamic storage modulus (E′) of LPCA/LIR
blends over the temperature range. It can be seen in
Figure 8a shows that the dynamic storage modulus
of all samples is above 109 Pa below Tg. When
LPCA/LIR is 9:1, the dynamic storage modulus is
slightly higher than that of LPCA between Tg and Tc.
This is attributed to the double effects of the rigidity

Figure 7. DSC curves of LPCA/LIR blends.
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Figure 8. Effect of dynamic storage modulus (E′) (a) and loss factor (tan δ) (b) as a function of temperature.

of the benzene ring and the crystallization of the long
LIR chain segment induced by LPCA. With the ratio
change of LPCA and LIR, these two effects go up
and down. The changing trend of tan δ is consistent
with that of DSC results. Similarly, the reason is the
combined effects of the co-crosslinking between
LPCA and LIR, the rigidity of LPCA, and the crystallization of LIR. When LPCA/LIR is 8:2, the loss
factor increases dramatically. At the same time, the
melting peak of the crystal decreases. The increased
amorphous phase and the increased crosslinking degree result in that LPCA/LIR blends show increased
viscosity. The damping coefficient of LPCA/LIR
(7:3) decreases significantly due to the reduction of
the amorphous phase. In other words, the agglomeration of LIR at this time increased its crystallinity.
Figure 9 shows the tensile strength and elongation
at break with different LIR content, and the data are
summarized in Table 2. Obviously, the tensile strength

Table 2. Mechanical data of LPCA/LIR blends.
LPCA:LIR
10:0
9:1

8:2

7:3

Stress
[MPa]

Elongation at break
[%]

1.00±0.10

95±6

0.54±0.05

2.04±0.28

2.64±0.33

100±7

92±13

63±10

of LPCA/LIR blends increases with the increase of
LIR content because of its crystallization. It can be
seen that the elongation at break decreases with the
rise of LIR content. The elongation at break decreases slightly when the LIR content is limited to 20%
and decreases significantly when the content of LIR
is further added because of poor interfacial adhesion.
The excessive LIR hinders the alkyl chains entanglement of LPCA.

4. Conclusions

The linear poly-cardanol (LPCA) was obtained by
Friedel-Crafts alkylation reaction at 100 °C for 2 h
at the catalyst of 5% of p-toluene sulfonate. The Mw
of LPCA is about 4·104, and its degree of polymerization is about 133. The weakening of 3009, 1263,
and 1154 cm–1 in the IR spectrum, the blue shift of
the UV absorption, the new chemical shifts of protons in 1H-NMR spectrum all certified the formation
of LPCA. LPCA has obvious characteristics of elastomer. Its Tg is –20.7 °C in the DSC curve. During the
co-crosslinking of LPCA and LIR, LPCA induces
the crystallization of the long LIR chain segment,
which is confirmed by the transition peaks of the
DSC curve at 40 °C. This partial crystal structure is
beneficial for LPCA/LIR blends to possess high

Figure 9. Diagrams of tensile strength and elongation at
breaking of LPCA/LIR blends.
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strength. The tensile strength and elongation at break
of LPCA/LIR blends containing 20% LIR were
about 2.04 MPa and 92%, respectively. LPCA possesses flexible alkyl chains and hydrophilic phenolic
hydroxyl groups, so it can be used as a plasticizer
just like LIR and compatibilizer at the same time.
This study affords a possible way for renewable cardanol to replace rubber partially or all.
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