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Effect of mixing phenol/rice husk to the ability form phenolic resin
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ABSTRACT

Rice is an essential plant that brings high economic value to Viet Nam. In addition to the main prod-
uct, rice agriculture produces a significant amount of by-products each year. This waste is known
as rice husk. The amount of rice husks discharged each year is estimated to be over 9 million tons.
They are usually processed by burning. Another amount is released into the environment. These
treatments are potentially harmful to the environment and bring low economic efficiency. There-
fore, many ways of treatment were suggested and considered. In this study, rice husk was used to
synthesize phenolic resin. The rice husk was ground to powder less than 500um. The husk pow-
der, phenol, and sulfuric acid were mixed with different ratios. The mixtures were heated to 150°C
and soaked for 180 minutes. The efficiency of the reaction was evaluated through the remaining
amount of rice husk. The C!3 Nuclear Magnetic Resonance Spectroscopy (C'3 - NMR) and Fourier
Transform Infrared Spectroscopy (FTIR) were used to determine the structure and functional groups
of the resin. A number average molecular weight (M,,) and a weight average molecular weight (M,,)
were defined by using Gel Permeation Chromatography (GPC). The results show that phenolic resin
was synthesized successfully from rice husk. The optimal ratio between phenol and rice husk pow-
der is 2:1 with a 5% sulfuric acid additive. The efficiency of the reaction is determined at 90.34%.
The results of structure prediction by FTIR and C!3 - NMR show that the molecular formula of the
formed resin is (CH, - CgHg - OH),. It has the weight average molecular weight value of 11709 and
the number average molecular weight of 7782. The synthesized phenolic resin can be applied as a
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binder or as one kind of heat-resistant plastic.

Key words: phenolic resin, liquefied wood, rice husk

INTRODUCTION

Phenolic resin is known as an important plastic that
is widely produced and applied. Almost indus-
trial phenolic resins are synthesized from phenol and
formaldehyde. The synthesized resin can be catego-
rized into two resins: thermoset and thermoplastic,
depending on the additives used. With a base catalyst,
M. Asim et al. has shown that the formed product is a
thermoset resin after the reaction’. In contrast, with
an acid catalyst, R. Zhou et al. produced a thermo-
plastic product?. Phenolic resin can maintain a stable
structure despite being at high temperatures. There-
fore, phenolic resin is currently consumed in large
quantities and commonly used in several fields, such
as heat-resistant materials, friction-resistant materi-
als, adhesives, and the molding industry.

Due to the importance of phenolic resins, many re-
search studies have been suggested to optimize the
process and the efficiency of the phenolic resin pro-
duction process®. On the other hand, finding alter-
native sources of raw materials for the production
process of this plastic is suggested. And liquefied

wood is one of the methods considered to be used.
This method uses biomass materials to make phenolic
resins *. Therefore, liquefied wood can also be applied
to treat agricultural waste°.

Many groups of authors have published their stud-
ies about synthesizing phenolic resins from different
agricultural waste sources. H.M. Alma et al. pre-
pared phenolic resins from pine and chestnut bark by
mixing them with phenol and sulfuric acid and re-
acting at 130°C for 1 hour®. A. Ahmadzadeh et al.
dissolved oil palm fruit with phenol at 105°C for 8
hours to produce phenolic resin’. S. H. Lee et al.
also synthesized phenolic resin at 200°C in a pressure

environment above latm from corn bran®.

More-
over, phenolic resin has also been synthesized from
other agricultural wastes such as waste paper’, field

10, cashew shell waste 11, etc. Following all

corn plants
the above studies, it can be seen that Vietnam is one
of the agricultural-producing countries; the liquefied
wood method can effectively treat agricultural waste
and valorize economic value for the farming industry.
This study used rice husks, a by-product of rice pro-

duction, to make phenolic resins by plasticized plant-
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based biomass method. In Vietnam, rice agriculture is
one of the most important production industries, and
every year this production field also generates a con-
siderable amount of rice husk. It is known as rice husk
and is considered a waste in this business. Many ways
of treatment were suggested and considered. Rice
husk is frequently treated by burning, which pollutes
the environment and has low economic value. There-
fore, synthesizing phenolic resin from rice husk can
be an effective way to treat waste husk as well as im-
prove the monetary value of the rice production.

EXPERIMENTAL METHODS

Raw materials

RH was taken from Long An Province. The chemi-
cal composition of RH was determined by XRF and
IRMS methods. Table 1 shows the chemical composi-
tion. RH was washed and milled to a size of less than
500 pum. Phenol (1.07 g/cm3) and 98% ulfuric acid
(1.84 g/cm3) were also used to make wood liquefac-
tion from RH. The chemical composition of RH was
determined by X-Ray Fluorescence (XRF) and Iso-
tope Ratio Mass Spectrometry (IRMS). Table 1 shows
the chemical composition of RH.

RH, phenol, and sulfuric acid were mixed in different
ratios and reacted at 150°C in the electrical furnace,
soaked at 180 minutes to make phenolic resin. Differ-
ent ratios of the raw materials are shown in Table 2.

Methods

The optimized ratio was determined by analyzing
properties such as the efficiency of the synthesized
process through the remaining quantity of husk after
reaction; FTIR was used to define the presence of or-
ganic and inorganic compounds in the synthesized;
The Number Average Molecular weight (Mn) and the
weight average molecular weight (Mw) by GPC anal-
ysis.

The efficiency of the resin-synthesized reac-
tion:

The efficiency of the reaction is defined through the
remaining husks, and the experimental procedure
has two steps. Firstly, determine the amount of
RH remaining in the sample by dissolving synthe-
sized resins in ethanol (Only resins were dissolved in
ethanol, whereas RH remained unreacted). The mix-
ing ratio was 2 grams of resin/40 ml of ethanol. The
mixture was stirred for 30 mins. The insoluble mix-
tures were filtered and washed carefully then the per-
centage of the non-reacted RH was defined by the for-
mula (1). In step two, the efficiency was determined

by the formula (2). The result was the average of three

measurements.
%RH = —™ 100% )
Mpyr
%H = 100% — %RH (2)
Where,

m,;, — the amount of RH remaining in the sample
(gram),

myp, — the amount of phenolic resin (gram),

RH(%) -the percentage of RH remaining in the sam-
ple (%),

H - the efficiency (%).

T he functional groups and a molecular for-
mula of synthesized resins:

The functional groups which exist in the samples were
determined by the FTIR technique. The wavelength
range used in this study is from 500 to 4000 cm~!,
and the step is 0.9642.

13C-NMR was used to define the molecular formula
of synthesized wood liquefaction samples. The sol-
vent used in the experiment is Methanol (MeOD) (100
-150mg of each synthesized resin will be dissolved in
0.6ml solvent)

The Number Average Molecular weight (M,)
and the weight average molecular weight
m,):

The Number Average Molecular weight (M,;) and the
weight average molecular weight (M,,) were deter-
mined by Gel Permeation Chromatography. The sol-
uble used solvent is Dimethyl - Formamide (DMF).
The wood liquefaction samples were dissolved in
DMF solvent at 0,10 mg/ml. The dosage for each
pump is 50ul.

THE RESULTS AND DISCUSSIONS

Figure 1 shows wood liquefaction samples after being
synthesized from different ratios of raw ingredients.
At first sight, the PN1 sample had a solid form with-
out the typical gloss of regular plastic. The sample was
porous, and the structure seemed like separate par-
ticles and heterogeneous. Sample PN1.5 was still in
solid form, not glossy and porous. Sample PN2 had
a solid form. However, unlike the two past samples,
the PN2 sample was in a block shape and had the typ-
ical gloss-like plastic products. Sample PN2.5 was a
flexible block with a standard gloss that seemed plas-
tic. Sample PN3 seemed liquid and glossy. According
to the above assessment, it is possible to predict that
the ratios fitted with samples PN2, PN2.5, and PN3
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Table 1: Chemical composition (% wt.) of RH '2

Sample C N H Si Fe Ca Na K Al Mn Others
Rice 4591 3.12 6.12 8.38 0.38 0.19 0.09 0.18 0.09 0.11 0.01 0.02 354
husk
Table 2: Different ratios (%wt.) of the ingredients
Sample Ratio (%wt.) Temperature Soaking time
Phenol RH Sulfuric acid* (0C) (mins)
PN1 1 1 5% 150 180
PN1.5 1.5 1 150 180
PN2 2 1 150 180
PN2.5 2.5 1 150 180
PN3 3 1 150 180

* According to the amount of phenol used

Figure 1: Synthesized phenolic resins from PN samples

for better plastic-forming ability than the remaining
samples.

To more precisely determine the ability to synthesize
resins of sample mixtures, the reaction efficiency was
calculated by dissolving the resin with ethanol solu-
tion. Figure 2 are the results of calculating the effi-
ciency from formulas (1) and (2).

As shown in Figure 2, the resin-forming ability in-
creases with the amount of phenol. The reaction ef-
ficiency increased sharply when the phenol/RH ra-
tios rose from 1/1 to 2/1. When the amount of phe-

nol increased, the efficiency increased from 67.22% to
90.34%. However, if we keep increasing the phenol
content in the mixture (with samples PN2.5 and PN3),
the reaction efficiency does not change significantly
(91.33% with sample PN2.5 and 94.08% with sample
PN3). Compared with the observed shape of the syn-
thesized, the PN2.5 and PN3 samples also have a plas-
tic and liquid state. This case has also been mentioned
in previous studies. When the amount of phenol is
excessively used, the non-reacted phenol will reduce
the phenolic resin’s viscosity '*. The error bar of each
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Figure 2: Reaction efficiency changed depending on different samples

sample in Figure 2 also shows that the less amount of
phenol used, the higher the uncertainty of the formula
is. The change in the error bar can be explained that
when the amount of phenol is low, it is not dispersed
evenly in the RH solid phase, leading to an unsta-
ble resin reaction. Therefore, the results of determin-
ing the reaction efficiency at different times will vary
greatly. From figures of actual samples and efficiency
of reaction, it is shown that the composition ratio of
sample PN2 is the optimal composition to create phe-
nolic resin from RH under experimental conditions.
Moreover, if we keep increasing the amount of phe-
nol used, it not only cost much but also not improve
the efficiency considerably. On the other hand, in-
creasing the phenol used will result in a large amount
of residual phenol in the product. Therefore, sample
PN2 will be selected for structural analysis through
FTIR, NMR and GPC methods.

The PN2 resin sample was analyzed by Gel perme-
ation chromatography (GPC) to determine the num-
ber average molecular weight (M,,) and the weight av-
erage molecular weight (M,,). The results of the GPC
analysis are shown in Table 3. Table 3 illustrates the
M,, and M,, values of the PN2 sample. GPC analysis
results show that the sample has two distinct regions.
Region 1 has the number average molecular weight

of 7782 and the weight average molecular weight of
11709. Region 2 has the number average molecu-
lar weight of 1334 and the weight average molecular
weight of 1660. The values indicate that region 1 has
a high molecular mass, which is typical in polymer
formation. In contrast, the molecular mass defined
in region 2 is smaller, representing oligomers’ forma-
tion *. The GPC results again demonstrated that phe-
nolic resin was formed from RH through the wood
liquefaction method.

The result of the FTIR analysis is shown in Figure 3.
Table 4 illustrates the functional groups present in
samples depending on wave number positions. Ac-
cording to the FTIR analysis result, the structure of
the phenolic resin corresponding to the sample PN2
appears to have functional groups such as OH (3321,
1230, 1170 cm~!), CHn (3050, 2940 cm~!), C-O
(1700 cm™1), C=C (1600 cm™1), C-C (1510 cm™ 1),
CH, (1450 cm~ 1), CH (1350, 1100, 1020, 814, 753,
692 cm™!). These above functional groups are com-
monly found in the structure of phenolic resins. NMR
spectroscopy was used to determine the molecular
formula of the synthesized phenolic resin from PN2
compositions.

Figure 4 shows the result of the '3C NMR analysis of
the result PN2 resin. The results of the NMR anal-
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Table 3: GPC analysis result

Sample Region M, M,,
PN2 1 7782 11709
2 1334 1660
100

~
o

Transmittance (%)
(=)
o

50

40 M 1 N 1 " 1 " 1 M 1 M 1 M
4000 3500 3000 2500 2000 1500 1000 500

Wavenumber (cm™)

Figure 3: FTIR analysis result of PN2 sample

Table 4: Functional Groups' Vibration

Function Groups Wavenumber (cm™!) Reference
Vibrate of OH group of phenolic and methylol 3321 B
Vibrate of CHn group 3050, 2940 &
Vibrate of C=0 group 1700 Y
Vibrate of C=C group 1600 L2
Vibrate of C-C in aromatic ring 1510 19
Vibrate of -CH, group 1450 20
Vibrate of -CH group 1350 L
Vibrate of OH group 1230, 1170 el
Vibrate of C-H group inside the aromatic ring 1100, 1020 B
Vibrate of C-H group of benzene 814 20
Vibrate of C-H group outside the aromatic plane 753, 692 kS
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Figure 4: The 13C-NMR analysis results

ysis showed that the characteristic peaks for carbon
appeared at different positions of the benzene ring.
Specifically, the C, of the ring is directly attached to
the OH radical (158.34ppm), the C, is adjacent to
the C, position at a fixed peak (130.37 ppm), the Cp,
was defined at the peak corresponding to 120.48 ppm
peak, the C, is at the para position (115.95 ppm), and
Cy islinked to CH (110.35 ppm), C ¢ of CH; attached
to the ring at the ortho position (49.51 ppm)?>!. With
the above determinations, it can be predicted that the
molecular formula of the synthesized phenolic resin
is (CH,-CgHy4-OH),,, as shown in Figure 4.

CONCLUSIONS

In this study, phenolic resin was successfully synthe-
sized from rice husk material through the wood lig-
uefaction method. By determining the synthesized
process’s efficiency, the phenol/rice husk ratio is 2/1,
and 5% acid used as an additive brings an optimal
composition to produce plastic at 150°C and then
soaked in 180 minutes. With the above ratio compo-
sition, the resin-forming reaction efficiency is 90.34%.
The resulting sample has a solid form and typical
gloss, as seen in almost resins. The results of GPC

analysis showed that a polymer structure was formed
with the weight average molecular weight value reach-

ing 11709 and the number average molecular weight

reaching 7782. Besides that, analysis of functional
groups and '3C - NMR result has also shown that the
synthesized resin formed as a phenolic resin with the
molecular formula (CH,-CgHy-OH),,.
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Anh huéng ciia ti 1é phenol/vé trau dén kha nang tao nhua
phenolic

Ong Diéu Hanh'?", Nguyén Cam Thuy'-2, Nguyén Hoang Thién Khoi'2, Lé Huynh Tuyét Anh'?2,
Kiéu D6 Trung Kién'2"

TOM TAT

La gao la loai ndbng sdn mang lai gié tri kinh t€ cao cho Viét Nam. Bén canh san phdm chinh, nén
nong nghiép trong lta cling thai ra mot lugng I6n chat thai hang ndm. Chat thai nay la vo trau.
Lugng trdu thai mdi ndm udc tinh la hon chin tan. Ching thudng dugc x ly bang phuong phap
dét. Mot lugng khac thi dugc thai truc tiép ra moi trusng. Nhiing cach xtt Iy nay tiém an nguy hai
dén méi trudng va mang lai gia tri kinh té khéng cao. Trong nghién cliu nay, vé trau da dugc st
dung dé téng hgp nhua phenolic. V& trdu da dugc nghién véi kich thudc hat nhd hon 500 wm. Bét
vo trau, phenol va xdc tac axit sulphuric da dugc trén véi cac ti lé khac nhau. Cac hdn hap sau tréon
dugc gia nhiét & 150°C va luu nhiét trong 180 phut. Khd nang phan Uing tao nhua da dugc danh
gia thong qua xac dinh lugng trau con lai chua phan tng. Phuong phép cong hudng ti hat nhan
C13 (C13 -~ NMR) va phé bién déi hdng ngoai Fourier (FTIR) ciing da dugc st dung dé xac dinh cau
trdc va nhom chic clia nhua. S6 lugng phan t trung binh (M,,) va trong lugng phan td trung binh
(M,,) d& dugc xéc dinh bang phuong phép sdc ky tham thau gel (GPC). Két quéa chi ra rang da tng
hop dugc nhua phenolic tir vé trau vdi ti 1é phenol/trau la 2/1 va 5% xUc tac axit sulphuric. Hiéu
suat phan Ung tao nhua [ 90.34%. Két qua du dodn cau tric bng FTIR va C'3-NMR cho théy cu
trdc phan t ctia nhua hinh thanh la (CH, - CgH4 - OH),,. Nhua c6 trong lugng phan tif trung binh
la 11709 va s6 lugng phan tir trung binh la 7782. Nhuya phenolic dugc téng hop cé thé ting dung
nhu 1a chat két dinh hodc mot loai nhua chiu nhiét.

Tuwkhoa: nhua phenolic, nhua héa gé, vo trau
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