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Abstract: Modified halloysite nanotubes (HNTs-Cl) were synthesized by a coupling reaction with
(3-chloropropyl) trimethoxysilane (CPTMS). The incorporation of chloro-silane onto HNTs surface
creates HNTs-Cl, which has great chemical activity and is considered a good candidate as an active
site that reacts with other active molecules in order to create new materials with great applications in
chemical engineering and nanotechnology. The value of this work lies in the fact that improving the
degree of grafting of chloro-silane onto the HNT’s surface has been accomplished by incorporation
of HNTs with CPTMS under different experimental conditions. Many parameters, such as the
dispersing media, the molar ratio of HNTs/CPTMS/H2O, refluxing time, and the type of catalyst
were studied. The greatest degree of grafting was accomplished by using toluene as a medium for the
grafting process, with a molar ratio of HNTs/CPTMS/H2O of 1:1:3, and a refluxing time of 4 h. The
addition of 7.169 mmol of triethylamine (Et3N) and 25.97 mmol of ammonium hydroxide (NH4OH)
led to an increase in the degree of grafting of CPTMS onto the HNT’s surface.

Keywords: grafting; halloysite nanotubes; CPTMS

1. Introduction

Halloysite is a naturally occurring dioctahedral 1:1 clay mineral that belongs to the
kaolinite group. The unit layer of kaolinite is composed of one SiO4 tetrahedral layer and
one AlO2(OH)4 octahedral layer. The chemical formula of the unitary cell for halloysite
differs from kaolinite by its water content in the interlayer spaces [1,2]. It is composed
of hollow cylinders that are formed by multiple rolled layers [3]. Halloysite has four
types of surface: (i) an internal lumen surface, composed of hydrophilic aluminol (Al–OH)
groups; (ii) an external surface, composed of hydrophobic siloxane (Si–O–Si) groups; (iii)
an interlayer surface that is chemically the same as the internal lumen surface; and (iv) an
edge surface, terminated by (Al–OH) and (Si–OH) groups. On the outer surface of the tube,
the siloxane is located and a negative surface charge density is observed, while on the inner
surface of the tube, the (Al–OH) groups are responsible for the positive surface charge
density in a relatively high pH range. The net charge of halloysite nanotubes is negative [4].
The typical size of HNTs is: diameter less than 0.1 µm. while the lengths range from 0.5 to
1.2 µm depending on the deposit [5,6]. Compared to other tube-shaped materials such as
boron nitride, metal oxide, and carbon nanotubes, halloysite gains attention as an attractive
and appropriate material for nanotechnology applications because of its nature and its
availability [4,7–13]. Halloysite mineral surfaces can be altered using different methods, i.e.,
adsorption, grafting with organic compounds, and ion exchange using inorganic/ organic
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cations [14–18]. One of these methods that can be used to modify the halloysite nanotube
surface is the grafting of silane, improving HNTs’ clay dispersion in polymeric, fluidic
materials [18,19]. It is worth noting that halloysite nanotubes have garnered great interest as
polymeric fillers due to their reinforcing ability, but also due to the possibility of controlled
release of active ingredients for packaging applications and drug delivery [20–23]. The
silanization route is performed via the reaction of organosilane with the hydroxyl groups
of nanotubes to create the siloxane bonds.

In our previous work, the conditions for the grafting process were studied in detail.
In those papers, three types of silanes: (3-mercaptopropyl) trimethoxy silane, (3-glycidyl
oxypropyl) trimethoxy silane, and (3-aminopropyl) triethoxy silane were grafted onto the
HNT surface and the degree of grafting was 99.8, 93.3, and 22.4%, respectively [24,25].
The literature reports on other silica (SiO2)-based mesoporous materials and their surface
modification as a strategic aspect for the compatibilization with polymeric matrices [26–28].

The present work is focused on grafting of (3-chloropropyl) trimethoxy silane on the
halloysite nanotube surface using different experimental conditions that aim to achieve
the best degree of functionalization. This route of functionalization is of great benefit
to improve HNTs’ dispersion characteristics as filler, and interaction with hydrophobic
polymers. Successful organomodification strongly depends on the reaction conditions, i.e.,
solvent polarity, number of moles of silane, amount of water that can be inserted into the
reaction media, and catalyst.

2. Materials and Methods
2.1. The Materials

The halloysite nanotubes are a Sigma-Aldrich product (St. Louis, MO, USA). (3-
Chloropropyl) trimethoxy silane (CPTMS) is an Alfa Aesar product (Tianjin, China). Tri-
ethylamine (Et3N), tetra-ethoxy titanium (EtO)4Ti, and ammonium hydroxide (NH4OH)
were obtained from Alfa Aesar (China). All the solvents that were used in this work were
of analytical grade and were used as received.

2.2. Methods

The halloysite nanotubes were treated with (3-chloropropyl) trimethoxysilane (CPTMS)
in toluene, tetrahydrofuran (THF), ethanol, n-hexane, and 1,4 dioxane for 4 h under reflux
conditions. The effect of the catalyst (triethylamine, urea, tetra-ethoxy titanium, and am-
monia solution) on the proceeding of the reaction was evaluated, and moistening of the
reaction media was tested as mentioned in Table 1. The obtained material was washed
several times with acetone followed by ethanol and dried in an oven at 60 ◦C for 12 h. The
reaction scheme is provided in Figure 1.

Figure 1. The synthetic route that was used during the grafting of CPTMS onto the HNT surface.
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Table 1. The different parameters which were used for the grafting process and the results obtained from elemental analysis.

Molar Ratio
(HNTs/CPTMS/ H2O) Solvent Catalyst T/◦C Refluxing

Time (h)
Content, % Degree of

Grafting (%)C H

1:1:0 20 mL toluene 110 4 2.17 1.83 24.29
1:1.33:0 20 mL THF 66 4 1.20 1.63 11

1:1:3 20 mL toluene 110 4 3.26 2.22 36.5
1:1:0 20 mL ethanol 79 4 0.96 1.53 10.75

1:1.33:0 5 mL toluene 110 4 1.40 1.90 12.84
1:1:0 20 mL toluene 110 35 2.01 1.86 22.5
1:1:0 20 mL toluene 110 48 1.89 1.97 21.16
1:2:0 20 mL toluene 110 4 2.41 2.03 17.13
1:2:0 17 mL toluene 110 48 2.98 1.95 21.19
1:1:3 20 mL toluene 0.5 mL Et3N 110 7 4.31 2.85 48.26
1:1:3 20 mL toluene 0.2 g urea 110 4 6.63 2.97 27.77

1:1.33:0 20 mL n-hexane 1 mL Et3N 69 4 3.69 2.14 33.83
1:1.33:0 20 mL 1,4 dioxane 1 mL Et3N 100 4 2.655 2.175 24.34
1:1.33:0 20 mL n-hexane 69 4 1.67 1.96 15.320
1:1.33:0 20 mL 1,4 dioxane 100 4 1.56 1.86 14.3

1:1:3 20 mL toluene 0.5 mL Et3N 110 4 4.84 2.22 54.19
1:1:3 40 mL toluene 0.5 mL Et3N 110 4 4.55 2.13 50.95

1:1:3 20 mL toluene 0.5 mL Et3N + 0.5
mL NH4OH 110 4 7.26 2.55 81.35

1:1:0 20 mL toluene 3drops (EtO)4Ti 110 4 3.17 2.1 35.49

1:1:3 20 mL toluene 0.5 mL Et3N + 0.138
mL NH4OH 110 4 4.52 2.24 50.67

2.3. Characterization of HNTs-CPTMS

An elemental analyzer, Perkin Elmer PE 2400 (Perkin Elmer, Waltham, MA, USA),
was used to perform elemental analysis of carbon and hydrogen (EA) of the grafted HNT
samples which were altered by (3-chloropropyl) trimethoxy silane. The degree of grafting
(DG) of HNTs-CPTMS samples were obtained using Equation (1) [20,21]:

DG =
carbon (%) obtained f rom EA

carbon content (% )theoretically
(1)

and the carbon content (%) theoretically can be computed by using Equation (2):

carbon content (%)theoretically =
No. o f carbon atoms in CPTMS ∗ No. o f moles o f CPTMS ∗ 12

No.o f g o f HNTs + No. o f g o f CPTMS − No. o f g o f alcohol eliminated
(2)

The confirmation of the grafting of (3-chloropropyl) trimethoxy silane onto the hal-
loysite nanotube surface was done by characterization of the obtained material using
Fourier transform infrared (FT-IR) spectra. Compact FT-IR Spectrometer: ALPHA II (Man-
ufacturer Bruker Optics) was used for FT-IR measurements in the wavenumber range
(4500–500) cm−1 by considering 24 scans, and each scan was 30 s. Thermogravimetric
analysis (TGA) was done by a Mettler Toledo device (Columbus, OH, USA) for the un-
modified halloysite nanotubes and the greatest modified sample (HNTs-CPTMS). The
mass of the sample was measured against time during the temperature changes from 27 to
1000 ◦C with a heating rate of 30 ◦C min−1 under a nitrogen flow of 60 mL/min. Scanning
electron microscope (SEM) images were obtained by using a Carl Zeiss EVO LS 10 Device
(Manufacturer: Carl Zeiss NTS, Jena, Germany). It was used to study the morphology
of unmodified halloysite nanotubes and the greatest modified sample (HNTs-CPTMS).
Carbon tape was used to reduce charging effects. Minimal electron dose was used (3 kV)
and the sample distance was 5.1 mm.
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3. Results and Discussion

In principle, halloysite has four distinguished surfaces: (i) an internal lumen surface,
composed of hydrophilic aluminol (Al–OH) groups; (ii) an external surface, composed
of hydrophobic siloxane (Si–O–Si) groups; (iii) an interlayer surface that is chemically
the same as the internal lumen surface; and (iv) edge surfaces, terminated by Al–OH
and Si–OH groups. These Si–OH groups can condense with the surface hydroxyl groups
of inorganic materials by eliminating water molecules under proper conditions. In the
current work, the expected mechanism for the grafting is a two-step process: first, the
hydrolysis of methoxy groups of CPTMS to form intermediate species; second, the creation
of siloxane bonds as described in Figure 1. Similar mechanisms were reported for the
reaction of silanes with silica gel [29]. In the following, the effect of reaction conditions on
the modification efficacy are highlighted.

3.1. Effect of Solvent

Choosing the appropriate solvent is of great importance for the silanization of hal-
loysite nanotubes using (3-chloropropyl) trimethoxy silane due to the effect of solvent on
both the rate and thermodynamic route of the chemical modification process. The solvent
can act as a source of protons or act as a base. Moreover, the solvation of the reactant can be
also considered. In the present work, many solvents have been tested for the silanization
of halloysite nanotubes using (3-chloropropyl) trimethoxy silane, such as ethanol, toluene,
tetrahydrofuran, 1,4-dioxane, and n-hexane. The nature of these solvents affects the graft-
ing degree of CPTMS onto the HNT surface as mentioned in Table 1. The degree of grafting
of CPTMS onto HNTs using ethanol, toluene, tetrahydrofuran, 1,4-dioxane, and n-hexane
was 10.75, 24.29, 11, 14.3, and 15.32%, respectively. Relying on the data obtained from
elemental analysis, it was found that toluene is the most effective solvent for the grafting
of (3-chloropropyl) trimethoxy silane onto the HNT surface [18,30].

3.2. Effect of HNTs:CPTMS:H2O Molar Ratio

Even though an increasing concentration of reactants results in enhancing the chance
of collisions between the reactant molecules, hence speeding the rate of reaction, increasing
the number of moles of CPTMS results in decreasing the degree of grafting of CPTMS
onto the HNT surface. This observation has no clear explanation [31–34]. The molar ratio
HNTs/CPTMS/H2O has been varied: 1:1:0, 1:2:0, 1:1.33:0, and 1:1:3. According to the data
obtained from elemental analysis, the greatest degree of grafting was achieved by using
the molar ratio 1:1:3. As reported in our recent work, the effect of HNT/silane molar ratio
on silanization of HNTs using (3-aminopropyl) triethoxy silane and (3-mercaptopropyl)
trimethoxy silane was studied, and the results reveal that the degree of grafting of silane
onto the HNT surface decreased as the number of moles of silane increased [2,18,35]. In
the present work, it was found that for a HNTs:CPTMS:H2O molar ratio equal to 1:1:3, a
larger degree of grafting is obtained (Table 1).

3.3. Effect of Catalyst on Silanization of HNTs Using CPTMS

A catalyst can alter the rate of a chemical reaction and remain chemically unchanged,
because it works only to reduce the energy of the rate-limiting transition state. It has no
effect on the quantity of the product formed. Urea, triethylamine, ammonium hydroxide,
and tetra-ethoxy titanium have been used to increase the rate of grafting CPTMS onto the
HNT surface. The addition of 0.5 mL Et3N + 0.5 mL NH4OH as catalysts enhances the
condensation reaction between silane molecules and the hydroxyl groups on the surface of
the halloysite mineral. This is explained by relying on the fact that both NH4OH and Et3N
act as Bronsted bases, which enhances the proton transfer mechanism. This can be clearly
noticed from the enhancement of the degree of grafting, as shown in Table 1.
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3.4. Effect of Time

The effect of time on the degree of grafting of CPTMS onto halloysite nanotubes’
surface has been discussed, and the data are reported in Table 1. The time was changed
to be equal to 4, 35, and 48 h. The results of elemental analysis show that the degree of
grafting decreased as the reaction time increased and the loss of the degree of grafting was
not significant. The degree of grafting decreased according to the following order: 24.29,
22.5, and 21.16% for 4, 35, and 48 h, respectively.

3.5. Effect of the Volume of Toluene

Toluene was chosen as the best solvent according to the data of the elemental analysis.
The volume of toluene changed from 20 to 40 mL and the degree of grafting was calculated.
The results show a decrement in grafting degree from 54.19 to 50.95 % for utilization of 20
and 40 mL of toluene, respectively.

3.6. Characterization of the Sample Which Has the Greatest Degree of Grafting Using CPTMS

The sample which had the highest degree of grafting using CPTMS was distinguished
by using FT-IR measurements (Figure 2), TGA (Figure 3), SEM (Figure 4) analysis, and
elemental analysis for C and H (Table 1). The FT-IR measurements for unmodified and
modified HNTs show the two sharp bands at 3680 and 3618 cm−1 for HNT that represent
the hydroxyl group, (O–H) stretching vibrations. The band at 1652 cm−1 for unmodified
HNT represents the deformation of (O–H) stretching of intercalated water, as shown in
Figure 2 [36]. The new band that appears at 2925 cm−1 for modified HNT represents the
CH2 stretching vibration, and this confirms the creation of siloxane bonds. The presence
of CH2 groups confirms the coating of HNTs by CPTMS molecules. The TGA results
of unmodified HNT shows the main mass loss at 400−500 ◦C, as is reported for the
dehydration of hydroxyl groups that are located on the HNT surface [37]. The modified
HNT shows an additional mass loss step between 300 and 450 ◦C, indicating the presence
of the organic moieties on the HNT surface as shown in Figure 3. Finally, the SEM
morphologies confirmed that the surface modification and reaction conditions did not alter
the tubular shape of the halloysite nanotubes, and the halloysite tubes are coated with
CPTMS with noticeable sticking together of species (Figure 4).

-- Unmodified HNT 

-- Modified HNT 

1.00 

0.95 

��
1-. 0.90 

0.85 

0.80 +--------------------�

4500 4000 3500 3000 2500 2000 1500 1000 500 

Wave number(cm−1) 

Figure 2. FT-IR spectra of unmodified HNT and modified HNT sample.
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Figure 3. TGA curves of unmodified HNT and modified HNT sample (a) and DTG curves of unmodified HNT and modified
HNT sample (b).

Figure 4. SEM image of unmodified HNT (a) and modified HNT sample (b).

4. Conclusions

(3-chloropropyl) trimethoxy silane was grafted onto the halloysite nanotube surface
using a variety of solvents, and toluene was chosen as the best solvent for the silanization
process. The amount of silane was varied and the best molar ratio of HNTs/CPTMS/H2O
was 1:1:3. It was found that adding small quantities of tri-ethyl amine and ammonia
solution led to the enhancement of the degree of grafting of CPTMS onto the HNT surface.
The samples with the best grafting yield were characterized and the obtained hybrid
material showed that the halloysite tubes were coated with CPTMS, with noticeable sticking
of nanotubes.
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