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Abstract 

Nanocrystalline cellulose (CNC) is a renewable and biodegradable nanomaterial obtained by acid 

hydrolysis of cellulose. It exhibits notable mechanical properties: a high aspect ratio and a high 

surface area. These properties make CNC a promising nanofiller for applications in polymer 

nanocomposites. But because of its surface characteristics, CNC is not compatible with hydrophobic 

polymers like polyethylene or polypropylene. 

This work focuses on the surface modification and incorporation of CNC into polyolefins 

(polyethylene and polypropylene). Surface modifications with organo-silanes were used to 

compatibilize the CNC with the polymers. The modifications increased the thermal stability of the 

CNC by approximately 50°C.  

Polyethylene nanocomposites were prepared with unmodified and modified CNCs by in situ 

polymerization of ethylene. The improvement in thermal stability promoted by the modification 

avoided the degradation of the modified CNCs during the polymer processing by extrusion and 

injection molding. The incorporation of the CNC into the polyethylene matrix did not have a 

significant influence on the mechanical properties of the polymer, with the exception being the impact 

strength of one of the nanocomposites that was 94% higher than the pure polyethylene. 

The incorporation of the modified CNC into polypropylene was done by two different methods: in 

situ polymerization and melt compounding. The CNC incorporation had a positive effect on some 

mechanical properties polypropylene, particularly the impact strength that improved by over 99%. 

In this work, CNC was also modified by adsorption of surfactants. Several surfactants were 

evaluated to change the surface characteristics of CNC from hydrophilic to hydrophobic. The 

hydrophobization of the CNC promoted by the modification allowed its dispersion in organic 

solvents. More specifically, CNC modified with a combination of two surfactants formed a clear, 

homogeneous and stable dispersion in toluene. At higher concentrations (7.5% in toluene), the 

gelation of the modified CNC was observed and a clear and homogeneous gel was formed. The 

ability of a CNC modified with surfactant to increase the viscosity of toluene at low concentrations 

was also observed. 
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Chapter 1 - Introduction 

 

1.1 Motivation 

The main motivation of this research project is to develop a technology for the production of 

nanocomposites of polyolefins (polyethylene and polypropylene) containing nanocrystalline cellulose 

(CNC).  

Polyolefins are polymers based solely on carbon and hydrogen and originate from monomers 

containing a double bond in the 1-position called alfa-olefins. Polyolefins are the most important 

plastics commodity in the world due to their low production costs, low environmental impact, and 

very broad range of applications. The two most common polyolefins are polyethylene and 

polypropylene and together they represent the largest production volume of thermoplastics in the 

world (Soares 2001, White 2005, Sperling 2006).  

During the last two decades, research on polymeric nanocomposites has led to the development of 

materials with better properties than pure polymer and conventional thermoplastic composites (those 

containing particles or fibers with dimensions in the micrometer range). Nanocomposites are filled 

with particles or fibers that have nanosize. These materials have many potential applications in 

automotive, packaging and consumer goods. There has been recent interest in applying renewable 

nanoparticles to polymeric nanocomposites, such as nanocrystalline cellulose (Gacitua 2005, Siro 

2010).  

Cellulose is an abundant material in nature. It is biodegradable and relatively inexpensive. 

Cellulose, hemicellulose and lignin form the cell wall structure of plants. There are several kinds of 

cellulose, which vary depending on the source and the type of process used for extraction. Cellulose 

is made of microfibers of amorphous and crystalline domains that present arrangements of cellulose 

molecules, which are stabilized laterally by hydrogen bonds between hydroxyl groups. The 

amorphous region is found on the surface along the main axis of the microfiber and can be removed 

by acid hydrolysis that releases the cellulose crystalline regions (Frone 2011). Complete hydrolysis 

leads to CNC that exhibits notable mechanical properties. The mechanical properties of high aspect 

ratio and high surface area of CNC provide the necessary qualities to use in a polymer matrix as 

nanofiller (Goffin 2011). In this context, CNC has been receiving a growing amount of attention as a 
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new class of nanofiller and represents a relatively new area of research. Compared with other 

nanofillers, such as nanoclays, CNC still shows a modest amount of publications (Siro 2010). 

Another motivation to investigate the use of CNC in polyethylene and polypropylene is that these 

two polymers are now available from renewable feedstock. Although polyethylene has been 

traditionally made from petroleum feedstock, it is also commercially available from Braskem since 

2011 and made from ethylene obtained from ethanol (which comes from the fermentation of 

biomass). The same company announced that it is pursuing the development of polypropylene from 

renewable resources. Therefore, there is a demand for new thermoplastic composites using both the 

matrix and the dispersed phase produced from renewable feedstock. CNC can work as a renewable 

nanosized reinforcement for the matrix of renewable polyethylene. 

1.2 Research Problem  

CNC is hydrophilic; therefore, it is incompatible with hydrophobic polymers, such as polyethylene 

and polypropylene. It is not possible to directly disperse the CNC in polyethylene or polypropylene 

using simple techniques, such as direct extrusion compounding, that work well with other polymers 

(like polyesters, for example). Furthermore, nanoparticles have a strong tendency to agglomerate. 

Aggregates of nanoparticles inside the composite act as a weak point and lead to a premature failure 

of the final product; therefore, the CNC needs to have good compatibility and affinity to the polymer 

matrix to achieve a good dispersion and enhanced properties; the mechanical properties will improve 

as a result of the stress transfer from the polymer matrix to the CNC (Hussain 2006). The most 

common methods to prepared polyolefin nanocomposites are melt compounding and in situ 

polymerization and each method has its advantages. 

An alternative to enhance the compatibility and affinity of the CNC to polyolefins is the chemical 

modification of the surface of the CNC with the objective of increasing its hydrophobicity to improve 

its dispersion and affinity with these polymers. 

Many different organic compounds have been used in the modification of CNC, such as fatty acids, 

acetylating agents, isocyanates, surfactants and organo-silanes. Among these modifying agents, 

organo-silanes have advantages, including alkoxysilano groups on one end that are capable of 

reacting with the hydroxyl groups present on the surface of the cellulose fiber and several functional 

groups on the other end of the organo-silane may be adapted according to the nature of the polymer 

matrix (Reddy 2010). Another promising type of modification of CNC is the adsorption of 
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surfactants. Surfactants are relatively inexpensive and can be found with many different structures. 

They can be easily adsorbed on the surface of the CNC and make it hydrophobic. 

Summary of Research Problem: 

The dispersion of CNC in polyolefins is not easily achieved. The main reason for this challenge is 

the hydrophilic nature of CNC and the hydrophobic nature of polyolefins. The agglomeration of CNC 

inside the polymer matrix results in composites with poor physical properties. 

Proposed Solution: 

In this work, CNCs were surface modified with surfactants and organo-silanes. The CNCs 

modified with surfactants were dispersed in organic solvent and the modified CNCs with organo-

silanes were incorporated into a polyolefin matrix by in situ polymerization and melt compounding. 

The rationale behind the proposed solution is that the surface modification of CNC could allow its 

dispersion in polyolefin due to the increased hydrophobicity of the modified CNC. The modification 

of CNC’s surface is likely to increase its compatibility with the polymer, thus the mechanical 

properties of the polymer are expected to be enhanced. The modification of CNC’s may also solve 

another issue. The CNC’s surface is rich in polar groups such as hydroxyl. Polyolefin polymerization 

catalysts are susceptible to deactivation by reaction with this type of groups, which could preclude the 

incorporation of CNCs into polyolefins by in situ polymerization. The modification of the CNC’s 

surface could also resolve this issue. 

Few hypotheses regarding these chemical modifications and nanocomposite preparation mehtods 

were experimentally tested. The hypotheses are as follows: 

 The incorporation of cellulose fiber (CF) modified with organo-silanes improves 

polypropylene’s mechanical properties. 

 It is possible to prepare CNC/polyolefin nanocomposites using the in situ polymerization 

method. 

 The method used to prepare the nanocomposites, in situ polymerization or melt 

compounding, affects its final properties.  

 The incorporation of modified CNC improves the mechanical properties of polyolefins. 

 The surface modification of CNC with surfactants improves its dispersion in organic 

solvents. 
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Other hypotheses were raised during the development of this work. After the modification of CNC 

with organo-silanes the thermal stability of the modified materials was investigated. And the ability of 

the surface modification of CNC with surfactants to cause the gelation of CNC in organic solvent was 

also tested. These last hypotheses are as follows: 

 The organic modification the CNCs surface can improve its thermal stability and increase 

its onset thermal degradation. 

 The improvement of thermal stability of CNC by chemical modification allows its 

incorporation and dispersion in polyolefins and avoids thermal degradation. 

 The addition of modified CNC to surfactants in organic solvents creates gelation. 

To test these hypotheses, the dispersion of the modified CNCs in organic solvents was evaluated 

using toluene and the thermal stability of the modified CNCs was tested to determine their onset 

thermal degradation. The CNC/polyolefin nanocomposites prepared by both in situ polymerization 

and compounding processes had their thermal, mechanical and thermo-mechanic properties tested. 

The morphology of the nanocomposites was also evaluated. A composite of cellulose pulp and 

polypropylene was also prepared and the same tests used for the nanocomposites were used to 

evaluate this composite. The composite prepared with cellulose pulp was used as a reference for the 

work with nanocellulose. 

1.3 Document Review 

This study investigates the surface modification of CNC from various sources and different surface 

compositions, the dispersion of modified CNCs in organic solvents and the use of modified CNCs in 

the preparation of polyolefin nanocomposites. Modified cellulose fiber was also used in the 

production of polypropylene composites.  

There are different ways to extract and produce CNC. The goal of this project is not to produce it, 

but to use the CNC provided by other research groups and companies. For this reason, an initial 

characterization of CNC is required because it can be extracted from different feedstocks, such as 

wood and cotton, using different processes. The characterization investigates the size, chemical type, 

crystallinity and thermal stability using techniques, such as transmission electron microscopy, X-ray 

powder diffraction, nuclear magnetic resonance and thermogravimetric analysis. CNC was provided 
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by BioVision Technolgies and CelluForce, both Canadian companies and EMBRAPA, a government 

research center from Brazil.  

After initial characterization, the next step was surface modification of the CNC to improve its 

dispersion and compatibility with polyolefins. Two different types of surface modifications were 

performed. One is a non-covalent surface modification through adsorption of the hydrophilic end 

(head) of surfactants on the CNC’s surface, which leaves the hydrophobic end (tail) free to interact 

with non-polar solvents. The other type is a chemical modification using organo-silanes. In this type 

of modification, a variety of functionalities can be present on the other end of the organo-silane. It can 

be used to increase the CNC’s surface hydrophobicity and dispersion in non-polar solvents. 

Evaluation of the modifications performed on the surface of the CNC was carried out using 

techniques such as x-ray powder diffraction and thermogravimetric analysis. 

Nanocomposites of polyethylene and polypropylene were prepared with CNCs modified by 

silylation. A polypropylene composite containing wood fiber modified with organo-silanes was also 

prepared. The nanocomposites were prepared using two different processes: in situ polymerization 

and extrusion compounding. In the in situ polymerization process, the reactions were performed using 

a batch slurry process in hexane with an industrial Ziegler-Natta catalyst supplied by Braskem SA and 

a metacone catalyst. The polymer molecular weight was controlled by introducing hydrogen gas in 

the reaction medium as a chain termination agent. The nanocomposite prepared by the extrusion 

compounding process was made in a Haake Minilab Micro-compounder (Minilab), a co-rotating 

conical twin-screw extruder. The polymer powders that were previously synthetized in the lab and a 

modified CNC were fed into the extruder and the CNC was dispersed into the melted polymer.  

The composites, nanocomposites and the pure polymers produced were characterized by thermal, 

mechanical, chemical and image analyses. Thermal analyses, such as thermogravimetric and 

differential scanning calorimetry analyses were performed to investigate the influence of the wood 

fiber or CNC on the thermal stability, melt temperature, glass transition and crystallinity of the 

polymeric matrices. Electron microscopy analyses were performed to understand the morphology and 

distribution of the wood fiber and CNC in the polymeric matrices. Mechanical tests were used to 

evaluate the potential improvements in mechanical properties of the polymers by adding the wood 

fiber or CNC. The mechanical properties were measured in accordance to ASTM standards for impact 

Izod, tensile and flexural testing. In addition, the melt fluidity index was measured to evaluate the 



Confidential 

6 

processability of these materials and size exclusion chromatography was used to evaluate the 

molecular weight and molecular weight distribution of the polymers prepared. 

The results presented in this document are divided into five chapters. The research results begin in 

Chapter 4 with the development of a composite with cellulose fiber (micro size). Chapter 5 presents 

the chemical modification of CNCs with organo-silanes and their characterizations. Chapters 6 and 7 

present the incorporation of the modified CNCs with organo-silanes into polyolefin matrices. Chapter 

6 has an additional characterization of the modified CNCs and their incorporation into polyethylene; 

and Chapter 7 presents a comparison between in situ polymerization and melt compounding 

techniques to produce polypropylene nanocomposites with CNC. Chapter 8 is about the surface 

modification of CNCs with surfactants and the dispersion of the modified CNCs in organic solvents. 

A conceptual map of the work is shown in Figure 1-1. 
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Figure 1-1: Conceptual map of the document. 
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Chapter 2- Literature Review 

 

2.1 Polyolefin 

Polyolefins are resins produced by the polymerization of olefins. Olefins or alkenes are unsaturated 

hydrocarbons containing only hydrogen and carbon. The most important olefins are ethylene and 

propylene, which produce polyethylene and polypropylene. 

2.1.1 Polyethylene  

Polyethylene is the most commonly used thermoplastic resin and the least costly of the major 

synthetic polymers (Coutinho 2003, Malpass 2010).  

Polyethylene has excellent chemical resistance. It is present in a wide range of applications as it 

can be processed in many different ways and into a large variety of shapes and devices, such as bags, 

bottles, toys, food packages and even in bulletproof vests. It is a very versatile material, but has, 

perhaps the simplest structure of all commercial polymers (Malpass 2010).  

Polyethylene is a flexible polymer that is partially crystalline and has properties that are strongly 

influenced by the relative amounts of crystalline and amorphous phases. The crystalline phase is 

formed by lamellae, which are planar and consist of chains perpendicular to the main chain plane and 

are folded in a zigzag pattern, as shown in Figure 2-1 (Coutinho 2003, Malpass 2010).  

 

Figure 2-1: Schematic of the chain-folded lamellae structure of polyethylene (Kroschwitz 2004). 

Properties such as melt temperature and bulk density of the polymer are determined by the 

thickness of the crystalline lamellae. Thicker lamellae result in higher melt temperatures. The 

lamellae thickness can be determined by small-angle x-ray diffraction (Wtochowicz 1984, Brown 

1963). Lamellae with different dimensions have distinctive melting points. In a Differential Scanning 
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Calorimetry (DSC) melting curve, the flow rate of the heat of fusion is directly proportional to the 

portion of lamellae with this melt point at a given temperature (Wtochowicz 1984). 

Depending on the reactor configuration, the catalytic system, reaction conditions and co-monomer 

used, many different types of polyethylene can be produced, such as: low density polyethylene 

(LDPE), ultra-low density polyethylene (ULDPE), linear low density polyethylene (LLDPE), high 

density polyethylene (HDPE), ultra-high molecular weight polyethylene (UHMWPE). HDPE 

accounts for about 44% of the total polyethylene global market (Malpass 2010). The research 

presented in this document will focus on HDPE. 

HDPE is polymerized using Ziegler-Natta catalysts and has been commercially produced since the 

early 1950s. Today, HDPE has the largest worldwide production capacity compared to other 

polyethylenes. HDPE is mostly a linear polymer and partially crystalline because it has a low number 

of branches and contains less than one side chain (branch) per 200-atom main chain carbon. Its linear 

structure is shown in Figure 2-2.  

 

Figure 2-2: Schematic representation of HDPE structure (Coutinho 2003). 

HDPE’s crystalline melting temperature is approximately 132°C and its density varies from 0.95 

and 0.97g/cm³. Its average molecular weight is in the range of 50,000 to 250,000 g/mol (Coutinho 

2003). HDPE has a high modulus and high tensile properties and is widely used in blow molded 

packaging, such as shampoo and detergent bottles. It is also commonly used in extruded pipes for 

water and gas distribution (Malpass 2010). 

2.1.2 Polypropylene 

Polypropylene is one of the most widely used polymers because of its wide availability, low cost of 

monomer and manufacturing, and attractive physical properties. Polypropylene can be processed 
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using almost all commercial fabrication techniques (Kroschwitz 2004). Estimates indicate that in 

2011, approximately 55 million metric tons of polypropylene was manufactured globally (Malpass 

2012).  

Depending on the configuration of the methyl groups in the chain of polypropylene, the polymer 

can be obtained with different structures, known as tacticity, and consequently with specific 

characteristics. As described by Kroschwitz (2004), there are three types of polypropylene structures 

based on the tacticity of chain segments, as follows: 

1. Isotactic polypropylene, where all of the methyl groups have the same configuration with 

respect to the polymer backbone, 

2. Syndiotactic polypropylene, where the methyl groups are in an alternating configuration, 

and 

3. Atactic polypropylene that has a random configuration.  

The schematic structure of polypropylene tacticity is shown in Figure 2-3. 

 

Figure 2-3: Polypropylene tacticity (Beswick 2002). 

The most commercially used type is isotactic polypropylene, but various quantities of atactic 

polypropylene are included as byproducts. The degree of isotacticity of the polypropylene varies 

depending on the polymerization process and catalytic system. In general, the higher the isotacticity 

index, the higher the modulus and yield stress and the lower the elongation at break (Sperling 2006). 

The research presented in this thesis will focus on isotactic polypropylene.  
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Isotactic polypropylene is a semi-crystalline thermoplastic. Its unit cell has a helical conformation, 

and the helix repeats itself every three monomeric units, as shown in Figure 2-4. 

 

Figure 2-4: Chain conformation of isotactic polypropylene (Kroschwitz 2004). 

As with polyethylene, polypropylene chains fold repeatedly in a three dimensional order to form 

lamellae. The lamellae size can range from 10 to 50 nm depending on the crystallization conditions. 

The lamellae also reach a higher degree of organization and form crystalline aggregates known as 

spherulites, as shown in Figure 2-5.  

 

Figure 2-5: Schematic diagram of a spherulite (Mottin 2016). 

The dimensions of spherulites can be modified with nucleating agents and crystallization 

conditions. Spherulites vary from a few micrometers to 100 μm, or larger (Kroschwitz 2004). 

Due to its excellent properties, including heat resistance, stiffness, low specifical gravity, low cost 

and workability, polypropylene has been widely used in many applications including packaging films, 

and industrial components for automobiles, furniture, tools and appliances (Sato 2009). 

2.2  Preparation of Polyolefins  

Polymerization by coordination mechanism is used in 100% of the polypropylene and 73% of the 

polyethylene produced in the world (Malpass 2010, Malpass 2012). The coordination polymerization 

involves the coordination of the olefins to the transition metal’s active site of the catalyst. This kind 
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of polymerization controls the microstructure of the polymer with much more efficiency than the free 

radical polymerization (that is, for example, used in LDPE preparation).  

For coordination polymerization of ethylene, both Phillips and Ziegler-Natta catalysts are applied 

in industry, with Ziegler-Natta catalysts being the most commonly used (Malpass 2010; Soares 2012). 

Metallocene catalysts are widely studied and important technologically, but do not have a significant 

contribution to the polyethylene industry at present (Malpass 2010, Kaminsky 2004).  

To produce isotactic polypropylene, the polymerization must be conducted by coordination 

polymerization. The chirality of the active site of the catalyst allows for the polymerizing of 

propylene and the control of tacticity; therefore, the methyl groups are oriented in the same way in the 

chain backbone to produce isotactic polypropylene. Over 97% of industrial polypropylene is 

manufactured using Ziegler-Natta catalysts (Malpass, 2012). 

2.2.1 Metallocene Catalyst 

Metallocenes are organometallic complexes in which a metal is “sandwiched” between aromatic 

ligands, such as cyclopentadienyl or cyclopentadienyl-derivative groups. The central metal is bonded 

to the cyclopentadienyl ring by coordination, where the formal valence of the ring-metal bond is 

equally divided between the five carbon atoms in the ring instead of being centered on one (Hamielec 

1996). A typical metallocene structure is shown in Figure 2-6. 

 

Figure 2-6: General structure of metallocenes (Gibson 1999). 

The metal (M) is normally Zr, Ti or Hf, the (X) group is normally Cl or a methyl group. The 

cyclopentadienyl rings (Cp) can also have substituents or/and be connected by an alkenyl group 

(bridge) to change the reactivity and stereoselectivity of the catalyst (Mittal 2012). 

Metallocenes are called single site catalysts because they have only one type of active center and 

produce polyethylene with very narrow polydispersities of 2 or 3, while Ziegler-Natta catalysts have 
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multiple active centers and produce polyethylene with typical polydispersities of 4 to 6 or even higher 

(Malpass 2010). 

The most widely used co-catalyst for metallocene catalysts is the methylaluminoxane (MAO). 

MAO is produced through a careful reaction of water with trimethylaluminum in toluene. The 

reaction between trimethylaluminum and water is extremely fast and highly exothermic. For this 

reason, the water is introduced as hydrated salts or wet solvents. The exact structure of MAO is still 

controversial. Studies suggest that MAO has a linear, cyclic or even a three-dimensional open cage 

structure; however, the general formula accepted is shown in Figure 2-7 (Malpass 2010, Hamielec 1996, 

Mittal 2012).  

 

Figure 2-7: General formula of MAO (Mittal 2012). 

2.2.2 Ziegler-Natta Catalyst 

Ziegler-Natta catalysts are the most commonly used catalyst system in the polyolefin industry for 

both polyethylene and polypropylene polymerizations. The propylene polymerization differs from the 

ethylene polymerization due to the symmetry of the monomer insertion into the growing polymer 

chain. The presence of the methyl group in the propylene molecule is responsible for this difference. 

The regularity with respect to the monomer’s orientation during the insertion (the monomer has a 

“head” and a “tail”) is called regioespecificity of the polymerization. The configuration of the methyl 

group with respect to the other units in the chain’s backbone is termed the stereospecificity of the 

polymerization (Kroschwitz 2004). 

The Ziegler-Natta catalyst system consists essentially of two components: the catalyst that is a 

derivative of a transition metal, generally titanium chloride, and a co-catalyst that is an 

organometallic compound, generally alkylaluminum. The co-catalyst has two functions: to alkylate 

the transition metal to initiate the polymerization and to react with impurities in the reaction medium. 

The active site of the Ziegler-Natta catalyst is a titanium atom with an octahedral configuration that 

has a vacant position due to a missing ligant and the other positions are occupied by an alkyl group 

and the remaining chloride atoms (Boor 1979, Cossee 1964). The formation of the active center 
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occurs from a reaction of titanium tetrachloride with a co-catalyst, such as tri-ethyl aluminum (TEAL) 

or diethyl aluminum chloride (DEAC). This reaction results in the reduced form of titanium that has 

octahedral configuration and a vacant position, as shown in Figure 2-8.  

 

Figure 2-8: Alkylation by TEAL co-catalyst to produce an active site (Malpass, 2012).  

Propylene or ethylene coordinates in the vacant position through π bonding and forms a π-complex 

(Boor 1979, Malpass 2012). The formation of the π-complex results in a transition state with four-

centers and the subsequent insertion of the monomer between the alkyl group and the titanium atom 

(Rudin 1999). The insertion is referred to as a migratory insertion because the polymer chain migrates 

from its original site to the site that was occupied by the monomer. This generates a vacant site with a 

different configuration than the original vacancy. A second migration of the polymer chain occurs, 

this time to its original position and regenerates the original configuration of the vacant site. The 

chain migrates twice for insertion of each monomer unit, as shown in Figure 2-9.  
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Figure 2-9: Migratory insertion of the monomer in the polymer chain (Odian, 2004). 

The double migration of the polymer chain in polypropylene polymerization leads to isotactic 

polymer propagation because the monomer always inserts through cis addition with the unsubstituted 

carbon of the olefin attached to the transition metal that always has the same chirality (Odian 2004, 

Rudin 1999).   

Ziegler–Natta polymerizations have characteristics of living polymerizations with regard to active 

sites, but not individual chains. Each active site produces many polymer chains (Odian 2004). The 

termination occurs mostly through chain transfer to hydrogen gas and forms titanium hydride that can 

add monomers again and initiate a new chain. Hydrogen gas is the chain-transfer agent used for 

molecular weight control in commercial polymerizations of olefins. Chain transfer to molecular 

hydrogen not only affects the polymer’s molecular weight, but also affects polymerization rates. 

Hydrogen often decreases the rate of ethylene polymerization, but increases the rate of propylene 

polymerization by reactivating sites that become inactive due to insertion errors (Malpass 2012, 

Odian 2004). 

The kinetics of Ziegler Natta catalysts is complex. Small molecules containing oxygen or other 

electron donor groups can act as a catalyst poison. Water and oxygen gas need to be absent from the 

polymerization reactor. Due to its heterogeneous nature, there are several types of active sites and 

they are not usually active uniformly. In batch polymerization laboratory tests, the consumption of 

monomer versus time curve presents an initial period of increasing activity, due to the progressive 
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formation of the active centers by the mechanical pressure of the growing polymer chains that crack 

the catalyst particles, thereby increasing the surface area. The increasing period is followed by a 

second state, where the rate of polymerization remains constant, indicating that the number of active 

sites and the diffusion of monomer are constant. The third and last state shows a gradual decrease of 

the polymerization rate due to a progressive deactivation of the active sites (Kroschwitz 2004, 

Malpass 2012, Rudin 1999). 

2.3 Polyolefins Compounding   

Polymer compounding involves the operations to convert raw polymer material to feedstock for the 

processing industry, which then is used to fabricate finished goods (Tadmor 2006). Historically, batch 

mixers were the most common equipment used in industry for rubber compounding. In a laboratory 

scale, batch mixers, such as internal mixers, are commonly used. An internal mixer is a chamber with 

a fixed volume where the polymer is subjected to shear forces by two rotors and the sides are made of 

heated walls (Whelan 1994). 

In the beginning of the twentieth century, continuous mixing was developed and is still the most 

commonly used method today to produce thermoplastics (including polyolefins). The most common 

continuous mixers are single-screw extruders and twin-screw extruders (White 2011). A single-screw 

extruder is a relatively simple machine: it contains one screw that transports the melted polymer 

through a die. A twin-screw extruder contains two screws, which increases the shear forces that the 

melted polymer is subjected to, and therefore promotes more efficient mixing (Whelan 1994). 

During processing, the polyolefin is exposed to conditions that may compromise its molecular 

integrity. Common processing temperatures for polyethylene and polypropylene in extrusion are 

190°C and 200°C, respectively. Repeatedly melting the polymer can cause its degradation through 

decreasing its molecular weight and consequently affecting its mechanical properties. To avoid 

degradation, antioxidants are added to interrupt the degradation by scavenging for free radicals, 

thereby stabilizing the polymer. Antioxidants are the most important polyolefin additives, but many 

other types can be also used, including: antistatic agents, light (UV) stabilizers, antimicrobials, 

nucleating agents, colorants and fillers (Malpass 2010, Malpass 2012). 

2.4 Polyolefin’s Nanocomposites 

The term nano is used to designate nanometer scale items (10
−9

m). The nanometer range covers 

sizes bigger than several atoms, but smaller than the wavelength range of visible light. Polymer 
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nanocomposites are defined as polymers containing fillers with at least one dimension smaller than 

100nm (Siqueira 2010, Paul 2008). 

Nanocomposites based in exfoliated clays have dominated the polymer literature; however, there 

are a large number of other nanofillers that are of current and emerging interest, such as carbon 

nanotubes, carbon nanofibers, exfoliated graphite, nanocrystalline metals and modified fibers, 

including microfibrillated cellulose and most recently nanocrystalline cellulose (Paul 2008, Hussain 

2006). 

The use of nanoparticles, instead of microparticles, yields dramatic changes in the hybrid material’s 

physical properties. Nanoparticles have large surface areas that enhance the physical and chemical 

surface interaction between the components. When dispersed in polymer matrices, nanoparticles 

promote changes in the matrices properties related to the specific chemical interaction between the 

fillers and the polymer (Catarina 2004, Hussain 2006). Therefore, by adding a few weight percent of 

nanoparticles to polyolefins, it is possible to improve their mechanical properties, decrease 

permeability to moisture or oxygen, increase thermal stability, improve chemical resistance, and 

enhance electrical conductivity and optical clarity, while preserving many advantages of the parent 

polymer’s system, such as low density and high processability (Liu 2008). In many cases, adding 

nanofillers to a polymer matrix may result in lower costs, due to using a smaller load of filler 

compared to micro size particles and also improved performance in selected properties. The most 

common nanofiller load ranges from 1 to 6 wt-% (Hussain 2006). 

When the nanoparticles are well dispersed and have a strong interaction with the polymer matrix, 

there is an effective load-transfer between the matrix and the particles. This load transfer results in the 

improvements of the toughness of the material (Bureau 2004 Chen 2009).  Although many studies 

suggest that higher improvement in toughness were obtained in matrices contain micro or nanosized 

aggregates of nanoparticle, due to the nanoparticle dimension be, in general, smaller than the crack tip 

radius of polymers (Boo 2006). 

Another mechanism that contributes to the reinforcement effect is the mobility loss of the 

supermolecular structure of the polymer due to the interaction between the polymer chains and the 

surface of well dispersed nanoparticle, thus limiting the plastic deformation of the polymer matrix 

resulting in improved stiffness of the material (Bureau 2004). 
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To obtain well dispersed nanoparticles in a polymer matrix it is necessary to reduce the particle-

particle interactions and enhance the particle-matrix interaction. With this purpose, surface 

modifications of nanoparticles have been made. These modifications reduce the particle-particle 

interactions due to steric stabilization and improve enthalpic interactions with the matrix. The 

quantitative characterization of nanoparticle dispersion in a polymer matrix is typically done using X-

ray diffraction and image analysis such as transmission electron microscopy, atomic force microscope 

and scanning electron microscope (Kumar 2010).  

2.4.1 Preparation Methods for Polyolefin Nanocomposites  

The most common methods to prepare polyolefin nanocomposites are melt compounding, in situ 

polymerization and solution.  

The melt compounding technique involves mixing the nanoparticles with the polymer in the molten 

state. The mixture is subjected to shear forces inside the extruder or internal mixer, which enhances 

the dispersion of the nanoparticles (Menezes 2009, Hubbe 2008). 

The in situ polymerization method involves a nanoparticle being added to the polymerization 

media, and being dispersed in the polymerization solvent. In some cases, the polymerization catalyst 

can be supported on the nanoparticles and the polymer growth occurs on the nanoparticle’s surface or 

between its layers, as in the case of layered silicates (Mittal 2012, Reddy 2010). In other cases, the 

nanoparticle can be modified with an organic compound with an unsaturated bond on the end of a 

hydrocarbon chain. During the olefin polymerization the nanoparticle can be inserted in the polymer 

chain as a comonomer. Shin et al. modified montmorillonite with the bifunctional organic modifiers 

undecylenylalcohol and prepared a polyethylene/clay nanocomposite by in situ polymerization, as 

shown in Figure 2-10. The polyethylene chains were chemically bonded to the clay’s surface by 

copolymerization of ethylene and the vinyl ends of the alcohol modifier on the surface of the clay 

(Shin 2003). 



Confidential 

19 

 

Figure 2-10: Scheme of polyethylene chemically bonded to modified silicate prepared by in situ 

polymerization (Shin 2003). 

The solution method is less commonly used. It involves dispersing the nanoparticles and 

solubilizing the polymer in an appropriate solvent and mixing the nanoparticle dispersion with the 

polymer solution. The final nanocomposite can be obtained by evaporating the solvent or 

precipitation with the addition of another solvent (Bahar 2012, Cho 2013, Ljungberg 2005). This 

method uses large volumes of solvents, can result in poor dispersion of nanofillers and is not easily 

applied to industrial settings. For these reasons, it was not used in this work. 

2.5 Cellulose 

Cellulose is the most abundant renewable polymer and is produced naturally at an annual rate of 

10
11

–10
12

 tons (Holladay 2007). In general, cellulose is a fibrous, tough, water-insoluble substance 

that plays an essential role in maintaining the structure of plants’ cell walls. It was first discovered 

and isolated by Anselme Payen in 1838, and since then, multiple physical and chemical aspects of 

cellulose have been extensively studied (Habibi 2010). 

Cellulose is a high-molecular weight polymer consisting of repeating units of D-glucose, a simple 

sugar. In the cellulose chain, the glucose units are in 6-membered rings, called pyranoses. They are 

joined by single oxygen atoms (acetyl linkages) between the C-1 of one pyranose ring and the C-4 of 

the next ring (Paakko 2007, Siqueira 2010, Eichhorn 2010, Kalia 2011). 

The spatial arrangement, or stereochemistry, of these acetyl linkages is very important. The 

pyranose rings of the cellulose molecule have all of the hydroxyls sticking out from the periphery of 

the rings (equatorial positions); they are connected in β-(1→4)-D-glucopyranose configuration, and 

stabilized by intra-chain hydrogen bonding between hydroxyl groups and oxygens of the adjoining 

ring’s molecules. This results in a linear configuration of cellulose with the hydroxyl in an equatorial 
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position on the cellulose chain protruding laterally along the extended molecule, as shown in Figure 

2-11. The hydroxyls in the equatorial position make them readily available for inter-chain hydrogen 

bonding. During biosynthesis, the hydroxyls promote parallel stacking of multiple cellulose chains 

and form elementary crystals and nanofibrils that further aggregate into larger microfibrils.  

 

 

Figure 2-11: Single cellulose chain repeat unit, showing the directionality of the 1 - 4 linkage and 

intra-chain hydrogen bonding (Moon 2011). 

Within these cellulose fibrils, aside from regions where the cellulose chains are arranged in a 

highly ordered (crystalline) structure, there are regions that are disordered (amorphous-like), as 

shown in Figure 2-12. In these less-ordered regions, the chains are further apart and more available 

for hydrogen bonding with small molecules, such as water. Thus, cellulose swells to a limited extent 

in water but it does not dissolve. The structure and distribution of these crystalline and amorphous 

domains within cellulose fibrils have yet to be rectified (Kalia 2011, Moon 2011). 

 

 

 

Figure 2-12: Idealized cellulose microfibril showing one of the suggested configurations of the 

crystalline and amorphous regions (Moon 2011). 

Because of the long-chain length, the chemistry of the alcohol groups of the internal units 

predominates. However, unlike simple alcohols, cellulose reactions are usually controlled by steric 
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factors. The hydroxyl groups located on the carbons C-2, C-3, and C-6 are active sites in cellulose for 

the incorporation of modifier agents (Kalia 2011). 

The intra- and inter-chain hydrogen bonding network makes cellulose a relatively stable polymer 

that is insoluble in most solvents and gives the cellulose fibrils high axial stiffness (axial meaning the 

direction of the main chain backbone). Furthermore, the high cohesive energy ensuing from these 

interactions explains why cellulose does not possess a liquid state at elevated temperatures. Its 

melting temperature would be well above that at which chemical degradation takes place (Holladay 

2007, Siqueira 2010, Kalia 2011, Moon 2011, Gandini 2011). 

Cellulosic material can be obtained commercially from many plants such as cotton, hemp, flax, jute 

and ramie, but the most commercially exploited natural resource of cellulose is wood. In addition, 

there are some non-plant sources of cellulose, including some bacteria, algae and tunicates (Eichhorn 

2010). There are many types of cellulose-based particles. They differ from each other not only by 

material source, but also by extraction method. They have distinct morphology, crystallinity and 

properties (Moon 2011). 

Cellulose fibers (CF), also called wood fiber or wood pulp, are the largest in size of the cellulose 

particle types and are typically microns in diameter and millimeters in length. Because CF was used 

in this work, more details about this material will be provided later. Microfibrillated cellulose (MFC) 

is produced via mechanical refining of highly purified CFs. They are 100% cellulose, contain both 

crystalline and amorphous regions, and have high aspect ratios with dimensions in the order of 100 

nm in width and 0.5 to 100 mm in length. Nanofibrilated cellulose (NFC) is also 100% cellulose and 

contains both crystalline and amorphous regions. NFC differs from MFC due to the fibrillation 

process, which produces smaller diameter particles that are typically less than 100 nm in width and 

500 to 2000 nm in length. Microcrystalline cellulose (MCC) can be prepared by acid hydrolysis of 

CF, back-neutralization with alkali, and spray-dried. It has a high crystallinity and is composed of 

multi-sized cellulose microfibril aggregates of 10 to 50mm in diameter that have strong hydrogen 

bonds with each other. Cellulose nanocrystals (CNC), also called nanocrystalline cellulose, cellulose 

whiskers, cellulose nanowhiskers or cellulose microcrystals are produced by acid hydrolysis of CF, 

MFC, NFC or MCC. When CNCs are from other sources, they are given special names: tunicate 

cellulose nanocrystals (t-CNC), algae cellulose particles (AC) and bacterial cellulose particles (BC) 

(Moon 2011). The classification of nanosized cellulose materials is still maturing and sometimes the 

nomenclature observed in the literature is not consistent. 
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2.5.1 Cellulose Fiber  

CF is a fibrous material, has a high percentage of cellulose, and a relatively low crystallinity from 

43% to 65% (Moon 2011). It is prepared by chemical or mechanical processing of wood chips. Wood 

chips are basically composed of lignocellulose, which is a combination of cellulose, hemicellulose 

and lignin. Lignin, a complex organic polymer that binds cellulose fiber together, impedes the 

separation of wood into fibers. The Kraft pulping process is the most commonly used method to 

separate the cellulose fibers from the lignin and hemicellulose (Hubbe 2008).  

In the Kraft process, wood chips are chemically treated using a hot mixture of sodium hydroxide 

and sodium sulfide in a pressurized digester. This treatment causes the depolymerization and 

solubilization of lignin, and to a lesser extent, the hydrolysis and solubilization of the hemicellulose. 

The wood chips are dispersed into individual fibers by an abrupt depressurization of the digester. The 

lignin content of the resulting cellulose fibers can range from 1% to 10% of the total dry mass (Hubbe 

2008).  

2.5.2 Nanocrystalline Cellulose (CNC) 

Nanocrystalline cellulose can be obtained by breaking down the hierarchical structure of plants, 

tunicate, algae and some bacteria into individual nanofibers of high crystallinity by chemical methods 

(Eichhorn 2010, Kalia 2011, Peng 2011). CNC is composed of almost 100% cellulose, has rod-like or 

whisker shapes with a high aspect ratio and a high crystallinity of 54% to 88% (Moon 2011). 

Nanocrystalline cellulose has also been named cellulose nanocrystals, cellulose whiskers, cellulose 

nanowhiskers and cellulose microcrystals (Moon 2011). It is considered a safe non-toxic material to 

cells and does not have serious environmental concerns (Peng 2011). 

The extraction of CNC consists of the disruption of cellulose amorphous regions of cellulose fibers, 

under controlled conditions, leaving the crystalline segments intact. The main process used to extract 

CNC is acid hydrolysis (Peng 2011). The hydrolysis has faster kinetics in amorphous domains 

compared to crystalline ones. These different kinetics are the result of the random orientation 

(spaghetti-like arrangement) of the amorphous regions that lead to a lower density compared to 

crystalline regions (Siqueira 2010, Samir 2005). 

In general, geometric characteristics, such as size, dimensions and shape of the CNC, depend on 

the nature of the cellulose source, as well as the extraction conditions, which include hydrolysis 
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conditions, ultrasound treatment, and purity of the materials (Siqueira 2010, Peng 2011, Beck-

Candanedo 2005). The literature reports that CNC can have diameters ranging from 5–20nm and 

lengths of a few hundred nanometers (Moon 2011, Peng 2011). 

Since the crystalline structure of CNC is devoid of chain folding (as observed in the crystalline 

structure of other polymer like polyethylene, for example), they contain only a small number of 

defects in the crystalline structure. Their Young’s Modulus was determined by different authors to be 

between 130 GPa and 250 GPa (Siqueira 2010). 

CNC is insoluble in common solvents; however, it forms a colloidal suspension in water at low 

concentrations (few wt-%, usually smaller than 5 wt-%). The stability of this suspension depends on 

the dimensions of the dispersed particles, their polydispersity and surface charge. The ability of CNCs 

to form gels is caused not only by volume interactions, but also by electrostatic interactions induced 

by the presence of negative surface charges, such as sulfate ester groups and carboxylate groups, 

which are dependent on the CNC’s preparation method (Hu 2014, Le Goff 2014). The gelation of 

CNC can be described by the percolation theory. The percolation theory describes the finite fractal 

cluster growth process. This process leads to the formation of an infinite cluster at the gel point, often 

called the percolation threshold (Le Goff 2014). The percolation of a rod-like particle system, such as 

CNC, is shown in Figure 2-13. 

 

Figure 2-13: Scheme of CNC percolation. 

The dispersion of CNC in low polarity solvents is made possible through coating or chemical 

modification of the CNC’s surface (Samir 2005). 

2.6 Modification of Cellulose 

Compared to cellulose fibres, CNC has many advantages, such as nanoscale dimensions, high 

specific strength and modulus, high surface area, and unique optical properties, which are suitable 
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properties to use in polymeric matrices as nanofillers; however, because of their high polarity, the 

surface of the CNC is not compatible with non-polar polymers, such as polyolefins. For this reason, 

many authors have reported chemical modifications on the surface of CNC in order to reduce their 

hydrophobicity and improve their miscibility in non-polar polymers (Hubbe 2008, Siqueira 2009, 

Habibi 2010, Menezes 2009, Pei 2010, Peng 2011). 

CNC is stabilized by hydrogen bonds from the hydroxyl groups present on its surface. These 

hydrogen bonds make the CNC difficult to disperse in organic solvents, which can decrease the 

surface area available for modification. Moreover, the hydroxyl groups act as a primary alcohol and 

are where most of the modification occurs (Hubbe 2008, Peng 2011). Various authors have proposed 

different strategies to chemically modify the CNC’s surface, such as esterification, silylation, 

carboxylation, polymer grafting and adsorption of surfactants. This literature review will focus on two 

methods: surfactant adsorption (Section 2.6.1) and silylation (Section 2.6.2). 

2.6.1 Surface Modification by Adsorption of Surfactants  

The easiest way to modify the surface characteristics of cellulose is through suspension in water 

with surfactants (Hubbe, 2008). Surfactants are amphiphilic organic compounds, which are molecules 

that contain both a water insoluble component (hydrophobic groups called tails) and a water soluble 

component (hydrophilic groups called heads). The adsorption of the hydrophilic head group of the 

surfactant on the CNC’s surface leaves the hydrophobic tail of the surfactant free on the surface, thus 

deterring aggregation of the CNC via steric stabilization and improving the compatibility between the 

CNC and non-polar solvents. 

Petersson et al. (2007) modified CNC produced from acid hydrolysis of microcrystalline cellulose 

with the surfactant Beycostat A B09, an acid phosphate ester of ethoxylated nonylphenol. The 

modification occurred in a water suspension, with 20 wt% of surfactant, at pH 8.5, and was followed 

by freeze drying. The dried modified CNC was suspended in chloroform and sonicated. This 

suspension showed birefringence between cross polarized light, and provided evidence of the 

presence of a large number of single CNC particles. The modified CNC was incorporated into a PLA 

matrix using solution casting and produced a nanocomposite with 5 wt% of CNC that had a good 

dispersion in the polymer (Petersson 2007). 

Kim et al. (2009) obtained CNC through acid hydrolysis of cellulose paper and modified its surface 

with the non-ionic surfactant sorbitan monostearate (Span-60). The nanoparticles were suspended in 

http://en.wikipedia.org/wiki/Hydrophobic
http://en.wikipedia.org/wiki/Hydrophilic
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THF at 3 and 6 wt% and the surfactant was added in the weight ratios: 1:1, 1:2, 1:4, and no surfactant. 

To measure the dispersion stability of the nanoparticles in the solvent, turbidity tests were used. In 

these tests, a low turbidity indicated a large particle size that precipitated quickly, and higher 

turbidities indicated better dispersion. It was observed that without the surfactant, the dispersion 

settled very quickly. The suspension stability improved with the addition of the surfactant. The 

weight ratio 1:2 had the best dispersion at 3 wt% nanoparticles and the weight ratio 1:1 had the best 

dispersion at 6 wt% nanoparticles. When more surfactant was added, a negative effect on the stability 

of the dispersion was observed. The turbidity decreased due to self-aggregation of the surfactant in 

the form of micelles that settled away from the solvent and thus lowering turbidity (Kim 2009). 

2.6.2 Silylation 

Silylation has been used to attach a wide range of functional groups onto CNC’s surface. This can 

be performed through the reaction of the fiber with an organo-silane. The organo-silane compounds 

have a chloro or an alkoxy-silane group at one end, which are capable of reacting with the hydroxyl 

groups on the surface of the CNC. A wide variety of functionalities can be present on the other end 

(Reddy 2010). 

The modification of CNC with organo-silanes can improve their performance when used in 

composites with a hydrophobic matrix (Hubbe 2008). It has also been discussed in the literature that 

the silylation of CNC can improve its dispersibility in low polarity solvents (Habibi 2010). 

Pei et al. (2010) modified CNC prepared by acid hydrolysis of cotton with n-

dodecyldimethylchlorosilane (DDMSiCl) in toluene. The partial silylation procedure started with the 

solvent exchange of the CNC from water to acetone and dry toluene. The solvent exchange is 

followed by the addition of the DDMSiCl. The reaction occurred at room temperature for 12 hours 

under stirring and was terminated by addition of a mixture of tetrahydrofuran (THF) and methanol. 

The partially silylated CNC could be dispersed in organic solvents, such as chloroform and THF, and 

formed a stable suspension after sonication (Pei 2010). 

Siqueira et al. (2009) modified CNC extracted from sisal with n-octadecylisocyanate (C18H37NCO). 

A solvent exchange was performed to transfer the CNC from water to dried toluene without drying it. 

The modification occurred in dried toluene with nitrogen atmosphere for 30 minutes at 110°C. The 

modified CNC was washed and transferred to dichloromethane. Nanocomposite films were prepared 

with polycaprolactone dissolved in dichloromethane and the modified CNC from 0 to 12 wt%. The 
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mixtures of polymer and CNC in dichloromethane were sonicated before being cast in Teflon molds 

and the solvent evaporated. The modification of the CNC improved its dispersity and compatibility 

with the polymeric matrix. The nanocomposites showed improved mechanical properties in terms of 

stiffness and ductility (Siqueira 2009).  

The literature has also shown that the stability of CNC suspensions in low polarity solvents is 

dependent on the degree of modification of the CNC’s surface, but the extent of silylation has to be 

limited to avoid a detrimental effect on the CNC (Siqueira 2010). 

Gousee et al. (2002) demonstrated that a partial silylation of CNC resulting from acid hydrolysis of 

tunicin can improve its dispersion in organic solvents of medium polarity, such as acetone and THF. 

The silylation was conducted at room temperature under vigorous stirring for various times and 

different concentrations. The silylating agents used were: isopropyldimethylchlorosilane, n-

butyldimethylchlorosilane, n-octyldimethylchlorosilane and n-dodecyldimethylchlorosilane. They 

observed that when strong silylation conditions were used, partial destruction of the CNC occurred, as 

shown in Figure 2-14.  

 

Figure 2-14: Model of surface silylated cellulose whiskers (Gousee 2002).  

When too much silylating agent was added or too long reaction times were permitted, the CNC was 

silylated to a point where it became soluble in the reaction media (Gousee 2002). 

2.7 Polyolefins Nanocomposites with Nanocrystalline Cellulose 

The benefits of using CNC in nanocomposites result from their appealing intrinsic properties, such 

as nanoscale dimensions, high surface area, unique morphology, low density, renewable nature, wide 

availability throughout the world, high mechanical strength, modest abrasivity during processing, 

biodegradability, nontoxicity, easy chemical modification of the surface, and low cost (Habibi 2010, 
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Siqueira 2010, Kalia 2011). However, the properties of nanocomposites depend not only on the 

properties of their individual constituents, but also on their interface interaction between the matrix 

and nanofiller. This interfacial interaction is a disadvantage of the use of CNC in non-polar matrices, 

such as polyolefins. In order to increase the affinity of CNCs to polyolefins, chemical modifications 

of the CNC’s surface must be performed. 

Ljungberg et al. (2005) prepared nanocomposites of CNC in amorphous atactic polypropylene. The 

atactic polypropylene was selected because its properties are independent of the changes in the 

crystallinity of the polymer. It allows the effects of the CNC to be identified more directly in the 

properties of the final nanocomposite. Their CNC was extracted from tunicate by acid hydrolysis 

treatment. It was used to prepare nanocomposites without modification, modified with surfactant or 

grafted with maleated polypropylene. The nanocomposites were prepared by mixing one of the three 

types of CNC and solubilized atactic polypropylene in hot toluene, followed by evaporating the 

solvent. The nanocomposite films with the modified CNC with surfactant showed high dispersion 

levels and the films with unmodified and grafted CNC with maleated polypropylene formed 

aggregates. An increase in the tensile strength of the nanocomposite films compared with pure 

polypropylene was observed independent of the dispersion; however, only the films with grafted 

CNC could maintain the elongation at break. These results indicate that surfactant-modified CNC 

may represent a promising nanometric filler for a non-polar matrix (Ljungberg 2005). 

Ljungberg et al. (2006) also produced nanocomposites of isotactic polypropylene in order to 

explore the effect of CNC on the crystallization and the reinforcing effect of the polymer. The CNC 

modification and preparation of the nanocomposite films followed the same procedures as the 

previous work, except that isotactic polypropylene was replaced with atactic polypropylene. The 

experiments indicated that the CNC modified with the surfactant acted as a nucleant agent for the 

polypropylene. The mechanical properties of the nanocomposites containing modified CNC with 

surfactant and unmodified CNC improved. The surfactant modified CNC nanocomposite showed 

improved properties due to a better dispersion into the matrix (Ljungberg 2006). 

Menezes et al. (2009) modified CNC obtained by acid hydrolysis of Ramie fibers through an 

esterification reaction. Organic acid chloride aliphatic chains with different lengths were used: 

hexanoyl chloride, lauroyl chloride and stearoyl chloride. The modified and unmodified CNC were 

used to produce nanocomposites of low density polyethylene using a twin-screw extruder. When 10 

wt-% of unmodified CNC was added to the polymer, black dots appeared in the film. This was due to 
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the poor dispersion of the hydrophilic CNC within the hydrophobic polymer matrix. When the 

modified CNC was added, the occurrence of these aggregates progressively disappeared. The film 

reinforced with CNC modified with stearoyl chloride became similar to the one of pure polyethylene, 

as shown in Figure 2-15. 

 

Figure 2-15: Pure LDPE film and films reinforced with 10 wt% of unmodified CNC and CNC 

modified with stearoyl chloride. 

When CNC modified with stearoyl chloride was used, a significant improvement in the elongation 

at break of the films was observed due to improved dispersion of the CNC in the matrix (Menezes 

2009). 

Bahar et al. (2012) prepared isotactic polypropylene nanocomposite films with CNC and maleic 

anhydride grafted polypropylene as a coupling agent. The CNC, ranging from 0 to 15 wt-%, was 

loaded into a maleic anhydride grafted polypropylene solution in toluene and sonicated for two hours. 

This mixture was added into a polypropylene solution in toluene at a weight ratio of 0.8 wt-%. Films 

were formed by the evaporation of the solvent. An improvement of the tensile strength in the 

nanocomposites by 70 to 80% was observed as compared to the pure polypropylene. The thermal 

degradation temperature was also higher for the nanocomposites than the pure polypropylene. The 

polypropylene crystallinity increased up to 50% with the incorporated CNC (Bahar 2012). 
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Chapter 3- Methodology 

 

This section provides specific information and details on selected characterization methods that 

were used in this research. The modification of CNC, polymerizations and preparation of samples 

will be discussed in the following chapters. Furthermore, characterization methods exclusive to 

individual chapters will be discussed in their respective chapter. 

3.1 Characterization of Polyolefins, Composites and Nanocomposites 

3.1.1 Thermal Properties 

The differential scanning calorimetry (DSC) analysis was performed on a Q2000 DSC from TA 

Instruments. The samples were heated up from 35 °C to 200 °C at a rate of 10 °C per minute in order 

to erase the thermal history of the samples that could take place during the injection molding. The 

samples were then cooled at a rate of 10 °C per minute to 35 °C and heated again to 200 °C at the 

same rate. The data obtained from cooling and reheating was utilized to obtain the melting 

temperature (Tm), crystallization temperature (Tc) and degree of crystallinity (χc). The degree of 

crystallinity was calculated using Equation (1) (Ton-That 2006). 

 

χc =
∆𝐻𝑚

𝑓𝑝∆𝐻𝑜
 100    (Equation 1) 

 

Where ∆𝐻𝑚 is the melting enthalpy of the sample, 𝑓𝑝 is the weight fraction of polyolefin in the 

sample and ∆𝐻𝑜 is the theoretical melting enthalpy of a 100% crystalline polyolefin. The ∆𝐻𝑜 was 

assumed to be 207.1 J/g for polypropylene (Follain 2010) and 293 J/g for polyethylene (Wei 2004). 

3.1.2 Processing Properties 

The Melt Flow Index (MFI) measures the flow of melted thermoplastics and is commonly used in 

industry as an indirect measurement of molecular weight. It is defined as the mass of polymer, in 

grams, that flows through a capillary per ten minute interval. 
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The MFI of polyolefins is a very important parameter because it determines the type of processing 

that the polymer can be submitted to and consequently its applications. This work will determine the 

MFI of all polymeric materials formed, including the nanocomposites produced. In order to reach the 

goal of producing polyolefins with a MFI suitable for injection molding (typically from 3 g/10min to 

50 g/10min), hydrogen gas may be added into the polymerization reaction media to lower the 

polymer's MFI, when necessary. 

The Melt Flow Index (MFI) of pure polyolefins, composite and nanocomposites were determined 

using the Dynisco Polymer Test D4001DE MFI equipment following the ASTM D1238 procedure. 

The temperature was 230°C. The material was allowed to heat for 7 minutes and a mass of 2.6 kg was 

applied. The MFI was calculated and reported in grams per 10 minute (g/10min) intervals. 

3.1.3 Mechanical Properties 

The flexural test was performed to define the flexural modulus and flexural strength of the 

polymeric materials. The flexural modulus is determined by the slope of the stress-strain curve. It is 

the ratio of stress to strain in flexural deformation and defines the tendency of a material to bend. The 

flexural strength is the ability of a material to resist deformation under a load. It represents the highest 

stress experienced by the material at the moment of its rupture. 

Tensile testing was performed to determine the tensile strength of the polymeric materials obtained. 

The tensile strength is the maximum tension a material can withstand before failing or breaking.   

Flexural and tensile properties were measured using a Q series Mechanical Test Machine in 

accordance with ASTM D790 for flexural tests and ASTM D-638 for tensile tests. The dimensions of 

the testing bars for flexural testing were required to be approximately 63 mm x 12.75 mm x 3.3 mm 

due to equipment size constraints. For tensile testing, the bars were in a dog-bone shape following the 

ASTM D1708 for microtensile testing. For each of the analyses, at least five specimen bars of each 

sample were tested. 

The impact resistance measurement (impact IZOD) involves the release of a pendulum from a fixed 

height, which swings to hit and break a sample positioned at the lowest point of the swing and then 

continues its movement to a maximum height measured at the end of the first oscillation. It uses the 

principle of energy absorption from the potential energy of the pendulum to define the strength of a 

material. A notch, mimicking a crack, with controlled dimensions was made on the bars. The notch 

acts as a concentration stress agent as it minimizes plastic strain and reduces the scattering of energy 
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to fracture. The energy required to break the bar is the sum of the energies to initiate and propagate 

the crack (Canevarolo 2004). 

The IZOD impact tests were performed in a TestMachines Inc. (TMI) 43-02-01-0001 impact-

resistance apparatus, following the ASTM D256 procedure. The bars used in the impact tests had the 

same dimensions as the flexural testing ones and were notched using JinJian XQZ-1 Specimen Notch 

Cutter for a final notched width of 10.16 mm. At least five bars of each polymer sample were tested 

to determine the significance of each tensile, flexural and impact test. All samples were conditioned 

in 23±2 °C temperature and 50±10 % relative humidity for 48 hours prior to testing.  

3.1.4 Dynamic Mechanical Properties 

Storage modulus (E’) is the contribution of the elastic component of the material and determines 

the material’s ability to store energy (Etaati 2014, Khalid 2009). The dynamic mechanical properties 

were measured by a Rheometrics Scientific Dynamic Mechanical Thermal Analyzer DMATA V. Half 

bars from Impact tests with dimensions of approximately 31.5 mm x 12.75 mm x 3.3mm were used. 

Storage modulus (E’) were measured in single cantilever bending mode over a temperature range of 

45 °C to 150 °C for polypropylene and 45 °C to 110 °C for polyethylene, at a ramp rate of 3 °C/min, 

a frequency of 1Hz and a strain of 0.1%. 
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Chapter 4: Modified CF Incorporated in Isotactic Polypropylene by 

in situ Polymerization  

4.1 Introduction 

Composites are hybrid materials having two or more components with different physical and/or 

chemical properties. Composites usually have a strong and stiff component dispersed in a softer 

matrix. The strength properties of composites often fall between the strength properties of the 

reinforcement and the matrix ones (Miao 2013).  

Recently, cellulose fibers (CF) have gained significant interest as a reinforcement for 

thermoplastics because they have some advantages over conventional reinforcement, such as glass 

fiber. CF obtained through a Kraft process has properties that are very similar in value to glass fiber, 

such as a relatively high strength and stiffness and a low density (Bledzki 1999).  In addition, CF is 

abundant, has a relatively low cost and has environmental advantages, such as an increased 

biodegradability of the final materials and being produced from renewable sources (Bengtsson 2007, 

Orden 2010). Isotactic polypropylene is one of the most commonly used polymers in the world due to 

its excellent chemical and mechanical properties, high processability and low cost (Sato 2009, 

Malpass 2012). It is also a common choice of polymer matrix for natural fiber composites (Reddy 

2010). 

The challenge of using cellulose fiber to reinforce polypropylene is the lack of compatibility 

between the hydrophilic fibers and the hydrophobic polymer matrix. In order to improve the 

compatibility and affinity between the fibers and the polypropylene, surface modification of the CF 

can be performed. 

In this work, CF modified with organo-silanes was incorporated into isotactic polypropylene. The 

isotactic polypropylene was produced using industrial catalysts and had a controlled molecular 

weight. The hypothesis that these fibers have the ability to improve polypropylene’s mechanical 

properties was tested. The decision to start the research by developing composites with CF (micro 

size) instead of using CNC (nanosize) was to develop a reference for the methodology and to build on 

previous research carried out in the same research group. 



Confidential 

33 

The CF modified with organo-silanes (7-octenyldimethylchlorosilane, 7-ODMCS) was called 

ODMCS/CF. This specific modification strategy was already used by our research group and its 

characterization can be found in the literature (Reddy 2010). Additional characterization was done by 

Inductively Coupled Plasma Mass Spectrometry (ICP-MS) to determine the amount of organo-silane 

grafted on the fiber’s surface. The result was compared with the results from the literature. 

In the literature, there are examples of CF and polyolefin composites being prepared using the 

extrusion process. These examples referenced that feeding the cellulose material into the extruder was 

a common problem due to the low bulk-density of the CF material (Bengtsson 2007). 

The in situ polymerization method was investigated as an alternative to the melt-mixing method. In 

this case, the ODMCS/CF was incorporated into isotactic polypropylene by in situ polymerization 

using a Ziegler-Natta catalyst. Hydrogen gas was used during polymerization to control the molecular 

weight of the polypropylene that was formed and to provide the necessary flow characteristics 

(measured by melt flow index, MFI) to process the polymer and composite after polymerization. 

Measurement of MFI was used as an alternative to the direct measurement of molecular weight 

because it is not possible to measure molecular weight of polymers when they are mixed with other 

particles. Hydrogen works as a chain transfer agent in the polymerization mechanisms, as the addition 

of hydrogen decreases the molecular weight and consequently decreases the viscosity of the polymer-

facilitated processability. 

The powder morphology of pure polypropylene and the composite formed was investigated using 

scanning electron microscopy. The thermal properties were investigated by differential scanning 

calorimetry. Specimen bars to measure mechanical properties were prepared using injection molding 

and the mechanical properties of the nanocomposites were studied using IZOD impact, flexural, and 

tensile testing and dynamic mechanical analysis. The polymer fraction morphology was investigated 

by scanning electron microscopy on the cross section obtained after breaking the bars in the Izod 

Impact test. 
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4.2 Experimental 

4.2.1 Materials  

The cellulose fiber used in this work was produced from softwood kraft pulp composed of spruce. 

The organic modifier 7-octenyldimethylchlorosilane (7-ODMCS) was purchased from Gelest Inc., 

USA. The solvents hexane, toluene and methanol, the co-catalyst triethylaluminum (TEAL), and the 

electron donor dicyclopentyldimethoxysilane (donor-D) and cyclohexylmethyldimethoxysilane 

(donor-C) were purchased from Sigma-Aldrich. The Ziegler-Natta catalyst used in this work was 

suspended in mineral oil and kindly supplied by Braskem S.A. The nitrogen (grade 5.0; ultra-high 

purity), propylene (grade 2.5; 99.5% pure) and hydrogen gases were purchased from Praxair, Canada. 

The gases were dried by passing them through a bed of molecular sieves and the oxygen was removed 

by passing it through a bed of copper oxide catalyst. The antioxidant used wasIrganox 1010 

purchased from Ciba Inc. 

4.2.2 Modification of Cellulose Fiber 

The cellulose fiber was modified using 5 mmole of 7-ODMCS per gram of fiber in a dried 

methanol dispersion under reflux for eight hours as described by Reddy et al. (2010). After 

modification, the CF was filtered, washed with dried methanol and dried. The modified cellulose fiber 

was called ODMCS/CF. 

4.2.3 in situ Polymerization 

The polymerization reactions were conducted in an autoclave reactor purchased from Parr 

Instrument Company with a two liter capacity, as shown in Figure 4-1.  
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Figure 4-1: Polymerization reactor. 

The reactor is equipped with heating and cooling systems controlled electronically. The stirring is 

pneumatic and the reactor is connected to a vacuum pump. A schematic illustration of the reactor is 

shown in Figure 4-2. 

 

Figure 4-2: Schematic illustration of the reactor. 
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All polymerization procedures were conducted in a moisture and oxygen free environment. The 

reactor was loaded with 1.5 L of dry hexane, 0.13 g of electron donor and 6.85 g of co-catalyst 

(TEAL). For the polymerization with wood fiber, 5 g of ODMCS/CF pre-dispersed in dry toluene by 

sonication for 60 minutes was added. The reactor was degassed, charged with 0.5 psi of hydrogen gas 

and filled with propylene gas. The reactor was charged with a suspension of 250 mg of Ziegler-Natta 

catalyst in 20 mL of dry n-hexane and the polymerization reaction was performed for 60 minutes at 

60 °C and a constant propylene pressure of 58 psi. The reaction was terminated by degassing the 

reactor. The reaction mixture was transferred into a beaker and saturated with ethanol. To recover the 

products, the pure polypropylene or the composites (CF-PP) were filtered, washed with ethanol and 

dried at 60 °C for 24 hours under vacuum. 

The polymerization conditions described above were developed through an extensive series of 

polymerizations where different variables were tested. These conditions were varied to achieve the 

goal of increasing the production of polypropylene and obtaining a polymer or a nanocomposite that 

could be processed by injection molding (with an MFI in the range of 5 to 50 g/10min which is the 

usual range for injection molding). Thermoplastics with an MFI lower than 2 are often not suitable for 

injection molding; they are used for extrusion. The production of polypropylene was measured by 

catalyst activity (kgpol/gcat.h). The processability was measured by MFI. The summary of these 

polymerizations is presented in Appendix A.  

Two types of electron donors were used, dicyclopentyldimethoxysilane (donor-D) and 

cyclohexylmethyldimethoxysilane (donor-C), both with and without contact of catalyst and electron 

donor before the insertion of the catalyst into the reactor. Different quantities of co-catalyst were also 

tested, varying from 125 to 500 mole ratios between the co-catalyst and catalyst ([Al]/[Ti]). Two 

reactor temperatures were used, 60 °C and 80 °C. And the amount of hydrogen gas added to the 

reactor to act as a chain transfer agent to control the molecular weight of the polypropylene varied 

from 0.5 to 10 psi.  

4.2.4 Melt Compounding and Injection Molding  

The pure polypropylene (PP) and the composite CF-PP were processed using a Haake Minilab 

Micro-compounder (Minilab), a co-rotating conical twin-screw extruder. The extruder was set to 210 

°C and a 50 rpm screw rotation rate. Both samples received 2 wt-% antioxidant (Irganox 1010) with 

respect to polypropylene content and were manually pelletized after extrusion.  
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The resulting pellets were injection molded using a Ray–Ran injection molding machine to produce 

specimens according to ASTM standard samples for IZOD impact, tensile and flexural testing. The 

injection molding was performed with the barrel temperature at 210 °C and the mold tool temperature 

at 60 °C with injection periods of 15 seconds at 100 psi. The condition of the samples and their 

analysis were performed in accordance with the ASTM D790-03 procedure. Prior to conditioning, 

injection molded samples were annealed at 150 °C for 10 minutes and then cooled down at a rate of 

10 °C/min to have homogenized crystallinity for all samples and to erase any thermal history that 

took place during the injection molding. 

4.2.5 Characterization of CF 

The amount of silane grafted to the fiber’s surface was measured using Inductively Coupled Plasma 

Mass Spectrometry (ICP-MS) using a TELEDYNE Prodigy High Dispersion ICP. To prepare each 

sample, 1 g of unmodified fiber or 0.25 g of ODMCS-CF were digested by refluxing it with 9 mL of 

nitric acid, 5 mL of hydrochloric acid and 5 mL of ultra-pure water for 45 min. After reflux, the 

mixtures were allowed to cool down, were filtered and ultra-pure water was added to a total volume 

of 20 mL. A blank sample was also prepared that excluded the cellulose sample, but used the same 

amount of acid and total volume. Prior to the injection of the samples, the ICP was calibrated with a 

Si standard solution. The measurements were performed three times for each sample to develop an 

average calculation. The amount of silane measured by ICP was compared with the one described by 

Reddy et al. (2010), which used a thermogravimetric technique. 

4.2.6 Characterization of Polypropylene and Composite 

The morphology of the reactor’s powders (polymer produced in the reactor autoclave) and the cross 

section of the pure polymer and composite bars were investigated using a LEO 1530 field emission 

scanning electron microscope equipped with a Gemini field emission column (FESEM). Samples 

were placed on aluminum stubs with the assistance of double-sided carbon tape. For the samples in 

bar shapes, the cross section obtained after breaking the sample in the Izod Impact test was used.  All 

samples were splatter coated with gold to improve the electrical conductivity of the surface. The SEM 

was operated at 2.5x10
-6 

mbar and 10kV. 

The methodologies for differential scanning calorimetry, melt flow index, and mechanical and 

dynamic mechanical properties were measured as described in Chapter 3. 



Confidential 

38 

4.3 Results and Discussion 

4.3.1 Amount of Silane Grafted 

The amount of silane grafted on the fiber’s surface was measured by ICP. A blank sample (without 

fiber) was used to ensure the absence of significant amounts of Si on the acids and water used in the 

sample digestion. The concentration of Si in the unmodified sample was subtracted from the amount 

of Si found in the ODMCS/CF to ensure that the amount of Si measured in the sample was from the 

organo-silane added. The amount of 7-ODMCS grafted on the fibers was found to be 0.11 mmol per 

gram of fiber, corresponding to a 2.2% yield. The grafted amount measured by ICP was 0.1 mmol/g 

(2.1% yield) as reported by Reddy (2010) and calculated using for the thermogravimetric method. 

These two results were very close to each other. 

4.3.2 Composites Preparation 

The yield of the polymerization reaction without the fiber was 188 g of PP with a catalyst activity 

of 0.75 kg of polymer per gram of catalyst per hour. The presence of ODMCS/CF decreased the 

catalyst activity to 30 % of the activity achieved by the catalyst in the absence of this fiber. The final 

composite (CF-PP) had an ODMCS/CF content of 9 wt-%, as shown in Table 4-1. 

Table 4-1: Preparation of Composites and Pure Polymer. 

 
CF 

(g) 

Yield, 

Mass Pol. (g) 

CF  

(wt-%) 

Activity 

(kgpol/gcat.h) 

PP - 188 - 0.75 

CF-PP 5 56 9 0.22 

Polymerization Conditions: 250 mg catalyst; TEAL [Al]/[Ti] = 500; Donor D [Si]/[Ti] = 30; P C3 = 4 bar; P H2 = 0.5 

psi;1.5 L hexane; T = 60 ºC; t = 1 h.  

4.3.3 Polymer Particle Morphology 

The morphology of the reaction powder of the PP and CF-PP are shown in Figure 4-3. Images a, b 

and c are PP particles and images d, e and f are CF-PP particles. There is a substantial difference 

between the morphology of the pure polymer and the composite. In the pure polymer, the particles are 

round and well defined with roughly the same size, while in the composite the particles have various 

shapes and sizes. In the images of the composite particles, it is possible to see that the polymer is 
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covering the fiber’s surface: in image d, it is covered completely and in image f, it is partially 

covered. This change in morphology suggests a good interaction between the polymer and the fiber’s 

surface that allowed the polymer to grow on this surface. This may also suggest that the 7-ODMCS 

present on the fiber’s surface is participating in the polymerization reaction due to its double bond at 

the end of its aliphatic chain. In this case, the ODMCS/CF would be acting as a comonomer in the 

polymerization reaction, as described in the literature (Reddy 2010); however, further characterization 

would be needed to confirm this behavior, such as a Soxhlet extraction of the polypropylene to prove 

the chemical bonding of the polymer in the fiber. 

 

Figure 4-3: MEV images of PP reactor powder (a,b and c) and CF-PP reactor powder (d, e and f). 

4.3.4 Processing Properties 

The Melt Flow Index of the polypropylene was not significantly affected by the addition of the 

ODMCS/CF and was 3 g/10min for the PP and 3.2 g/10min for the composite, as shown in Table 4-3. 

Due to this similarity in MFI, injection molding of the composite was performed as easily as for the 

PP and the resulting bars had both a good finish and a smooth texture. The only difference was the 

color of the CF-PP that was slightly darker than the PP, as shown in Figure 4-4, which may suggest a 

mild thermal degradation of the fibers. 

(a) (b) (c) 

(d) (e) (f) 
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Figure 4-4: Specimen bars of PP (right) and CF-PP (left). 

4.3.5 Thermal Properties 

Based on the data obtained in the first run of the differential scanning calorimetry analysis, it is 

possible to affirm that the incorporation of the ODMCS/CF did not significantly change the melting 

temperature (Tm) of the polypropylene in the composite compared to the pure polymer, as shown in 

Figure 4-5. The degree of crystallinity (χc) of the CF-PP was found to be very similar to the PP as 

well, as shown in Table 4-2.  

Table 4-2: Thermal Property Results of PP and CF-PP. 

 Tm (°C) Tc (°C) χc (%) 

PP 166 118 45.5 

CF-PP 168 121 44.6 

 

The crystallization temperature (Tc) was three degrees higher in the composite, which indicates a 

change in the crystallization behavior of the polypropylene due to the presence of fibers. This 

behavior is consistent with other reports in the literature indicating that the increase in crystallization 

(a) (b) 
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temperature happens when the fillers or fibers work as a nucleating agent for the polymer matrix (Mi 

1997).  

 

Figure 4-5: Differential Scanning Calorimetry Results for PP and CF-PP. 

4.3.6 Mechanical Properties 

The incorporation of the fiber had a positive effect on both the flexural modulus and the impact 

strength of the polymer, which confirms a good interaction between the polypropylene and the fiber’s 

surface. The CF-PP had a flexural modulus of 1,559 MPa, which is 26% higher than the 1,237 MPa 

of PP and had a slightly higher standard deviation. The flexural strength was slightly higher in the 

composite than the pure polymer, but also had a higher standard deviation; therefore, it was not 

considered significant. The impact strength of the composite was 98 J/m, while the pure polymer was 

only 52.6 J/m, which represents a 53% increase and both had a standard deviation around 2 J/m, as 

shown in Table 4-3. The incorporation of ODMCS/CF improved both flexural modulus and impact 

strength of the polypropylene. The impact strength of wood fibers and PP composites often decreases 

relative to the pure polymer due to the wood fiber having points of stress concentration, which are 

sites of crack propagation (Karmarkar 2007). 

 

 

 

-15

-5

5

15

20 70 120 170 220

H
e
a
t 

F
lo

w
 (

W
/g

) 

Temperature (°C) 

PP

CF-PP



Confidential 

42 

Table 4-3: Melt Flow Index and Mechanical Properties Results. 

Sample 
MFI 

(g/10min) 

Flexural 

Modulus 

(MPa) 

Standard 

Deviation 

(MPa) 

Flexural 

Strength 

(MPa) 

Standard 

Deviation 

(MPa) 

Impact 

Strength 

(J/m) 

Standard 

Deviation 

(J/m) 

PP 3 1237 85 57 2.6 52.6 2.1 

CF-PP 3.2 1559 140 61 4.7 98 2.7 

 

4.3.7 Dynamic Mechanical Properties 

The storage modulus of the CF-PP is considerably higher than the PP over the whole temperature 

range of 45°C to 150°C that the DMA analysis was performed. This is shown in Figure 4-6. The 

incremental storage modulus (E’) was approximately 75 MPa for almost all temperature ranges, and 

decreased to approximately 50 MPa at temperatures in excess of 125°C. This increase in modulus can 

be attributed to the increase in the stiffness of the PP created by the reinforcing effect of the fibers 

(Etaati 2014, Nayak 2009). The incorporation of these fibers can allow for the use of polypropylene 

in applications where the material is exposed to higher temperatures.  

 

Figure 4-6: Storage modulus (E’) vs temperature curve for PP and CF-PP. 
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4.3.8 Polymer Fracture Morphology 

The SEM images, as shown in Figure 4-7, show a good interaction between the polymer and the 

fibers and also provide insight into the reinforcement mechanism. Images a and b show the cross 

section obtained after breaking the PP bar in the Izod Impact test. And the images c, d, e and f show 

the cross section of the composite obtained after the impact test. In the composite images, there are no 

visible holes (voids) on the polymer’s surface or large sections of fiber sticking out, which indicates 

that the polymer interaction with the fibers was strong enough to hold the fiber is place during 

propagation of the fracture. Image d clearly shows that the fibers break instead of being pulled out of 

the polymer matrix. In images e and f, the crack propagation on the fiber is evident; the crack stops 

almost half way through the cross section of the fiber, which provides an idea about the mechanism 

for reinforcement promoted by the fibers. 
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Figure 4-7: MEV of specimen bar fractures for PP (a and B) and CF-PP (c, d, e and f). 

 

 

(a) (b) 

a (c) 

(e) 

(d) 

(f) 
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4.4 Conclusions  

The amount of organo-silane grafted was measured by ICP as being 0.11mol of organo-silane per 

gram of fiber. This value was very close to other literature values that used the weight loss from the 

thermogravimetric analysis and corresponds to a 2.2% yield. The ICP method is considered more 

precise than the thermogravimetric method reported in the literature because ICP is measuring 

concentration of atoms against calibration curves, whereas the thermogravimetric method can be 

affected by other impurities. 

The presence of ODMCS/CF in the polymerization reaction decreased the catalyst’s productivity 

by 70%, from 0.75 to 0.22 kg of polymer per gram of catalyst per hour. The composite formed had an 

ODMCS/CF content of 9 wt-%. The incorporation of the fibers in the polymerization reaction 

dramatically changed the reactor powder’s morphology. The polypropylene in the composites 

completely or partially covered the fiber’s surfaces, while the PP presented uniform and rounded 

particles that replicated the catalyst’s spherical morphology. 

The MFI of the composite was almost identical to PP and the composite bars showed a darker 

coloration. The Tm was not affected by the incorporation of the fibers. The Tc of the composite was 

three degrees higher than the PP, which indicates a change to the crystallization behavior of the 

polymer, but the χc was almost the same in the presence or absence of the fiber.  

The incorporation of the ODMCS/CF improved both the flexural modulus and the impact strength 

of the polypropylene, which confirmed the hypothesis that the incorporation of CF modified with 

organo-silanes improves polypropylene’s mechanical properties.  

The flexural modulus and impact strength of the CF-PP was 26% and 53% higher than the PP, 

respectively. The storage modulus was measured over a temperature range from 45°C to 150°C. The 

composite had approximately a 75 MPa higher storage modulus than the PP at temperatures below 

125 °C. Beyond this temperature, the increase in storage modulus was slightly lower at approximately 

50 MPa. The simultaneous increase in modulus and impact strength is attributable to the balance of 

stress transfer on the interface of the polymer matrix and cellulose fiber. The SEM images of the 

composite cross section showed a good interaction of the polymer with the fiber’s surface. The 

bonding between these materials was strong enough to prevent the fibers from being pulled out during 

the polymer fraction. 
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Chapter 5: Surface Modification of CNC with Organo-Silanes 

5.1 Introduction 

Cellulose is an abundant, biodegradable and inexpensive material used as a feedstock for 

nanocrystalline cellulose (CNC) preparation. CNCs have exceptional physicochemical properties, 

such as a high surface, high specific strength and high modulus. The advantages of this new material 

have attracted the interest of many research groups and industries (Peng 2011, Siqueira 2010, Moon 

2011). 

There are several types of sources used to produce nanocellulose. Regardless of the source or the 

preparation methods, in its initial stage nanocellulose is hydrophilic. Crystalline nanocellulose is also 

hydrophilic immediately after its preparation. Therefore, it is incompatible with hydrophobic 

solvents, such as hexane or hydrophobic polymers, such as polyolefins. For this reason, it is not 

possible to directly disperse the CNC in polyolefin by simple techniques (like direct extrusion 

compounding) that work well with other polymers (like polyesters, for example). Furthermore, 

nanoparticles have a strong tendency to agglomerate. Aggregates of nanoparticles inside the 

composite can form weak points and lead to premature failures of the final product; therefore, the 

CNC needs to have a good compatibility and affinity to the polymer matrix in order to achieve a good 

dispersion and enhanced mechanical properties, which result in the stress transfer from the polymer 

matrix to the CNC (Hussain 2006). Due to the high temperature that polyolefins are exposed to during 

extrusion and molding, the CNC also needs to have sufficient thermal stability in order to avoid 

thermal degradation during nanocomposite processing. 

An alternative to enhance the compatibility and affinity of the CNC to the polyolefin is the 

chemical modification of the CNC’s surface with the objective of increasing its hydrophobicity, 

thereby improving its dispersion and affinity with this polymer. The modification with organo-silanes 

has been used for hydrophobization of CNC and allows its dispersion in organic solvents such as THF 

(Pei 2010, Gousse 2002).  

Modification with organo-silanes has also been used to increase the thermal stability of cellulose 

materials. Joseph et al. used vinyl-silane and amino-silane to increase the thermal stability of banana 

fibers (Joseph 2008). More recently, Zhang et al. modified nanofibrilated cellulose (NFC) with 

methyltrimethoxysilane and achieved a significant improvement in thermal stability that was the 
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result of inherent heat resistance of the polysiloxane bonded at the cellulose’s surface (Zhang 2015). 

Although some modifications are already known and documented, there is a gap in the literature 

regarding the ability to surface modify CNCs with organosilanes to increase their thermal stability. 

In this work, CNCs from two different sources and surface compositions were modified with 

different organo-silanes. The first CNC used was produced by the Brazilian Agricultural Research 

Corporation-EMBRAPA and was extracted from cotton by acid hydrolysis using sulfuric acid 

(Mattoso 2010 and 2011). The hydrolysis with sulfuric acid leaves negative acidic sulfate ester groups 

(-OSO
3-

 H
+
) on the CNC’s surface, as shown in Figure 5-1. Approximately one tenth of the glucose 

units are functionalized with sulfate ester groups (Klemm 2011). 

  

Figure 5-1: Sulfate CNC structure. 

For this reason, the CNC received from EMBRAPA will be called sulfate-CNC (s-CNC). 

The second CNC used was the neutral form CNC (Na-CNC) from CelluForce. The Na-CNC was 

produced by acid hydrolysis of bleached wood pulp using sulfuric acid. Similar to the case of s-CNC, 

the hydrolysis with sulfuric acid leaves negative acidic sulfate ester groups (-OSO
3-

 H
+
) on the CNC’s 

surface, which cause electrostatic repulsion between the CNC particles (Beck 2012). This 

electrostatic repulsion results in a stable CNC suspension in water, but once it has been fully dried, 

the CNC is no longer dispersible in water. In order to produce fully redispersible CNC, a counterion 

exchange is performed, replacing H
+
 for Na

+
, as shown in Figure 5-2. 

 

Figure 5-2: Neutral form CNC structure. 

When at least 94% of the H
+
 is exchanged for Na

+
, the resulting neutral-salt form of CNC, Na-

CNC, is easily dispersible in water even when it is fully dried (Beck 2010, 2012). The Na-CNC 
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supplied by CelluForce used in this work was dried in a spray dryer and was received in the form of a 

dried fine powder. 

Five different organo-silanes were used to modify the CNCs. These organo-silanes differ in the 

number of chloride atoms bonded to the silicon atom, aliphatic chain size and type of carbon-carbon 

bond in the chains’ termination (saturated or unsaturated). The organo-silanes chemical structures are 

shown in Figure 5.3. The 7-octenyldimethylchlorosilane (7-ODMCS) and n-

octyldimethylchlorosilane (n-ODMCS) are similar in that each has only one chloride and two methyl 

groups linked to the silicon atom, but differ in that the 7-ODMCS has an unsaturation on the end of 

the chain that can change its reactivity when present during an olefin polymerization reaction. The 7-

octenyltrichlorosilane (7-OTCS) and n-octyltrichlorosilane (n-OTCS) have chloride atoms, which can 

improve their reactivity in the CNC’s modification. The n-decyltrichlorosilane (DecylSi) has a larger 

chain length (ten carbon atoms) that may improve the CNC’s hydrophobicity more than the other 

organo-silanes used, which have eight carbon atoms. 

 

Figure 5-3: Chemical structures of the organo-silanes: 7-OTCS, n-OTCS, 7-ODMCS, n-ODMCS 

and DecylSi. 

Only the organo-silanes 7-OTCS, 7-ODMCS and n-ODMCS were use in the modification of the s-

CNC. For the modification of Na-CNC, all five organo-silanes were used. 

The preparation of CNC with acid hydrolysis using sulfuric acid produces CNCs with reduced 

thermal stability compared to native cellulose, due to the formation of sulfate groups by esterification 

on its surface (Cho 2013, Dufresne 2012, Lin 2014). For this reason, the improvement of thermal 

stability is a major goal in this work that uses two CNCs produced by this method. 

7- OTCS n-OTCS 

7-ODMCS n-ODMCS DecylSi 
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In order to test the hypothesis that organic modification can improve the thermal stability of CNCs, 

the effect of the organo-silane modification on the thermal stability of the CNCs was evaluated by 

determining the onset thermal degradation of these materials using TGA analysis. The weight loss 

obtained from TGA analysis between 200°C and 600°C was used to calculate the amount of organo-

silane grafted to the CNC.  

The thermal decomposition of cellulose starts with the loss of residual water at temperatures lower 

than 150 °C. In the thermal decomposition under inert atmosphere (N2), also called pyrolysis, with the 

increase of the temperature, depolymerization reaction take place by breaking the glycosidic bond, 

which forms levoglucosans. This decomposition state is followed by the formation of free radical 

with formation of water, CO and CO2. This type of thermal degradation of cellulose form residues 

such as char (Motaunga 2015). In the thermal decomposition under oxidative atmosphere (air), after 

residual water evaporation, the oxidative degradation of the cellulose occurs and last the combustion 

of char (Munir 2009).  In order to study only the decomposition of cellulose, avoiding the loss of 

residual water, the TGA analysis were normalized excluding the mass loss at temperatures lower than 

150°C. 

TGA was also used to obtain the activation energy (Ea) of the thermal degradation of the CNCs 

using the Ozawa-Flynn-Wall (OFW) method. When cellulose materials are used in polyolefin 

composites or nanocomposites, they are subjected to thermal degradation. During thermal 

degradation, the mechanism of conversion changes because of complex reactions in the 

decomposition process and these changes make the modeling of cellulose degradation far more 

complex. The calculation of Ea by the OFW method is a simplified approach to understand the 

thermal decomposition of cellulosic materials (Yao 2008, Motaunga 2015). For polymer applications, 

thermal degradation at high conversions are not meaningful. For this reason, the activation energy 

will be measures at a maximum of 40% conversion. 

5.2 Experimental 

5.2.1 Materials  

The CNCs used in this work were provided by the Brazilian Agricultural Research Corporation 

(EMBRAPA) and CelluForce Inc. The organic modifiers 7-OTCS, n-OTCS, DecylSi, 7-ODMCS and 

n-ODMCS were purchased from Gelest Inc., USA. The solvent methanol was purchased from Sigma-

Aldrich. 
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5.2.2 Modification of CNC 

Due to differences in surface composition and the form the CNCs were received, the preparation of 

these samples for the modification reactions were slightly different.  

The s-CNC was received in water dispersion at 10 wt-%. In order to avoid aggregation, the s-CNC 

was never dried and a solvent exchange was performed using successive centrifugations and re-

dispersions in dried methanol. In the final re-dispersion, a small volume of methanol was added to 

make an s-CNC/methanol paste.  The concentration of s-CNC in the paste was determined by the 

weight difference between an aliquot of the paste before and after methanol removal. For the 

modification reaction, a mass of paste corresponding to 10 g of dried s-CNC was added to a round-

bottom flask containing 500 mL of dry methanol.   

The Na-CNC was received in the form of powder and used as received. For the modification 

reaction, 5 g of Na-CNC was added to a round-bottom flask containing 250 mL of dried methanol. 

The organo-silane was added to the CNC (s-CNC or Na-CNC) suspension in methanol at a 

concentration of 5 mmole of organo-silane per gram of CNC (5 mmol/g
-1

) and refluxed for eight 

hours under stirring. After the reaction, the mixture was cooled down to room temperature, filtered 

with Wattman qualitative filter paper, and washed with methanol to remove any excess organo-silane. 

Afterwards, the modified CNC was left to dry at room temperature overnight and then further dried at 

80°C for 24 hours in a vacuum oven.  

5.2.3 Characterization 

Thermogravimetric analyses (TGA) was used to determine the onset of thermal degradation of the 

CNCs before and after modification. The thermal degradation represents the decomposition of a 

sample due to overheating and is a limiting factor for the use of CNC in polyolefin matrices that are 

processed at temperatures as high as 230 °C.  

TGA of unmodified and surface-modified CNC with organo-silanes were done using a TA 

Instruments Q50 TGA with a purge rate of 50 mL/min. Two types of analyses were performed: one 

under a nitrogen atmosphere and the other under an air atmosphere. The heating rate was 10 °C/min 

and the temperature range covered in these experiments ranged from 35 °C to 650 °C.  
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The amount of organo-silane grafted onto the CNC’s surface was calculated using the weight loss 

between 200 and 600 ºC of the thermogravimetric analysis under nitrogen atmosphere, using 

Equation (2), as reported in literature (Reddy 2010, Herrera 2004). 

 

𝐺𝑟𝑎𝑓𝑡𝑒𝑑 𝑎𝑚𝑜𝑢𝑛𝑡 (𝑚. 𝑒𝑞𝑢𝑖𝑣./𝑔) =
(W200−𝑊600)103

[100−(𝑊200−𝑊600)]M
   (Equation 2) 

 

Where, W200 and W600 are weight percent at 200ºC and 600ºC, and M is the molecular weight of the 

organo-silane used in the modification. 

Thermogravimetric analysis was also used to obtain the activation energy (Ea) of the thermal 

degradation of the CNCs. The Ozawa-Flynn-Wall (OFW) isoconversion method was applied using 

Equation (3) (Ozawa 1986 and 1992, Corradini 2009). 

 

𝑙𝑜𝑔𝛽 = 0.457 (
−𝐸𝑎

𝑅𝑇
) + [𝑙𝑜𝑔 (

𝐴𝐸𝑎

𝑅
) − 𝑙𝑜𝑔𝐹(𝛼) − 2.315]  (Equation 3) 

 

Where β is the heating rate, Ea is the activation energy of the reaction, R is the gas constant (8.3144 

J/kmol), T is the absolute temperature, A is the pre-exponential factor and α is the conversion or 

percentage of degradation. Using this method, the activation energy can be determined from the slope 

of a plot of log β versus -1/RT at a constant conversion resulting in a line with a slope of 0.4567Ea. 

The OFW method used multiple heating rates. In this work, heating rates of 5, 10, 20, 30, 40 and 

50 °C/min were used. The TGA was done in an air atmosphere at a flow rate of 50 mL/min and the 

temperature range covered in these experiments was from 35 °C to 650 °C. 

5.3 s-CNC Results and Discussion  

5.3.1 Thermal stability of s-CNCs 

In the thermogravimetric results plotted in Figure 5-4, the black line represents the weight change 

of s-CNC and the unmodified sample as function of a pre-programmed heating profile. The weight 

change or weight loss is proportional to the conversion of s-CNC from solid to gaseous products 
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(thermal degradation). As higher is the temperature where the weight loss fast increases, more 

thermal stable is the sample. 

The modification of s-CNC with organo-silanes had a very positive effect on the thermal stability 

of these nanocrystals. The s-CNC was modified with 7-OTCS, 7-ODMCS and n-ODMCS. For all of 

the modifications, the TGA results showed an increase in thermal stability under both nitrogen and air 

atmospheres, as shown in Figure 5-4 on the left and right, respectively.  

  

Figure 5-4: Thermogravimetric results of s-CNC and modified s-CNC under nitrogen atmosphere 

(left) and air (right). 

Under a nitrogen atmosphere, all three modifications increased the thermal stability in a very 

similar manner. Under an air atmosphere, the n-ODMCS promoted a greater increase in thermal 

stability than the other two modifications, which were very similar to each other. The higher 

improvement in thermal resistance promoted by the modification with n-ODMCS, compared to the 

other modification, may be caused by the absence of an unsaturated bond in the end of the carbon 

chain, which is susceptible to oxidation. 

Regardless of the differences in thermal stability, the curves of the three modified s-CNC under air 

present a different shape than the unmodified one.  The unmodified curve had two big weight loss 

regions (weight drops) while the modified s-CNCs only one. The curves of derivative of weight loss 

versus temperature under a nitrogen atmosphere of unmodified and modified s-CNCs are presented in 

Appendix B-1. 

The temperature of 1%, 5% and 10% weight loss were used to compare the thermal stabilities, as 

shown in Table 5-1. For application in nanocomposites, the temperature at 1% weight loss is 
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significant as a 1% degradation of the nanofiller is sufficient to give the nanocomposite a dark 

coloration. For this reason, this study focuses on the beginning of the thermal degradation and the 

comparison of thermal stabilities for modified and unmodified s-CNCs that were performed with a 

temperature of 1% weight loss. 

As shown in Table 5-1, the onset temperature of 1% weight loss for the unmodified s-CNC is 228 

°C under a nitrogen atmosphere and 252 °C under an air atmosphere. The s-CNC/7-ODMCS 

increased the thermal stability of the s-CNC under a nitrogen atmosphere by 52 °C, while s-CNC/n-

ODMCS and s-CNC/7-OTCS increased by 48 °C and 45 °C, respectively, compared to the s-CNC. 

Under an air atmosphere, the s-CNC/n-ODMCS had the best result and increased the thermal stability 

of the s-CNC by 35 °C. The s-CNC/7-OTCS and s-CNC/7-ODMCS had much smaller increases of 

15 °C and 8 °C, respectively.  

Table 5-1: Weight loss of unmodified and modified s-CNC in thermogravimetric analysis under 

nitrogen and air atmospheres. 

Modification Atmosphere 
T (°C) 

1% weight loss
 

T (°C) 

5% weight loss 

T (°C) 

10% weight loss 

- nitrogen 228 260 272 

7-OTCS nitrogen 273 302 313 

7-ODMCS nitrogen 280 309 319 

n-ODMCS nitrogen 276 300 310 

- air 252 279 286 

7-OTCS air 267 288 297 

7-ODMCS air 260 284 293 

n-ODMCS air 287 312 318 

 

In order to better observe the differences in thermal stability of the modified and unmodified s-

CNCs, a graph of temperature versus weight loss was plotted for each set of analysis under nitrogen 

and air atmospheres, as shown in Figure 5-5.  

Under nitrogen, as shown in Figure 5-5 on the left, it is clear that no matter which organo-silane 

was used, the modified s-CNC had very similar thermal degradation behaviors over the range 

analyzed (1%, 5% and 10% weight loss). The s-CNC/7-ODMCS (blue line) had slightly improved 
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performance than the other modifications. The s-CNC/n-ODMCS (green line) showed a slight 

improvement over s-CNC/7-OTCS (red line) at 1% and a slight decrease at 5% and 10%. 

Under an air atmosphere, as shown in the Figure 5-5 on the right, the differences between the 

modifications were larger than under a nitrogen atmosphere. The modification with n-ODMCS had a 

much higher thermal stability than the other modifications over the whole range analyzed. The s-

CNC/7-ODMCS, which had the best performance under a nitrogen atmosphere, had only slightly 

improved thermal stability under an air atmosphere. The modified s-CNC with 7-OTCS had an 

intermediate behavior under an air atmosphere. 

 

Figure 5-5: Weight loss comparison between unmodified and modified s-CNC from TGA analysis 

under nitrogen atmosphere (left) and air (right). 

5.3.2 Activation Energy (Ea) of s-CNCs 

To better understand how the s-CNCs degrade, a kinetic study was done to determine the Ea of its 

thermal degradation using the FWO method. The TGA of unmodified s-CNS and the modified s-

CNC with 7-OTCS and n-ODMCS were performed under an air atmosphere with a temperature range 

of 35 °C to 650 °C. Varied heating rates were used of 5, 10, 20, 30, 40 and 50 °C per minute. 

The temperature at which the weight loss increased rapidly, known as onset thermal degradation, is 

influenced by the heating rate. Slower heating rates result in the earlier onset of thermal degradation. 

This effect of the heating rate is more pronounced in the modified s-CNCs than in the unmodified 

one, as shown in Figure 5-6. The modified samples also show a region of accelerated mass loss 

sharper than the unmodified s-CNC. The unmodified s-CNC loses mass slowly as the temperature 
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increases, whereas the modified ones stay in a plateau until they reach a temperature where almost 

90% of the weight is lost very quickly.  

 

 

Figure 5-6: Thermogravimetric results of s-CNC (top), s-CNC/7-OTCS (bottom left), s-CNC/n-

ODMCS (bottom right) under an air atmosphere at different heating rates. 

The Ea was determined using the FWO method, where a plot of log β versus -1/RT at constant 

conversions (5, 10, 20, 30 and 40%) over all of the heating rates used and resulted in a line with a 

slope of 0.4567Ea. The plots of log β versus -1/RT are presented in Appendix B-2. A plot of Ea 

versus conversion for the unmodified and modified s-CNCs is shown in Figure 5-7. The Ea of the 

unmodified s-CNC stayed almost constant at approximately 160 kJ/mol. The modified s-CNCs had 

lower Ea. The s-CNC modified with 7-OTCS had an average Ea of 108 kJ/mol and the s-CNC 

modified with n-ODMCS was even lower with an average of 100 kJ/mol. 
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Figure 5-7: Activation Energy of s-CNC, s-CNC/7-OTCS and s-CNC/n-ODMCS. 

The decrease in activation energy observed for modified s-CNC seems counterintuitive at first hand 

because these materials have a significantly higher onset temperature for thermal degradation than the 

unmodified s-CNC. A closer inspection of the shape of the curves provides more insight. The slope of 

the curves for the modified s-CNCs is steeper after the thermal degradation starts, whereas the slope 

of the curve for the unmodified s-CNC is less steep. The curves with the derivative of TGA are shown 

in Figure 5-8. The curves with the derivative (Derv. Mass %) for s-CNC have two peaks in the range 

of 200 to 400 
o
C. A small shoulder is also observed just above 200 

o
C. The presence of multiple peaks 

(or shoulders) clearly indicates more than one mechanism occurs during thermal degradation. From 

these graphics, it is possible to attribute that the first mechanism of thermal degradation in s-CNC is 

happening approximately in the range of 200 – 300 
o
C, whereas the second mechanism of thermal 

degradation is active in the range of approximately 300 – 400 
o
C.      
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Figure 5-8: Derivative thermogravimetric results of s-CNC (top), s-CNC/7-OTCS (bottom left), s-

CNC/n-ODMCS (bottom right) under an air atmosphere at different heating rates. 

The activation energy calculation utilized the first part of the thermal degradation only, that is, only 

the first 40% of conversion (60 wt-% loss). The temperature range used to calculate the activation 

energy was different for each sample. For s-CNC the range started at 5% conversion at 199 
o
C 

(heating rate of 5 
o
C/min) and 225 

o
C (heating rate 50 

o
C/min); and the range ended at a 40% 

conversion at a temperature of 273 
o
C (rate 5 

o
C/min) and 312 

o
C (rate 50 

o
C/min). For the modified 

s-CNC with 7-OTCS, the temperature range was higher than the unmodified one. A 5% conversion 

occurred at a temperature of 284 
o
C (heating rate of 5 

o
C/min) and 340 

o
C (heating rate of 50 

o
C/min); 

and a 40% conversion at 307 
o
C (heating rate of 5 

o
C/min) and 372 

o
C (heating rate of 50 

o
C/min). 

The temperatures were even higher for the s-CNC modified with n-ODMCS. A 5% conversion 

occurred at 289 
o
C (heating rate of 5 

o
C/min) and 347 

o
C (heating rate of 50 

o
C/min). At a 40% 

conversion, the temperatures of the s-CNC modified with n-ODMCS were very close to the 

temperatures of the sample modified with 7-OTCS, being 305 
o
C (heating rate of 5 

o
C/min) and 373 
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o
C (heating rate of 50 

o
C/min). The temperature for 5, 10, 20, 30 and 40% conversions are shown in 

Table 5-2. 

Table 5-2: Temperature (°C) for conversion* of unmodified s-CNC, s-CNCs modified with 7-OTCS 

and n-ODMCS . 

 Conversion 

Heating 

Rate 

(°C/min) 

5 % 10 % 20 % 30 % 40 % 

s-CNC/OTCS/ODMCS s-CNC/OTCS/ODMCS s-CNC/OTCS/ODMCS s-CNC/OTCS/ODMCS s-CNC/OTCS/ODMCS 

5 199 / 284 / 289 220 / 294 / 294 244 / 301 / 299 260 / 305 / 303 273 / 307 / 305 

10 203 / 299 / 302 226 / 309 / 309 251 / 317 / 315 268 / 320 / 319 282 / 323 / 321 

20 211 / 315 / 319 236 / 326 / 325 261 / 334 / 332 278 / 338 / 337 293 / 342 / 340 

30 216 / 325 / 331 240 / 337 / 338 266 / 346 / 345 285 / 351 / 350 300 / 354 / 353 

40 220 / 333 / 343 245 / 345 / 351 271 / 355 / 359 289 / 360 / 363 306 / 364 / 368 

50 225 / 340 / 347 249 / 353 / 355 276 / 363 / 363 295 / 369 / 368 312 / 372 / 373 

*Conversion = 100% - (wt-% loss). Example: 5% conversion is equivalent to 95 wt-% loss. 

Therefore the decrease in activation energy indicated that the modified s-CNC had an improved 

thermal stability as measured by the onset of thermal degradation, but when the thermal degradation 

started on such samples, it occurred faster than on the non-modified samples of s-CNC. It seems that 

modification of the CNC with organo-silanes had affected the mechanism of thermal degradation 

mostly over the temperature range of 200 – 300 
o
C. More specifically, the modification with organo-

silanes seemed to delay the thermal degradation or remove the mechanism that was present at lower 

temperatures (200 – 300 
o
C); but this modification was unable to prevent thermal degradation that 

started at higher temperature (above 300 
o
C).  

5.3.3 Amount of Organo-silane Grafted onto the s-CNCs 

To calculate the amount of organo-silane grafted onto the s-CNC surface, the thermogravimetric 

results of the unmodified and modified samples under nitrogen atmosphere were used. The 

percentage weight loss of the modified samples were all higher than the unmodified ones, as shown in 

Table 5-3, which indicates that the modification occurred for all organo-silanes used. Considering that 

the thermal degradation of the organo-silanes takes place between 200 and 600 ºC, the difference in 

weight loss over this range was used to calculate the amount of organo-silane grafted on the s-CNC 
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surface. The weight loss of the unmodified sample between 200 and 600 ºC was subtracted from the 

modified ones in order to obtain the percentage weight loss of only the organo-silanes and the amount 

of organo-silane grafted was calculated using Equation 2. 

The amount of organo-silanes grafted onto the s-CNC surface was very similar for all three organo-

silanes used, as shown in Table 5-3. When calculated in grams of organo-silane per gram of s-CNC, 

the amount of 7-OTCS and n-ODMCS grafted was the same, 0.07 g per gram of s-CNC. The 7-

ODMCS had a slightly higher yield, 0.09 g per gram of s-CNC. 

Table 5-3: Organo-silane quantification of modified s-CNC. 

Modification 
Wt-% Loss 

200 – 600 (ºC) 

Silane Grafted 

(mmol/g) 

Silane Grafted 

(gsilane/g) 

- 87.40 - - 

7-OTCS 93.96 0.29 0.07 

7-ODMCS 95.40 0.42 0.09 

n-ODMCS 94.34 0.36 0.07 

 

5.4 s-CNC Conclusions  

The modification of s-CNC with the three organo-silanes used had a very positive effect on the 

thermal stability of these s-CNC in both nitrogen and air atmospheres. Under a nitrogen atmosphere, 

the modification with 7-ODMCS increased the onset temperature of 1% weight loss of the s-CNC by 

52 °C, while n-ODMCS and 7-OTCS increased the onset temperature by 48 °C and 45 °C, 

respectively. Under an air atmosphere, the n-ODMCS increased the thermal stability of the s-CNC by 

35 °C, and the 7-OTCS and 7-ODMCS had much smaller increases of 15 °C and 8 °C, respectively. 

These results confirm the hypothesis that organic modification can improve the thermal stability of s-

CNC. 

The weight loss versus temperature curves of the modified samples show a region of rapid mass 

loss sharper than the unmodified s-CNC. The unmodified s-CNC loses mass slowly while the 

temperature increases, whereas the modified ones stay in a plateau until they reach a temperature 

where almost 90% of the weight is lost very quickly. 
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The modification with organo-silanes seems to delay the thermal degradation or remove the 

mechanism that is present at low temperatures (200 – 300 
o
C) and affects the Ea of thermal 

degradation. The Ea for the unmodified s-CNC stays almost constant over the range of the conversion 

analyzed at approximately 160 kJ/mol. The modified s-CNCs presented much lower Ea. The s-CNC 

modified with 7-OTCS had an average Ea of 108kJ/mol and the n-ODMCS was even lower with an 

average of 100 kJ/mol. 

The amount of organo-silanes grafted on the s-CNC surface was very similar for all three organo-

silanes used. When calculated in grams of organo-silane per gram of s-CNC, the amount of 7-OTCS 

and n-ODMCS grafted was the same, 0.07 g per gram of s-CNC. The 7-ODMCS had a slightly higher 

yield of 0.09 g per gram of s-CNC. 
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5.5 Na-CNC Results and Discussion 

5.5.1 Thermal stability of Na-CNCs 

The modification of Na-CNC with organo-silanes had a very positive effect on the thermal stability 

of the nanocrystals when the organo-silanes without unsaturated bonds (n-ODMCS, n-OTCS and 

DecylSi) were used. The modification with 7-OTCS and 7-ODMCS had a negative effect on the 

thermal stability under both nitrogen and air atmospheres, as shown in Figure 5-9.  

  

Figure 5-9: Thermogravimetric results of unmodified and modified Na-CNC under a nitrogen 

atmosphere (left) and an air atmosphere (right). 

Under a nitrogen atmosphere, as shown in Figure 5-8 on the left, the modification of Na-CNC with 

DecylSi increased the thermal stability the most, followed by the modifications with n-OTCS and n-

ODMCS, respectively. Under an air atmosphere, as shown in Figure 5-8 on the right, the n-ODMCS 

promoted a higher increase in thermal stability followed by n-OTCS and DecylSi, respectively. These 

results suggest that the presence of an unsaturated bond on the carbon chain of the organo-silane has a 

greater effect in the thermal resistance of the modified CNC than the length of the carbon chain or the 

number of chloride and methyl groups bonded to the silicon atom. The curves showing the derivative 

of weight loss versus temperature under nitrogen and an air atmosphere of unmodified and modified 

Na-CNCs are presented in Appendix B-3. 

As shown in Table 5-4, the onset temperature of 1% weight loss of the unmodified Na-CNC is 255 

°C under a nitrogen atmosphere and 232 °C under an air atmosphere. Under a nitrogen atmosphere, 

the modification with DecylSi increased the onset temperature of 1% degradation by 28°C and the 
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modification with n-OTCS by 17 °C. All three other modifications decreased the temperature of 1% 

weight loss. Under an air atmosphere, the modification with n-OTCS increased the onset temperature 

of 1% degradation by 20 °C, while the modifications with DecylSi and n-ODMCS increased it by 15 

°C and 2 °C, respectively. The other two modifications, 7-OTCS and 7-ODMCS, decreased the 

temperature of 1% weight loss. 

Table 5-4: Weight loss of unmodified and modified Na-CNC in thermogravimetric analysis under 

nitrogen and air atmospheres. 

Modification Atmosphere 
T (°C) 

1% weight loss
 

T (°C) 

5% weight loss 

T (°C) 

10% weight loss 

- nitrogen 255 280 287 

7-OTCS nitrogen 213 271 287 

7-ODMCS nitrogen 154 192 261 

n-ODMCS nitrogen 235 311 324 

n-OTCS nitrogen 272 316 331 

DecylSi nitrogen 283 323 334 

- air 232 266 273 

7-OTCS air 213 260 276 

7-ODMCS air 154 194 255 

n-ODMCS air 234 303 313 

n-OTCS air 252 290 304 

DecylSi air 247 286 299 

 

In order to better observe the differences in thermal stability of the modified and unmodified Na-

CNCs, a graph of temperature versus weight loss was plotted for each set of analysis under nitrogen 

and air atmospheres, as shown in Figure 5-10.  

Under a nitrogen atmosphere, as shown in Figure 5-10 on the left, the modification with DecylSi 

(purple line) and n-TOCS (yellow line) increased the thermal stability of the Na-CNC over the whole 

range analyzed (1%, 5% and 10% weight loss). Although the sample modified with n-ODMCS (green 

line) had a lower thermal stability than the unmodified sample at 1%, this sample had a higher 

thermal stability at 5% and 10% weight loss. 
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Under an air atmosphere, as shown in Figure 5-10 on the right, the samples modified with DecylSi 

and n-OTCS also showed increases in thermal stability. The sample modified with n-ODMCS had 

almost the same thermal stability as the unmodified Na-CNC at 1% weight loss and a higher thermal 

stability at 5 and 10% weight loss. 

The modification with 7-ODMCS (blue line) had a very negative effect on the thermal stability of 

Na-CNC in both nitrogen and air atmospheres. The modification with 7-OTCS (red line) also 

decreased the Na-CNC’s thermal stability. 

 

Figure 5-10: Weight loss comparison between unmodified and modified Na-CNC from 

thermogravimetric analysis under a nitrogen atmosphere (left) and an air atmosphere (right). 

5.5.2 Activation Energy (Ea) of Na-CNCs 

To better understand how the Na-CNCs degrade, a kinetic study was performed to determine the Ea 

of its thermal degradation using the FWO method. The TGA of unmodified Na-CNC and the 

modified Na-CNC with DecylSi and n-ODMCS were performed under an air atmosphere over a 

temperature range of 35 °C to 650 °C. Varied heating rates were used of 5, 10, 20, 30, 40 and 50 °C 

per minute. 

For the unmodified Na-CNC, the heating rate influenced not only the temperature which the weight 

loss increased rapidly, but also changed the shape of the curve, as shown in Figure 5-11. At heating 

rates of 5 and 10 °C per minute, the curve had an initial region of rapid weight loss, a region of 

slower degradation, followed by a second region of rapid weight loss. At faster heating rates, only one 

region of rapid weight loss was present. Faster heating rates resulted in less sharp transitions between 

the fast and slow weight loss regions. The modified samples showed a region of accelerated mass loss 
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sharper than the unmodified Na-CNC. The modified samples curves’ plateaued until they reached a 

temperature where almost 90% of the weight was lost very quickly.  

 

 

Figure 5-11: Thermogravimetric results of Na-CNC (top), Na-CNC/DecylSi (bottom left), Na-

CNC/n-ODMCS (bottom right) under an air atmosphere at different heating rates. 

The Ea results determined using FWO method are shown in Figure 5-12. The plots of log β versus -

1/RT for the three samples are presented in Appendix B-4. The Ea for the unmodified Na-CNC 

started at 124 kJ/mol at 5% conversion and decreased linearly to 113 kJ/mol at 40% conversion. The 

modified Na-CNCs presented a much lower Ea. The Ea for the sample modified with DecylSi and n-

ODMCS were very close over the whole range analyzed and even overlap between 10 and 20% 

conversion. The Ea for the Na-CNC modified with DecylSi started at 116 kJ/mol at 5% conversion 

and decreased to 101 kJ/mol at 40% conversion. And the Ea for the Na-CNC modified with n-

ODMCS started at 117 kJ/mol at 5% conversion and decreased to 99 kJ/mol at 40% conversion. 
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Figure 5-12: Activation Energy of Na-CNC, Na-CNC/DecylSi and Na-CNC/n-ODMCS. 

As seen for the s-CNC, a decrease in activation energy was observed for the modified Na-CNCs, 

although it was much smaller. In Figure 5-11, the slope of the curves of the modified s-CNC is 

similar to the slope of the curves for the unmodified Na-CNC at the beginning of the thermal 

degradation. For the unmodified Na-CNC, a change in the slope occurs after a 50% conversion. This 

change can be better visualized in the curves of the derivative of TGA, as shown in Figure 5-13. The 

derivative curves of the unmodified samples had multiple peaks (or shoulders) indicating more than 

one mechanism of thermal degradation; however, this change occurred beyond the range of 

conversion used to calculate the Ea, which ended at 40%. In this case, it is unknown why the 

modification of the Na-CNC lowered the Ea. 
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Figure 5-13: Derivative thermogravimetric results of Na-CNC (top), Na-CNC/DecylSi (bottom 

left), Na-CNC/n-ODMCS (bottom right) under an air atmosphere at different heating rates. 

The activation energy calculation only utilized the first part of the thermal degradation, that is, only 

the first 40% of the conversion (60 wt-% loss). For Na-CNC, the range started at 5% conversion at 

262 
o
C (heating rate of 5 

o
C/min) and 307 

o
C (heating rate 50 

o
C/min). The range ended at 40% 

conversion at 280 
o
C (rate 5 

o
C/min) and 332 

o
C (rate 50 

o
C/min). For the modified Na-CNC with 

DecylSi, the temperature range was higher than for the unmodified CNC. The range started at 5% 

conversion at 274 
o
C (heating rate of 5 

o
C/min) and 325 

o
C (heating rate 50 

o
C/min). And ended at 

40% conversion at 302 
o
C (heating rate of 5 

o
C/min) and 369 

o
C (heating rate of 50 

o
C/min). For the 

Na-CNC modified with n-ODMCS, the range started at 5% conversion at 279 
o
C (heating rate of 5 

o
C/min) and 329 

o
C (heating rate 50 

o
C/min) and ended at 40% conversion at 305 

o
C (heating rate of 5 

o
C/min) and 371 

o
C (heating rate of 50 

o
C/min). The temperature for 5, 10, 20, 30 and 40% 

conversions are shown in Table 5-5. 
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Table 5-5: Temperature (°C) for conversion* of unmodified Na-CNC, Na-CNCs modified with 

DecylSi and n-ODMCS . 

 Conversion 

Heating 

Rate 

(°C/min) 

5 % 10 % 20 % 30 % 40 % 

Na-CNC/DecylSi/ODMCS Na-CNC/DecylSi/ODMCS Na-CNC/DecylSi/ODMCS Na-CNC/DecylSi/ODMCS Na-CNC/DecylSi/ODMCS 

5 262 / 274 / 279 268 / 286 / 291 274 / 295 / 298 277 / 299 / 302 280 / 302 / 305 

10 272 / 285 / 291 278 / 299 / 304 284 / 309 / 313 288 / 314 / 317 291 / 318 / 320 

20 288 / 298 / 306 294 / 314 / 321 301 / 325 / 331 306 / 331 / 336 309 / 335 / 339 

30 298 / 310 / 316 305 / 327 / 331 312 / 339 / 342 317 / 345 / 348 321 / 349 / 352 

40 299 / 317 / 325 306 / 335 / 342 314 / 347 / 353 319 / 354 / 360 323 / 359 / 365 

50 307 / 325 / 329 314 / 343 / 347 322 / 355 / 360 328 / 363 / 367 332 / 369 / 371 

*Conversion = 100% - (wt-% loss). Example: 5% conversion is equivalent to 95 wt-% loss. 

5.5.3 Amount of Organo-silane Grafted onto the Na-CNCs 

To calculate the amount of organo-silane grafted onto the Na-CNCs’ surface, the 

thermogravimetric results of the unmodified and modified samples under a nitrogen atmosphere were 

used. The percentage weight loss of the modified samples were all higher than for the unmodified 

ones, which indicates that the modification occurred for all organo-silanes used.  

The amount of organo-silanes grafted onto the Na-CNCs’ surface was calculated using Equation 2, 

as shown in Table 5-6. The modifications that showed a larger increase in thermal stability of the Na-

CNC also had higher amounts of organo-silane grafted. The samples modified with n-ODMCS, n-

OTCS and DecylSi had very similar amounts of grafting as calculated in grams of organo-silane per 

gram of Na-CNC. The grafting amounts were 0.22 g/mol, 0.19 g/mol and 0.2 g/mol, respectively. The 

samples modified with 7-OTCS and 7-ODMCS had much lower amounts of organo-silane grafted, 

0.1 g/mol and 0.06 g/mol, respectively. These results indicate that the amount of organo-silane 

grafted is directly proportional to the increase in thermal stability of the Na-CNC. 
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Table 5-6: Organo-silane quantification of modified Na-CNC. 

Modification 
Wt-% Loss 

200 – 600 (ºC) 

Silane Grafted 

(mmol/g) 

Silane Grafted 

(gsilane/g) 

- 76.21 - - 

7-OTCS 86.07 0.44 0.1 

7-ODMCS 82.17 0.31 0.06 

n-ODMCS 94.39 1.07 0.22 

n-OTCS 92.14 0.765 0.19 

DecylSi 93.04 0.736 0.2 

 

5.6 Na-CNC Conclusions  

The modification of Na-CNC with the organo-silanes ODMCS, n-OTCS and DecylSi had a very 

positive effect on the thermal stability of the Na-CNC in both nitrogen and air atmospheres. These 

results confirm the hypothesis that organic modification can improve the thermal stability of Na-

CNC. But, the modifications with 7-OTCS and 7-ODMCS had negative effects on the thermal 

stabilities of the Na-CNC in both atmospheres.  

Under a nitrogen atmosphere, the modification with DecylSi increased the onset temperature of 1% 

degradation by 28 °C and the modification with n-OTCS by 17 °C. The three other modifications 

decreased the temperature of 1% weight loss. Under an air atmosphere, the modification with n-

OTCS increased the onset temperature of 1% degradation by 20 °C, while the modifications with 

DecylSi and n-ODMCS increased the onset temperature by 15 °C and 2 °C, respectively. The 

modifications with 7-OTCS and 7-ODMCS decreased the temperature of 1% weight loss. 

For the unmodified Na-CNC, the heating rate influenced not only the temperature at which the 

weight loss increases rapidly, but also changed the shape of the curves. The modified samples showed 

a region of accelerated mass loss sharper than the unmodified Na-CNC. The modified sample curves 

plateaued until they reached a temperature where almost 90% of the weight was lost very quickly. 

The Ea of the unmodified Na-CNC started at 124 kJ/mol at 5% conversion and decreased linearly 

to 113 kJ/mol at 40% conversion. The modification with organo-silanes decreased the Ea of the Na-

CNC. The Ea for the sample modified with DecylSi and n-ODMCS were very close over the entire 

range analyzed. The Ea for the Na-CNC modified with DecylSi started at 116kJ/mol at 5% 
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conversion and decreased to 101 kJ/mol at 40% conversion. And the Ea for the Na-CNC modified 

with n-ODMCS started at 117 kJ/mol at 5% conversion and decreased to 99 kJ/mol at 40% 

conversion. 

The modifications that showed an increase in the thermal stability of the Na-CNC also had higher 

amounts of organo-silane grafted, which indicates that the amount of organo-silane grafted is directly 

proportional to the increase in thermal stability of the Na-CNC. 
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Chapter 6:  Application of Nanocrystalline Cellulose (CNC) in Polyethylene 

Nanocomposites  

6.1 Introduction 

In recent decades, the development of nanocomposites has received an enormous amount of 

attention in polymer research. Similar to traditional composites, nanocomposites have a reinforcement 

component dispersed in a polymeric matrix. The nanometric size of the reinforcement component 

differentiates a nanocomposite from a traditional composite. The reinforcement is considered a 

nanoparticle when the size is smaller than 100 nm in at least one direction. The nanometric size 

provides the nanofiller with a very high surface area that gives nanocomposites unique properties that 

cannot be achieved with conventional composites (Siqueira 2009). 

The interest in renewable materials has also been increasing recently and cellulose has become a 

relevant source of renewable nanoparticles (Farahbakhsh 2015, Volk 2015). Nanocrystalline cellulose 

(CNC) can be extracted from various cellulose sources and is generally extracted by acid hydrolysis. 

A common source of CNC is cotton. It is the most important seed fiber and has high cellulose content 

(Farahbakhsh 2015).  

CNC has a very high aspect ratio, a high tensile strength and a high Young’s modulus. When well 

dispersed in a compatible matrix, it can improve the mechanical properties of the resulting composite 

materials (Mokhena 2014). Due to its hydrolytic nature, CNC is not compatible with hydrophobic 

polymers, such as polypropylene. This lack of interaction with the matrix leads to agglomeration of 

the CNC and consequently poor mechanical properties of the nanocomposite. To overcome this 

problem, several attempts to compatibilize CNC and polyethylene by surface modification of CNC 

have been performed.  

Menezes et al. surface modified CNC using organic acid chloride with different aliphatic chains 

sizes and incorporated it into polyethylene. They observed that a superior dispersion was achieved 

when CNC modified with organic acids of long grafted chains was used (Menezes 2009). An 

improvement in elongation at break was also observed when long chains were grafted onto the CNC’s 

surface. Mokhena et al. successfully dispersed CNC surface-modified with vinyl triethoxy silane into 

a polyethylene matrix, but found that the silane treatment caused a weak reinforcing effect (Mokhena 

2014). 
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The most common techniques to prepare CNC nanocomposites are the solution and the extrusion 

methods. The solution method has the disadvantage of using very large volumes of solvents and the 

extrusion method often results in an inefficient dispersion of the CNC in the polymer matrix. In this 

work, the hypothesis that it is possible to prepare CNC/polyolefin nanocomposites by in situ 

polymerization was tested. The modified and unmodified CNCs were incorporated into a 

polyethylene matrix by in situ polymerization using the metallocene catalyst Cp2ZrCl2 and the co-

catalysts MAO. As already discussed in Chapter 5, CNC was surface modified with two different 

organo-silanes, 7-OTCS and n-ODMCS. In Chapter 6, additional characterization of these CNCs 

were performed using transmission electron microscopy (TEM), X-ray diffraction and solid-state 
13

C 

NMR. The thermal gravimetric analysis of these materials is also discussed in additional detail.  

The thermal properties of the pure polyethylene and the nanocomposites formed were investigated 

using differential scanning calorimetry. The processability of these materials was studied by melt 

flow index. Specimen bars for testing were prepared by injection molding and the mechanical 

properties of the nanocomposites were studied by IZOD impact, flexural, and tensile testing and 

dynamic mechanical analysis. The hypothesis that improving the thermal stability of CNC by 

chemical modification allows its incorporation into polyolefins and avoids thermal degradation was 

tested. 

6.2 Experimental 

6.2.1 Materials  

The CNC used in this work was produced by the Brazilian Agricultural Research Corporation-

EMBRAPA. It was extracted from cotton by acid hydrolysis (Mattoso 2010 and 2011). The organic 

modifiers 7-octenyltrichlorosilane (OTCS) and n-octyldimethylchlorosilane (n-ODMCS) were 

purchased from Gelest Inc., USA. The catalysts bis(cyclopentadienyl)zirconiumdichloride 99% 

(Cp2ZrCl2 - zirconocene) and  bis(n-propylcyclopentadienyl)hafniumdichloride (i-PrCp2HfCl2) were 

obtained from Strem Chemicals Inc., USA. The solvents hexane, toluene and methanol and the co-

catalyst methylaluminoxane (MAO) solution (10 wt% in toluene) were purchased from Sigma-

Aldrich. The nitrogen (grade 5.0; ultra-high purity) and ethane (grade 3.0; 99.9% pure) were 

purchased from Praxair, Canada. The antioxidant used was Irganox 1010, purchased from Ciba Inc. 
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6.2.2 Modification of CNC 

EMBRAPA’s CNC was surface modified with the organo-silanes 7-OTCS and n-ODMCS and 

dried as described in Chapter 5. The CNC sample modified with 7-OTCS was named OTCS/CNC 

and the one modified with n-ODMCS was named ODMCS/CNC. The unmodified CNC was called 

CNC and was also used in the preparation of polyethylene nanocomposites.  

6.2.3 In situ Polymerization 

The polymerization reactions were conducted in an autoclave reactor as described in Chapter 4. All 

polymerization procedures were conducted in a moisture and oxygen free environment. The gases 

were dried by passing them through a column of molecular sieves and the oxygen was removed by 

passing it through a column of copper oxide catalyst. The reactor was loaded with 1.5 L of dry hexane 

and 14.6 g of methylaluminoxane (MAO 10 wt-%). For the polymerization with CNC, 5g of 

OTCS/CNC, ODMCS/CNC or CNC were pre-dispersed in dry toluene by sonication for 60 minutes 

before being added to the reactor under a nitrogen atmosphere. The reactor was degassed and filled 

with an ethylene monomer gas before being charged with 10.5 mg of zirconocene catalyst dissolved 

in 20 mL of dry toluene. The polymerization reaction was carried out for 60 minutes at 80 °C at a 

constant ethylene pressure of 58 psi. The reaction was terminated by degassing the reactor. The 

reaction mixture was transferred into a beaker and saturated with ethanol. The pure polyethylene (PE) 

and polyethylene/CNC hybrids (OTCS/CNC-PE, ODMCS/CNC-PE and CNC-PE) were filtered, 

washed with ethanol and dried at 60°C for 24 hours under vacuum. 

The polymerization conditions described above was developed through a series of polymerizations 

where different variables were tested. Two different catalysts were used, i-PrCp2HfCl2 and Cp2ZrCl2. 

The pressure of the monomer ethylene, the temperature, the amount of catalyst and the molar ratio 

between the co-catalyst and catalyst ([Al]/[M]) were varied. The change in these reaction conditions 

aimed to produce polyethylene with good processability properties, which could be processed by 

injection molding. The summary of these polymerizations is presented in Appendix C. 

6.2.4 Melt Compounding and Injection Molding  

The pure polyethylene (PE) and the hybrids (OTCS/CNC-PE, ODMCS/CNC-PE and CNC-PE) 

were processed by melt blending using a Haake Minilab Micro-compounder (Minilab), a co-rotating 

conical twin-screw extruder. The extruder was set to 190 °C and a 70 rpm screw rotation rate. All 
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three samples received were 2 wt-% antioxidant (Irganox 1010) with respect to polyethylene content 

and were manually pelletized.  

The resulting pellets were injection molded using a Ray-Ran injection molding machine to produce 

specimens according to ASTM standard samples for IZOD impact, tensile and flexural testing. The 

injection molding was performed with a barrel temperature at 200 °C and a mold tool temperature of 

60 °C with injection periods of 15 seconds at 100 psi. The condition of the sample and its analysis 

were performed in accordance with the ASTM D790-03 procedure.  

6.2.5 Characterization of CNC 

The transmission electron microscopy (TEM) images of the unmodified CNC were taken before 

the solvent exchange with the CNC. A drop of the CNC dispersion in water, at a concentration of 

0.0005 wt-%, was placed on the TEM grid and dried at room temperature for two hours before 

analysis. The images were taken using a JEOL 2010F Transmission Electron Microscope operating at 

120 keV.  

The TEM images of the OTCS/CNC-PE and ODMCS/CNC-PE were taken as described in Chapter 

5. 

X-ray diffraction (XRD) analysis was used to determine the degree of crystallinity of the CNC 

samples using the crystallinity index (CrI). This index is defined as the ratio of the amount of the 

crystalline cellulose to the total amount of the sample. XRD was also used to calculate the crystal size 

of the CNC samples. The X-ray diffraction patterns were obtained from modified and unmodified 

CNC powder using a D8-ADVANCE X-ray diffractometer from Bruker, Inc. The incident radiation 

was Cu Kα (1.54Å). The initial and final 2θ angles were 10
o
 and 40

o
 with a 0.03

o
 2θ increment and 

scan speed of 2 seconds per step. 

The XRD diffractograms were analysed using Origin 8.6 software for peak deconvolution and six 

specific peaks were fit using a Gaussian distribution. The CrI was estimated based on the areas under 

the crystalline and amorphous peaks following an empirical method proposed by Segal et al. (1959) 

using Equation (4) (Segal 1959). 

 

𝐶𝑟𝐼 (%) =
(𝐼002− 𝐼𝑎𝑚)

𝐼002
× 100      (Equation 4) 
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Where I002 is the maximum intensity of the peak at 22.6° representing the diffraction peak for the 

plane (002) and Iam is the intensity scattered by the amorphous part, which was measured around 18° 

at the lowest intensity.  

The crystallite size of the CNC was calculated based on the width at half maximum of the peak 

from the crystalline plane (002) and applied the Scherrer Equation (5) (Garvey 2005, Gaspar 2014). 

 

𝜏 =
kλ

βcosθ
        (Equation 5) 

Where τ is the X-ray crystallite size, k is a shape factor with a typical value between 0.9 and 1, λ is 

the wavelength of the X-ray source, β is the width at half maximum of the peak, and θ is the Bragg 

angle. 

Solid-state 
13

C NMR spectrums were obtained with a Bruker Avance DSX 500 MHz spectrometer 

using a combination of cross-polarization and magic angle spinning methods (CP/MAS). It was 

operating at a 5004 Hz and a 5129 Hz spinning speed for the unmodified CNC and OTCS-CNC, 

respectively, with a contact time of 2 ms and a relaxation delay of 5 s. 

The thermal stability and quantification of organo-silane grafted were performed as described in 

Chapter 5. 

6.2.6 Characterization of Polyethylene and Nanocomposites 

The polymeric materials obtained in this work, the polyethylene and the polyethylene 

nanocomposites were characterized using the techniques described in Chapter 3. 

 

6.3 Results and Discussion 

6.3.1 CNC Morphology 

The CNC was analyzed by TEM as received, without any surface modification or solvent 

exchange.  As shown in Figure 6-1, the CNC tends to form some aggregates. The figure shows many 

individual particles in contact with each other. They have a uniform particle size distribution of 

approximately 200 to 400 nm in length and are a few nanometers thick.  
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Figure 6-1: Transmission Electron Microscopy images of the unmodified CNC. 

The XRD patterns of the modified and unmodified CNCs were very similar, which indicate that the 

structure of the CNC did not change with the modification. The diffractograms of unmodified CNC 

and both modified CNCs, OTCS/CNC and ODMCS/CNC, showed five crystalline peaks, as shown in 

Figure 6-2, where the peaks at 2θ, approximately 15º, 16.5º, 22.6º and 34.5º, are characteristic of 

cellulose type I or native cellulose and correspond to the planes (101), (00-1), (002) and (040) 

(Garvey 2005, Teixeira 2010, Zhao 2007, Dufresne 2012). The shoulder at 2θ, approximately 20.7º, 

corresponds to the plane (021) (Ford 2010, Park 2010). 
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Figure 6-2: Diffractogram of ODMCS/CNC, OTCS/CNC and CNC. 

The crystallinity index of the unmodified CNC was calculated using the maximum height of the 

peak (002) and the amorphous pick was 92%. The silylation did not significantly change the CNC’s 

crystallinity. The crystallinity index of the modified CNC was found to be 93.7% for the OTCS/CNC 

and 94% for the ODMCS/CNC.  These values are similar to the ones found in the literature for 

nanocrystalline cellulose extracted from cotton fibers that range from 81% to 94% (Gaspar 2014, 

Taipina 2013, Xiong 2012). 

For the crystallite size calculation, the value of the constant k (Equation 2) used was 1, as used in 

the literature (Garvey 2005). The curve deconvolutions used for the crystallite size calculation of the 

three samples are shown in Appendix D. The crystallite size calculated in the direction of the plane 

(002) for the unmodified CNC was 6.9 nm. The modified CNCs presented crystallite sizes very 

similar to the unmodified sample, being 7.1 nm for OTCS/CNC and 5.9 nm ODMCS/CNC. These 

values are in line with the values from the literature that vary from 5 nm to 7.5 nm (Garvey 2005, 

Gaspar 2014, Zhao 2007). 

The 
13

C NMR spectra of the unmodified cellulose, as shown in Figure 6-3, are typical of cellulose 

type I (Sun 2014). The region between 60 and 70 ppm is assigned to C6 carbons and appears as a 

shoulder with the highest intensity at 65 ppm being characteristic of crystalline regions. Between 70 
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and 80 ppm, an intense peak is attributed to C2, C3 and C5 carbons (Azzam 2010, Lemke 2012). The 

region from 80 to 91 ppm shows a narrow peak at 88 ppm corresponding to C4 carbons from 

crystalline domains and a shoulder that corresponds to C4 from amorphous regions (Azzam 2010, 

Lemke 2012, Kristensen 2004). The last peak located around 105 ppm is attributed to C1 carbons 

(Kristensen 2004, Follain 2010). 

 

Figure 6-3: Solid state 
13

C NMR spectra of modified CNC with ODMCS and OTCS and unmodified 

CNC. 

6.3.2 CNC Thermostability and Silane Quantification 

TGA of the CNC, OTCS/CNC and ODMCS/CNC was performed to investigate the influence of 

the modification on the thermal stability of the CNC. The thermal stability is a very important 

parameter to use CNC in polyolefin nanocomposites. Polyethylene is processed at temperatures 

between 190 °C and 200 °C and polypropylene between 210 °C and 230 °C, which can cause thermal 

degradation of the CNC when combined with shear forces applied by the extrusion process. 

The onset temperature degradation was determined to be the temperature at 5 wt-% loss for both 

samples. The onset temperature was found to be 260 °C for the unmodified CNC, 302 °C for 

OTCS/CNC and 300 °C for ODMCS/CNC, representing a significant increase of 42 °C for 

OTCS/CNC and 40 °C for ODMCS/CNC compared to the unmodified CNC, as shown in Figure 6-4. 
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Increasing the thermal stability by 42  °C and 40  °C ensures that the CNC can resist the melt 

compounding and injection molding process without degrading.  

 

Figure 6-4: TGA results for CNC, OTCS/CNC and ODMCS/CNC. 

The percentage weight loss for the modified samples was higher than for the unmodified samples. 

This difference was used to determine the amount of silane grafted to the CNC surface, as reported in 

the literature, to calculate the amount of silane grafted to wood fiber and Laponite clay (Reddy 2010, 

Herrera 2004). The difference in weight loss percentage from 200 to 600 ºC between the unmodified 

CNC and the modified CNCs correspond to the amount of silane degradation. The amount of silane 

grafted in mmol per gram of CNC and g per gram of CNC are shown in Table 6-1. Both OTCS and 

ODMCS had very similar amounts of grafting of around 0.07g per gram of CNC, but the ODMCS 

had a slightly higher grafting yield.  
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Table 6-1: TGA data and organo-silane quantification. 

  

Weight Loss 200 – 

600 (ºC) 

Amount of Silane 

Grafted 

(mmol/g) 

Grafting 

Yield 

(%) 

Amount of Silane 

Grafted 

(gsilane/gCNC) 

1 CNC 87.40 - - - 

2 OTCS/CNC 93.96 0.29 5.8 0.071 

3 ODMCS/CNC 94.34 0.36 7.2 0.074 

 

6.3.3 Nanocomposites Preparation 

The polymerization of ethylene in the absence of CNC produced 140 g of polyethylene, which 

corresponds to a productivity of almost four thousand kilograms of polymer per mole of zirconece per 

hour. In the presence of any of the CNCs, the productivity of the polymerization reaction increased. 

The same mass of CNC was added to the polymerization reactor before the catalyst was injected and 

the polymerization started. The polymerization reactions in the presence of ODMCS/CNC, 

OTCS/CNC and CNC produced 145g, 185g, and 153g of polyethylene, respectively.  

The increased productivity caused by the addition of OTCS/CNC of over 30% relative to the 

increase observed in the samples containing ODMCS/CNC and CNC of 3.5% and 9%, respectively, 

may indicate that 7-OTCS may act as a comonomer in the ethylene polymerization due to the 

presence of a vinyl group on the end of its aliphatic chain (Shin 2003). Comonomers often increase 

polyethylene’s polymerization yield in a phenomena referred to as “comonomer effect”. This effect 

can be explained by the decrease in crystallinity of the polymer caused by the comonomer insertion in 

the chain, which improves the diffusion of monomers throughout the growing polymer particles and 

thus, accelerates the chain propagation (van Grieken 2007, Kaminsky 2013).  

The nanocomposites produced by in situ polymerization reactions were called ODMCS/CNC-PE, 

OTCS/CNC-PE and CNC-PE and had a CNC content of 3.3 wt-%, 2.6 wt-% and 3. wt-%, 

respectively, as shown in Table 6-2.  

 

 



Confidential 

80 

Table 6-2: Preparation of Pure Polyethylene and Nanocomposites. 

Sample 
CNC 

Type 

Amount of 

Fiber (g) 

Mass of 

Polymer (g) 

Productivity 

(Kgpol/mol.h) 

Fiber 

(wt-%) 

PE - - 140 3,889 - 

ODMCS/CNC-PE ODMCS/CNC 5 150 4,167 3.3 

OTCS/CNC-PE OTCS/CNC 5 190 5,278 2.6 

CNC-PE CNC 5 158 4,389 3.1 

Polymerization Conditions: 36 μmol catalyst; MAO [Al]/[M] = 1500; PC2 = 4 bar;1.5L hexane; T =80°C; t =1 

h.  

The addition of CNC did not significantly change the processing properties of the polyethylene. 

The CNC-PE had a MFI of 7.7 g/10min, while the MFI of the Pure PE was 7 g/10min, as shown in 

Table 6-4. The incorporation of the modified CNCs notably impacted the MFI of the polypropylene. 

The MFI of ODMCS/CNC-PE was 2.7 g/10min and 1.5g/10min for the OTCS/CNC-PE. This 

decrease in MFI may indicate an interaction occurred between the catalyst and the organo-silanes on 

the surface of the CNC that interfered with the molecular weight of the polyethylene produced in the 

presence of ODMCS/CNC and OTCS/CNC. Even with differing MFIs, all samples could be 

processed and injection molded under the same conditions to produce bars used for the mechanical 

tests. 

The modification of CNC was essential to prevent its thermal degradation into the polymer matrix. 

During processing and injection molding, the materials are subject to temperatures up to 200°C and, 

even with the addition of antioxidants, the unmodified CNC degraded and gave the nanocomposite a 

dark brown coloration. This coloration is shown in Figure 6-5, where (a) is a bar of the PE, (b) is the 

ODMCS/CNC-PE, (c) is the OTCS/CNC-PE and (d) is the CNC-PE. It can also be noted from the 

figure that the OTCS/CNC-PE has almost the same color as the Pure PE and the ODMCS/CNC-PE is 

only slightly darker than the PE. This confirms that both organo-silanes used in the surface 

modification of the CNC were very effective at preventing the thermal degradation of the CNC. 
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Figure 6-5:  (a) PE, (b) ODMCS/CNC-PE, (c) OTCS/CNC-PE  and (d) CNC-PE. 

6.3.4 Thermal properties 

Based on the data obtained from the Differential Scanning Calorimetry (DSC), the incorporation of 

CNC had a minor effect on the Tm of the polyethylene. All samples containing CNC had a slightly 

higher Tm compared to PE of 1 °C, 2 °C and 3 °C differences for CNC-PE, ODMCS/CNC-PE and 

OTCS/CNC-PE, respectively, as shown in Figure 6-6. The Tc of CNC-PE was the same as for the PE 

and the samples with modified CNCs had a Tc that was 2 °C lower than PE.  

a d c b 
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Figure 6-6: Differential Scanning Calorimetry of PE, ODMCS/CNC-PE, OTCS/CNC-PE and 

CNC-PE. 

The crystallinity, χc, of the CNC-PE and PE was found to be the same at 67%; therefore, it is 

possible to affirm that the incorporation of the CNC did not change the crystallization behavior of the 

polypropylene. For the samples containing ODMCS/CNC and OTCS/CNC, the degree of crystallinity 

was found to be lower than PE, as shown in Table 6-3, which may indicate that the presence of 

modified CNCs changes the crystallization behavior of the polymer. 

Table 6-3: Thermal Properties of Pure PE and Nanocomposites. 

 Tm (°C) Tc (°C) χc (%) 

PE 134 118 67 

ODMCS/CNC-PE 136 116 64 

OTCS/CNC-PE 137 116 63.5 

CNC-PE 135 118 67 

 

6.3.5 Mechanical Properties 

The flexural moduli of the nanocomposites were very close to that of PE, with OTCS/CNC-PE and 

CNC-PE being slightly lower and ODMCS/CNC-PE being slightly higher than the PE, as shown in 

Table 6-4. The flexural strength was very similar for the nanocomposites and PE, being around 21 
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MPa, with the exception of OTCS/CNC-PE that showed a slightly lower flexural strength of around 

20 MPa. The impact strength of the ODMCS/CNC-PE was almost the same as the PE, around 33 J/m 

and the nanocomposite with the unmodified CNC had a lower impact strength of 30 J/m. The 

incorporation of the CNC modified with OTCS improved the impact strength of the polyethylene by 

over 94%, increasing it from 33.4 J/m to 65.6 J/m. The standard deviation of the OTCS/CNC-PE for 

impact strength was higher than the standard deviation of the others, but the difference in impact 

strength for OTCS/CNC-PE was much higher than the PE even after accounting for the deviation. 

Table 6-4: Processing and Mechanical Properties Results.  

Sample 
MFI 

(g/10min) 

Flexural 

Modulus 

(MPa) 

Standard 

Deviation  

(MPa) 

Flexural 

Strength 

(MPa) 

Standard  

Deviation 

(MPa) 

Impact 

Strength 

(J/m) 

Standard 

Deviation 

(J/m) 

PE 7.0 664.7 21.9 21.6 0.8 33.4 1.3 

ODMCS/CNC-PE 2.7 669.4 32.3 21.8 0.2 33.6 1.2 

OTCS/CNC-PE 1.5 648.0 4.8 20.6 0.2 65.6 3.7 

CNC-PE 7.7 649.0 36.4 21.4 0.1 29.7 0.4 

 

6.3.6 Dynamic Mechanical Properties 

The storage modulus (E’) was measured as function of temperature from 45 °C to 110 °C for the 

PE and the CNC-PE, OTCS/CNC-PE and ODMCS/CNC-PE nanocomposites. The storage modulus 

stayed almost identical over the entire temperature range, as shown in Figure 6-7, which indicates that 

CNC modifications did not affect the stiffness of the polyethylene over this particular temperature 

range. 



Confidential 

84 

 

Figure 6-7: Storage modulus (E’) vs. temperature curve of PE, ODMCS/CNC-PE, OTCS/CNC-PE 

and CNC-PE. 

6.4 Conclusions  

The TEM images of the CNC showed a uniform particle size distribution with individual particles 

of approximately 200 to 400 nm in length and a few nanometers thick. The XRD patterns showed five 

characteristic peaks of cellulose type I for the unmodified CNC and both modified CNCs, which 

indicates that the modification of the CNC did not significantly change its crystallinity or the 

crystallite size of the CNC. The crystallinity index calculated was over 92% and the crystallite size 

was around 6 nm in the direction of (002) plane. The solid state 
13

C NMR showed a very small 

shoulder in the C4 amorphous region, which agrees with the high crystallinity determined by XRD. 

The TGA analysis demonstrated that the modification of the CNC’s surface significantly improved 

the thermal stability of the CNC by 48 °C for the OTCS/CNC and 49 °C for the ODMCS/CNC. This 

increase in thermal stability was achieved with a very small amount of organo-silane grafted of only 

0.071 g of OTCS and 0.074g of ODMCS per gram of CNC. 

The hypothesis that it is possible to prepare CNC/polyolefin nanocomposites by in situ 

polymerization was confirmed. The addition of the CNCs in the polymerization reactor increased the 

catalyst’s productivity in all of the cases; however, the productivity of the polymerization in the 

presence of OTCS/CNC was significantly higher. This may indicate that this CNC may be acting as a 
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comonomer in the polymerization due to the vinyl group present in the aliphatic chain of the organo-

silane 7-OTCS.  

The CNC content of the final nanocomposites was very close for all samples, being 3.3 wt%, 2.6 

wt% and 3.1 wt% for the ODMCS/CNC-PE, OTCS/CNC-PE and CNC-PE, respectively. The CNC-

PE had a MFI very close to the PE, around 7 g/10min, but the ODMCS/CNC-PE and OTCS/CNC-PE 

had a much lower MFI of 207 g/10min and 1.5 g/10min, respectively. This result indicates that the 

organo-silanes interacted with the polymerization catalyst and changed the molecular weight of the 

polyethylene that was formed. The hypothesis that improving the thermal stability of CNC by 

chemical modification allows for its incorporation into polyolefins and avoids thermal degradation 

was confirmed. The modification with both organo-silanes n-ODMCS and 7-OTCS effectively 

prevented the degradation of the CNC during the processing and injection molding of the 

nanocomposites.  

The bars of OTCS/CNC-PE and ODMCS/CNC-PE had a light coloration, with the color of 

OTCS/CNC-PE being very similar to that of PE. The CNC-PE had a dark brown coloration 

attributable to the thermal degradation of the CNC. The thermal properties of PE were not 

significantly affected by the presence of the CNCs, but the crystallinity of the OTCS/CNC-PE and 

ODMCS/CNC-PE were slightly lower than the crystallinity of the PE and CNC-PE. The 

incorporation of the CNCs into the polyethylene matrix did not have a significant influence on the 

mechanical properties of the polymer with the exception being the impact strength of the OTCSCNC-

PE that was 94% higher than the PE. The storage modulus of the PE and the nanocomposites were the 

same over the entire temperature range that the tests were conducted. 

In summary, CNC modification of the nanocomposites resulted in improved thermal stability and 

improved impact strength.   
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Chapter 7: Preparation of Isotactic Polypropylene Nanocomposites by in 

situ Polymerization and Melt Compounding with Modified CNC 

7.1 Introduction 

Polypropylene is one of the most commonly used polymers in the world. Approximately 55 million 

metric tons of polypropylene is manufactured globally per annum (Malpass 2012). Its wide use is due 

to its excellent chemical and mechanical properties, high processability and low cost (Sato 2009, 

Malpass 2012). The incorporation of nanofillers into polypropylene has been studied for decades as a 

method to improve its mechanical properties and increase its utility. Due to the growing interest in 

renewable materials in recent years, CNC has become an important nanomaterial and has been widely 

studied as a nanofiller in polymer nanocomposites (Farahbakhsh 2015, Volk 2015). 

To the best of my knowledge, polypropylene/CNC nanocomposites have not been prepared by the 

in situ polymerization method until now, since no reports were found in the literature. 

The most common methods used to prepare polypropylene/CNC nanocomposites have been melt 

compounding or solution. For the melt compounding method, internal mixers or twin-screw extruders 

were used. Khoshkava et al. prepared polypropylene nanocomposites using spray-dried, freeze-dried 

and spray-freeze-dried CNCs via melt compounding in an internal batch mixer (Khoshkava 2014). 

Hassanabadi et al. prepared polypropylene/CNC nanocomposites using five different grades of maleic 

anhydride polypropylene as a coupling agent. They used the melt compounding method in a twin-

screw extruder followed by compression molding. They found that the most important parameter for 

the compatibility of the CNC to the matrix was the ratio of CNC to coupling agent used (Hassanabadi 

2015). Bagheriasl et al. used both solution and internal mixing methods to prepare 

polypropylene/CNC nanocomposites. They used polyethylene-co-vinyl alcohol as a compatibilizer 

and found that the solution method was more efficient at dispersing the CNCs (Bagheriasl 2015). 

In this chapter, CNC extracted from cotton provided by the Brazilian Agricultural Research 

Corporation-EMBRAPA surface modified with 7-OTCS, OTCS/CNC was incorporated into isotactic 

polypropylene. The modification and characterization of the modified CNC was performed as already 

discussed in Chapters 5 and 6.  
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In order to test the hypothesis that the method used (in situ polymerization or melt compounding) 

to prepare the nanocomposites affects its final properties, the incorporation of OTCS/CNC into 

polypropylene was performed using two different methods: in situ polymerization and melt 

compounding. For the in situ polymerization, an industrial Ziegler-Natta catalyst was used. For the 

nanocomposite produced by melt compounding, pure polypropylene powder (prepared by 

polymerization with the same catalyst) and OTCS/CNC powder were mixed and fed into a twin screw 

extruder. Both nanocomposites had the same OTCS/CNC content. These nanocomposites were 

characterized and compared with pure polypropylene. 

The morphology of pure polypropylene and the nanocomposites produced were investigated using 

transmission electron microscopy (TEM) and polarized optical microscopy. The thermal properties 

were investigated by differential scanning calorimetry. The molecular weight of pure polypropylene 

was analyzed by gel permeation chromatography. The processability of these materials was studied 

by melt flow index. In order to test the hypothesis that the incorporation of CNC can improve the 

mechanical properties of polyolefins, specimen bars for testing were prepared by injection molding 

and the mechanical properties of the nanocomposites were studied by IZOD impact, flexural, tensile 

testing and dynamic mechanical analysis.   

7.2 Experimental 

7.2.1 Materials  

The CNC used in this work was produced by the Brazilian Agricultural Research Corporation 

(EMBRAPA). It was extracted from cotton by acid hydrolysis (Mattoso 2010, 2011). The organic 

modifier 7-octenyltrichlorosilane (OTCS) was purchased from Gelest Inc., USA. The solvents 

hexane, toluene and methanol, the co-catalyst triethylaluminum (TEAL) and the electron donor 

dicyclopentyldimethoxysilane were purchased from Sigma-Aldrich. The Ziegler-Natta catalyst used 

in this work was suspended in mineral oil and kindly supplied by Braskem S.A. The nitrogen (grade 

5.0; ultra-high purity), propylene (polymerization grade 2.5; 99.5% pure) and hydrogen gases were 

purchased from Praxair, Canada. The gases were dried by passing them through a bed of molecular 

sieves and the oxygen was removed by passing it over a copper oxide catalyst bed. The n-hexane and 

toluene were dried using a mBRAUN MB-SPS Solvent Purification System. The antioxidant used 

was Irganox 1010 and was purchased from Ciba Inc. 



Confidential 

88 

7.2.2 Modification of CNC 

The CNC from EMBRAPA was surface modified with the organo-silane 7-OTCS and dried as 

described in Chapter 5. The CNC modified with 7-OTCS was named OTCS/CNC and its 

characterization was described in Chapters 5 and 6. 

7.2.3 in situ Polymerization 

The polymerization reactions were conducted in an autoclave reactor with a two liter capacity and 

equipped with heating and cooling systems as described in Chapter 4. All polymerization procedures 

were conducted in a moisture and oxygen free environment. The reactor was loaded with 1.5 L of dry 

hexane, 0.13 g of electron donor and 6.85 g of TEAL. For the polymerization with CNC, 5g of 

OTCS-CNC was pre-dispersed in dry toluene by sonication for 60 minutes and was added. The 

reactor was degassed, charged with 1 psi of hydrogen gas and filled with propylene gas. Hydrogen 

was added as a chain transfer agent in order to reduce the viscosity of the polymer as measured by the 

melt flow index (as it decreases molecular weight). The reactor was charged with a suspension of 250 

mg of Ziegler-Natta catalyst in 20 ml of dry n-hexane and the polymerization reaction was performed 

for 60 minutes at 60 °C at a constant propylene pressure of 58 psi. The reaction was terminated by 

degassing the reactor. The reaction mixture was transferred into a beaker and saturated with ethanol. 

The pure polypropylene and the nanocomposite isCNC-PP was filtered, washed with ethanol and 

dried at 60°C for 24 hours under vacuum. 

The conditions described above were obtained by modifying the polymerization conditions used in 

Chapter 4 to obtain a polypropylene with a higher MFI. The only difference was the amount of 

hydrogen gas added to the reactor. The hydrogen was adjusted to produce polypropylene that could 

be processed by injection molding with an MFI of approximately 16. The polymerizations performed 

with differing amounts of hydrogen are presented in Appendix E. 

7.2.4 Melt Compounding and Injection Molding  

Pure polypropylene and the nanocomposite formed in the polymerization reaction (isCNC-PP) 

were processed by melt blending using a Haake Minilab Micro-compounder (Minilab) - a co-rotating 

conical twin-screw extruder. The third sample of the nanocomposite was prepared by compounding, 

using pure polypropylene and the OTCS-CNC. To prepare this sample, 5.6% weight OTCS-CNC was 

added to the pure polymer and hand-blended. The mixture (powder) was then fed into the extruder 
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and the nanocomposite formed was called CNC-PP. The extruder was set to 210 °C and a 50 rpm 

screw rotation rate. All three samples received 2 % weight antioxidant with respect to polypropylene 

content and were pelletized.  

The resulting pellets were injection molded using a Ray–Ran injection molding machine to produce 

specimens according to ASTM standard samples for IZOD impact, tensile and flexural testing. The 

injection molding was performed with a barrel temperature of 230°C and a mold tool temperature of 

60°C with injection periods of 15 seconds at 100 psi. The condition of the sample and its analysis 

were performed in accordance with the ASTM D790-03 procedure. Prior to conditioning, injection 

molded samples were annealed at 150 °C for 10 minutes and then cooled down at a rate of 10 °C/min 

to have homogenized crystallinity for all samples and to erase any thermal history that took place 

during the injection molding. 

7.2.5 Characterization of Polypropylene and Nanocomposites 

The mechanical and thermal characterizations of the polymeric materials were performed using the 

methodology described in Chapter 3. 

The preparation of the samples for transmission electron microscopy (TEM) consisted of cutting 70 

nm to 100 nm slices of the sample using an ultramicrotome Leica EM UC6 fitted with a diamond 

knife (Diatome, Ltd.) in cryogenic conditions. The cuts were then mounted on a copper grid (400 

mesh) and a Phillips CM10 transmission electron microscope operating at 80kV was used. 

For the polarized optical microscopy (POM), the samples were melted between two glass 

microscope slides and cooled down at a rate of 5 °C per minute. The images were obtained using an 

Olympus BX51 Polarizing microscope with a 5x objective, a 10x eyepiece and a linear polarizer 

filter. To acquire the image, QCapture Pro image and analyser software were used. 

The gel permeation chromatography analysis (GPC) was used to determine the molecular weight 

and molecular weight distribution of the Pure-PP sample. The analysis was performed in a GPC from 

PolymerChar using PLgel Olexis columns. The sample was dissolved with 1,2,4-trichlorobenzene to 

a concentration of 2 mg/mL at 145 °C and passed at a flow rate of 1mL/min through the columns 

which were calibrated with narrow molecular weight distribution polystyrene standards. 
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7.3 Results and Discussion 

7.3.1 Nanocomposites Preparation 

The in situ polymerization reaction was performed with 5 g of OTCS/CNC. A polymerization was 

performed using the same reaction conditions, but absent of the OTCS/CNC to produce pure 

polypropylene (PP). The results are shown in Table 7-1.   

Table 7-1: Preparation of Nanocomposites and Pure Polymer. 

 Polymerization Melt Compounding 

 
CNC 

(g) 

PP 

(g) 

CNC 

(wt-%) 

Activity 

(kgpol/g.h) 

PP 

(g) 

CNC 

(g) 

CNC 

(wt-%) 

PP 
- 190 - 0.7 

90 - - 

CNC-PP 90 5.04 5.6 

isCNC-PP 5 88.5 5.6 0.35 80 - 5.6 

Polymerization Conditions: 250 mg catalyst; TEAL [Al]/[Ti] = 500; Donor D [Si]/[Ti] = 30; P C3 = 4 bar; P 

H2 = 1 psi;1.5 L hexane; T = 60 ºC; t = 1 h. Melt Compounding Conditions: 2wt% Irganox 1010; T= 210 °C; 

50rpm. 

The presence of OTCS/CNC caused a reduction in the catalyst activity by half, from 0.7 kg to 0.35 

kg of polymer per gram of catalyst per hour. It is possible that the CNC had some moisture that may 

have reacted with the catalyst’s active center irreversibly and caused its inactivation. Another 

possibility is that side reactions occurred between the catalyst and the OTCS present on the CNCs’ 

surface. Although this decrease in catalytic activity may be undesirable, the end result of this 

polymerization was a nanocomposite, the isCNC-PP, with the targeted content of CNC between 1 and 

6 wt-%.  

The pure polypropylene (PP) produced in the absence of OTCS/CNC was used not only to 

investigate the influence of the OTCS/CNC on the catalyst activity, but also to produce specimen bars 

of PP for mechanical testing. Furthermore, the PP was used to prepare the nanocomposite by a melt 

compounding process, CNC-PP, as shown in Table 7-1. 
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7.3.2 Nanocomposite Morphology  

The TEM images of the nanocomposites show the CNC in small aggregates of approximately 30 

nm thick, as shown in the left image of Figure 7-1, for the nanocomposite made by in situ 

polymerization. isCNC-PP and CNC-PP composites were made by melt compounding. The near 

absence of the CNC in the TEM images may indicate that the CNC is agglomerated into larger 

particles that cannot be visualized by this technique. Some other particles with uneven shapes were 

observed in both nanocomposites and also in the pure polypropylene. These particles were catalyst 

residue that remained in the polymer after filtration at the end of the polymerization process. 

 

Figure 7-1: Transmission Electron Microscopy images for (a) PP, (b) isCNC-PP and (c) CNC-PP. 

The polarized optical microscopy (POM) images in Figure 7-2 show that the CNC is not acting as a 

nucleating agent for the polypropylene. The size of crystallites observed on the isCNC-PP (images c 

and d) and CNC-PP (images e and f) were very close in size to the crystallites on the PP (images a 

and b) with all crystallite sizes varying from 40 to 100 microns. When the CNC acted as a nucleating 

agent for the polypropylene, the crystallite samples containing CNC were smaller than the crystallite 

samples for the pure PP. This change in crystallite size can be attributed to the formation of 

crystallites via heterogeneous nucleation at the CNC-polymer interface in addition to the homogenous 

nucleation that occurred with the pure polymer (Hassanabadi 2015).  

Large CNC aggregates were also observed (as highlighted on images c, d, e and f), which confirms 

the poor dispersion of the CNC particles in the polypropylene matrix. The aggregates observed in the 



Confidential 

92 

isCNC-PP were larger than the ones observed in the CNC-PP, which suggests that a better dispersion 

of CNC was achieved in the nanocomposite produced by melt compounding. 

 

Figure 7-2: Polarized Light Microscopy (50x magnification) of (a and b) PP, (c and d) isCNC-PP 

and (e and f) CNC-PP. 
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7.3.3 Molecular Weight Distribution 

Based on the GPC analysis performed on the pure PP, the average weight molecular weight (Mw), 

the number average molecular weight (Mn) and polydispersity index (PDI) were 295,600 g/mol, 

71,300 g/mol and 4.15 respectively. The molecular weight distribution is shown in Figure 7-3. The 

molecular weight of the PP in the nanocomposites was not measured due to the presence of the CNC, 

which cannot be efficiently separated from the polymer. 

 

Figure 7-3: Gel Permeation Chromatography of PP. 

7.3.4 Thermal properties 

Based on the data obtained by differential scanning calorimetry analyses, the incorporation of the 

OTCS-CNC did not significantly change the melting temperature (Tm), crystallization temperature 

(Tc) or the degree of crystallinity (χc) of the polypropylene in the isCNC-PP compared to the pure 

polymer, as shown in Table 7-2.  

Table 7-2: Thermal Properties Results of the PP, isCNC-PP and CNC-PP. 

 Tm (°C) Tc (°C) χc (%) 

PP 171 117 38.7 

isCNC-PP 171 119 39.8 

CNC-PP 170 117 39.6 
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Nearly identical Tm values and very similar values of Tc and χc between the pure polymer and the 

isCNC-PP indicate that the presence of the OTCS/CNC in the polymerization reaction (in situ 

polymerization) did not significantly change the molecular structure of the polypropylene, for 

example, its tacticity. The very similar Tc observed in these materials may indicate that the 

OTCS/CNC does not influence the crystallization behavior of the polypropylene, which confirms that 

the crystallite size did not change. A similar crystallite size was also observed in the POM images. 

The similarities in thermal behavior of these materials are better visualized in Figure 7-4, which 

shows the differential scanning calorimetry results. The area under both picks decreases with the 

addition of CNC because the concentration of PP in the composites is lower. 

 

Figure 7-4: Differential Scanning Calorimetry of PP, isCNC-PP and CNC-PP. 

7.3.5 Processing and Mechanical Properties  

Melt Flow Index measurements were performed on all three samples to investigate the 

processability of the pure polypropylene and the effect of the OTCS/CNC on the viscosity of the 

nanocomposites. The nanocomposites produced by in situ polymerization (isCNC-PP) and extrusion 

compounding (CNC-PP) presented a slightly lower MFI of 14.5 and 13.9, respectively, than the PP, 

as shown in Table 7-3. The small difference between the nanocomposites' MFI values indicates that 

the presence of the OTCS/CNC in the polymerization reaction did not significantly affect the 

molecular weight of the polymer formed. 
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Table 7-3: Processing Properties of PP, isCNC-PP and CNC-PP.  

 

MFI  

(g/10min) 

Standard Deviation  

(MPa) 

PP 16 10.72 

isCNC-PP 14.5 7.39 

CNC-PP 14 5.8 

 

The tensile testing showed the stress strength of the pure polymer and the nanocomposite from in 

situ polymerization did not vary and remained around 40 MPa. The nanocomposite prepared by 

compounding showed a slight increase of 5.2%. The flexural modulus of both nanocomposites were 

higher than for the pure polypropylene. The were 15% higher for the hybrid prepared by in situ 

polymerization and 43% higher for the nanocomposite prepared by melt compounding. The flexural 

strength of the isCNC-PP was found to be almost the same as the PP. Although the isCNC-PP showed 

a 5% increase, it also had a higher standard deviation. On the other hand, the CNC-PP presented a 

20% increase in flexural strength compared with the PP. Both nanocomposites were observed to have 

a much higher impact resistance than the pure polymer. The isCNC-PP showed an increase of 44.6% 

compared with the PP. The CNC-PP showed an impact resistance twice as high as the PP (99.5% 

higher). These results are shown in Table 7-4. 

Table 7-4: Mechanical Properties of PP, isCNC-PP and CNC-PP.  

 

Tensile 

Strength 

(MPa) 

Standard 

Deviation 

(MPa) 

Flexural 

Modulus 

(MPa) 

Standard 

Deviation 

(MPa) 

Flexural 

Strength 

(MPa) 

Standard 

Deviation 

(MPa) 

Impact 

Strength 

(J/m) 

Standard 

Deviation 

(J/m) 

Pure-PP 39.7 0.6 1105 17.8 45.6 0.5 21.6 1.5 

isCNC-PP 39.5 0.4 1276 34.8 47.8 1.3 31.3 2.1 

CNC-PP 41.8 0.4 1582 136.3 54.6 1.1 43.2 4.2 
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The incorporation of the OTCS/CNC increased the flexural modulus and impact strength of the 

polypropylene in both nanocomposites. The increases were higher for the nanocomposites produced 

by melt compounding.  

The increases in flexural properties and impact strength were achieved without a significant 

increase in density, as shown in Figure 7-5. The density of the nanocomposites was calculated using 

the rule of mixtures to be 92.74 g.cm
-3

 (the calculation can be found in Appendix F). The density of 

the polypropylene and the CNC used in the calculation were 0.8935 g.cm
-3

 and 1.5g.cm
-3

, 

respectively (Shu 2009, Hashaikeh 2015). The rule of mixtures can be applied here because there was 

not a significant change in the crystallinity of the PP as measured by the DSC. The specific flexural 

modulus is the ratio of flexural modulus to density; it is often used as an indicator of stiffness to 

weight ratio.  

 

 Figure 7-5: Flexural Modulus and Specific Flexural Modulus versus Impact Strength of PP, 

isCNC-PP and CNC-PP. 

7.3.6 Dynamic Mechanical Properties 

Storage Modulus (E') as a function of temperature ranged from 45°C to 150°C for the PP and the 

isCNC-PP. E' did not change significantly over most of the temperature range - only a small increase 

in modulus was observed in the first 10°C, as shown in Figure 7-6. 
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Figure 7-6: Storage modulus (E’) vs temperature of PP, CNC-PP and isCNC-PP. 

The storage modulus of the CNC-PP was considerably higher than the PP over the whole 

temperature range that the DMA analysis was performed. This increase in modulus can be attributed 

to an increase in the stiffness of the PP due to the reinforcing effect of the fibers (Etaati 2014, Nayak 

2009). 

7.4 Conclusions  

The propylene polymerization with an absence of OTCS/CNC produced an isotactic polypropylene 

with Mw 300,000g/mol and 4.15 polydispersity. The presence of OTCS/CNC in the polymerization 

reactor decreased the catalyst activity by half and produced a nanocomposite with 5.6% CNC. The 

microscopy images showed CNC aggregations of various sizes. The TEM image showed a very small 

30 nm aggregate and the POM images showed many larger aggregates of up to 60 μm. 

The incorporation of the OTCS/CNC into the polypropylene matrix by both processes did not 

influence the polypropylenes’ thermal properties. These results may indicate that the tacticity and the 

crystallization mechanism of polypropylene did not change in the presence of OTCS/CNC.  

The mechanical properties of the nanocomposites indicate that the modification of CNC increased 

the resulting nanocomposites’ surface hydrophobicity. The increase in hydrophobicity allowed for the 

dispersion of the CNC in toluene and its incorporation into the polypropylene matrix. The CNC 
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dispersion and affinity to the polymer was found to be sufficient to enhance the mechanical properties 

of the polypropylene. The nanocomposite prepared by in situ polymerization, isCNC-PP, did not 

show any increase in the tensile testing and only a small increase in the flexural strength and the 

flexural modulus compared with pure polypropylene. The incorporation of CNC into the polymer by 

extrusion compounding, CNC-PP, presented an improvement in both flexural strength and modulus 

by 20% and 43%, respectively, compared with the pure polypropylene. The impact resistance of the 

nanocomposites was found to be notably higher than the pure polymer. The isCNC-PP increased the 

impact resistance by 44.6% and the CNC-PP showed an increase of 99.5%. The storage modulus of 

the CNC-PP was found to be considerably higher than for the Pure PP over the whole temperature 

range that the DMA analysis was performed of 40°C to 150°C. The storage modulus of the isCNC-PP 

was very similar to the Pure-PP. 

The hypothesis that the method used (in situ polymerization or melt compounding) to prepare the 

nanocomposites affects its final properties was confirmed. The results indicate that an increase in the 

hydrophobicity of the CNC’s surface occurred, but the increase was not sufficient to avoid the 

aggregation of CNC in hexane, which was the solvent used for the in situ polymerization. 

Nevertheless, the hypothesis that the incorporation of CNC can improve the mechanical properties of 

polyolefins was confirmed when both preparation methods were used. The mechanical properties of 

the nanocomposites improved or did not change compared with the pure polypropylene. 
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Chapter 8: Surface Modification of CNCs with Surfactants 

8.1 Introduction 

Nanocrystalline cellulose (CNC) is an abundant, renewable and non-toxic material, which has been 

recently commercially available and is a promising material for use in the formulation of many 

aqueous products, such as emulsifiers, stabilizers and gelation agents (Hu 2015). The modification of 

CNCs with surfactants in aqueous media has attracted increased attention due to its variety of 

potential industrial applications, such as a rheological control additive (Peng 2013). 

The direct incorporation of CNC into organic media leads to aggregation due to the CNC’s 

hydrophilic nature (Dorris 2012). This limitation severely decreases the range of possible applications 

of CNC. To overcome this obstacle, many attempts to produce hydrophobic CNC through surface 

modification with surfactants have been reported in the literature. Cationic, anionic and non-ionic 

surfactants were used in various quantities of CNC/surfactant proportions. It is common to observe 

solvents with low polarity, such as chloroform and THF, being used to evaluate the hydrophobicity of 

modified CNC. Various concentrations of the modified CNC are added to these solvents and the 

ability of the modified CNC to disperse in this type of solvent has been observed (Kaboorani 2015, 

Fortunati 2012, Kim 2009). 

Kaboorani et al. surface-modified CNC with the cationic surfactant hexadecyltrimethylammonium 

bromide. The modification was done in water and used surfactant concentrations of 0.35 mmol/g and 

1.4 mmol/g. After the modification, the CNC was frozen and freeze-dried for four days. They 

observed that the modification occurred and did not change the crystallinity structure nor the 

dimensions of the CNC. The dispersibility of the CNC in low polarity solvents, such as THF, was 

improved with the modification. The degree of hydrophobicity was controllable by changing the 

concentration of the surfactant in the modification reaction (Kaboorani 2015).  

Fortunati et al. modified CNC with the surfactant acid phosphate ester of ethoxylated nonylphenol 

in a water suspension. The modified CNC was frozen and freeze dried. The modified CNC was 

dispersed in chloroform with the help of sonication. They observed birefringence properties of the 

modified CNC suspension in chloroform at 0.6 wt-% concentration under polarized light. The 

birefringence proved that a good dispersion was achieved in chloroform, which suggests that the 

suspension contained a large number of single CNC crystals (Fortunati 2012). 
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Recently, CNCs have been evaluated for many potential applications, which exploit the intrinsic 

thickening and gelation properties of these particles that become apparent beyond the percolation 

threshold (Hu 2014). To the best of my knowledge, the only non-aqueous CNC gel reported in the 

literature was a CNC gel in glycerol. Dorris et al. prepared clear gels using an acid form of CNC in 

glycerol by evaporating the water from the water/glycerol CNC suspensions under controlled 

conditions of temperature, time and agitation (Dorris 2012).  

There is a lack of literature on the use of CNC as a thickening or gelation agent in organic solvents. 

The dispersion and gelation of surface-modified CNCs in organic solvents may open new applications 

for this natural nanoparticle.  

In this work, two types of CNCs were surface modified with surfactants and surfactant mixtures. 

The first one was the carboxylated CNC (c-CNC), which was produced by oxidation in a one-step 

procedure where persulfates were used to defibrillate and remove the amorphous cellulose regions. 

This method produced CNC with carboxyl groups on its surface (Leung 2011, Luong 2011). The 

oxidation occurred preferentially at the C6 primary alcohol of the crystalline cellulose, as shown in 

Figure 8-2.   

 

Figure 8-1: Carboxylated CNC structure (Leung 2011). 

The second CNC was the neutral sodium-form CNC (Na-CNC), which has already been discussed 

in Chapter 5. The most important difference between the Na-CNC and the carboxylated CNC is the 

type of chemical groups present on their surfaces. There is also a lack of literature on the use of Na-

CNC as a thickening agent in organic solvents.  

The modification of c-CNC was performed by surface absorption of surfactants. Three types of 

surfactants were used: cationic, anionic and nonionic. The selected cationic surfactant was 

hexadecyltrimethylammonium bromide (CTAB), the anionic was sodium dodecyl sulfate (SDS) and 

the nonionic was Triton™ X-100 (Triton). These surfactants are all inexpensive and widely used in 

many industries (for example, cosmetics, food, coatings, etc.). Their chemical structures are shown in 

Figure 8-3. Combinations of these surfactants were also tested. Toluene was selected as a 
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representative substituted aromatic hydrocarbon because of its balance of properties (relative high 

boiling point and low cost). 

 

Figure 8-2: Chemical structures of the surfactants: CTAB (left), SDS (center) and Triton (right). 

The hypothesis that the surface modification of CNC with surfactants improves its dispersion in 

organic solvents was tested. The efficiency of these modifications in the dispersion of the c-CNC in 

toluene and its gelation were evaluated. The gelation was identified qualitatively using the bottle 

inversion method and observing whether the CNC suspension remained in place for 15min. The 

morphology of the modified c-CNC with the best dispersion was investigated using TEM and the 

effect of the surfactants on the thermal stability of the c-CNC was evaluated using thermogravimetric 

analysis (TGA). 

8.2 Experimental 

8.2.1 Materials  

The c-CNC used in this work was provided by Bio Vision Technology Enterprises Inc., and used 

the preparation method described in the patent WO 2011/072365 (Luong 2011). The c-CNC was 

received in a water dispersion at 5.5 wt-% and kept under refrigeration. The neutral salt form of CNC, 

Na-CNC, used in this work was provided by CelluForce Inc. as a dried powder. The surfactants 

CTAB, SDS, Triton and the solvents toluene and n-hexane were purchased from Sigma-Aldrich. 

8.2.2 Modification and Dispersion of c-CNC 

In order to prevent hydrogen bond from forming among the c-CNC, which is the driving force of 

its aggregation, the samples were dried using the freeze-drying technique, which consists of reducing 

the surrounding pressure of a frozen material to cause the sublimation of water contained in the 

material. The freezing method chosen was the immersion in liquid nitrogen as opposed to a normal 

freezer. The liquid nitrogen has a very low boiling point of -196°C.  At this temperature, the water 

between the nanocrystals freezes quickly and keeps the crystals separated in the solidified ice. The 
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vacuum in the freeze-drying sublimates the ice between the nanocrystals and prevents aggregation 

(Lu 2010).  

The modifications were performed in small batches using 2 g of c-CNC each. The c-CNC was 

received in a water dispersion at 5.5 wt-%; therefore, 36 g of the dispersion was used in each batch. 

The 36 g of c-CNC dispersion was diluted to 5wt% using deionized water. 

 The three surfactants used were dissolved using the same procedure. 2 mL of water was added to a 

mass of surfactant, which varied from 0.1 g to 1 g. The mixture was stirred at approximately 30 °C 

until homogenized.  

The surfactant solution was added to the c-CNC dispersion and stirred until the mixture became 

opaque and homogeneous at approximately 2 min. At this point, the modified c-CNC was divided 

into two equal parts and placed in sealed containers. One of the containers was sonicated in a 

sonication bath (Branson 1510 Ultrasonic Cleaner) for 2 hours. This procedure was used to evaluate 

the influence of sonication on this stage of the modification process. Both sonicated and nonsonicated 

samples were left to settle overnight and then frozen by immersion in liquid nitrogen. The frozen 

samples were freeze-dried for 4 days using a FreeZone 4.5 Labconco Freeze-dryer operating at 0.280 

mBar and -40 °C. 

In order to investigate the effect of sonication on the dispersion of the modified c-CNCs in toluene, 

each of the modified samples (sonicated and nonsonicated) was dispersed in the solvent twice: one 

with sonication and one without it. For both dispersions, 0.1 g of the dried sample was added to 30 

mL of toluene. One mixture was stirred manually and the other was placed in the sonication bath for 

30 min. At this point in the procedure, there were four different samples for each formulation, as 

shown in the diagram in Figure 8-4. 
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Figure 8-3: Diagram of sample preparation. 

8.2.3 Modification and Dispersion of Na-CNC 

As detailed above, the complete dispersion of the c-CNC in toluene was achieved when the surface 

modification was performed by combining the surfactants CTAB and Triton. The best formulation 

used a total CNC/surfactant ratio of 1:1 - the surfactant weight 50 wt-% CTAB and 50 wt-% Triton. 

For this reason, in an attempt of disperse the Na-CNC, only these two surfactants were used. The 

starting point of this investigation was to test if the formulation that successfully dispersed the c-CNC 

would also completely disperse the Na-CNC. 

For the modification, 2 g of Na-CNC was dispersed in water at room temperature under manual 

stirring at various concentrations: 5 wt-%, 2 wt-% and 1 wt-%. The surfactant CTAB was dissolved in 

2 mL of water under stirring at approximately 35 °C until a clear gel was formed. The mass of CTAB 

used varied from 0.025 g to 1 g.  The surfactant Triton was also dissolved in 2 mL of water under 

stirring at approximately 35 °C until a clear gel was formed. The mass of Triton used also varied from 

0.025 g to 1 g. 

The CTAB-gel was added to the Na-CNC dispersion and manually stirred until the mixture became 

opaque and homogeneous. At this point, the mixture became a dense gel-like foam. The Triton-gel 

was added next and homogenized for about two minute under manual stirring. With the addition of 

c-CNC + 

Surfactant 

Sonicated 

(2h) 
Non-

sonicated 

Sonicated 

(30min) 
Non-

sonicated 

Freeze-drying (4 days) 
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the Triton-gel to the mixture, the foam density appeared to increase with a decrease in the size of 

bubbles.  The mixture was left stand overnight in sealed container. 

Modification of Na-CNC with a single surfactant was also performed. The Na-CNC was dispersed 

in water at room temperature under stirring at 1 wt-%. For each gram of Na-CNC used, 1 g of 

surfactant (CTAB or Triton) was dissolved in 2 mL of water under stirring at approximately 35 °C 

until a clear gel was formed. The surfactant gel was added to the Na-CNC dispersion and stirred until 

the mixture became opaque and homogenous. The mixture was left stand overnight in a sealed 

container. 

After standing overnight, all of the modified Na-CNCs were frozen by immersion in liquid nitrogen 

and freeze-dried for 4 days using a FreeZone 4.5 Labconco Freeze-dryer operating at 0.280 mBar 

pressure and -40 °C. The dried modified CNC was crushed with a mortar and pestle to a fine powder. 

The dispersion of modified Na-CNCs in toluene was evaluated at approximately 0.4 wt-%. For the 

dispersion preparation, 0.1 g of the modified or unmodified Na-CNC was added to 30 mL of toluene 

and placed in a sonication bath (Branson 1510 Ultrasonic Cleaner) for 30 min at 60 °C.  

Gels of Na-CNC in toluene were also prepared by adding 0.2 g of the modified NA-CNC to small 

volumes of toluene: 0.5 mL to 4 mL. These gels were also placed in the sonication bath for 30 min at 

60 °C to improve dispersion.  

8.2.4 Characterization of CNCs 

The transmission electron microscopy (TEM) images of the modified and unmodified c-CNC were 

taken using a Phillips CM10 transmission electron microscope operating at 80kV. The sample 

preparation consisted of placing a drop of the c-CNC dispersion in water for the unmodified c-CNC 

and toluene for the modified c-CNC at a 5 ppm concentration in a TEM copper grid (400 mesh) and 

being dried at room temperature for two hours prior to analysis.  

The thermogravimetric analyses (TGA) of unmodified and modified c-CNCs were completed on a 

TA Instruments Q50 TGA with a purge rate of 50ml/min. The samples were kept under an air 

atmosphere during the analysis. The heating rate used was 10 °C/min and the temperature covered in 

these experiments ranged from 35 °C to 600 °C. 
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8.3 c-CNC Results and Discussion 

8.3.1 Dispersion of c-CNC in Toluene 

The three surfactants (SDS, CTAB and Triton) were first tested at low concentrations of 10 wt-% 

relative to the c-CNC mass used. At this concentration, no surfactant was able to disperse the c-CNC 

in toluene with or without sonication, after the addition of surfactant, or at the moment of the 

dispersion in toluene. The c-CNC modified with CTAB and Triton had a worse dispersion than the 

unmodified c-CNC. The modification with SDS caused an aggregation of the c-CNC in a flake-like 

form that quickly settled in less than one minute.  

The amount of surfactant added to the c-CNC was increased to 50% relative to the c-CNC’s mass. 

For simplification, a sample with this concentration of surfactant will be referred as 1:1. At this 

concentration, SDS does not improve the c-CNC’s dispersion in toluene. It forms flakes very similar 

to the sample that had 10 wt-% SDS. The anionic nature of this surfactant does not favor a good 

interaction with the c-CNC’s surface because both are negatively charged. 

Regarding the sonication, all samples had a similar behavior regardless the type of surfactant that 

was used. The best dispersion in toluene was found in samples that were not sonicated when the 

surfactant was added, but were sonicated at the moment of the dispersion in toluene.  

The c-CNC modified with the cationic surfactant (CTAB/c-CNC) and with the nonionic  surfactant 

(Triton/c-CNC) at the proportion 1:1 did not disperse in toluene. Both samples formed small 

aggregates that settled completely in approximately 10 min. The dispersion achieved by these two 

modifications was worse than the unmodified c-CNC, as shown in Figure 8-5. 
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Figure 8-4: Unmodified CNC (left), Triton/c-CNC (center) and CTAB/c-CNC (right) in toluene. 

After these unsuccessful attempts to disperse the c-CNC through the modification with a single 

surfactant, a combination of CTAB and Triton was tested (CTAB-Triton/c-CNC). For this 

formulation, 2 g of c-CNC diluted to 5 wt-% in water was used. The CTAB (1g) dissolved in 2 mL of 

water was added to the c-CNC and stirred until the mixture became opaque and homogeneous. A 

quantity of 1g of Triton dissolved in 2 mL of water was then added. The total content of surfactant in 

this sample was 50 wt-%, being 25 wt-% CTAB and 25 wt-% Triton. The mixture was left stand 

overnight in a sealed container, frozen in liquid nitrogen and freeze-dried for 4 days. 

Similar to the modification with single surfactants, the sonication in water after the addition of 

surfactant had a negative effect on the dispersion and the sonication of the modified sample in toluene 

dramatically improved its dispersion.  

The combination of CTAB and Triton had a synergistic effect; the combination produced a much 

better dispersion than the c-CNC modified with a single surfactant, CTAB/c-CNC or Triton/c-CNC. 

The CTAB-Triton/c-CNC dispersed completely in toluene and formed a clear and stable mixture, as 

shown in Figure 8-6. For this clear dispersion, 0.1 g of modified c-CNC was added to 30 mL of 

toluene. This combination was let stand for 20 min and placed in sonication bath for 30 min.  When 

shaken, some gel-like particles in suspension were seen that could be completely re-dispersed under 

sonication for a few minutes. The best results of this formulation were proved to be reproducible.  
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Figure 8-5: Modified CTAB-Triton/c-CNC in toluene. 

At higher concentrations, the viscosity of the CTAB-Triton/c-CNC dispersion in toluene increased. 

At 7.5 wt-%, it became a very stable and clear gel, as shown in Figure 8-7. To create this this gel, 0.1 

g of the CTAB-Triton/c-CNC was dispersed in 1.5 mL of toluene and sonicated in a sonication bath 

for 30 min. 

This behavior confirmed the dispersion, rather than the dissolution, of the cellulose crystals, which 

at higher concentrations percolated to form a gel. 

  

Figure 8-6: Gel of CTAB-Triton/c-CNC in toluene. 
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Attempts to reduce the amount of surfactant used in this modification were carried out, but even a 

small decrease in content of surfactant, such as a 25% decrease, compromised the dispersion of the c-

CNC in toluene. Also, attempts to disperse the modified c-CNC in hexane were performed for all 

surfactants and the combination of CTAB and Triton. In all cases, a good dispersion was not 

achieved. The dispersion of modified c-CNCs was worse than the dispersion of the unmodified c-

CNC, as presented in Appendix G. 

8.3.2 c-CNC Morphology 

TEM analysis of the unmodified c-CNC and the CTAB-Triton/c-CNC were performed to 

investigate the effect of the modification on the morphology of the c-CNC. The image of unmodified 

the c-CNC shows crystals of approximately 200 nm length and few nanometers thick. The shape and 

size of the c-CNC does not change with the surfactant’s adsorption and the only difference noted in 

the modified c-CNC was a slightly reduced tendency to aggregate, as shown in Figure 8-8.  

    

Figure 8-7: TEM image of unmodified c-CNC (left) and CTAB-Triton/c-CNC (right). 

500nm 500nm 
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8.3.3 c-CNC Thermal Stability  

In order to evaluate the influence of the adsorption of surfactants on the thermal stability of the c-

CNC, TGA analysis of unmodified c-CNC, CTAB/c-CNC (1:1), Triton/c-CNC (1:1) and CTAB-

Triton/c-CNC (1:1) was performed.  The unmodified c-CNC was prepared for the TGA by freezing 

the c-CNC water dispersion, as received, in liquid nitrogen and freeze drying for 4 days. The thermal 

properties of the unmodified c-CNC were used as a reference to evaluate the thermal properties of the 

modified c-CNCs.  

The onset temperature of degradation was determined to be the temperature at which a 5% mass 

loss occurred for each sample. The thermogravimetric results are shown in Figure 8-9. 

 

Figure 8-8: Themogravimetric results of unmodified c-CNC, CTAB/c-CNC, Triton/c-CNC and 

CTAB-Triton/c-CNC.  

The onset temperature degradation of the unmodified c-CNC was 199 °C. The modification of the 

c-CNC with CTAB had no effect on the onset temperature degradation that was found to be 200 °C. 

The c-CNC modified with Triton had a slightly higher onset temperature degradation of 206 °C and 

the sample modified with a combination of the two surfactants had the lowest thermal stability of all 

at 196 °C.  

8.4 c-CNC Conclusions  

The modification of c-CNC with a single surfactant was found to be ineffective at facilitating the c-

CNC dispersion in toluene for all three surfactants tested. The anionic surfactant, SDS, had the lowest 
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effectiveness due to its weak interaction with the c-CNC’s surface. The modification with CTAB or 

Triton decreased the size of the c-CNC aggregates and kept the c-CNC dispersed in the solvent for a 

few minutes, but did not prevent the c-CNC from settling.  

The modification of the c-CNC with a combination of the surfactants CTAB and Triton promoted a 

synergistic effect between the surfactants and allowed the CTAB-Triton/c-CNC to be completely 

dispersed in toluene. The CTAB-Triton/c-CNC dispersion was homogeneous, stable and transparent 

and proved to be reproducible. The stability of this dispersion was observed over the course of three 

years. Gel-like particles were still observed after this sample was stored for months, but these 

particles could be re-dispersed easily under sonication for a few minutes. This result confirms the 

hypothesis that the surface modification of CNC with surfactants improves its dispersion in organic 

solvents. It also agrees with the literature that indicates that a mixture of cationic and non-ionic 

surfactants has a greater impact on the cellulose film than a cationic surfactant alone (Tucker 2010).   

When the concentration of CTAB-Triton/c-CNC was increased to around 7.5wt % of toluene under 

sonication, the percolation phenomena took place and the viscosity of the mixture rapidly increased 

and formed a very stable, clear and homogenous gel. This result also confirms the hypothesis that the 

addition of modified CNC with surfactants in organic solvents can create gelation. 

The complete dispersion of the CTAB-Triton/c-CNC in toluene may open up a range of new 

applications for c-CNC. However, the use of these surfactant-modified c-CNCs in polyolefins as 

nanofillers is not recommended due to their low thermal stability. The onset temperature of 

degradation of the CTAB-Triton/c-CNC was found to be 196 °C, which is lower than the processing 

and molding temperatures for polyethylene and polypropylene which are typically around 200 °C and 

230 °C, respectively. For this reason, in this work, c-CNCs surface-modified with surfactants were 

not used in the preparation of nanocomposites. 
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8.5 Na-CNC Results and Discussion  

8.5.1 Dispersion of Na-CNC in Toluene 

The modification of the Na-CNC with a mixture of CTAB and Triton at the proportion 1:1 (1g of 

CTAB and 1g of Triton for 2g of Na-CNC) was the first modification to be performed and the 

modified sample was called CTAB-Trion/Na-CNC 1:1. The combination of these surfactants at this 

concentration had a synergistic effect and successfully dispersed the c-CNC (CTAB-Triton/c-CNC) in 

toluene, as previously discussed. Unlike the c-CNC, this formulation used with the Na-CNC was not 

able to produce a Na-CNC that was dispersible in toluene.  

Nevertheless, the modification occurred and the hydrophobicity of the Na-CNC increased. The 

CTAB-Trion/Na-CNC 1:1 was partially dispersed in toluene. This partial dispersion can be clearly 

visualized when compared to the unmodified Na-CNC in toluene at the same concentration (0.1 g in 

30 mL of toluene), as shown in Figure 8-10.  

Also, a mixture of Na-CNC, CTAB and Triton at the same concentration of the CTAB-Triton/Na-

CNC 1:1 was prepared by the simple addition of Na-CNC and the surfactants to toluene. As shown in 

Figure 8-10, the unmodified Na-CNC (on the left) and the mixture of Na-CNC and surfactants (on the 

right) settled to the bottom of the bottle and had no interaction with the solvent. The CTAB-

Triton/Na-CNC 1:1 in the middle of the picture interacted with the toluene and appeared to form a 

cloud-like dispersion that occupied almost half of the volume. This dispersion was stable and stayed 

unchanged for the period that was observed of over six months. 

The comparison between the toluene dispersions of the simple mixture of Na-CNC with CTAB and 

Triton and the CTAB-Triton/Na-CNC 1:1 proved that the modification procedure presented in this 

work is effective and necessary for the surface modification of the Na-CNC with the surfactant. This 

procedure consisted of the addition of surfactants to a Na-CNC water dispersion followed by freezing 

by immersion in liquid nitrogen and freeze drying. 
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Figure 8-9: Comparison between unmodified CNC (left), CTAB-Triton/Na-CNC 1:1 (center) and 

the mixture of unmodified Na-CNC with CATB and Triton (right) in toluene.  

The first attempt to produce a dispersible Na-CNC in toluene by surfactant adsorption used the Na-

CNC dispersed in water at 5 wt-%. As discussed above, this modification was not fully successful. It 

is well-documented that during freeze-drying at higher suspension concentrations, the distance 

between the nanocrystals is small enough to allow interfacial interaction and produce larger particle-

sized self-assembly (Han 2013). For this reason, the modification was repeated using the Na-CNC 

water dispersions at lower concentrations: 2 wt-% and 1 wt-%. The Na-CNC modified at 1 wt-% in 

water had the best dispersion in toluene and the one modified at 5 wt-% had the worst dispersion.  

In order to produce smaller modified CNC particle sized self-assembly during freezing and freeze-

drying, the following modifications all used a 1 wt-% Na-CNC water dispersion. The smaller particle 

sizes are easier to disperse in toluene than the larger particles. 

Even with the improvements in the dispersion in toluene of the CTAB-Triton/Na-CNC 1:1 

modified from 1 wt-% water dispersion, the toluene suspension was still not satisfactory. In addition, 

TEM images of the CTAB-Triton/Na-CNC 1:1 dispersed in toluene showed many large micelle 

formations, as shown in Figure 8-11. The presence of these micelles provided a strong indication that 

an excess of surfactant was added to the Na-CNC in the first formulation that used 0.5 g of CTAB 

and 0.5 g of Triton for each gram of Na-CNC.  

A portion of the surfactant added to the Na-CNC water dispersion saturates the Na-CNC’s surface 

and the excess stays free in the solvent. The free surfactants molecules self-assemble into micelles in 



Confidential 

113 

the bulk (Dhar 2012). With the evaporation of the solvent, the surfactant concentration increases and 

the micelles self-assemble into rod-like, cubic, or lamellar structures (Brinker 1999).  

    

Figure 8-10: Micelles formed by excess surfactant in CTAB-Triton/Na-CNC at 1:1 

cellulose/surfactant in toluene. 

In order to avoid the self-assembly of free surfactant, the amount of surfactant added to the Na-

CNC was decreased. A sample with 20% less surfactant was prepared using 1 g of Na-CNC, 0.4 g of 

CTAB and 0.4 g of Triton. This sample containing 80% of the total surfactant content of the CTAB-

Triton/Na-CNC 1:1 was called CTAB-Triton/Na-CNC 1:0.8. Samples with 40%, 60%, 80%, 90%, 

92.5%, 95% and 97.5% less surfactant were also prepared. In order to simplify the nomenclature, the 

samples are named by their Na-CNC/surfactant proportion. For example, the sample CTAB-

Triton/Na-CNC 1:1 is called 1:1, the CTAB-Triton/Na-CNC 1:0.8 is called 1:0.8 and so on. For all of 

the samples, the total surfactant content was 50% CTAB and 50% Triton. A control sample was also 

prepared by freezing and freeze drying the Na-CNC water dispersion without the addition of 

surfactant. This sample is called 1:0. 
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For the toluene dispersions, all samples were sonicated for 30 min at the same concentration, 0.1 g 

in 30 mL of toluene in a sealed vial. The decrease in surfactant content had a negative effect on the 

dispersion of the Na-CNC in toluene progressively up to the sample that represented a 90% surfactant 

content decrease, sample 1:0.1, which had the worst dispersion. Below the proportion of 1:0.1, the 

dispersion in toluene rapidly improved. The sample 1:0.075 had a much better dispersion than all of 

the previous ones, which all had larger surfactant contents. Further decreasing the surfactant content 

to 1:0.05 and 1:0.025 kept improving the dispersion and in the 1:0.025 sample, the Na-CNC stayed 

suspended in almost all of the toluene.  

Figure 8-12 shows a comparison between all of the samples in toluene dispersion. The samples 

were sonicated together for 30 min at 60 °C and left standing for 15 min before the picture was taken.  

 

Figure 8-11: Comparison of samples with different Na-CNC/surfactant proportions in toluene 

(0.1g in 30mL of toluene). 

The above image illustrates that there is a trend change in the sample at 1:01. The dispersion 

improves both to the left and to the right of the sample 1:0.1. To the left, there is a slow increase in 

the dispersion promoted by the increase in surfactant content. To the right, there is a rapid 

improvement in dispersion promoted by the decrease in surfactant content. The image also shows 

sample 1:0 that corresponds to zero surfactant content (unmodified Na-CNC). The hydrophilic nature 

of the Na-CNC prevents its dispersion in toluene and causes the rapid settling of this sample, as 

shown in Figure 8-12 in the far right of the image. 

1:1 1:0.8 1:0.6 1:0.4 1:0.2 1:0.1 1:075 1:05 1:025 1:0 

Decreased Surfactant Content 
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The sample with the best dispersion in toluene, 1:0.025, was used in the preparation of a Na-

CNC/toluene gel. The ability of this modified Na-CNC to hold the toluene in a gel formation was 

evaluated by slowly adding toluene to 0.2 g of the sample. The dried sample was photographed before 

any toluene was added; this image corresponds to the vial 100 wt-% in Figure 8-13.  

The images shown in Figure 8-13 correspond to a repeated addition of 0.5 mL of toluene to the 

same 0.2 g of the 1:0.025. After each toluene addition, the sample was placed in the sonication bath 

for 30 min at 60 °C. In total, eight 0.5 mL toluene additions were performed. 

 

Figure 8-12: The CTAB-Triton/Na-CNC at 1:0.25 cellulose/surfactant with an increasing volume 

of toluene by 0.5mL at a time.  

In order to simplify the discussion, some images were removed from Figure 8-13. Figure 8-14 

shows every 1 mL of toluene added to the 1:0.025.  

In the dry form, the 1:0.025 had a very fluffy cotton-like texture. With the addition of the first 1 mL 

of toluene to the 0.2 g of 1:0.025, the material absorbed all of the solvent and became wet. At this 

point, the concentration of 1:0.025 in toluene was 10.3 wt-%. The addition of 1 mL more of toluene 

promoted the aggregation of the 1:0.025 wet flakes and started to form a gel at 5.4 wt-%. At this 

point, the vial was inverted and the gravity was not able to disrupt the cohesion of the flakes at the 

bottom of the vial and the mixture did not flow. 

Increasing Toluene Content 

100wt% 18.7wt% 10.3wt% 7.1wt% 5.4wt% 4.4wt% 3.7wt% 3.2wt% 2.8wt% 
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Figure 8-13: The CTAB-Triton/Na-CNC at 1:0.25 cellulose/surfactant with an increasing volume 

of toluene by 1mL at a time.  

With 3 mL of toluene added, a very stable and firm gel was formed. The concentration of toluene 

in this gel, 3.7 wt-%, was lower than the concentration that the unmodified Na-CNC formed a firm 

gel in the water, which occurred around 6 wt-%. A maximum of 3.5 mL of toluene could be added 

before the stability of the gel was compromised. With the addition of 4 mL, or a 2.8 wt-% 

concentration, the gel became more fluid and tended to run down the vial when it was inverted. 

8.5.2 Morphology  

The TEM of the unmodified and modified Na-CNCs were performed to evaluate the effect of the 

modification on the structure of the cellulose crystals and its self-assembly.  

For the images of unmodified Na-CNC, a drop of diluted Na-CNC water dispersion was placed on 

a copper grid and left dry for 24 hours before the images were taken. As shown in Figure 8-15, the 

unmodified Na-CNC crystals had an average 250 nm length and were a few nanometers thick. The 

Na-CNC crystals did not show a strong tendency to aggregate; however, they had a notable tendency 

to percolate. The unmodified Na-CNC was not dispersible in toluene and it was not possible to obtain 

TEM images for the unmodified Na-CNC toluene dispersion. 

Increasing Toluene Content 

100wt% 10.3wt% 5.4wt% 3.7wt% 2.8wt% 
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Figure 8-14: TEM image of the unmodified Na-CNC in water. 

The sample modified with surfactants at the proportion of 1:1, CTAB-Triton/Na-CNC 1:1, was 

analyzed by TEM using water and toluene dispersions. Both dispersions were prepared at the same 

concentration (0.0005 wt-%). It was observed that the modified 1:1 Na-CNC had a much better 

interaction with water than with toluene. The images of the sample from the water dispersion show a 

very good dispersion and no tendency to aggregate, as shown on the right in Figure 8-16. The TEM 

images of the toluene dispersion show very large aggregates and almost no dispersed crystals, as 

shown on the left of Figure 8-16.  

The presence of free surfactant micelles in the 1:1 toluene dispersion, as already discussed in this 

Chapter, indicates that there is excess surfactant in this sample, as shown in Figure 8-11. The excess 

surfactant may cause the strong cellulose crystal aggregation that was found in this sample. As seen in 

the literature, after saturating the Na-CNC’s surface, the surfactant molecules start to form micelles 

that bridge Na-CNC crystals and form large aggregates bonded by the micelles (Dhar 2012). In this 

situation, one micelle can be bonded to many different cellulose crystals. 

500nm 
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Figure 8-15: TEM images of CTAB-Triton/Na-CNC at 1:1 cellulose/surfactant in toluene (on the 

left) and water (on the right). 

The modified sample with 90% decreased surfactant content, the 1:0.1, had the worst performance 

in the toluene dispersion test, as shown in Figure 12. In order to understand this behavior, TEM 

images of this sample were taken from water and toluene dispersions. Similar to the sample 1:1, the 

1:0.1 had a much better interaction with the water than with the toluene. The images taken from the 

water dispersion showed no tendency to aggregate and a very good dispersion of the crystals, as 

shown in Figure 8-17 in the right image.  

The images taken from the toluene dispersion showed some aggregates, as indicated with arrows in 

Figure 8-17 on the left. There were also many single crystals or very small aggregates. Approximately 

half of these crystals seemed to be encapsulated by surfactant, for example the ones that were marked 

by white circles in Figure 8-17. The images suggest that the Na-CNC crystals are in the interior of the 

surfactants’ vesicles and bonded to their internal surfaces. This image shows that the 1:0.1 had a very 

bad interaction with toluene. The Na-CNC crystals prefer to be inside of a surfactant vesicle instead 

500nm 500nm 
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of in contact with the solvent. This finding is in agreement with the dispersion test, where this sample 

also had the worst performance. 

    

Figure 8-16: TEM image of CTAB-Triton/Na-CNC at 1:0.1 cellulose/surfactant in toluene (on the 

left) and water (on the right). 

The modified sample that had the best result in the toluene dispersion test, the 1:0.025, was 

evaluated using TEM. Both toluene and water dispersions were analyzed.  Unlike the other samples 

analyzed by TEM, the 1:0.025 had a much better dispersion in toluene than in water. 

The images obtained from the water dispersion showed many large and very dense aggregates that 

touched each other and even formed larger aggregates, as pointed to on the right side of Figure 8-18. 

In this sample, single particles (crystals) or small aggregates were almost not found. The strong 

tendency to aggregate indicates that the surface of the 1:0.025 is hydrophobic enough to prevent its 

interaction with water. This is opposite of the behavior of the unmodified Na-CNC, which is 

hydrophilic. The image obtained from the toluene dispersion showed single crystals that were very 

well dispersed and no presence of aggregation, as shown on the left side of Figure 8-18. The good 

500nm 500nm 
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dispersion observed is in agreement with the positive result obtained in the toluene dispersion test for 

this sample.  

    

Figure 8-17: TEM image of CTAB-Triton/Na-CNC at 1:0.025 cellulose/surfactant in toluene (on 

the left) and water (on the right). 

8.6 Na-CNC Conclusions  

By comparing the dispersions achieved by adding the modified Na-CNC in toluene with the simple 

mixture of surfactants and Na-CNC in toluene, it is evident that the modification procedure is 

effective and necessary to improve the hydrophobicity of Na-CNC. This procedure consisted of 

adding the surfactants to a Na-CNC water dispersion followed by freezing by immersion in liquid 

nitrogen and freeze drying. 

Based on the concentrations tested, it is possible to conclude that 1 wt-% is the best concentration 

of Na-CNC water dispersion for the modification procedure and leads to improved dispersibility of 

the modified Na-CNC in toluene. 

500nm 500nm 
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The proportion of Na-CNC to surfactant had a great effect on the modified Na-CNC dispersion in 

toluene. The sample with the highest amount of surfactants, 1:1, had an intermediary dispersion in 

toluene, but TEM images showed the presence of surfactant free micelles, which indicate a large 

excess of surfactant in the sample. This excess surfactant may be promoting the aggregation of the 

Na-CNC crystals by the interaction of different crystals within the same micelles. TEM images taken 

from a 1:1 toluene dispersion showed very large aggregates while TEM images from its dispersion in 

water showed a very good dispersion of the Na-CNC crystals. 

Decreasing the surfactant content had a negative effect on the dispersion of the Na-CNC in toluene 

progressively up to the sample that represents a 90% surfactant content decrease, sample 1:0.1. The 

1:0.1 had the worst dispersion and the TEM images of its toluene dispersion suggested that half of the 

Na-CNC were encapsulated by surfactant, which shows that this sample had a very bad interaction 

with toluene and is in agreement with its poor dispersion performance. The TEM images taken from 

1:0.1 in water, on the other hand, showed very good Na-CNC dispersion. 

There was a trend change in the sample 1:01. Upon further decreasing the surfactant content, the 

dispersion of the Na-CNC dramatically improved. The sample with the lowest surfactant content 

tested, 1:0.025, had the best dispersion in toluene. Unlike the other samples analyzed by TEM, the 

1:0.025 showed a strong tendency to aggregate in the images taken of the water dispersion and an 

excellent dispersion in the images taken of the toluene dispersion.  

These results indicate that modification can improve the Na-CNC’s dispersion in organic solvents, 

but further investigation may be needed in order to achieve a clear dispersion in toluene. The results 

also suggest that a better dispersion may be achieved by further decreasing the surfactant content. 

The sample with the best dispersion in toluene, 1:0.025, formed a gel in toluene at the minimum 

concentration of 2.8 wt-%. At 3.7 wt-%, the gel formed was firm and did not flow downwards when 

inverted. This result confirms the hypothesis that the addition of modified CNC with surfactants in 

organic solvents may create gelation. 
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Chapter 9: General Conclusions and Future Work 

9.1 Conclusions 

Based on the results of the work performed in this thesis, the following conclusions and insight can 

be drawn. 

In situ polymerization of CF in PP produces composites with improved mechanical properties.  

 The incorporation of ODMCS/CF in the polymerization reaction dramatically changed the 

morphology of the polypropylene powder formed. The polypropylene in the composites 

completely or partially covered the fiber’s surface, which indicated a good interaction 

between the fiber and the polymer. The SEM images of the composite’s cross-section also 

showed a good interaction of the polymer with the fiber’s surface. The bonding between 

these materials was strong enough to prevent the fibers from being pulled out during the 

polymer’s fraction. The incorporation of ODMCS/CF improved both the flexural modulus 

and impact strength of the polypropylene, which provides evidence on the hypothesis that 

the incorporation of CF modified with organo-silanes improves the mechanical properties 

of polypropylene.  

 

Chemical modification of CNC with organo-silanes significantly increases thermal stability.  

 The modification of s-CNC with the three organo-silanes used had a very positive effect on 

the thermal stability of the s-CNC in both nitrogen and air atmospheres. The modification 

of Na-CNC with the organo-silanes also had a positive effect on the thermal stability of the 

Na-CNC, with the exception of the modification with 7-OTCS and 7-ODMCS that 

decreased this CNCs onset temperature of degradation. These results provide evidence that 

supports the hypothesis that organic modification can improve the thermal stability of 

CNCs.  

 

CNC improved catalyst activity in ethylene polymerization.  

 The hypothesis that it is possible to prepare CNC/polyolefin nanocomposites by in situ 

polymerization was supported by this work. The addition of CNCs to the polymerization 
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reaction of ethylene increased the catalyst’s productivity in all of the cases tested; 

moreover, the productivity of the polymerization in the presence of OTCS/CNC was 

significantly higher. This may indicate that the CNC may be acting as a comonomer in the 

polymerization due to the vinyl group present on the aliphatic chain of the organo-silane 7-

OTCS.  

 

Improved thermal stability of CNC (due to chemical modification) allows processing with 

polyethylene. 

 The hypothesis that improving the thermal stability of CNC by chemical modification 

allows its incorporation into polyolefins avoiding CNC thermal degradation was supported 

by this work. The modification with both organo-silanes, n-ODMCS or 7-OTCS, 

effectively prevented the degradation of the CNC during the processing and injection 

molding of the polyethylene nanocomposites.  

 

Improvement of mechanical properties was limited to impact strength when CNC was added to 

polyethylene.  

 The incorporation of the CNCs into the polyethylene matrix did not have a significant 

impact on the mechanical properties of the polymer, with the exception of the impact 

strength of the OTCS/CNC-PE that was 94% higher than Pure PE.  

 There are indications that the crystallization mechanism of polypropylene did not change 

with the incorporation of OTCS/CNC when in situ polymerization or melt compounding 

methods were used. It was anticipated that the CNC would act as a crystallization agent for 

the polypropylene due to its nanoscale. POM images that showed many large aggregates of 

CNC, up to 60 μm in the polypropylene matrix, provided an indication that a good 

dispersion of the OTCS/CNC was not achieved in this study. Therefore the CNC was not 

dispersed into the matrix at a nanoscale. 

 The hypothesis that the method used (in situ polymerization or melt compounding) to 

prepare the nanocomposites affects its final properties was confirmed. The results indicate 

that an increase in the hydrophobicity of the CNC’s surface occurred, but the increase was 
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not sufficient to avoid the aggregation of CNC in hexane, which was the solvent used for 

the in situ polymerization.  

 The hypothesis that the incorporation of CNC can improve the mechanical properties of 

polyolefins was supported under each preparation method. The mechanical properties of 

both polypropylene nanocomposites (prepared by in situ polymerization or melt 

compounding) improved or did not change compared with that of the pure polypropylene. 

The impact resistance of both nanocomposites was found to be notably higher than the pure 

polymer. The incorporation of CNC into the polymer by extrusion compounding presented 

an improvement in both flexural strength and flexural modulus in comparison to the pure 

polypropylene. The nanocomposite prepared by in situ polymerization did not show any 

increase in tensile testing and only a small increase in flexural strength and flexural 

modulus compared to the pure polypropylene.  

 

Combination of surfactants can be used to disperse CNC in toluene and form gel. 

 The modification of c-CNC with a combination of the surfactants CTAB and Triton 

promoted a synergistic effect between the surfactants and allowed the CTAB-Triton/c-

CNC to be completely dispersed in toluene. The CTAB-Triton/c-CNC dispersion was 

homogeneous, stable, transparent and proved to be reproducible. This result supports the 

hypothesis that the surface modification of CNC with surfactants improves its dispersion in 

selected organic solvents. But despite this, the modification did not allow the dispersion of 

CNC in n-hexane, which is a highly non-polar solvent. Similarly, it was not possible to 

disperse the CNC modified with organo-silanes in hexane. 

 When the concentration of CTAB-Triton/c-CNC was increased to approximately 7.5 wt-% 

of toluene under sonication, the percolation phenomena took place and the viscosity of the 

mixture rapidly increased and formed a very stable, clear and homogenous gel. This result 

supports the hypothesis that the addition of modified CNC with surfactants in organic 

solvents may create gelation. 

 The proportion of Na-CNC to surfactant had a substantial impact on the modified Na-CNC 

dispersion in toluene. TEM images of the sample with the highest amount of surfactants 

showed the presence of surfactant free micelles, which indicated a large excess of 
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surfactants in the sample. These excess surfactants may be promoting the aggregation of 

Na-CNC crystals through the interaction of different crystals within the same micelles.  

 There was a trend change in the sample 1:01. Upon further decreasing the surfactant 

content, the dispersion of the Na-CNC dramatically improved. The sample with the lowest 

surfactant content tested, 1:0.025, had the best dispersion in toluene. Unlike the other 

samples analyzed by TEM, the 1:0.025 sample showed a strong tendency to aggregate in 

the images taken of the water dispersion and an excellent dispersion in the images taken of 

the toluene dispersion.  

 These results indicate that modification may improve the dispersion of Na-CNC in organic 

solvents, but further investigation may be needed in order to achieve a clear dispersion in 

toluene. The results also suggest that a better dispersion may be achieved by even further 

decreasing the surfactant content. 

 The sample with the best dispersion in toluene, 1:0.025, formed a gel in toluene at a 

minimum concentration of 2.8 wt-%. At 3.7 wt-% the gel formed is firm and does not flow 

downwards when inverted upside-down in the container. This result supports the 

hypothesis that the addition of modified CNC with surfactants in organic solvents may 

create gelation. 

 

CNC modified with surfactants has low thermal stability. 

 The onset temperature of degradation of the CTAB-Triton/c-CNC was found to be lower 

than the unmodified one. For this reason, in this work, c-CNCs surface-modified with 

surfactants were not used in the preparation of nanocomposites. 

 

Table 9-1 summarizes the most important contribution of this work relating the literature gap with 

key contributions and how the new knowledge can be applied.  
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Table 9-1: Summary of most important contributions. 

Gap in 

Literature 
Relevance 

Research 

Milestone 

Key 

Contribution 

Knowledge 

Translation 

Improved thermal 

stability of CNC 

Allows CNC to 

be processed with 

high melting 

polymers 

Chemical 

modification of 

CNC 

Improved thermal 

stability up to 

52°C 

Other applications 

that may be 

benefited by at 

higher thermal 

resistance such as 

drilling fluid 

Preparation of 

CNC/polyolefin 

nanocomposite by 

in situ 

polymerization  

Allows 

preparation of 

nanocomposites 

with CNC and 

polymer 

covalently bonded 

Chemical 

modification of 

CNC  

Adjustment of 

polymerization 

conditions  

  

Dispersion of 

CNC in organic 

solvents 

 

Chemical 

modification of 

CNC with 

surfactants  

Modified CNC 

completely 

dispersible in 

toluene 

 

Gelation of CNC 

in organic 

solvents 

 

Chemical 

modification of 

CNC with 

surfactants 

Gelation of CNC 

in toluene at low 

concentrations 

Application as a 

thickening agent 

in organic media 

such as grease 

formulation 

 

9.2 Future Work 

Chemical modification of CNC with organo-silanes for better dispersion in n-hexane.  

 Explore new organo-silanes to obtain a higher hydrophobicity of the CNC for better 

dispersion in n-hexane during in situ polymerization.   
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Optimization of surface modification of CNC with surfactants. 

 Further decrease the surfactant content of the CTAB-Triton/Na-CNC to improve its 

dispersion in organic solvents. 

 Use of other cationic and non-ionic surfactants and their mixtures in the modification of 

CNCs to improve their hydrophobicity and dispersion in organic solvents. 

 Explore other organic solvents for the dispersion of CNCs modified with surfactants. 

 Extend the surface modification to other types of nanocellulose, such as CNF (cellulose 

nanofibers). 
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Appendix A 

Scanning for ideal polymerization conditions (Chapter 4). 

 CF (g) 
PH2 

(psi) 

T 

(°C) 

ZN cat 

(mg) 
Donor 

Pre-contact 

Donor/cat 
[Al]/[Ti] 

Mass of 

PP (g) 

Productivity 

(Kgpol/g.h) 

Fiber 

(wt-%) 
MFI 

1 - - 60 500 D
1 

Yes 500 71 0.142 - NF
3 

2 - - 60 500 D No 500 157 0.314 - NF 

3 - - 60 500 C
2 

Yes 500 38.6 0.077 - 0.2 

4 - - 60 500 C No 500 175 0.35 - 1.1 

5 - - 60 500 - - 500 140 0.28 - 11.6 

6 - - 80 500 D No 500 76.5 0.153 - 2.5 

7 - 10 80 500 D No 500 134 0.268 - TH
4 

8 - 4 60 500 D No 500 171 0.342 - TH 

9 - 4 60 125 D No 125 113.6 0.909 - 68 

10 - 2 60 250 D No 250 205 0.82 - 58 

11 - 0.5 60 250 D No 250 188 0.752 - 3 

12 5 0.5 60 250 D No 250 56 0.224 8.9 3.2 

 

Polymerization Conditions: co-catalyst = TEAL; Donor [Si]/[Ti] = 30; PC3 = 4 bar; hexane = 1.5 L; t =1 h.  

1 
Donor-D = dicyclopentyldimethoxysilane; 

2 
Donor-C = cyclohexylmethyldimethoxysilane; 

3 
NF = No flow; 

4 
TH = Too high to be measured 
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Appendix B 

 

B-1: Derivative thermogravimetric results of s-CNC and modified s-CNC under nitrogen atmosphere 

(Chapter 5). 

 

  

B-2: log β versus -1/RT at constant conversions (5, 10, 20, 30 and 40%) for Ea determined of s-CNC 

(top), s-CNC/7-OTCS (bottom left) and of s-CNC/n-ODMCS (bottom right)  by FWO method 

(Chapter 5). 

0

0.5

1

1.5

2

2.5

3

100 200 300 400 500 600 700

D
e
rv

. 
M

a
s
s
 %

 

Temperature °C 

s-CNC

s-CNC/7-OTCS

s-CNC/7-ODMCS

s-CNC/n-ODMCS

0.4

0.6

0.8

1

1.2

1.4

1.6

1.8

2

-0.26 -0.24 -0.22 -0.2

lo
g
 β

 

1/(RT) 

5%

10%

20%

30%

40%

0.4

0.6

0.8

1

1.2

1.4

1.6

1.8

2

-0.218 -0.208 -0.198 -0.188

lo
g
 β

 

1/(RT) 

5%
10%
20%
30%
40%

0.4

0.6

0.8

1

1.2

1.4

1.6

1.8

2

-0.22 -0.21 -0.2 -0.19 -0.18

lo
g
 β

 

1/(RT) 

5%

10%

20%

30%

40%



Confidential 

142 

 

B-3: Thermogravimetric results of unmodified and modified Na-CNC under nitrogen atmosphere 

(left) and air (right) (Chapter 5). 

 

  

B-4: log β versus -1/RT at constant conversions (5, 10, 20, 30 and 40%) for Ea determined of Na-

CNC (top), Na-CNC/DecylSi (bottom left) and Na-CNC/n-ODMCS (bottom right) by FWO method 

(Chapter 5). 
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Appendix C 

Scanning for ideal polymerization conditions (Chapter 6). 

 Catalyst 
CNC 

Type 

CNC 

(g) 

PC2 

(bar) 

T 

(°C) 

cat 

(μmol) 
[Al]/[M] 

Mass of 

PE (g) 

Productivity 

(Kgpol/mol.h) 

Fiber 

(wt-%) 
MFI 

1 i-PrCp2HfCl2 - - 4 60 12 1500 23 1916 - NF
1 

2 i-PrCp2HfCl2 - - 4 60 12 1500 28 2333 - NF 

3 i-PrCp2HfCl2 - - 8 60 12 1500 41 3417 - NF 

4 i-PrCp2HfCl2 - - 8 60 12 1500 51 4250 - NF 

5 i-PrCp2HfCl2 7-ODMCS 2 8 60 12 1500 48 3833 4.2 NF 

6 i-PrCp2HfCl2 7-ODMCS 2 8 60 12 1500 54 4333 3.7 NF 

7 i-PrCp2HfCl2 7-OTCS 2 8 60 12 1500 53 4250 3.8 NF 

8 i-PrCp2HfCl2 7-OTCS 2 8 60 12 1500 45 3583 4.4 NF 

9 Cp2ZrCl2 -  - 8 60 6 3000 33 5500 - NF 

10 Cp2ZrCl2 - - 4 60 12 1500 31 2583 - NF 

11 Cp2ZrCl2 - - 4 60 36 500 49 1361 - NF 

12 Cp2ZrCl2 - - 4 60 36 1500 55.5 1542 - NF 

13 Cp2ZrCl2 - - 4 80 36 1500 140 3889 - 7 

14 Cp2ZrCl2 7-OTCS 5 4 80 36 1500 190 5278 2.6 1.5 
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15 Cp2ZrCl2 n-ODMCS 5 4 80 36 1500 150 4167 3.3 2.7 

16 Cp2ZrCl2 unmodified 5 4 80 36 1500 158 4389 3.1 7.7 

 

Polymerization Conditions: co-catalyst = MAO; hexane = 1.5 L; t =1 h.  

1 
NF = No flow 

 

 

 

 



145 

Appendix D 

 

  

D: XRD curve deconvolution of unmodified s-CNC (top), s-CNC modified with 7-OTCS (bottom 

left) and s-CNC modified with n-ODMCS (bottom right) (Chapter 6). 
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Appendix E 

Scanning for ideal polymerization conditions (Chapter 7). 

 
CNC 

Type 

CNC 

(g) 

PH2 

(psi) 

ZN cat 

(mg) 

Mass of 

PP (g) 

Productivity 

(Kgpol/g.h) 

Fiber 

(wt-%) 
MFI 

1 - - 1.5 250 153 0.61 - 41 

2 - - 1 250 164 0.65 - 15.5 

3 - - 1 250 190 0.76 - 16.3 

4 OTCS 5 1 250 88.5 0.35 5.6 14.5 

 

Polymerization Conditions: co-catalyst = TEAL; [Al]/[Ti] = 500; Donor-D [Si]/[Ti] = 30; no pre-

contact; PC3 = 4 bar; hexane = 1.5 L; T = 60 °C; t =1 h.  

 

 

 

 

 

 

 

 



147 

Appendix F 

Rule of mixtures for  nanocomposites density calculation (Chapter 7). 

 

 Nanocomposite = 94.4% PP + 5.6% CNC 

 Density of isotactic polypropylene = 0.8935 g.cm
-3 

(Shu 2009) 

 Density of CNC = 1.5g.cm
-3 

(Hashaikeh 2015) 

 

 Nanocomposite density    (94.4 x 0.8935) + (5.6 x 1.5) = 92.74 g.cm
-3 
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Appendix G 

 

VII: Attempts to disperse 0.1 g of c-CNCs in 17 mL of n-hexane: (a) Unmodified c-CNC; (b) CTAB/c-

CNC; (c) Triton/c-CNC; (d) SDS/c-CNC; (e) CTAB-Triton/c-CNC (Chapter 8).  

 

 

 

 

 

 

 

 

(a) (b) (c) (d) (e) 


