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INTRODUCTION
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Abstract

Alkyl ketene dimers (AKDs) are known to efficiently react with cellulose
with a dual polarity in their structure: a polar component and a nonpolar
component. AKD of three different carbon chain lengths, 4, 10, and 16 carbons
have been synthesized, and thermomechanical pulp (TMP) fibers were modi-
fied by them. The modification of TMP fibers with AKD resulted in an
increased water contact angle, showing the presence of the AKDs on the TMP
fibers and a new carbonyl peak in the IR spectra, suggesting modification of
the TMP fibers with AKD groups. Calculating the Hansen solubility parame-
ters of AKD and AKD conjugated to TMP in polypropylene (PP) indicates
improved compatibility, especially of longer chain AKD and TMP AKD. The
rheological studies of the composites showed that the AKD with the longest
carbon chain decreases the melt viscosity of the PP-TMP-AKD composite,
which combined with the shape and the color of the extruded composite
filaments indicates improved flow properties and reduced stress build up
during processing. The research findings demonstrate the ability of AKD to
enhance the dispersibility and compatibility of natural fibers with PP.
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stiffness and strength and low weight.* Wood powder,
sawdust and thermomechanical pulp (TMP) are some of

Climate change, reduction of fossil fuel sources, and
increased nondegradable waste are reasons for replacing,
or partly replacing, synthetic polymers."* Natural fibers
are harnessed for their attributes encompassing nontoxi-
city, light weight, cost-effectiveness, and wide spectrum of
typologies, thus engendering diverse application possibili-
ties.> Wood is a renewable, easily accessible and inexpen-
sive resource that has been used by humankind for
thousands of years. It has various properties, such as high

the cheapest processed materials when timber is converted
to products; they can all be competitive in price relative to
existing plastics. In the production of TMP fibers, unlike
chemical pulps, that use a chemical refining procedures, a
steam pressurized method is utilized, enhancing the effi-
ciency of the pulping process.” This unique method not
only contributes to cost-effectiveness, positioning TMP as
an economical choice, but also establishes a more environ-
mentally friendly production pathway by minimizing the
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utilization of chemical agents. Indeed, WPCs have been
commercial products since the 1960s. They are mostly
reinforced with sawdust or wood powder to a maximum
of 70 wt%.° Composite materials composed of natural
fibers from wood or other sources find utility across
diverse sectors, including the automotive, medical, and
packaging industries.”

Decision-making frameworks has been proposed to be
used to rank both the matrix polymer® and source of natu-
ral fiber.” The optimal choice of polymer matrix and or
fiber, varied based on application However, polypropylene
(PP) has been shown to be a favorable polymer matrix, for
a range of natural fibers.® PP is cost-effective, and is used in
a range of products, for example household items, packag-
ing and textiles.>'” PP is a recyclable thermoplastic mate-
rial with low-processing temperature,® high-temperature
resistance’’ and can be processed through various tech-
niques such as injection molding, extrusion, and compres-
sion molding.'* The ease of processing PP extends to
composite manufacturing, making it feasible to produce
natural fiber composites.

Addition of TMP to PP enables an increase in tensile
strength of PP, with maximum reinforcement upon the
addition of 40-50 wt% TMP."> Two explanations for
the reduced strength at higher than 40-50 wt% of TMP
are: poor dispersion of fibers'* and/or high-melt viscos-
ity."”> One major challenge with TMP and other fibers is
that they tend to agglomerate and entangle during pro-
cessing, resulting in low-bulk density and nonflow behav-
ior in the extrusion process.”'®'” Natural fiber content of
50 wt% in natural fiber-PP composites, can lead to an
increased presence of voids and observed fiber pullout.
This phenomenon is attributed to heightened brittleness
of the fibers, resulting in compromised bonding between
the fiber and polymer matrix.'®

An often-suggested route to overcome the above
challenges rely on increasing the compatibility
between matrix and filler. Indeed, choosing a fiber
with a high-tensile strength, such as jute, does not
translate to the overall strength of the composite unless
compatibility between matrix and filler has been
achieved.'® In general, the surface of natural-based
fibers is more hydrophilic than the commonly used
polyolefins, making compounding during the process
and transfer of mechanical stress of the final composite
material poor.”° >* The investigation demonstrates that
PP composites utilizing various types of natural fibers
without any modification such as hay, lemon, and
palm exhibit a reduction in tensile strength, particu-
larly evident when the fiber loading surpasses the
range of 20-30 wt%.>* Improved compatibility between
fiber and matrix can be obtained by adding a compati-
bilizer to the thermoplastic polymer phase or

modifying the surface of the fiber. Maleic anhydride
grafted polypropylene (MAPP) is a common compatibi-
lizer used for wood-thermoplastic composites. MAPP is
usually added to the matrix, but can also be added to
the fibers;*® it increases the compatibility between fiber
and matrix through hydrogen bonding or esterification
between the maleic anhydride and the hydroxyl groups
on the fibers.”>?” Compared to nonlignin containing
fibers,>>*’"*° MAPP is less effective as a compatibilizer
between TMP and PP. This is due to the presence of lig-
nin on the TMP surface.

Different modifications could be made to further
improve the usage of fibers. One example is modifying cel-
lulose microfibers with a coating based on polydopamine
and octadecylamine,™ resulting in improved dispersibility
in PP. Another example of improving the dispersibility of
fibers in PP involves modifying bleached TMP, after co-
precipitation of layered double hydroxide particles with
sodium dodecyl sulphate.* Urea- and phenol-formaldehyde
increases the tensile strength of TMP hand-sheets and PP
films,** similar to maleic anhydrate and benzoyl peroxide,
and is taken as an indication of improved compatibility
between TMP and PP.*> TMP modified with benzoyl or
lauroyl shows good melt and process properties when used
as a composite.>*

Alkyl ketene dimer (AKD) is one of the most com-
monly used sizing agents in papermaking,®>*° used to
control hydrophobicity/hydrophilicity of fibers in the
pulp and paper industry. The addition of AKD to fiber-
PP composites has been studied in kraft pulp-PP sheet’’
and red algae fiber-PP composites.®® AKD treatment
resulted in weaker fiber interactions in the sheets, due to
covering of the hydrophilic cellulose surface. This is
explained by compatibilized surface energies between the
components; cellulose and PP.*” Adding AKD to red
algae fibers was also proposed as a mean of increasing its
compatibility with PP matrix, as indicated by the
increased storage modulus of the composite upon
the addition of AKD.?® The results from the studies per-
formed by Quillin and co-workers, suggest that AKD
exhibits the potential to enhance dispersibility and com-
patibility of wood-based fibers in PP matrix. However,
studies were done with processing units not relevant for
composite materials. In addition, no study has, as far as
the authors are aware, investigated the effect of AKD car-
bon chain length on compatibility and processability of
TMP, AKD and PP composites.

We have used AKD of three different carbon chain
lengths, with the Hansen solubility parameters (HSP) cal-
culated for these samples. The rheological properties of
the PP-TMP AKD melts were characterized, and the
mechanical properties of the extruded and hot-melt com-
pressed PP-TMP AKD materials were determined.
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2 | MATERIALS AND METHODS

2.1 | Materials

The TMP used was made from Picea abies (Norway
spruce), kindly provided by Stora Enso Hyltebruk,
Sweden. Fiber analysis of the TMP, performed using a
Kajaani FS300, gave a respective mean fiber length, width
and fines distribution of 3.2 mm, 35 pm, and 3%.>® Accord-
ing to the literature, TMP has 50 wt% of polysaccharides
and ca. 30%-35 wt% lignin.*® The PP used in the study had
a melt flow rate of 100 g/min, density of 0.902 g/ml, melt-
ing point of 160°C, M, of 137.2 kD, M,, of 26.4 kD, and
polydispersity of 5.2.

Hexanoyl chloride, lauryl chloride, stearoyl chloride,
triethylamine, butyl acetate, diethyl ether, formamide,
ethylene glycol, and polyethylene glycol were purchased
from Sigma Aldrich, Sweden. All chemicals were used as
received.

2.2 | Synthesizing AKD molecules from
fatty acid chlorides

Triethylamine was dissolved in butyl acetate in a round-
bottomed flask. A stoichiometric amount of fatty acid
chloride (stearoyl chloride, lauryl chloride, or hexanoyl
chloride) relative to triethylamine was dissolved in butyl
acetate in a beaker, and then added dropwise to the
round-bottomed flask while stirring. After the whole
amount of fatty acid chloride had been added, the reac-
tion temperature was set at 45°C for 2 h. At the end of
the reaction, the reaction mixture was filtered to remove
formed trimethylammonium chloride salt. After washing
with diethyl ether, the residual solution was evaporated
in a rotary evaporator. The AKDs derived from hexanoyl
chloride, lauryl chloride, and stearoyl chloride will here-
inafter be referred to as AKD Hex, AKD Lau, and
AKD St.

2.3 | Chemical modification of TMP

fibers

The different AKD molecules (1 g AKD Hex, 1.25 g AKD
Lau, and 1.5 g AKD St) were dissolved in 50 ml ethanol
and then sprayed onto 10 g of TMP fibers. The systems
were subsequently placed in an oven for 2 h at 90°C, after
which the fibers were washed in ethanol at 40°C in a
round-bottomed flask. Finally, the fibers were filtered
and washed twice with DW and ethanol at ambient tem-
perature. The fibers were placed in a fume hood for 1 day
prior to use.
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2.4 | Paper sheets for contact angle
analysis

The 6 g TMP, corresponding to three sheets, (unmodified
and modified TMP) was measured and diluted in 1.2 L of
deionized water before being mixed at room temperature
in an L&W pulp disintegrator (Lorentzen & Wettre, ABB)
for 60,000 revolutions at 2900 rpm. Thereafter, the sheets
were made according to the TAPPI/ANSI T 205 sp-18
standard*'

2.5 | Compounding of modified and
unmodified TMP fibers with PP

2,51 | Extrusion

Unmodified TMP and PP, as well as blends of PP and
AKD-modified TMP, were used to produce PP-fiber com-
posites (a total of 12 g of composite for each sample). The
materials were compounded for 10 min at 190°C (lower
than the decomposition temperature of TMP fibers, from
TGA results in the supplementary information, Table S1)
and then extruded using a Haake Minilab 3 Micro
Compounder, a conical twin-screw compounder with an
integrated backflow channel.

2.52 | Compression molding

The extruded filaments obtained from the Haake
Minilab were placed in a pre-heated (190°C) mold of
100 x 150 x 10 mm. The filaments were aligned one to
one another, placed and compression molded for 1 min at
a temperature of 190°C, and a pressure of 150 kN. When
190°C was reached, the pressure was increased at a rate of
50 kN/min. The samples were cooled to 30°C at a rate of
10°C/min, while maintaining the pressure at 150 kN, after
which the pressure was released. The extruded and com-
pression molded samples are shown in Table 1, with their
composition in wt%.

2.6 | Attenuated total reflectance
Fourier transform infrared spectroscopy

Attenuated total reflectance Fourier transform infrared
spectroscopy (ATR-FTIR) was performed using a Perkin
Elmer Frontier FT-IR Spectrometer (Waltham, MA,
USA) equipped with a diamond GladiATR ATR attach-
ment from Pike Technologies. The samples, which were
measured in triplicates, were placed directly on the ATR
crystal without further preparation. The spectra were
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TABLE 1 Composition of extruded and compression molded

samples
Sample TMP (wt%) AKD (wt%) PP (wt%)
PP 0 0 100
PP-TMP 50 0 50
PP-TMP AKD Hex 50 10 40
PP-TMP AKD Lau 50 12.5 37.5
PP-TMP AKD St 50 15 35
PP-AKD Lau 0 12.5 87.5
PP-AKD St 0 15 85

recorded between 4000 and 400 cm ™}, and 32 scans with
a resolution of 2cm™! at intervals of 0.5cm™! were

collected.

2.7 | Nuclear magnetic resonance
spectroscopy

Solution phase nuclear magnetic resonance spectroscopy
(NMR) was used to verify synthesized AKD molecules.
The spectra were recorded at room temperature on a
Varian MR-400 (Varian, Palo Alto, CA, USA), operating
at 399.95 MHz for proton detection. Chloroform-d was
used as the solvent for all samples.

2.8 | Tensile testing

Tensile test bars with width, thickness and length of 4, 1,
and 40 mm (known as “dog-bones”) were cut from the
compression molded plates. The tensile properties
(Young's modulus, stress at break, and elongation at
break) were measured at room temperature with a strain
rate of 6 mm/min using an Instron 5565A tensile tester
with a grip-to-grip separation of 40 mm and a load cell of
5 kN. The reported values are the average of five separate
measurements.

2.9 | Rheology

Oscillatory shear rheology measurements were made
with a DHR-3 (TA Instruments) using a parallel plate
geometry (diameter = 25 mm, gap = 4000 pm) at 180°C
on the compression molded extrudates. The temperature
was controlled using an environmental test chamber pro-
vided by TA Instruments. Measurements were performed
at a strain of 0.25% between frequencies of 0.1 and
100 Hz.

2.10 | Hansen solubility parameters

HSP are solubility parameters that together represent the
total energy of vaporization of a liquid.** This means that
the energy of vaporization, which is identical to the total
cohesive energy, is represented by the three HSP: disper-
sion forces (6p), the polar cohesive energy (8p), and
hydrogen bonding (6y). The total HSP squared &2, is total
cohesive energy (E) divided by the molar volume (V) and
is calculated from the sum of the squares of each solubil-
ity parameter according to the following equation:

82, =0p>+8p” + 81 (1)
The HSP were calculated according to the group

contribution method of Hoftyzer and van Krevelen,*
Equations 2-4.

> niFg
op = = d 2
P >onVy @)
5y V2 3
" @

o= S @

where Fg;, Fy;, and Ey; are dispersion forces, polar forces
and hydrogen bond energies for each type of chemical
group, taken from table values of Hoftyzer and van
Krevelen.*” n; is the number of chemical groups of each
type, and V7 is the Fedor's molar volume of each group.

A way to compare two materials’ HSP is to use
Equation 5, which shows the distance (Ra) between two
materials regarding their partial solubility parameter
components. A small Ra between two materials
indicates large similarities between the materials, and
vice-versa for a large Ra:

(Ra)* =4(8q2 — 8a1)” + (8p2 — 5p1)2 + B —8m)> (5

where 4 is an experimentally determined constant, the
numbers 1 and 2 represent two different materials.

211 | Contact angle

The contact angles of the liquids and substrates were
determined using a theta optical tensiometer (Attension,
Finland). In this work, the same method was used as in
the TAPPI/ANSI T 205 sp-18 standard*' employed by
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Moutinho et al.** The initial resting drop image
(<3 s after application of the liquid) was acquired by a
charge-coupled device camera. Five liquids were used
as probes: deionized water (DW), DW/ethylene glycol
(50/50), formamide, ethylene glycol, and propylene glycol.

212 | Calculation of die ratio
Die ratio, Bg,.n, Of the extruded filaments was calculated
through:

(6)

e
Bgwen = d_,
d

where d, is the extrudate diameter and d, is the die diam-
eter. The d; in our case was 1.98 mm.

3 | RESULTS AND DISCUSSION

3.1 | Synthesis and modification of TMP
with AKD

Three different AKD molecules were synthesized,
AKD Hex, AKD Lau and AKD St. As an example, the 1H
NMR signals obtained for the synthesized AKD Hex were
as follows: 1H NMR (399.95 MHz, CDCI3) &: 4.71 (t, 1H),
3.97 (t, 1H), 2.17 (m, 2H), 1.78 (m, 4H), 1.2-1.75 (m, mix-
ture of alkyl chains), 0.92 (m, 3H). Unreacted reagents
such as the acyl chlorides at &: 2.88 (m, 2H) and butyl
acetate at &: 4.06 (m, 2H) were detected and found to
appear at respective intervals of 0-3% and 20-30 wt%.
The H NMR spectra can be found in the supplementary
information, Figure S1.

Figure 1 shows the IR spectra of TMP and TMP-
modified with AKD Hex, AKD Lau, and AKD
St. The intensity of the carbon chain peak at 2800-
3000 cm ™! increased for both AKD Lau and AKD St,
whereas a lower increase was observed for AKD
Hex. This may indicate less efficient modification
with AKD Hex compared to AKD Lau and AKD
St. A new carbonyl peak emerged between 1700 and
1750 cm ™!, suggesting modification of the TMP fibers
with AKD groups.

3.2 | Surface properties of AKD-
modified TMP

The effect of AKD modification on the surface properties
of TMP was determined through contact angle measure-
ments, and calculation of HSP.
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FIGURE 1 IR spectra of TMP (black), TMP AKD Hex (red),
TMP AKD Lau (blue) and TMP AKD St (green).

3.2.1 | AKD modification of TMP increases
the contact angle

The contact angle of deionized water increased with
AKD modification of TMP paper sheets (Table 2, sup-
porting information Figure S4). The highest contact
angle of 126° was obtained when modifying the TMP
surface with the longest AKD carbon chain (AKD St),
compared to unmodified TMP with a contact angle of
83°. An increase in contact angle with modification and
increasing AKD carbon chain length was also observed
for formamide, ethylene glycol, and propylene glycol
solutions. The 50:50 mixture of water and ethylene gly-
col showed a less pronounced increase in the contact
angle with increasing AKD carbon chain length com-
pared to the other solvents. The results show that AKD
modification can increase the hydrophobicity of TMP,
as already known for cellulose paper sheets*’

3.2.2 | Theoretical compatibility of TMP-
AKD in PP through HSPs

HSPs are widely used when identifying solubility,
where materials with similar HSP have similar types of
interactions and thus also a high affinity for each other.
Gardebjer et al.*® extended the use of HSP to also pre-
dict the dispersibility of modified cellulose nanocrystals
in different solvents, and in the matrix polymer
(LDPE). This strategy was also applied here to predict
the compatibility between AKD and PP, as well as
TMP-AKD and PP. In the cellulose-AKD in PP
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TABLE 2
from TMP or AKD-modified TMP

Contact angle (°)

Contact angle (°) for DW, DW/ethylene glycol blend, formamide, ethylene glycol, and propylene glycol on sheets prepared

DW/ethylene
Solvent sample DW glycol 50/50
TMP 83 (5) 71 (9)
TMP AKD Hex 105(13) 107 (10)
TMP AKD Lau 116 (11) 111 (8)
TMP AKD St 126 (9) 112 (12)

Ethylene Propylene
Formamide glycol glycol
54(10) 56 (14) 53 (20)
71 (11) 96 (13) 65 (13)
108 (10) 108 (11) 75 (11)
112 (4) 111 (10) 97 (11)

Note: The contact angles were determined as the angle the drops had when they first came in contact with the surface of the sheets. The contact angles are
given as the average of at least eight measurements. Values of standard deviations are given within the parentheses.

TABLE 3
cellulose-AKD St in PP and water

dp dp
Sample ([/em®1*?) ([3/em®1*?)
AKD Hex 17.5 2.8
AKD Lau 17.1 1.3
AKD St 17.0 0.9
Cellulose-AKD Hex 19.1 4.2
Cellulose-AKD Lau 18.1 2.3
Cellulose-AKD St 17.7 1.6
PP (Hansen) 18 3
Water (single molecule)*’ 15.5 16

calculations, it was assumed that one AKD molecule
was attached per repeating cellulose unit. Table 3
shows the calculated HSP parameters and Ra. All the
HSP decreased with increasing carbon chain length
increases in the AKDs. The squared total Hansen
parameter, &2, corresponds to the cohesive energy per
volume, meaning the energy density of the molecule, and
Table 3 shows that it decreases as the carbon chain in
AKD lengthens.

The Ra shows the difference between the two mate-
rials regarding their respective partial HSP compo-
nents; when Ra decreases, the theoretical solubility of
the two materials increases.*> As shown in Table 3, Ra
values for the AKDs in PP decrease with the length of
the side chains for both free AKD in PP and cellulose-
AKD in PP. Therefore, the theoretical dispersibility
of the stated materials in PP is in this order:
AKD Hex < AKD Lau < AKD St and cellulose-AKD
Hex < cellulose-AKD Lau < cellulose-AKD St. In con-
trast, the Ra between water and the AKDs increased
with increasing carbon chain length, indicating that an
increase in carbon chain length of AKD increases their
hydrophobicity.

HSP parameters, the total HSP and Ra for AKD Hex, AKD Lau, AKD St, cellulose-AKD Hex, cellulose-AKD Lau and

dn Otot Rain
([3/cm31/?) ([3/cm?]"?) Ra in PP water
6.3 18.8 7.0 38.5
4.4 17.7 49 4038
3.5 17.4 42 417
14.9 24.6 15.7 30.6
11.2 214 114 34.4
9.3 20.1 9.5 36.2
3 185 417 417
423 478 39.2 0
3.3 | Compounding and extrusion of

TMP, AKD-modified TMP and PP blends/
composites

TMP and AKD-modified TMP was compounded for
10 min and extruded through a mini-compounder at a
pressure of 150 kN and temperature of 190°C. Figure 2
shows a reduction in the roughness of the filaments
upon AKD addition, especially for the AKDs with the
longer carbon chain length (AKD Lau and AKD St).
Smooth filaments are an indication of reduced shear
pressure build-up in the extruder for polyethylene
wood composites.*® This means the rougher the sur-
face, the higher the shear stress during the process,
and the filaments needed a greater force to get out of
the extruder.

The observation is consistent with values of Bgyer,
which is reduced upon modification of TMP with AKD
(Table 4). Ariffin et al.*’ investigated the effect of shear
stress on Bgywen, showing that Bgyey increases with
increasing shear stress. The increased smoothness of the
filaments and reduced Bg,.; Vvalues indicate that less
pressure is required to extrude composites comprising
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FIGURE 2 A visual impression of filaments composed of
(A) PP-TMP, (B) PP-TMP AKD Hex, (C) PP-TMP AKD Lau, and
(D) PP-TMP AKD St, as compounded for 10 min and extruded at
150 kN and 190°C.

TABLE 4 Diameter of extrudate filaments and die swell
numbers are based on the average of 10 measurements

Sample Diameter (mm) Bgwen

PP-TMP 2.14 (0.07) 1.08 (0.04)
PP-TMP AKD Hex 2.02 (0.03) 1.02 (0.02)
PP-TMP AKD Lau 2.00 (0.03) 1.01 (0.02)
PP-TMP AKD St 1.99 (0.03) 1(0.02)

TMP AKD and PP compared to unmodified TMP and PP
composites.

Figure 3 shows the appearance of the different dog-
bones made from PP-TMP, PP-TMP modified composites,
and PP. As seen in Figure 3, although the TMP AKD Lau
and AKD St samples have a lower PP content, they have
a brighter color compared to the unmodified TMP sam-
ple. Local thermal degradation due to high-shear stress is
often used as an explanation for the dark color of wood-
based composites.’®>> The brighter colors of extruded
AKD Lau and AKD St-modified TMP/PP indicate easier
processing.

3.4 | Rheological and mechanical
evaluation of PP-TMP and PP-TMP AKD
composites

Due to the results from previous sections, the filament
shapes and colors of dog-bones, it was decided not to
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FIGURE 3 Hot-melt-compressed dog-bones of (A) PP-TMP,
(B) PP-TMP AKD Hex, (C) PP-TMP AKD Lau, (D) PP-TMP AKD
St, and (E) PP filaments.
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FIGURE 4 G’ (triangles) and G" (squares) for PP (black) and
PP-TMP (blue) as a function of frequency at strain = 0.25% and
T = 180°C.

continue with AKD Hex. Figure 4 shows the frequency
dependence of storage (G") and loss (G") moduli of PP
and PP-TMP composites. The frequency sweep is
recorded at 180°C. Adding TMP to PP changes the fre-
quency behavior drastically compared to pure PP. The
PP matrix can be defined as fluid-like (increasing mod-
uli as a function of frequency, in combination with
G" > G') under the measured conditions. The PP-TMP
composites have larger absolute values of moduli and
G'> G" across the frequency sweep, showing the
change from fluid-like behavior in the case of PP to a
network in the case of PP-TMP. These results are com-
parable with other studies in the literature*®>*~>° that
have investigated the effect of natural fibers on the rhe-
ology of fiber-matrix composites.
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FIGURE 5 Complex viscosity (n*) of PP (black), PP-TMP

(blue), PP-TMP AKD Lau (red) and PP-TMP AKD St (green) as a
function of frequency at strain = 0.25% and T = 180°C.
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FIGURE 6 Complex viscosity (n*) of PP (black), PP-TMP

(blue), PP-TMP AKD Lau (red) and PP-TMP AKD St (green) as a
function of frequency at strain = 0.25% and T = 180°C.

The complex viscosity of the TMP and TMP AKD-
modified composites is considerably higher than that
of the PP. In addition, the complex viscosity reduces
faster with frequency compared to pure PP. The sample
containing AKD St shows the largest reduction in com-
plex viscosity with frequency. The complex viscosity
of the AKD St-containing sample resembles the
other samples (PP-TMP and PP-TMP AKD Lau) at low
frequency; approx. The 80 kPa.s at a frequency of
1 rad/s. However, the complex viscosity approaches
0.3 kPa.s at higher frequencies (300 rad/s) for the AKD
St-containing sample, whereas the other samples show
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FIGURE 7 Mechanical properties of the composites, Young's

modulus (A), strength at break (B) and elongation at break (C). The
standard deviations are represented as black vertical lines for each
bar, and the SD is calculated based on five repetitions.

complex viscosities of 1 kPa.s (Figure 5). No significant
statistical difference between the complex viscosity
of PP-TMP AKD Lau and PP-TMP was observed
(Figure 5).
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The observed reduction in complex viscosity could be
related to the plasticizing effect of AKD St migrating into
the PP matrix. Indeed, SEM images (supplementary
information Figure S3) showed needle-shaped crystals,
indicating unbound AKD St. To investigate the plasticiz-
ing effect of AKD on PP, we prepared PP AKD Lau and
PP AKD St blends for melt viscosity and mechanical test-
ing. Figure 6 shows that both AKD Lau and St have a
plasticizing effect on PP, as the absolute value of the com-
plex viscosity is reduced by 30 Pa.s at a frequency
300 rad/s. However, PP-TMP AKD St is reduced by
700 Pa.s compared to PP-TMP or PP-TMP AKD Lau, indi-
cating that the modification of TMP with AKD St is bene-
ficial in reducing complex viscosity.

Adding TMP to PP at 50 wt% gives composite
materials of similar strength at break but reduced
elongation (Figure 7). It is established that elongation
at break will be reduced when TMP fibers are
added.**""%° Modification of TMP with AKD Lau gen-
erates materials with similar stress and elongation at
break as unmodified PP-TMP composites. However,
modifying the TMP with AKD St generates a reduction
in stress (Figure 7A). The reduction in tensile strength
at break can indicate reduced crystallinity of the com-
posite, poor dispersion of the fiber in the matrix, or
poor adhesion between fiber and matrix. Thus, the
crystallinity of the pure PP and composite materials
was tested, showing a similar degree of crystallinity for
all materials (supplementary information, Table S2 and
Figure S2). The reduction in strength of the PP-TMP
AKD St cannot, therefore, be explained by reduced
crystallinity.

Quillin et al.’” showed that modifying bleached kraft
cellulose pulp with long-chain AKDs improved disper-
sion of the cellulose in surface-modified PP with a
poly(vinyl alcohol) matrix. Still, they observed a
reduced strength of the composites, which they hypoth-
esized was related to a reduction in hydrogen bonds
between the AKD-modified cellulose fibers and surface-
modified PP with poly (vinyl alcohol) PP. We also note
that the addition of AKD (AKD St and AKD Lau), itself
to PP generates materials with reduced stress upon
breaking compared to PP on its own, but there is little
effect on the elongation upon breaking. This may be
related to the amount of AKD added to the PP, 20:80.
Thus, the strength of the pure PP sample is compared to
a sample with 80% PP and 20% AKD.

As mentioned above, the HSPs indicated improved
miscibility between AKD-modified cellulose and
PP. This is possibly the reason for the eased processing,
as indicated by a smoother filament surface, reduced
Bgwerl, and discoloration of the AKD-modified PP-TMP
composites.

{
PROFESSIONALS  COMPOSITES

4 | CONCLUSION

We hypothesized that modifying the TMP surface with
AKD of increasing carbon chain length would increase
its hydrophobicity, and thereby improve the process-
ability and mechanical strength of the composites. A
new carbonyl peak in the IR spectra, suggesting modifi-
cation of the TMP fibers with AKD groups. Experimen-
tal values of contact angles of various solvents
indicated increased hydrophobization of the TMP after
AKD modifications. This also increased with increased
carbon chain length of the AKD. Visual impressions of
extruded PP-TMP AKD material and calculated Bgy.ep
data supported the idea that TMP increases process-
ability with PP. The surface of the die filaments was
smoother for the PP-TMP AKD St sample compared
to the PP-TMP sample, and the discoloration was
reduced for the hot-melt-pressed dog-bone containing
AKD-modified TMP. The melt viscosity of the PP-TMP
AKD St was lower compared to PP-TMP or PP-TMP AKD
Lau at the higher frequency range. The reduced
mechanical properties for the AKD-modified TMPs in
PP are consistent with the data report by Quillin®’ using
cellulose and PP sheets. The findings of the study
regarding the modification of TMP fibers with AKD sug-
gest only a slight improvement in processability, but do
not provide conclusive evidence of an increase in the
strength of the interaction between PP and TMP. Fur-
ther research is necessary to establish the full impact of
these modifications.

DATA AVAILABILITY STATEMENT

The data that support the findings of this study are avail-
able from the corresponding author upon reasonable
request.

ORCID
Seyedehsan Hosseini
1441

Gunnar Westman
5203

https://orcid.org/0000-0002-2304-

https://orcid.org/0000-0001-6150-

REFERENCES

1. Brooks AL, Wang S, Jambeck JR. The Chinese import ban and
its impact on global plastic waste trade. Sci Adv. 2018;4:4. doi:
10.1126/sciadv.aat0131

2. Circular economy: new rules on single-use plastics. https://
ec.europa.eu/commission/presscorner/detail/en/IP_19_2631
2019.

3. AL-Oqla FM, Rababah M. In: Jawaid M, Boufi S, Khalil A, eds.
Cellulose-Reinforced Nanofibre Composites. Woodhead Publish-
ing; 2017:113-127.

4. Ashby MF, Cebon D. Materials selection in mechanical design.
J Phys IV France. 1993;03:C7-C9.

85UBD17 SUOLILLOD dAIEaID a|qedtdde ay) Aq pausenob ale sapie YO '8sn Jo sajnl 1oy Ariqi]autjuQ A3|IM UO (SUOI}IPUOD-pUe-SWLBY W0 A3 1M Alelq 1puljuo//:Sdny) sUonpUoD pue sws | 8Ly 88s *[202/0T/0z] uo ARiqiauljuo /)i ‘ABojouyse | JO AisAlun seweyD Ag 81822 9d/200T 0T/I0p/wod’ /| 1m Arigipuliuosuoiedtgndadsy//:sdny wo.y papeojumoq ‘0 ‘695087ST


https://orcid.org/0000-0002-2304-1441
https://orcid.org/0000-0002-2304-1441
https://orcid.org/0000-0002-2304-1441
https://orcid.org/0000-0001-6150-5203
https://orcid.org/0000-0001-6150-5203
https://orcid.org/0000-0001-6150-5203
info:doi/10.1126/sciadv.aat0131
https://ec.europa.eu/commission/presscorner/detail/en/IP_19_2631
https://ec.europa.eu/commission/presscorner/detail/en/IP_19_2631

© | WILEY-S3

5.

10.
11.
12.

13.
14.
15.
16.
17.
18.

19.
20.

21.

22.

23.

24.

Polymer

HOSSEINI ET AL.

PROFEssiONALs  COMPOSITES

Hintz HL. In: Buschow KHJ, Cahn RW, Flemings MC, et al.,
eds. Encyclopedia of Materials: Science and Technology.
Elsevier; 2001:6707-6711.

Schirp A, Stender J. Eigenschaften von extrudierten
Holz-Kunststoff-Werkstoffen auf Basis von Refiner-(TMP-)
Fasern und Hanffasern. Eur J Wood Prod. 2010;68:219-231.

Zini E, Scandola M. Green composites: an overview. Polym
Compos. 1905;2011:32-1915.

AL-Ogla FM. A model for evaluating and determining the Most
appropriate polymer matrix type for natural fiber composites.
Int J Polym Anal Charact. 2015;20:191-205.

AL-Oqla FM, Sapuan SM, Ishak MR, Nuraini AA. A decision-
making model for selecting the most appropriate natural fiber-
polypropylene-based composites for automotive applications.
J Compos Mater. 2016;50:543-556.

Ragaert K, Delva L, Van Geem K. Mechanical and chemical
recycling of solid plastic waste. Waste Manag. 2017;69:24-58.
Gahleitner M, Paulik C. Ullmann's Encyclopedia of Industrial
Chemistry. John Wiley & Sons, Ltd; 2014:1-44.

Calhoun A. Polypropylene. In: Wagner JR, ed. Multilayer
Flexible Packaging. William Andrew Publishing; 2010:31-36.
Mertens O, Gurr J, Krause A. The utilization of thermomecha-
nical pulp fibers inWPC: A review. J Appl Polym Sci. 2017;134:
45161.

Design, manufacturing and applications of composites: Pro-
ceedings of the Eighth Joint Canada-Japan Workshop on
Composites, DEStech Publications, Inc., Lancaster, Pa. 2010.
Woodhams RT, Thomas G, Rodgers DK. Wood fibers as reinfor-
cing fillers for polyolefins. Polym Eng Sci. 1984;24:1166-1171.
Nygard P, Tanem BS, Karlsen T, Brachet P, Leinsvang B. Extru-
sion-based wood fibre-PP composites: wood powder and pellet-
ized wood fibres - a comparative study. Compos Sci Technol.
2008;68:3418-3424.

Lee BJ, McDonald AG, James B. Influence of fiber length on
the mechanical properties of wood-fiber/polypropylene prepreg
sheets. Mater Res Innov. 2001;4:97-103.

AL-Oqla FM. Mechanical and morphological properties of
injection-molded rice husk polypropylene composites. Int J
Polym Anal Charact. 2016;21:305-313.

AL-Oqla FM, Investigating the
characteristic/performance deterioration interactions of natural
fibers in bio-composites for better utilization of resources.
J Polym Environ. 2018;26:1290-1296.

Myers GE, Kolosick PC, Chahyadi IS, Coberly CA, Koutsky JA,
Ermer DS. Extruded wood-flour polypropylene composites: effect
of a Maleated polypropylene coupling agent on filler-matrix
bonding and properties. MRS Online Proc Library. 1990;197:67.
Taha I, Ziegmann G. A comparison of mechanical properties of
natural fiber filled biodegradable and polyolefin polymers.
J Compos Mater. 1933;2006:40-1946.

Takase S, Shiraishi N. Studies on composites from wood and
polypropylenes. I1. J Appl Polym Sci. 1989;37:645-659.

Raj RG, Kokta BV, Dembele F, Sanschagrain B. Compounding
of cellulose fibers with polypropylene: effect of fiber treatment
on dispersion in the polymer matirx. J Appl Polym Sci. 1987;
1989:38-1996.

Hayajneh MT, Al-Shrida MM, AL-Oqla FM. Mechanical, ther-
mal, and tribological characterization of bio-polymeric compos-
ites: a comprehensive review. E-Polymers. 2022;22:641-663.

Sapuan SM. inherent

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

Schirp A, Schirp C. Online pre-treatment of thermomechanical
pulp with emulsified Maleated polypropylene for processing of
extruded thermoplastic composites. Fibers. 2021;9:17.

Rowell RM. Handbook of Wood Chemistry and Wood Compos-
ites. CRC Press; 2012.

Kazayawoko M, Balatinecz JJ, Matuana LM. Surface modifica-
tion and adhesion mechanisms in woodfiber-polypropylene
composite. J Mater Sci. 1999;34:6189-6199.

Kazayawoko M, Balatinecz JJ, Woodhams RT. Diffuse reflec-
tance Fourier transform infrared spectra of wood fibers treated
with maleated polypropylenes. J Appl Polym Sci. 1997;66:1163-
1173.

Lia H, Sain M. High stiffness natural fiber-reinforced hybrid
polypropylene composites. Polym-Plast Technol Eng. 2003;42:
853-862.

Nagamine S, Mizuno Y, Hikima Y, Okada K, Wang L,
Ohshima M. Reinforcement of polypropylene by cellulose
microfibers modified with polydopamine and octadecylamine.
J Appl Polym Sci. 2021;138:49851.

Lange C, Touaiti F, Fardim P. Hybrid clay functionalized biofi-
bres for composite applications. Compos Part B Eng. 2013;47:
260-266.

Lee S, Shupe TF, Hse CY. Thermosets as compatibilizers at the
isotactic polypropylene film and thermomechanical pulp fiber
interphase. Compos Interfaces. 2008;15:221-230.

Lee S, Shupe TF, Groom LH, Hse CY. Wetting behaviors of
phenol- and urea-formaldehyde resins as compatibilizers.
Wood and Fiber Sci. 2007;39(3):482-492.

Xie H, Jarvi P, Karesoja M, King A, Kilpelainen I,
Argyropoulos DS. Highly compatible wood thermoplastic com-
posites from lignocellulosic material modified in ionic liquids:
preparation and thermal properties. J Appl Polym Sci. 2009;111:
2468-2476.

Varnell DF. Process for surface sizing paper and paper pre-
pared thereby, US6051107A. 2000.

Lindstrom T, Larsson PT. Alkyl ketene dimer (AKD) sizing-a
review. Nord Pulp Pap Res J. 2008;23:202-209.

Quillin DT, Caulfield DF, Koutsky JA. International journal of
polymeric materials and polymeric. Biomaterials. 1992;17:215-227.
Min-Woo L. Effect of alkyl ketene dimer (AKD) on red algae
reinforced biocomposites. J Korea Tech Assoc Pulp Pap Indus.
2011;43:66.

Hosseini S, Venkatesh A, Boldizar A, Westman G. Molybde-
num disulphide—a traditional external lubricant that shows
interesting interphase properties in pulp-based composites.
Polym Compos. 2021;42:16.

Kangas H, Suurnikki A, Kleen M. Modification of the surface
chemistry of TMP with enzymes. Nord Pulp Pap Res J. 2007;22:
415-423.

“Forming handsheets for physical tests of pulp, test method
TAPPI/ANSI T 205 sp-18,”. https://imisrise.tappi.org/TAPPI/
Products/01/T/0104T205.aspx

Hansen CM. Hansen solubility parameters: A User's handbook,
second edition. Solubility Parameters-An Introduction. CRC
Press; 2007:14-15.

D. W. Van Krevelen, K. Te Nijenhuis, Properties of Polymers:
Their Correlation with Chemical Structure; Their Numerical
Estimation and Prediction from Additive Group Contributions.
4th ed. Elsevier; 2009.

85UBD17 SUOLILLOD dAIEaID a|qedtdde ay) Aq pausenob ale sapie YO '8sn Jo sajnl 1oy Ariqi]autjuQ A3|IM UO (SUOI}IPUOD-pUe-SWLBY W0 A3 1M Alelq 1puljuo//:Sdny) sUonpUoD pue sws | 8Ly 88s *[202/0T/0z] uo ARiqiauljuo /)i ‘ABojouyse | JO AisAlun seweyD Ag 81822 9d/200T 0T/I0p/wod’ /| 1m Arigipuliuosuoiedtgndadsy//:sdny wo.y papeojumoq ‘0 ‘695087ST


https://imisrise.tappi.org/TAPPI/Products/01/T/0104T205.aspx
https://imisrise.tappi.org/TAPPI/Products/01/T/0104T205.aspx

HOSSEINI ET AL. o127 INSPIRING Polymer 11
wgkﬁfs'guonm COMPOSITES_WI LEY
44. Moutinho I, Figueiredo M, Ferreira P. Evaluating the surface properties of wood flour-high-density polyethylene compos-

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

energy of laboratory-made paper sheets by contact angle mea-
surements. TAPPI J. 2007;6.

Seppdnen R, von Bahr M, Tiberg F, Zhmud B. Surface energy
characterization of AKD-sized papers. J Pulp Pap Sci. 2004;
30:70.

Gérdebjer S, Andersson M, Engstrom J, Restorp P, Persson M,
Larsson A. Using Hansen solubility parameters to predict the
dispersion of nano-particles in polymeric films. Polym Chem.
2016;7:1756-1764.

Hansen Solubility Sphere. https://www.hansen-solubility.com/
HSP-science/sphere.php 2023.

Hristov V, Vlachopoulos J. Effects of polymer molecular weight
and filler particle size on flow behavior of wood polymer com-
posites. Polym Compos. 2008;29:831-839.

Ariffin A, Ariff ZM, Jikan SS. Evaluation on extrudate swell
and melt fracture of polypropylene/kaolin composites at high
shear stress. J Reinf Plast Compos. 2011;30:609-619.
Trejo-o'reilly J-A, Cavaille J-Y, Gandini A. The surface chemi-
cal modification of cellulosic fibres in view of their use in com-
posite materials. Cellulose. 1997;4:305.

George J, Sreekala MS, Thomas S. A review on interface modi-
fication and characterization of natural fiber reinforced plastic
composites. Polym Eng Sci. 2001;41:1471-1485.

Baiardo M, Frisoni G, Scandola M, Licciardello A. Surface
chemical modification of natural cellulose fibers. J Appl Polym
Sci. 2002;83:38-45.

Soucy J, Godard F, Rivard P, Koubaa A. Rheological behavior
of high-density polyethylene (HDPE) filled with paper mill
sludge. J Appl Polym Sci. 2018;135:46484.

Hristov V, Takdcs E, Vlachopoulos J. Surface tearing and wall
slip phenomena in extrusion of highly filled HDPE/wood flour
composites. Polym Eng Sci. 2006;46:1204-1214.

Adhikary KB, Park CB, Islam MR, Rizvi GM. Effects of
lubricant content on extrusion processing and mechanical

56.

57.

58.

59.

60.

ites. J Thermoplast Compos Mater. 2011;24:155-171.

Mazzanti V, Mollica F. A review of wood polymer composites
rheology and its implications for processing. Polymers. 2020;12:
2304.

Vandi L-J, Chan CM, Werker A, Richardson D, Laycock B,
Pratt S. Extrusion of wood fibre reinforced poly(hydroxybutyrate-
co-hydroxyvalerate) (PHBV) biocomposites: statistical analysis of
the effect of processing conditions on mechanical performance.
Polym Degrad Stab. 2019;159:1.

Schirp A, Mannheim M, Plinke B. Influence of refiner fibre
quality and fibre modification treatments on properties of
injection-moulded beech wood-plastic composites. Compos Pt
A-Appl Sci Manuf. 2014;61:245-257.

Solala I, Koistinen A, Siljander S, Vuorinen J, Vuorinen T.
Composites of high-temperature thermomechanical pulps and
polylactic acid. BioResources. 2016;11:1125.

Yam KL, Gogoi BK, Lai CC, Selke SE. Composites from com-
pounding wood fibers with recycled high density polyethylene.
Polym Eng Sci. 1990;30:693-699.

SUPPORTING INFORMATION

Additional supporting information can be found online
in the Supporting Information section at the end of this
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