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Abstract: Bacterial cellulose (BC) can be used to improve the physical properties of paper. However,
previous studies have showed that the effectiveness of this improvement is impaired by the
agglomeration of the disintegrated BC fibers. Effective dispersion of BC fibers is important to
their reinforcing effects to paper products, especially those made of recycled fibers. In this study,
carboxymethyl cellulose, xylan, glucomannan, cationized starch, and polyethylene oxide were used
to improve the dispersion of BC fibers. With dispersed BC fibers, the paper made of recycled fiber
showed improved dry tensile strength. The best improvement in dry tensile index was 4.2 N·m/g
or 12.7% up, which was obtained by adding BC fibers dispersed with glucomannan. Glucomannan
had the highest adsorption onto BC fibers, i.e., 750 mg/g at 1000 mg/L concentration, leading to the
best colloidal stability of BC fiber suspension that had no aggregation in 50 min at 0.1 weight ratio
of glucomannan to BC. TEMPO-mediated oxidation of BC was effective in improving its colloidal
stability, but not effective in improving the ability of BC fiber to enhance paper dry tensile index
while the wet tensile index was improved from 0.89 N·m/g to 1.59 N·m/g, i.e., ~80% improvement.
Keywords: bacterial cellulose; dispersion; recycled fiber; reinforcement; tensile strength

1. Introduction
Due to the low-carbon environmental protection concept, a large proportion of paper and
paperboard produced are recycled every year. In 2014, approximately 60% of the raw materials
for pulp and paper industries were fibers recycled from waste paper and paperboard globally [1].
However, paper or paperboard made of recycled fibers generally had inferior physical properties
compared to those made of virgin fibers [2–4]. Consequently, effective reinforcing agents are used for
processing recycled fibers into quality paper products. In addition, paper with excessive inorganic
fillers for special surface properties, e.g., fire retardant, also requires reinforcement [5]. Nano-cellulose,
due to their structural similarity, compatibility and affinity to pulp fibers, as well as their high
mechanical strength, was used to reinforce paper made from recycled fibers [3,6–8] or paper with
excessive inorganic fillers [5].
Bacterial cellulose (BC) is a special type of nano-cellulose secreted in vitro by bacteria, of which the
most studied species is Gluconacetobacter xylinus [9]. BC has the same chemical structure as plant-based
cellulose and has a higher crystallinity and degree of polymerization [10,11]. The microstructure of
BC is also different from plant-based cellulose. BC does not have a macrofibril structure. The BC
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microfibrils are 10–100 nm in diameter and interlace with each other forming a fine net structure [12–15],
leading to a high specific surface area. When BC pellicles are disintegrated into small fragments or
fibers, abundant free hydroxyls will be released. Being used as reinforcing agents during paper-making,
the BC fibers can bridge between fibers and improve the physical properties of papers. Our previous
studies have already shown that the addition of BC lower than 1% of paper dry weight can effectively
improve the tensile strength of paper produced from some high-quality fibers, such as softwood
pulp, hardwood pulp, sugarcane bagasse pulp, and bamboo pulp; these fibers are more fibrillated
and, thus, have more surface hydrogen bonding sites for BC fibers bridging between [12]. However,
the reinforcing effect of BC on recycled fiber paper was limited [12]. Recycled fibers suffer from
fiber hornification causing less surface hydrogen bonding sites [3,6,7,12]. Nevertheless, BC fibers with
abundant free hydroxyls should have been able to increase the total numbers of hydrogen bonding sites
within the recycled fiber matrix and thus the paper strength [3,6,7]. However, BC fibers aggregate with
themselves instead of being evenly distributed within the fiber matrix, causing little improvements in
the tensile strength of paper produced from recycled fibers [12]. The agglomeration was also a problem
when using nano-cellulose, e.g., cellulose nanofibers (CNF) and nanocrystals (CNC), as reinforcing
agents for recycled fiber paper [3].
In addition to the mixing of nano-cellulose with plant fibers during sheet forming, the coating
of inorganic nanoparticles onto paper surface may also be an effective method to reinforce paper.
The coating of Mg(OH)2 nanoparticles [16] and Halloysite (Al2 Si2 O5 (OH)4 ·2H2 O) nanotubes [17,18]
onto paper surface can improve paper tensile strength by 40–50%. The dispersion and stabilization of
those inorganic nanoparticles were vital to their reinforcing effects; e.g., the Mg(OH)2 nanoparticles
were stabilized trimethylsilyl cellulose [16] and the halloysite nanotubes were stabilized by
hydroxypropylcellulose [17,18].
Consequently, the dispersion or stabilization of nano-materials was one of the key factors in
determining their effects in paper reinforcement. This study is to explore the effective dispersion or
stabilization of BC fibers so that their reinforcing effects on paper made from recycled fibers could be
improved. Two types of stabilization mechanisms, i.e., steric and electrostatic repulsions, are often used
to explain the dispersion or the colloidal stability of cellulose nanofibers or nanocrystals suspended
in water [2]. A good dispersion or colloidal stability can be reached by non-covalently adsorbing or
covalently grafting macromolecules to the fiber surface, which prevents the fibers from aggregating
due to steric hindrance [19]. Many natural polymers or macromolecules are water soluble and have
good adhesion to cellulose fibers such as xyloglucan, β-D-glucan, carboxymethyl cellulose (CMC),
etc. [19,20]. Having good adhesion to cellulose fibers, xyloglucan had been proved to disperse cellulose
nanocrystals well [19,21]. Adding CMC to cellulose fiber suspension led to better dispersion than
adding xyloglucan, which may be due to the surface charges of CMC [19]. Bulky macromolecules or
polymer chains, for instance, poly(ethylene oxide) or poly(phenylene oxide), can also be grafted onto
cellulose fiber (nanocrystalline cellulose) surfaces leading to the formation of well-dispersed and stable
colloidal aqueous suspension [22,23]. The hydroxyls on cellulose nanofiber surface may be chemically
modified forming charged groups on surface so that the electrostatic repulsion effects prevent such
fibers from aggregating [24]. Cellulose nanofibers or nanocrystals produced by TEMPO-mediated
oxidation or concentrated H2 SO4 treatment would have their surfaces modified with negative charges,
which may naturally be good for their dispersion [2]. However, for general cellulose nanofibers, surface
modification with anionic agents is usually required to obtain better dispersions. Meanwhile, cationic
surface modification can also improve the dispersion of cellulose fibers [25]. Cellulose nanofibers can be
grafted with glycidyltrimethylammonium chloride (GTMAC) [25] or epoxypropyltrimethylammonium
chloride [26] to improve their dispersions.
In addition to effective dispersion, the increased retention of nano-cellulose during paper forming
may further improve the paper strength. With addition of cationic macromolecules, e.g., chitosan and
cationic polyacrylamide, CNC and CNF can more effectively improve the strength of paper produced
from recycled fibers [3]. The cationic modification of BC fibers increased their retention in paper and,
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thus, further improved the strength of paper made of sugarcane bagasse pulp [13]. However, BC fiber
retention is not a problem for recycled fiber. Our previous study has shown that the BC fiber retention
rate can reach 95% in recycled fibers and was much higher than in other high quality fibers, due to
smaller fiber size and larger numbers of fiber fines for recycled fibers [12]. It states again that BC fiber
aggregation is a key factor preventing its effective reinforcement to paper made of recycled fibers.
In this study, natural or modified polysaccharides such as xylan, carboxymethyl cellulose,
glucomannan, and polyethylene oxide were used as additives in order to improve the dispersion of
BC fibers through steric repulsions. BC fibers were also oxidized through TEMPO-mediated oxidation
in order to generate negative surface charges so that BC fibers dispersion would be improved through
electrostatic repulsion. At the last, the dispersed BC fibers were used to reinforce paper produced
from recycled fibers and mechanisms involved in various methods for dispersing BC fibers were
also investigated.
2. Materials and Methods
2.1. Materials
Recycled fiber pulp (RFP), made from old newspaper (ONG) and old magazine (OMG),
was obtained from Guangzhou Paper Co., Ltd. (Guangzhou, China) with a Canadian Standard
Freeness (CSF) of 270 mL; the pulps were kept at moisture content of 90% at 4 ◦ C and were used
within 30 days of preparation. CMC-I (Mw = 90,000, DS = 0.7), CMC-II (Mw = 250,000, DS = 1.2),
CMC-III (Mw = 250,000, DS = 0.7), nonionic polyethylene oxide (PEO, average Mw ~4,000,000) and
sodium hypochlorite solution (6–14% active chlorine basis) were purchased from Shanghai Macklin
Biochemical Co., Ltd. (Shanghai, China). Xylan (from sugarcane bagasse, Mw = 30,000) was purchased
from Shanghai Yuanye Biochemical Co., Ltd. (Shanghai, China). Glucomannan (from konjac) was
purchased from Hubei Yizhi Konjac Biotechnology Co., Ltd. (Hubei, China). Cationized starch
(DS = 0.025), which was produced from (3-chloro-2-hydroxypropyl)trimethylammonium chloride
modified corn starch, were provided by Guangzhou Paper Co., Ltd. (Guangzhou, China). All other
chemicals used are of analytical grade.
2.2. Preparation of Bacterial Cellulose (BC)
Gluconacetobacter xylinus ATCC23767 was obtained from Nanjing High Tech University Biological
Technology Research Institute Co., Ltd. (Nanjing, China) and used to produce the bacterial cellulose
(BC) pellicles. Static fermentation method was used to produce the BC pellicles. Detailed preparation
methods and characterizations of the BC pellicles were shown in Xiang et al. [12,13].
2.3. BC Fiber Dispersion Evaluation
Stock solutions (2 g/L) of CMC-I, xylan, cationic starch, glucomannan, and nonionic PEO were
prepared. Approximately 5 g (corresponding to 0.075 g dry weight) of wet BC pellicles (MC = 98.5%)
or oxidized-BC were cut into small pieces and placed into a lab blender (SKG-1246, Foshan, China).
Given amounts (corresponding to give the weight ratio of macromolecules/BC of 0, 0.05, 0.1, 0.25,
and 0.5) of the macromolecule stock solutions were added. Deionized (DI) water was then added to
make the mixture volume to 250 mL. The mixture was blended by the lab blender for 2 min to prepare
the BC fiber suspension with a BC fiber concentration of 0.3 g/L (dry matter). The BC fiber suspension
was poured immediately into a 250 mL-cylinder. The freshly prepared suspensions with BC fiber well
dispersed was white and non-transparent in the 250 mL-cylinder. With time, the aggregation of BC
fibers resulted in the shortening of the non-transparent portion, which were recorded with time.
For zeta potential measurement, particle concentration in the suspension should be kept between
10−5 and 10−2 volume fraction [27]. The freshly prepared BC fiber suspensions were diluted 10 times
with DI water to a BC fiber concentration of 0.03 g/L (dry matter). The pH value was ~7.0 for all the
solutions. Approximately 1.5 mL of the diluted fiber suspensions were then poured into the sample
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cell and the zeta potential was measured through a nanoparticle analyzer (Horiba SZ-100Z, Kyoto,
Japan). The dynamic (absolute) viscosities of the solutions of different dispersants were determined at
25 ◦ C by using a rotational viscometer (Brookfield DV-II HE, Middleboro, MA, USA) at a rotational
speed of 250 rpm; the solution concentration was set to 0.15 g/L (dry matter), which was the same as
the concentration of the dispersants in BC fiber suspensions when weight ratio of macromolecules/BC
was 0.5.
2.4. Adsorption of Macromolecules onto BC Fibers
Stock solutions of CMC-I, xylan, cationic starch, glucomannan, and nonionic PEO with various
concentrations (200 mg/L, 600 mg/L, and 1000 mg/L) were prepared. Approximately 1 g of wet
BC pellicle (MC = 98.5%) was disintegrated in 250 mL DI water by the lab blender in instant mode
three times. The disintegrated BC and 30 mL of the stock solution was added into a conical flask.
The mixture has a pH of ~7.0 and was stirred at 350 rpm for 2 h. The BC was then filtered and washed
through a sand-cored funnel (pore size 30–50 µm). The filtrate was oven dried and the increment of
weight was the macromolecules that did not adsorbed on BC.
2.5. The TEMPO-Mediated Oxidation of BC Fibers
The TEMPO-mediated oxidation of BC fibers was conducted according to Saito et al. [28]
with minor modifications. Approximately 20 g of wet BC pellicle (MC = 98.5%) was disintegrated
by the lab blender in water in instant mode for three times and the water was filtered out through
a sand-cored funnel (pore size 30–50 µm). The disintegrated BC fibers were suspended in water (30
mL) containing TEMPO (0.008 g, 0.05 mmol) and sodium bromide (0.05 g, 0.5 mmol). Into the BC fiber
suspension, 0.5 mL, 1 mL, and 2 mL of the NaClO solution (6–14% active chlorine basis) were added.
The pH was adjusted 10 by the addition of 0.1 M HCl. The TEMPO-mediated oxidation was continued
at room temperature by stirring at 350 rpm for 3 h. During the reaction, the pH was maintained at 10
by adding 0.5 M NaOH. The oxidized BC fibers were filtered through a sand-cored funnel (pore size
30–50 µm) and washed with DI water until pH neutral. The samples were denoted OBC-0.5, OBC-1,
and OBC-2, respectively, according to the volume of NaClO solution added to the oxidation process,
e.g., 0.5 mL, 1 mL, and 2 mL.
2.6. Paper Handsheet Preparation and Characterization
BC membranes were mixed with stock solutions of CMC, xylan, cationic starch, glucomannan,
or nonionic PEO and mechanically disintegrated by a lab blender (SKG-1246, Foshan, China) for 5 min.
The recycled fiber pulps and the disintegrated BC fibers were mixed with 1% ratio (proportion of BC
based on the total fiber dry weight) and dispersed with a standard pulp-disintegrator at a consistency
of 1% (m/m) for 15,000 r. The hand sheets were made from the mixed pulp through a standard sheet
former (Labtech 200-1, Laval, QC, Canada). The grammage of each sheet was maintained at 70 g/m2
(dry weight) level. The sheets were dried and equilibrated for 24 h at 23 ◦ C and 50% humidity prior to
physical tests. The dry tensile index and air permeability of the sheets were tested according to TAPPI
standards (T494 and T251 wd-96, respectively). For wet tensile strength measurement, the middle part
of the specimens was soaked in water for 8 s and the specimens were tested immediately for the tensile
index. Paper sheet surface morphologies were evaluated using SEM (Zeiss Evo-18, Munich, Germany).
3. Results and Discussion
3.1. BC Fiber Dispersion and Reinforcement of Paper Handsheets
Our previous studies have already proved that one of the key factors limiting the reinforcement
of paper by BC fibers is the aggregation of BC fibers [12]. It was hypothesized that if BC fibers were
well dispersed during sheet formation, the strength of paper sheet would be effectively improved.
Therefore, to evaluate if BC fiber dispersion has positive effects on BC reinforced paper, the BC fibers
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dispersed by various macromolecules were added to pulps of recycled fibers to make paper sheets.
The macromolecules used are CMC-I (Mw = 90,000, DS = 0.7), CMC-II (Mw = 250,000, DS = 1.2),
CMC-III (Mw = 250,000, DS = 0.7), nonionic polyethylene oxide (PEO, average Mw = 4,000,000),
xylan (from sugarcane bagasse, Mw = 30,000), glucomannan (from konjac), and cationized starch
(DS = 0.025). The air permeability, dry tensile strength, and wet tensile strength and air permeability
of BC-reinforced paper were investigated (Figure 1). Air permeability of the paper reinforced by
BC may reflect the dispersion of BC to some extent. Lower air permeability indicated better BC
dispersion, as found by previous study of reinforcing paper with nano-cellulose [3]. From Figure 1a,
after adding dispersed BC, the air permeability of paper decreased, indicating a good dispersion
of BC by macromolecules. Glucomannan and cationized starch dispersed BC gave the lowest air
permeability to paper, which may correspond to their great dispersing effects to BC. From Figure 1b,
Being dispersed by most of the macromolecules, the BC reinforced paper had improved dry tensile
index, from 32.7 N·m/g to 37.7 N·m/g when adding CMC-I, to ~37 N·m/g when adding xylan or
glucomannan, and to 40.7 N·m/g when adding cationized starch. The percentage improvement was
from 15% to 25%. Without adding BC fibers, some macromolecules themselves can already improve
the paper strength, such as CMC-I and cationized starch, but adding BC can further improve the
tensile strength of paper. By adding only cationized starch, the paper strength had already improved
to 37.2 N·m/g. Cationized starch helps to improve the retention of BC fibers or fines from recycled
fibers and thus improves the paper strength [29]. The best improvement in paper strength caused by
macromolecule dispersed BC was obtained with glucomannan by which an improvement of 4.2 N·m/g
or 12.7% was obtained. This may correlate to that glucomannan have the best dispersing ability as
demonstrated by the air permeability data (Figure 1a). From Figure 1c, the wet tensile index of paper
sheet had not much improvement after adding dispersed BC, because BC fibers and recycled fibers
connect through hydrogen bonding that is weak in wet. Adding only CMC improved the wet tensile
index of paper a lot, which may be due to the forming of covalent bonds between CMC and plant
fibers [30]. After adding BC, CMC tended to bind with BC resulting in the decrease of paper wet
tensile strength.
In sum, it can be concluded here that improved dispersion of BC fiber is helpful to improve its
reinforcement to paper dry tensile strength. However, the improvement was not very high with up to
~12% caused by macromolecule-dispersed BC (taking out the reinforcement effects of macromolecules
only). This showed that the quality of pulp fibers is still very important to the reinforcement effects of
Nanomaterials 2019, 9, x FOR PEER REVIEW
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Figure 1. (a) Air permeability, (b) dry tensile index, and (c) wet tensile index of paper hand sheets
Figure 1. (a) Air permeability, (b) dry tensile index, and (c) wet tensile index of paper hand sheets
produced from recycled fibers and different additive macromolecules.
produced from recycled fibers and different additive macromolecules.

3.2. Effects of Additives on BC Fiber Dispersion
As discussed in Section 3.1, once dispersed by various macromolecules, the BC fibers improved
tensile strength of paper sheets significantly (Figure 1). However, the dispersing effects of various
macromolecules on BC fiber suspension should be evaluated and correlated with paper sheet tensile
strength in order to understand the mechanism for reinforcement of paper by dispersed BC. Therefore,
carboxymethyl cellulose (CMC), xylan, glucomannan, cationized starch, and polyethylene oxide (PEO)
were added during the disintegration of BC fibers. The total volume of BC fiber suspension was made
to 250 mL (0.3 g/L) and kept in a 250 mL-cylinder. The changes of the height of BC fiber fractions
with time were measured as indicator for the dispersing effects of different macromolecules (Figure 2).
Adhesion of macromolecules to cellulose fiber surface may also improve the fiber dispersion through
steric hindrance effects [19]. If the suspension is less stable, the BC fibers aggregate faster and thus
the height of the BC fiber fraction decreases faster. From Figure 2a–e, the macromolecule leading the
best colloidal stability of BC fiber suspension was glucomannan, with which the suspension had no
aggregation in 50 min at 0.1 weight ratio of addition. The BC fiber suspensions with cationized starch
and xylan had no aggregation of BC fiber at 0.25 weight ratio of addition, while suspensions with
CMC-I and PEO had no aggregation at 0.5 weight ratio of addition.

BC fibers, while cationized starch and xylan were the second best. SEM images showed that
glucomannan dispersed BC fibers were more evenly distributed in the paper fiber matrix compared
to undispersed BC fibers (Figure 4). From Figure 3, it can be postulated that, the adsorption ability of
Nanomaterials
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Figure 2. The changes of the percentage height of BC fiber fractions in the 250 mL-cylinder with time
Figure 2. The changes of the percentage height of BC fiber fractions in the 250 mL-cylinder with time
for BC fiber suspensions dispersed by (a) CMC-I, (b) xylan, (c) glucomannan, (d) cationized starch,
for BC fiber suspensions dispersed by (a) CMC-I, (b) xylan, (c) glucomannan, (d) cationized starch,
(e) PEO, and (f) CMC.
(e) PEO, and (f) CMC.

CMC-I has Mw = 90,000 and DS = 0.7. To evaluate the effects of molecular weight and viscosity
1. Viscosity (mean ± STDEV) of different macromolecules at 0.15 g/L concentration and
of theTable
macromolecules
on the dispersion of BC fibers, CMC-II (Mw = 250,000, DS = 1.2) and CMC-III
measured at 250 rpm rotational speed of the rotational viscometer.
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CMC-III can prevent
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In the
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with
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None
CMC-I
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Glucomannan
PEO
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interaction with
water
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between
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may ±result
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0.6CMC-III
−34.2[31].
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−22.9 interaction
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macromolecules, viscosity of the macromolecules (Table 1), zeta potential of BC fiber suspension
(Table 2), and adsorption of macromolecules on BC fibers (Figure 3) were evaluated. The viscosities of
the macromolecules were measured at 0.15 g/L, which was the same as their concentrations in BC
fiber suspensions of 0.5 weight ratios. The concentration of the macromolecules in BC fiber suspension
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was low, resulting in very low viscosities for all the macromolecule solutions (Table 1). This indicated
that viscosity was not a major factor affecting BC fiber dispersion in this case. For the zeta potential,
the plain BC fiber suspension without any macromolecules added had a value of −21.2 (Table 2).
By increasing the weight ratio of macromolecules to BC fibers from 0.1–0.5, the zeta potential of the
BC fiber suspension with CMC-I changed from −34.2 to −60.6, with xylan changing from −21.9 to
−24.3, with cationized starch from −20.0 to 29.9, and with PEO from −26.6 to −10.3 (Table 2). A high
absolute value of the zeta potential usually indicates a high colloidal stability of a suspension system.
However, the 0.25 weight ratio of cationized starch dispersed BC fibers had lower absolute value of
zeta potential than that of 0.1 weight ratio, but had better dispersion, as shown in Figure 2; BC fiber
suspension with 0.25 CMC-I had the highest zeta potential, but did not have the best colloidal stability.
These phenomena indicated that there were other factors affecting the colloidal stability. Consequently,
the adsorption capacity of macromolecules onto BC fibers (Figure 3) was evaluated. The adsorptions
of macromolecules onto fibers were believed to have an important influence of the dispersing of
cellulose fibers, since the macromolecules adsorbed by fibers can increase the steric hindrance [19].
From Figure 3, it can be seen that, at high concentration, glucomannan had the highest adsorption to
BC fibers, while the adsorptions of cationized and xylan were also high. The adsorptions of CMC and
PEO to BC fibers were the lowest and much smaller than other macromolecules. As shown in Figure 2,
glucomannan had the best dispersing ability for BC fibers, while cationized starch and xylan were the
second best. SEM images showed that glucomannan dispersed BC fibers were more evenly distributed
in the paper fiber matrix compared to undispersed BC fibers (Figure 4). From Figure 3, it can be
postulated that, the adsorption ability of the macromolecules onto BC fibers was very important to
their dispersing effects. In another words, steric hindrance is a major factor for BC fiber dispersion.
Table 1. Viscosity (mean ± STDEV) of different macromolecules at 0.15 g/L concentration and
measured at 250 rpm rotational speed of the rotational viscometer.
Additives

CMC-I

Xylan

Glucomannan

Cationized Starch

PEO

Viscosity (mPa·s)

30.9 ± 1.9

28.9 ± 0.6

29.4 ± 1.3

29.9 ± 0.8

33.1 ± 2.3

Table 2.
Zeta potential (mean ± STDEV) of BC fiber suspensions with additions of
different macromolecules.
Zeta potential (mV) of Macromolecule Additives

Weight Ratio
None

CMC-I

0.1
−21.2 ± 0.6 −34.2 ± 1.8
0.25
−56.8 ± 2.1
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Figure 3. The adsorption of different macromolecules onto BC fibers at different concentrations.
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BC
dispersion
or
colloidal
stability.
The
oxidized
BC
fibers
were
mixed
with
recycled
fibers
to
produce
fiber dispersion or colloidal stability. The oxidized BC fibers were mixed with recycled fibers to
reinforced
paper. Figure
5a showed
that
the airthat
permeability
of the recycled
fiber
decreased
adding
produce reinforced
paper.
Figure 5a
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the air permeability
of the
recycled
fiberby
decreased
OBC,
indicating
was well
dispersed
during
paper forming
[3]. Atforming
high oxidation
the OBC
by adding
OBC,OBC
indicating
OBC
was well
dispersed
during paper
[3]. At level,
high oxidation
reinforced
paper
had
slightly
increased
air
permeability
may
be
due
to
the
excessive
degradation
of
level, the OBC reinforced paper had slightly increased air permeability may be due to the excessive
BC.
Figure
5b
showed
that
adding
TEMPO-mediated
oxidized
BC
fiber
does
not
help
to
improve
the
degradation of BC. Figure 5b showed that adding TEMPO-mediated oxidized BC fiber does not help
dry
tensile index
of paper.
However,
wet tensile
indexthe
improved
greatly,
especially
for greatly,
the BC
to improve
the dry
tensile
index ofthe
paper.
However,
wet tensile
index
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fiber
with
the
lowest
oxidation
level
(OBC-0.5),
i.e.,
from
0.89
N
·
m/g
to
1.59
N
·
m/g,
increased
by
especially for the BC fiber with the lowest oxidation level (OBC-0.5), i.e., from 0.89 N·m/g to 80%
1.59
(Figure
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in(Figure
wet tensile
indicated
bonds formed
between
fibersbonds
[32].
N·m/g,5c).
increased
by 80%
5c). strength
The increase
in wetcovalent
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The
explanation
was
that some
were not
oxidized
into carboxyls,
into not
aldehydes
[28,33],
formed
between
fibers
[32]. hydroxyls
The explanation
was
that some
hydroxylsbut
were
oxidized
into
especially
at
low
oxidation
level.
The
aldehydes
may
form
hemiacetals
or
acetals
with
fiber
hydroxyls,
carboxyls, but into aldehydes [28,33], especially at low oxidation level. The aldehydes may form
leading
to theorimprovement
paper
wet strength
[32].
the numbers
of aldehyde
were low
hemiacetals
acetals with in
fiber
hydroxyls,
leading
toHowever,
the improvement
in paper
wet strength
[32].
and resulted in no increase in dry tensile strength, since the values of dry tensile index were high.
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paper strength improvement may be due to the TEMPO-mediated oxidation process degraded BC to
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In conclusion of this section, TEMPO-mediated oxidation is effective in improving the colloidal
Nanomaterials
9, 58 suspensions, but not effective in improving the BC fiber ability to enhance10
of 13
stability of 2019,
BC fiber
paper
dry tensile index although the paper wet tensile index was improved.

Figure 5. (a) Air permeability, (b) dry tensile index, and (c) wet tensile index of paper hand sheets
Figure 5. (a) Air permeability, (b) dry tensile index, and (c) wet tensile index of paper hand sheets
produced from recycled fibers and oxidized BC fibers.
produced from recycled fibers and oxidized BC fibers.

The oxidized BC fibers leading to limited paper strength improvement may be due to the
4. Conclusions
competition
of hydrogen bonds and carboxyl groups from the oxidation process. BC fibers reinforce
paperInbythis
increasing
hydroxyl
sites between
fibers.CMC,
The carboxyl
groups and
are
study, natural
orhydrogen
modifiedbonding
polysaccharides,
suchplant
as xylan,
glucomannan,
introduced
the TEMPO-mediated
oxidation
process, and
the more ofof
theBC
carboxyls,
is the
cationized by
starch
were used as additives
to improve
the dispersion
fibers orthe
itsbetter
reinforcing
BC
dispersion.
However,
carboxyls
aredispersion
transformed
from
hydroxyls.
Therefore,
the transformation
of
effects
to recycled
fiber paper.
Good
of BC
fiber
is helpful
to its reinforcement
to the dry
carboxyl
groups
causes
the
decrease
of
the
number
of
hydrogen
bonds
between
BC
fibers
and
plant
tensile strength of paper made from recycled fiber, even though the improvement was not very high,
fibers,
limiting
the
improvement
of paper strength. Another
major
reason
limited
paper
strength
with up
to ~12%
caused
by macromolecule-dispersed
BC. This
showed
thatfor
the
quality
of pulp
fibers
improvement may be due to the TEMPO-mediated oxidation process degraded BC to some extent.
In conclusion of this section, TEMPO-mediated oxidation is effective in improving the colloidal
stability of BC fiber suspensions, but not effective in improving the BC fiber ability to enhance paper
dry tensile index although the paper wet tensile index was improved.
4. Conclusions
In this study, natural or modified polysaccharides, such as xylan, CMC, glucomannan, and
cationized starch were used as additives to improve the dispersion of BC fibers or its reinforcing effects
to recycled fiber paper. Good dispersion of BC fiber is helpful to its reinforcement to the dry tensile
strength of paper made from recycled fiber, even though the improvement was not very high, with up
to ~12% caused by macromolecule-dispersed BC. This showed that the quality of pulp fibers is still
very important to the reinforcement effects of BC fibers. Proper dispersion of BC fibers can compensate
for the pulp quality to some extent.
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The adsorption of the macromolecules onto BC fibers is one of the key factors for their ability
to disperse BC fibers. Some macromolecules, such as cationized starch, can evidently improve the
paper strength alone without adding BC due to their fiber retention ability, but its adsorption to BC
fibers can still improve BC dispersion and, thus, further improve the paper strength. The dispersing
effects of the macromolecules can be correlated with the tensile strength of paper sheets. Among the
macromolecules studied, glucomannan had the best dispersing ability to BC fibers and led to the best
paper tensile strength improvement.
TEMPO-mediated oxidation is effective in improving the colloidal stability of BC fiber suspensions,
but not effective in improving the BC fiber ability to enhance paper dry tensile index, probably because
BC was degraded by the oxidation process. However, the incomplete oxidation of hydroxyls to
aldehyde on BC fibers helps to improve the paper wet tensile index.
Author Contributions: Original Idea, Z.X. and F.L.; Methodology, Z.X., Q.L., and Y.C.; BC Production, Q.L. and
Y.C.; Data Collection, J.Z.; Data Curation, Z.X. and J.Z.; Writing-Original Draft Preparation, Z.X.; Writing-Review
& Editing, J.L. and F.L.; Project Administration, J.L. and F.L.; Funding Acquisition, Z.X. and F.L.
Funding: This research was funded by the Guangzhou Science and Technology Program (Key Scientific Research
Project 201707020011), the National Natural Science Foundation of China (31600470), the Guangzhou Science
and Technology Program (General Scientific Research Project 201707010053), and the Guangdong Province
Science Foundation for Cultivating National Engineering Research Center for Efficient Utilization of Plant Fibers
(2017B090903003). The APC was funded by the Guangzhou Science and Technology Program (Key Scientific
Research Project 201707020011).
Conflicts of Interest: The authors declare no conflict of interest.

Abbreviations
BC
CMC
OBC
PEO

Bacterial cellulose
Carboxymethyl cellulose
Oxidized bacterial cellulose
Polyethylene oxide

References
1.
2.
3.

4.
5.

6.

7.

8.

9.

Japan Paper Association. Available online: http://www.jpa.gr.jp/states/global-view/index.html
(accessed on 16 October 2018).
Araki, J. Electrostatic or steric?—Preparations and characterizations of well-dispersed systems containing
rod-like nanowhiskers of crystalline polysaccharides. Soft Matter 2013, 9, 4125–4141. [CrossRef]
Campano, C.; Merayo, N.; Balea, A.; Tarres, Q.; Delgado-Aguilar, M.; Mutje, P.; Negro, C.; Blanco, A.
Mechanical and chemical dispersion of nanocelluloses to improve their reinforcing effect on recycled paper.
Cellulose 2018, 25, 269–280. [CrossRef]
Kose, R.; Yamaguchi, K.; Okayama, T. Preparation of fine fiber sheets from recycled pulp fibers using aqueous
counter collision. Cellulose 2016, 23, 1393–1399. [CrossRef]
Castro, D.O.; Karim, Z.; Medina, L.; Häggström, J.O.; Carosio, F.; Svedberg, A.; Wågberg, L.; Söderberg, D.;
Berglund, L.A. The use of a pilot-scale continuous paper process for fire retardant cellulose-kaolinite
nanocomposites. Compos. Sci. Technol. 2018, 162, 215–224. [CrossRef]
Balea, A.; Merayo, N.; Fuente, E.; Delgado-Aguilar, M.; Mutje, P.; Blanco, A.; Negro, C. Valorization of Corn
Stalk by the Production of Cellulose Nanofibers to Improve Recycled Paper Properties. Bioresources 2016, 11,
3416–3431. [CrossRef]
Balea, A.; Merayo, N.; Fuente, E.; Negro, C.; Delgado-Aguilar, M.; Mutje, P.; Blanco, A. Cellulose nanofibers
from residues to improve linting and mechanical properties of recycled paper. Cellulose 2018, 25, 1339–1351.
[CrossRef]
Merayo, N.; Balea, A.; de la Fuente, E.; Blanco, A.; Negro, C. Synergies between cellulose nanofibers and
retention additives to improve recycled paper properties and the drainage process. Cellulose 2017, 24,
2987–3000. [CrossRef]
Jonas, R.; Farah, L.F. Production and application of microbial cellulose. Polym. Degrad. Stabil. 1998, 59,
101–106. [CrossRef]

Nanomaterials 2019, 9, 58

10.
11.

12.
13.
14.
15.

16.

17.

18.
19.

20.
21.

22.

23.
24.

25.
26.
27.

28.
29.
30.

12 of 13

Iguchi, M.; Yamanaka, S.; Budhiono, A. Bacterial cellulose—A masterpiece of nature’s arts. J. Mater. Sci. 2000,
35, 261–270. [CrossRef]
Yoshinaga, F.; Tonouchi, N.; Watanabe, K. Research progress in production of bacterial cellulose by aeration
and agitation culture and its application as a new industrial material. Biosci. Biotechnol. Biochem. 1997, 61,
219–224. [CrossRef]
Xiang, Z.; Jin, X.; Liu, Q.; Chen, Y.; Li, J.; Lu, F. The reinforcement mechanism of bacterial cellulose on paper
made from woody and non-woody fiber sources. Cellulose 2017, 24, 5147–5156. [CrossRef]
Xiang, Z.; Liu, Q.; Chen, Y.; Lu, F. Effects of physical and chemical structures of bacterial cellulose on its
enhancement to paper physical properties. Cellulose 2017, 24, 3513–3523. [CrossRef]
Xiang, Z.; Chen, Y.; Liu, Q.; Lu, F. A highly recyclable dip-catalyst produced from palladium
nanoparticle-embedded bacterial cellulose and plant fibers. Green Chem. 2018, 20, 1085–1094. [CrossRef]
Jin, X.; Xiang, Z.; Liu, Q.; Chen, Y.; Lu, F. Polyethyleneimine-bacterial cellulose bioadsorbent for effective
removal of copper and lead ions from aqueous solution. Bioresour. Technol. 2017, 244, 844–849. [CrossRef]
[PubMed]
Amornkitbamrung, L.; Marnul, M.-C.; Palani, T.; Hribernik, S.; Kovalcik, A.; Kargl, R.; Stana-Kleinschek, K.;
Mohan, T. Strengthening of paper by treatment with a suspension of alkaline nanoparticles stabilized by
trimethylsilyl cellulose. Nano-Struct. Nano-Objects 2018, 16, 363–370. [CrossRef]
Cavallaro, G.; Danilushkina, A.A.; Evtugyn, V.G.; Lazzara, G.; Milioto, S.; Parisi, F.; Rozhina, E.V.;
Fakhrullin, R.F. Halloysite Nanotubes: Controlled Access and Release by Smart Gates. Nanomaterials
2017, 7, 199. [CrossRef] [PubMed]
Cavallaro, G.; Lazzara, G.; Milioto, S.; Parisi, F. Halloysite Nanotubes for Cleaning, Consolidation and
Protection. Chem. Rec. 2018, 18, 940–949. [CrossRef]
Winter, H.T.; Cerclier, C.; Delorme, N.; Bizot, H.; Quemener, B.; Cathala, B. Improved Colloidal Stability
of Bacterial Cellulose Nanocrystal Suspensions for the Elaboration of Spin-Coated Cellulose-Based Model
Surfaces. Biomacromolecules 2010, 11, 3144–3151. [CrossRef]
Mishima, T.; Hisamatsu, M.; York, W.S.; Teranishi, K.; Yamada, T. Adhesion of β-D-glucans to cellulose.
Carbohydr. Res. 1998, 308, 389–395. [CrossRef]
Pirich, C.L.; de Freitas, R.A.; Woehl, M.A.; Picheth, G.F.; Petri, D.F.S.; Sierakowski, M.R. Bacterial cellulose
nanocrystals: Impact of the sulfate content on the interaction with xyloglucan. Cellulose 2015, 22, 1773–1787.
[CrossRef]
Azzam, F.; Heux, L.; Putaux, J.L.; Jean, B. Preparation By Grafting Onto, Characterization, and Properties of
Thermally Responsive Polymer-Decorated Cellulose Nanocrystals. Biomacromolecules 2010, 11, 3652–3659.
[CrossRef] [PubMed]
Kloser, E.; Gray, D.G. Surface Grafting of Cellulose Nanocrystals with Poly(ethylene oxide) in Aqueous
Media. Langmuir 2010, 26, 13450–13456. [CrossRef] [PubMed]
Cheng, D.W.Y.; An, X.; Zhu, X.; Cheng, X.; Zheng, L.; Nasrallah, J.E. Improving the colloidal stability of
Cellulose nano-crystals by surface chemical grafting with polyacrylic acid. J. Bioresour. Bioprod. 2016, 1,
114–119.
Zaman, M.; Xiao, H.N.; Chibante, F.; Ni, Y.H. Synthesis and characterization of cationically modified
nanocrystalline cellulose. Carbohydr. Polym. 2012, 89, 163–170. [CrossRef] [PubMed]
Hasani, M.; Cranston, E.D.; Westman, G.; Gray, D.G. Cationic surface functionalization of cellulose
nanocrystals. Soft Matter 2008, 4, 2238–2244. [CrossRef]
Sun, C.H.; Gunasekaran, S. Effects of protein concentration and oil-phase volume fraction on the stability
and rheology of menhaden oil-in-water emulsions stabilized by whey protein isolate with xanthan gum.
Food Hydrocoll. 2009, 23, 165–174. [CrossRef]
Saito, T.; Kimura, S.; Nishiyama, Y.; Isogai, A. Cellulose nanofibers prepared by TEMPO-mediated oxidation
of native cellulose. Biomacromolecules 2007, 8, 2485–2491. [CrossRef]
Tovar, R.G.; Fischer, W.J.; Eckhart, R.; Bauer, W. White Water Recirculation Method as a Means to Evaluate
the Influence of Fines on the Properties of Handsheets. Bioresources 2015, 10, 7242–7251.
Pereira, P.H.F.; Waldron, K.W.; Wilson, D.R.; Cunha, A.P.; de Brito, E.S.; Rodrigues, T.H.S.; Rosa, M.F.;
Azeredo, H.M.C. Wheat straw hemicelluloses added with cellulose nanocrystals and citric acid. Effect on
film physical properties. Carbohydr. Polym. 2017, 164, 317–324. [CrossRef]

Nanomaterials 2019, 9, 58

31.
32.
33.

13 of 13

Xiang, Z.Y.; Runge, T. Emulsifying properties of succinylated arabinoxylan-protein gum produced from corn
ethanol residuals. Food Hydrocoll. 2016, 52, 423–430. [CrossRef]
Xiang, Z.Y.; Anthony, R.; Lan, W.; Runge, T. Glutaraldehyde crosslinking of arabinoxylan produced from
corn ethanol residuals. Cellulose 2016, 23, 307–321. [CrossRef]
Isogai, A.; Saito, T.; Fukuzumi, H. TEMPO-oxidized cellulose nanofibers. Nanoscale 2011, 3, 71–85. [CrossRef]
[PubMed]
© 2019 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
article distributed under the terms and conditions of the Creative Commons Attribution
(CC BY) license (http://creativecommons.org/licenses/by/4.0/).

