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Abstract: A new hybrid catalyst consisting of cobalt nanoparticles immobilized onto cellulose was
developed. The cellulosic matrix is derived from date palm biomass waste, which was oxidized by
sodium periodate to yield dialdehyde and was further derivatized by grafting orthoaminophenol as
a metal ion complexing agent. The new hybrid catalyst was characterized by FT-IR, solid-state NMR,
XRD, SEM, TEM, ICP, and XPS. The catalytic potential of the nanocatalyst was then evaluated in the
catalytic hydrogenation of 4-nitrophenol to 4-aminophenol under mild experimental conditions in
aqueous medium in the presence of NaBH4 at room temperature. The reaction achieved complete con-
version within a short period of 7 min. The rate constant was calculated to be K = 8.7 × 10−3 s−1. The
catalyst was recycled for eight cycles. Furthermore, we explored the application of the same catalyst
for the hydrogenation of cinnamaldehyde using dihydrogen under different reaction conditions. The
results obtained were highly promising, exhibiting both high conversion and excellent selectivity in
cinnamyl alcohol.

Keywords: cellulose oxidation; Schiff base; supported catalyst; salen; reduction; cinnamaldehyde;
selective hydrogenation

1. Introduction

Metal nanoparticles (NPs) have become very popular due to their exceptional proper-
ties and essential uses in a variety of applications. They are recognized as efficient catalysts,
both in academic research and in industry. A wide variety of late transition metal NPs have
been widely used for a number of organic reactions. Earth-abundant cobalt, especially in
the form of nanoparticles, has demonstrated remarkable effectiveness as a catalyst. It stands
out due to its lower cost compared to other noble metal catalysts like Pd, Pt, and Au [1].
For example, CoNPs have shown promising activities in Fischer–Tropsch synthesis [2,3],
alcohol, and carbon monoxide oxidation [4–6]. However, one of the major challenges
encountered in the preparation of CoNPs is the issue of aggregation, which can signifi-
cantly compromise the catalytic performance of nanoparticles. Aggregation refers to the
undesirable agglomeration of CoNPs, leading to a reduction in surface area and a decrease
in catalytic activity [7]. This phenomenon hampers the efficient utilization of CoNPs and
poses a major obstacle to achieving optimal catalytic performances. This phenomenon can
be solved by selecting ideal support materials that exhibit a large surface area, excellent
stability, high porosity with good accessibility, and the presence of versatile functional
groups for strong interaction with the metal. Therefore, the development of effective
supports for the immobilization of CoNPs is highly desirable. Consequently, various sup-
ports such as mesoporous silica [8,9], graphene, carbon nanotubes [10,11], zeolites [12,13],
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and polymers [14], have been employed for the immobilization and stabilization of metal
NPs. These supports further facilitate separation and open the way to catalyst recycling or
continuous process in order to reduce production costs and minimize waste generation,
particularly in industrial applications.

Cellulose is an attractive support for catalytic systems thanks to its high surface area,
large number of potentially functionalizable hydroxyl groups, and biodegradability among
other properties. Regarding native cellulose as support for metal particle catalysts, the
relatively weak interactions between the surface and the particles cannot totally prevent
catalyst deactivation by sintering and it is why research efforts have focused on cellulose
modification. Fortunately, there are a plethora of modification methods to improve its per-
formance for specific applications, such as crosslinking [15,16], grafting of polymer [17–20],
enzymatic modification [21], chemical and physical modification [22,23], and TEMPO oxi-
dation [24]. The process of periodate oxidation that transforms the 2,3-dihydroxyl groups
into 2,3-dialdehyde groups through a selective cleavage of the C2 and C3 vicinal hydroxyl
groups [25,26] is an example of such modifications. The resultant dialdehyde cellulose
holds significant potential to be used in many applications after modification or blending
with other materials [27]. For example, it allows the introduction of different substituent
groups on its backbone such as primary alcohols [28,29], carboxylic acids [30–32], cationic
groups [33–36] organometallic species, imidazolium salts [37,38], and imines [39,40]. Re-
garding these later modifications, dialdehyde cellulose (DAC) can react with amines via a
condensation reaction, leading to Schiff bases and introducing imine functionalities. Due
to their particular structure, the cellulose-based Schiff bases are valuable for recovering
transition metals, and cationic and anionic dyes [41–44].

In this study, the immobilization of the cobalt nanoparticles on the surface of a Schiff-
based functionalized cellulose is reported. The latter is obtained by oxidation of cellulose
leading to dialdehyde and further condensation with orthoaminophenol. In order to assess
the stability of our catalytic system we turn our attention to two appealing reactions that
allow us to challenge our system due to the reaction conditions. The first one was performed
in aqueous media, which is known to favor aggregation [45–47]. The second is performed
in an organic solvent but under hydrogen pressure and higher temperature, which is also
known to favor sintering [48]. Thus, our supported catalyst was first evaluated for the
reduction of 4-nitrophenol to 4-aminophenol based on the fact that CoNPs have been shown
to be effective in nitroarene reduction catalysts [49,50]. Nitrophenols are the most refractory
pollutants that can be found in chemical industry wastewater [51], resulting particularly
from pesticide, herbicide, and insecticide manufacturing and degradation processes [52].
Additionally, the synthesis of dyes and the pharmaceutical industry also account for their
production [53]. These toxic compounds cause skin irritation and allergies [54]. Secondly,
the selective catalytic hydrogenation of the cinnamaldehyde to cinnamyl alcohol under
H2 was also studied. Selective hydrogenation of cinnamaldehyde (CAL) serves as an
important and representative model reaction, as both the carbonyl group (C=O) and the
carbon–carbon double bond (C=C) of the molecule can be involved in the hydrogenation.
However, from a thermodynamic perspective, the hydrogenation of the C=C group of
the enone is more favorable than that of the C=O because C=C bond energy (615 kJ/mol)
is lower than C=O (715 kJ/mol) [55]. Additionally, the conjugated structure causes the
simultaneous hydrogenation of the C=O and C=C groups, often resulting in a mixture of
three hydrogenated products; cinnamyl alcohol (COL), hydrocinnamaldehyde (HCAL),
and hydrocinamyl alcohol (HCOL) [56,57]. Furthermore, the benzene ring consists of a
closed conjugated double-bond system and is usually stable [58]. CoNP catalysts have
been reported to favor the adsorption of the C=O group and have shown a high selectivity
in the α, β–unsaturated aldehyde hydrogenation [59,60]. More importantly, according to
Tian et al., among non-noble metals such as Ni, Cu, and Co, only Co-based catalysts exhibit
a higher tendency to C=O hydrogenation at the expense of somehow moderate activity [55].
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2. Results and Discussion
2.1. Structural and Morphological Characterization

The Co@DAC-OAP catalyst was produced through a multi-step process. Initially,
bleached palm pulp (BP) was oxidized using sodium periodate in an acidic environment to
produce a dialdehyde cellulose (Figure 1). Next, the aldehyde groups of the dialdehyde
reacted with amino groups from orthoaminophenol, resulting in the formation of imine
bonds. Subsequently, cobalt ions were complexed with the salen-type ligand, and the
resulting complex was reduced to cobalt nanoparticles, which are stabilized by interactions
with surface salen-type groups.
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Figure 1. Multi-step preparation of the catalysts.

Regarding the first step, this methodology has previously been reported in the litera-
ture with different reaction conditions [61]. Using bleach palm pulp, optimized reaction
conditions consist of a reaction time of 24 h at 50 ◦C with 0.5 equivalent of sodium pe-
riodate. The aldehyde group content of DAC was determined according to a literature
procedure [62,63] using Schiff’s base reactions with hydroxylamine hydrochloride (Figure 2)
to transform aldehyde to aldoxime. In this reaction, one equivalent of hydrochloric acid is
released per aldehyde. The hydrochloric acid formed can easily be titrated by the standard
pH-metric method. Using this procedure and taking into account the acidity of unoxidized
bleached cellulose pulp, the content of the aldehyde group in DAC was measured to be
2.08 ± 0.1 mmol/g.
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Figure 2. Reaction of hydroxylamine with 2,3-dialdehyde cellulose.

The same Schiff base reaction, but using orthoaninophenol, leads to the formation
of the bis iminophenol named DAC-OAP. To confirm the successful preparation of DAC
and DAC-OAP, Fourier transform infrared (FT-IR) spectra were recorded, as shown in
(Figure 3). The FT-IR analysis was used to investigate the changes in the chemical structure
of cellulose at each step of the preparation process. The appearance of a distinct stretching
band at 1731 cm−1 in the FT-IR spectrum of DAC compared to that of natural cellulose
(bleached pulp), is attributed to the absorption peak of aldehyde groups [64], which
confirms the successful formation of dialdehyde cellulose. Despite the successful oxidation
of the cellulose pulp by sodium periodate, the characteristic absorption peaks associated
with cellulose remained unchanged. Specifically, the strong broadband band observed at
3350 cm−1 was attributed to the vibration of -OH groups, while the intense absorption
peak at 1635 cm−1 was assigned to the stretching vibration of absorbed water. (Figure 3a).
In the FT-IR spectra of DAC-OAP, a new characteristic band at 1618 cm−1 belonging to
C=N stretching vibration of the imine formed by the Schiff base reaction between DAC and
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OAP and the concomitant disappearance of the C=O band at 1731 cm−1 is observed [36,41].
Noteworthy, 48 h of reaction time was necessary for a total disappearance of the CO signal.
Moreover, the unsaturated bond stretches of the aromatic ring at 1600~1450 (C=C) cm−1

and the C-H deformation band corresponding to the 1,2-substituted aromatic ring around
747 cm−1 are in agreement with the formation of the expected DAC-OAP.
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Solid-state NMR spectroscopy, and particularly 13C CP MAS NMR, proves to be an
efficient tool for investigating the structure of chemically modified cellulose [65]. 13C CP-
MAS NMR spectra were thus obtained for native and modified cellulose. Figure 4a–c show
the spectra for natural cellulose, DAC, and DAC-OAP, respectively. In natural cellulose,
signals from C1-C6 carbons span from 60 to 110 ppm. According to the literature [66],
the chemical shifts observed at 62 ppm and 64 ppm correspond to the C6 and C6′ atoms
of the ordered cellulose structures, and the amorphous cellulose structure, respectively,
whereas the peaks observed at 71 ppm, 72 ppm, and 74 ppm represent the C2, C3, and C5
carbons of cellulose. Additionally, the C4 and C1 carbons display chemical shifts within
the range of 83-88 (C4 and C4′) ppm and 104 ppm, respectively. However, the chemi-
cally modified cellulose with periodate oxidation exhibited decreases in the resonance at
104 ppm attributed to the C1 of native cellulose. According to previous works [64,67–69],
the absence of signals in the 160–200 ppm range indicates that aldehyde groups are not
present in their free form. Instead, they undergo nucleophilic addition with nearby hy-
droxyl groups to form hemiacetal and/or hemialdal entities, resulting in a broad signal in
the 90–100 ppm region, which disappeared upon the reaction of the hidden dialdehyde
cellulose with OAP. Signals from aromatic carbons were also observed between 112 ppm
and 126 ppm in addition to nitrogen and oxygen ipso carbon (C9, C10) between 140 and
147 ppm. The imine C=N C7 and C8 peaks are observed as a broad signal around 155 ppm.

Formation of the Co(II) complexes with the Schiff base posed a challenge when exam-
ining the IR spectrum [70], as only minimal changes in the mid-IR range (Figure 3b) were
observed. However, a noticeable shift of approximately 22 cm−1 in the C=N stretching
band from 1612 to 1590 cm−1 was clearly observed upon the coordination of the cobalt ion.
This was also accompanied by an intense color change (Figure S3).

Next, the FT-IR analysis was realized after the reduction of the Co(II) complexes. New
signals are seen at 1571 cm−1 (see Figure 3b), which are attributed to the secondary amine
δ -NH deformation band [71]. This confirms the expected reduction of the imine function
and confirms the hydrolysis of the N-B bond during the cobalt reduction.

The crystallinity and the phase composition of cellulose BP, DAC, DAC-OAP, and
Co@DAC-OAP were characterized using X-ray diffraction (XRD). The XRD patterns of
cellulose BP (Figure 5a) show the two crystallization peaks at 2θ = 15.5◦ and 22.4◦ corre-
sponding to the typical diffraction of the planes of (1 1 0) and (2 0 0), respectively [72].
The reduced crystallinity is a prominent characteristic of cellulose periodate oxidation.
The decrease in the intensity of the crystalline peaks of the cellulose, which gives a crys-
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tallinity index of 38% for DAC versus 68% for cellulose BP (Figure 5b) is indicative of a
cellulose modification. The loss of crystallinity apparently results from the opening of
the glucopyranose ring and the cleavage of some glycosidic bonds, which can lead to the
destruction of the ordered structure of the cellulose molecules. The crystallization peak
of DAC-OAP (Figure 5c) is similar to that of DAC, indicating that the crystal structure of
DAC was unchanged during functionalization. The XRD diffraction patterns obtained for
Co@DAC-OAP (Figure 5d) indicated the presence of broad peaks at 40–55◦ diagnostic of
the formation of metallic cobalt particles with a small size and a high degree of dispersion
on the support material rendering CoNPs difficult to detect by XRD owing to the very
small scattering angles produced by the nanoparticles that is difficult to distinguish from
the background noise [73–76].
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From the SEM images of cellulose BP (Figure 6) taken as a reference with different
magnifications (×500, 2000, and 10,000) the morphology of the bleached pulp consists of
a rough fibrous structure with a fiber size of 7.5 µm. After the periodate oxidation, the
fiber surfaces of DAC were smoother with a decrease in the diameter of the fibers up to
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4 µm. After the functionalization of DAC by orthoaminophenol, the surface of DAC-OAP
became rough again. In, the SEM images of Co@DAC-OAP aerogel indicate that cobalt
nanoparticles are evenly distributed on the modified dialdehyde cellulose matrix and do
not exhibit micrometric dimensions.

Figure 6. SEM images of bleached cellulose, DAC, DAC-OAP, and Co@DAC-OAP with different
magnifications (×500, 2000, et 10,000).

TEM images of Co@DAC-OAP show spherical cobalt nanoparticles distributed over
the support at (a–b) medium resolution and (c–d) high resolution; with a small size range
of 2–8 nm. The lattice fringe spaces of 0.21 nm revealed in the HRTEM image (Figure 7) are
assigned to the (111) plane of Co nanoparticles [77,78]. From the mean particle size value, it
is possible to evaluate a cobalt dispersion of 0.16 [79]. The scanning transmission electron
microscopy (STEM) and the corresponding energy dispersive X-ray spectroscopy (EDS)
elemental mapping (Figure 7f–j) are obtained at a scale of 200 nm to identify the distribution
of carbon, oxygen, nitrogen, and cobalt in this catalytic support. It was observed that the
cobalt nanoparticles were distributed homogeneously throughout the sample, as depicted
in (Figure 7f–j).

The surface composition and surface chemical states of Co@DAC-OAP were obtained
from the X-ray photoelectron spectroscopy (XPS) data. The survey analysis of the prepared
catalyst (Figure 8) confirms the presence of O, N, C, and Co. High-resolution XPS C 1s
spectrum (Figure 8B) presents three peaks at 283, 284, and 286 eV. The more intense signal
at the lowest binding energy corresponds to C=C Sp2 when the C 1s peak at 284 eV can
be attributed to C-O. Finally, the signal at 286 eV can be assigned to the O-C-O or C-N
bonds [80–83]. The oxygen in a hydroxyl group has a characteristic O1s peak in XPS
Figure 8C, which is typically observed at a binding energy of around 530–532 eV depending
on the specific chemical environment of the hydroxyl group, such as the presence of
hydrogen bonding. Furthermore, the N1s spectrum displayed in Figure 8E reveals the
presence of an absorption band at 397 eV, which can be assigned to the secondary amine
(-NH) group [84,85]. According to the previous reports [24,86] the core level spectrum of
Co2p Figure 8D suggests the existence of Co0 by allocating to a couple of peaks of Co 2p3/2
and Co 2p1/2 at 778 eV and 794 eV, respectively. The XPS results indicate the successful
synthesis of the Co@DAC-OAP catalyst.



Molecules 2024, 29, 1734 7 of 19

Molecules 2024, 29, x FOR PEER REVIEW  7  of  19 
 

 

TEM images of Co@DAC-OAP show spherical cobalt nanoparticles distributed over 

the support at (a–b) medium resolution and (c–d) high resolution; with a small size range 

of 2–8 nm. The lattice fringe spaces of 0.21 nm revealed in the HRTEM image (Figure 7) 

are assigned to the (111) plane of Co nanoparticles [77,78]. From the mean particle size 

value, it is possible to evaluate a cobalt dispersion of 0.16 [79]. The scanning transmission 

electron microscopy (STEM) and the corresponding energy dispersive X-ray spectroscopy 

(EDS) elemental mapping (Figure 7f–j) are obtained at a scale of 200 nm to identify the 

distribution of carbon, oxygen, nitrogen, and cobalt in this catalytic support. It was ob-

served  that  the  cobalt  nanoparticles were  distributed  homogeneously  throughout  the 

sample, as depicted in (Figure 7f–j). 

 

Figure 7. (a,b) TEM images, (c,d) HRTEM image of Co@DAC-OAP composite aerogels, (e) cobalt 

nanoparticles diameter distribution, (f) magnified STEM image, and (g–j) elemental mapping im-

ages were C, O, N, and Co. 

The surface composition and surface chemical states of Co@DAC-OAP were obtained 

from  the X-ray photoelectron spectroscopy  (XPS) data. The survey analysis of  the pre-

pared catalyst (Figure 8) confirms the presence of O, N, C, and Co. High-resolution XPS 

C 1s spectrum (Figure 8B) presents three peaks at 283, 284, and 286 eV. The more intense 

signal at the lowest binding energy corresponds to C=C Sp2 when the C 1s peak at 284 eV 

can be attributed to C-O. Finally, the signal at 286 eV can be assigned to the O-C-O or C-

N bonds [80–83]. The oxygen in a hydroxyl group has a characteristic O1s peak in XPS 

Figure 8C, which is typically observed at a binding energy of around 530–532 eV depend-

ing on the specific chemical environment of the hydroxyl group, such as the presence of 

hydrogen bonding. Furthermore,  the N1s spectrum displayed  in Figure 8E  reveals  the 

presence of an absorption band at 397 eV, which can be assigned to the secondary amine 

(-NH) group [84,85]. According to the previous reports [24,86] the core level spectrum of 

Co2p Figure 8D suggests  the existence of Co0 by allocating  to a couple of peaks of Co 

Figure 7. (a,b) TEM images, (c,d) HRTEM image of Co@DAC-OAP composite aerogels, (e) cobalt
nanoparticles diameter distribution, (f) magnified STEM image, and (g–j) elemental mapping images
were C, O, N, and Co.

Molecules 2024, 29, x FOR PEER REVIEW  8  of  19 
 

 

2p3/2 and Co 2p1/2 at 778 eV and 794 eV, respectively. The XPS results indicate the suc-

cessful synthesis of the Co@DAC-OAP catalyst. 

 

Figure 8. (A) X-ray photoelectron spectroscopy (XPS) survey analysis of Co@DAC-OAP. The fitted 

spectra for synthesized sample (B) C 1s, (C) O 1s, (D) Co 2p, and (E) N1s. 

2.2. Catalytic Activity of Co@DAC‐OAP 

We then assessed Co@ DAC-OAP as a catalyst system for two reactions, the reduction 

of 4-nitrophenol (4-NP) to 4-aminophenol (4-AP) using sodium borohydride (NaBH4) as 

a reducing agent (Figure 9) and the hydrogenation of cinnamaldehyde using hydrogen 

gas (H2). 

 

Figure 9. The reaction scheme for the catalytic reduction of 4-NP to 4-AP. 

2.2.1. Reduction of 4-Nitrophenol (4-NP) 

The progress of  the  reduction  reaction of 4-nitrophenol  (4-NP) was monitored by 

UV–visible spectroscopy. Figure 10 shows the results of the catalytic reduction of 4-NP to 

4-AP. With 10 equivalents of NaBH4 and without the presence of a Co catalyst, the reduc-

tion rate was observed to be significantly low, which was evident from the minor reduc-

tion in peak intensity at 400 nm after 10 min (Figure 10a). After the addition of the 5 mol% 

of Co, which corresponds to 0.8 mol% of surface cobalt, to the reaction medium containing 

10 equiv of NaBH4 (by contribution to 4-NP), a gradual disappearance of the yellow color 

of the medium with time is observed. Spectroscopically, this discoloration corresponds to 

a decrease in absorbance at 400 nm of 4-nitrophenolate with a concomitant increase in a 

band in the UV region at 300 nm. This new absorption band is due to 4-AP formed during 

the reduction. With our reaction conditions, the total conversion of 4-NP to 4-AP in the 

presence of Co@DAC-OAP was  achieved  in  7 min  (Figure  10c). We  also  assessed  the 

Co@BP and Co@DAC precursors, which lead to 14 and 15 min, respectively. Therefore, 

Figure 8. (A) X-ray photoelectron spectroscopy (XPS) survey analysis of Co@DAC-OAP. The fitted
spectra for synthesized sample (B) C 1s, (C) O 1s, (D) Co 2p, and (E) N1s.

2.2. Catalytic Activity of Co@DAC-OAP

We then assessed Co@ DAC-OAP as a catalyst system for two reactions, the reduction
of 4-nitrophenol (4-NP) to 4-aminophenol (4-AP) using sodium borohydride (NaBH4) as a
reducing agent (Figure 9) and the hydrogenation of cinnamaldehyde using hydrogen gas (H2).
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Figure 9. The reaction scheme for the catalytic reduction of 4-NP to 4-AP.

2.2.1. Reduction of 4-Nitrophenol (4-NP)

The progress of the reduction reaction of 4-nitrophenol (4-NP) was monitored by
UV–visible spectroscopy. Figure 10 shows the results of the catalytic reduction of 4-NP
to 4-AP. With 10 equivalents of NaBH4 and without the presence of a Co catalyst, the
reduction rate was observed to be significantly low, which was evident from the minor
reduction in peak intensity at 400 nm after 10 min (Figure 10a). After the addition of the
5 mol% of Co, which corresponds to 0.8 mol% of surface cobalt, to the reaction medium
containing 10 equiv of NaBH4 (by contribution to 4-NP), a gradual disappearance of the
yellow color of the medium with time is observed. Spectroscopically, this discoloration
corresponds to a decrease in absorbance at 400 nm of 4-nitrophenolate with a concomitant
increase in a band in the UV region at 300 nm. This new absorption band is due to 4-AP
formed during the reduction. With our reaction conditions, the total conversion of 4-NP
to 4-AP in the presence of Co@DAC-OAP was achieved in 7 min (Figure 10c). We also
assessed the Co@BP and Co@DAC precursors, which lead to 14 and 15 min, respectively.
Therefore, the modification of dialdehyde cellulose with a complexing agent is a critical
step. By enhancing cellulose’s capacity to retain CoNPs, this modification enhances the
catalyst stability and potentially prevents metal leaching or sintering during reactions even
in water, which is not the case when particles are only stabilized with hydroxyl groups.
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The catalytic data were analyzed by the following pseudo-first-order kinetic equations:

−ln(At/A0) = −ln(Ct/C0) = kt (1)

where A0 and At represent the absorbance of 4-NP before and after adding the catalyst for
specific times, respectively, C0 (mol.L−1) is the initial concentration of 4-NP, Ct (mol·L−1)
represents the concentration of 4-NP at time t (s), k (s−1) is the apparent rate constant.

The results of the kinetic monitoring of the catalytic systems (Figure 10d) showed
a linear correlation between Ln[Ct/C0] versus reaction time, indicating that the reaction
is pseudo-first-order. The reaction rate constants (k) determined from the slope of the
Ln (Ct/C0) vs. time is 8.7 × 10−3 s−1. The catalytic performance of Co@DAC-OAP in
nitrophenol reduction was found to be superior to that of other cobalt-based catalysts
prepared or reported in the literature (Table S2) [49,50,78,87–92].

2.2.2. Selective Hydrogenation of Cinnamaldehyde

This reaction was selected due to its sensitivity to the structural and electronic proper-
ties, particularly the C=O group (Figure 11). While the hydrogenation of the C=C group is
thermodynamically favorable compared to the C=O group, the C=O group can be adsorbed
onto catalysts such as Pt, Ir, Co, and similar metals, and subsequently hydrogenated to
cinnamyl alcohol (COL). The presence of metallic Co plays also a crucial role in the dissoci-
ation of adsorbed molecular H2 and facilitated hydrogenation [59]. The higher conversion
was attributed to the smaller particle size and high surface dispersion, which resulted in
greater exposure of the active sites.
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The catalytic performance of Co@DAC-OAP was evaluated at various temperatures,
times, and H2 pressures, as indicated in Table 1. A blank experiment without a catalyst
showed no conversion, whereas the conversions of CAL increased when the Co@DAC-OAP
catalyst was added to the mixture. The conversion was observed to increase with reaction
time. Initially, at 120 ◦C and 5 bar of H2, the conversion was 36% after 3 h, and it ultimately
reached 98% after 7 h. When considering only surface cobalt TOF of 75.0, 87.5, and
85.5 h−1 are obtained at 3, 5, and 7 h, respectively. This result suggests an activation process
at the beginning of the reaction. The somehow lower TOF at a higher reaction time may
be explained by deactivation or mass transfer limitation with the presence of adsorbed
products. Notably, the selectivity towards COL gradually increased from 58% at 3 h to
81.5% at 7 h. Conversely, the selectivity of the other two products decreased over the course
of the reaction. Specifically, the selectivity of HCAL declined from 30% to only 6.5%. These
results strongly suggest a change in behavior during the course of the reaction. It may be
due to a poisoning of the surface or on the contrary to an activation as suggested by the
increase in TOF. The latter hypothesis would be consistent with the XPS results where a
partial oxidation of the surface is observed when the particles are handled in air. Thus,
a reduction step in the reaction conditions (3 h, 5 bar, 120 ◦C) was attempted before the
introduction of the substrate. The results corresponding to the entry 2* clearly indicate
that even at this low temperature the surface is reduced and the expected affinity for the
carbonyl groups is almost total. With regards to pressure, as it increased from 5 to 10 and
20 bar, after 5 h of reaction time at 120 ◦C, the conversion indeed increased however, the
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selectivity in COL decreased, while the selectivity of HCAL and especially HCOL increased.
Additionally, at 5 bar of H2 and after 5 h of reaction time, it was observed that both the
conversion and the selectivity in COL increased along with the temperature. Again, this
phenomenon is tentatively explained by an easier reduction of particles surface at higher
temperatures. In the optimum reaction condition, Co@DAC-OAP exhibited the highest
CAL conversion, with a selectivity up to 86% in COL, which is significantly higher than
that achieved by all other Co-supported catalysts except that prepared by Liu et al. [93]
using cobalt particles supported onto N-doped carbon layers (Co@CN-900), which used a
soft proton source in the form of n-hexanol, and a low catalyst loading leading to a reaction
time of 48 h to achieve full conversion, which corresponds roughly to a TOF of 2 h−1 when
only considering only surface cobalt (Table S3). Comparison with other Co systems can
also be found in Table S3 [57,59,93–96].

Table 1. Influence of different reaction parameters on the activity and the selectivity of supported
cobalt catalyst in the hydrogenation of cinnamaldehyde.

Entry Co:CAL Substrate Tem. (◦C) P(H2)
(bar) Time (h) Conv. (%)

Sel. (%)

COL HCAL HCOL

1 0:100 CAL 120 5 7 h 4.5 48.9 51.1 0
2 1:100 CAL 120 3 7 h 50.3 74 9.16 16.5

2 * 1:100 CAL 120 3 7 h 49 90.6 Traces 9.3
3 1:100 CAL 120 5 7 h 96 81.5 6.5 12
4 1:100 CAL 120 5 5 h 70 71 14 15
5 1:100 CAL 120 5 3 h 36 58 30 12
6 1:100 CAL 120 10 5 h 80.8 65.6 24.8 9.6
7 1:100 CAL 120 20 5 h 99 44.3 12.4 43.3
8 1:100 CAL 140 10 3 h 48.8 27.6 54 18.4
9 1:100 CAL 140 10 5 h 94.9 53.6 10.4 36

10 1:100 CAL 140 10 7 h 100 24 0 76
11 1:100 CAL 60 5 5 h <5 0 100 0
12 1:100 CAL 80 5 5 h 17% 12 83 5
13 1:100 CAL 100 5 5 h 48 44 16 40
14 1:100 CAL 140 5 5 h 89 78.6 11 10.4

* Addition of the catalyst activation step under 10 bar H2 for 3 h at 120 ◦C.

2.2.3. Study of Catalyst Recyclability

For the practical application of heterogeneous catalytic systems, the stability and
the recyclability of the catalyst is an important factor. To evaluate the recyclability of
our catalyst Co@DAC-OAP successive cycles of the catalytic reduction of 4-NP and the
selective hydrogenation of cinnamaldehyde were carried out. Regarding 4-NP reduction,
as shown in (Figure 12a), the recovery process can be repeated in eight successive cycles
with large conversion efficiencies over 97%. The catalytic process was achieved within
10 min for the first run and 12 min for the eight runs, indicating that The Co@DAC-OAP
exhibited similar catalytic performance without significant reduction, revealing that the
as-prepared Co@DAC-OAP catalysts were stable. The recyclability of the Co@DAC-OAP
for the cinnamaldehyde hydrogenation was evaluated at 120 ◦C and 5 bar for 7 h. High
conversions are reached in these conditions. Thus, similarly to the recyclability study
effectuated by Liu et al. or Tian et al. at high conversion, the aim is not to evaluate a loss of
activity, a study at lower conversion would have been performed [58,93]. Here, we focused
our interest on selectivity, which is dependent on the conversion and is meaningful only
at high conversion. In order to recover the catalyst, a simple process of centrifugation
and multiple ethanol washes was used. The catalyst has been recycled four times without
significant loss of CAL conversion as expected while maintaining good COL selectivity. The
conversion remained at around 95%. Furthermore, selectivity towards cinnamyl alcohol
(COL) remained above 80% at all times, without any significant decrease, as shown in
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(Figure 12b). According to the mechanism suggested [93] to reach high COL selectivity, the
size of the particles remains constant with a low or no sintering process occurring.
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2.2.4. Origin of the Selectivity Observed during the Hydrogenation of Cinnamaldehyde
Catalyzed by Co@DAC-OAP

According to the literature [97], the hydrogenation of cinnamaldehyde using cobalt
particles as a catalyst involves the reduction of the aldehyde functional group (-CHO) to
the corresponding alcohol (-CH2OH) using molecular hydrogen (H2). Cobalt supported
on modified dialdehyde cellulose acts as a catalyst to facilitate this reaction. A suggested
mechanism is presented in (Figure 13). Indeed, the hydrogenation reaction starts with the
adsorption of cinnamaldehydes molecules onto the surface of the cobalt particles through
weak interactions with the metal surface. According to the results reported by [98], a
significant number of oxygen-containing groups on the catalyst’s surface repelled the
phenyl ring, causing the C=O bond to approach the metallic catalyst instead of the C=C
bond. The small cobalt particle size observed with this synthetic procedure is determinant
to maximize the phenyl repulsion and obtain an enhanced selectivity for COL with this
catalytic process. The presence of basic nitrogen species in the vicinity of Co nanoparticles
may facilitate the heterolytic cleavage of molecular H2, dissociating into hydride H−

and proton H+. Consequently, the proton will be located at the basic nitrogen site and
the hydride will be located at the Co nanoparticle site [97,99,100]. Next, the nucleophilic
hydride migrates from the cobalt surface to the electrophilic carbonyl carbon of the adsorbed
cinnamaldehyde molecule, resulting in the formation of an adsorbed alkoxide intermediate,
which undergoes further hydrogenation by accepting additional electrophilic H+ ion moves
from the surface to the nucleophilic carbonyl oxygen leads to the formation of the desired
product. The alcohol product desorbs from the cobalt surface, allowing for new reactant
molecules to adsorb and continue the catalytic cycle.
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3. Materials and Methods
3.1. Reagents

Cellulose was extracted from the date palm waste, sodium hydroxide (NaOH), sodium
metaperiodate (NaIO4), hydroxylamine hydrochloride, 4-nitrophenol, ethylene glycol,
2-aminophenol (OAP), and cinnamaldehyde (CAL) and other solvents were obtained from
Sigma Aldrich (St Quentin Fallavie, France) and used as received. Cobalt (II) acetate
tetrahydrate was supplied by Fluka (St Quentin Fallavie, France). Acetic acid and sodium
borohydride were purchased from VWR CHIMICALS (Rosny-sous-Bois, France).

3.2. Catalyst Preparation
3.2.1. Preparation of Cellulose: Date Palm Pulp

The bleached cellulose pulp was prepared according to the literature procedure [101].
The plant material from the date palm leaflet is coarsely ground and dried. The obtained
fibers are extracted for 24 h with 200 mL of acetone using a Soxhlet apparatus, in order
to remove pigments, lipids, waxes, and all substances soluble in organic solvents. The
decolorized fibers were sieved with a 400 µm sieve, followed by a chemical treatment
with NaOH 3% (w/v) (three times at 70 ◦C). Then, collected fibers are bleached using a
solution of NaClO2 at 1.7% (w/v) in acetic buffer solution (pH = 4.8) and heated to 70 ◦C
for two hours. This treatment allows for eliminating the lignin due to the oxidizing power
of sodium chlorite. At the end, the suspension is filtered and then washed abundantly with
water. The washing operation is repeated several times until the color of the cellulose fibers
becomes white.

3.2.2. Preparation of DAC (2,3-Dialdehyde Cellulose)

The DAC was obtained by oxidative reaction of sodium metaperiodate on bleached
cellulose (Figure 2). The preparation of DAC was performed according to a previously
published method with minor modifications [62]. Briefly, pulp of palm date, 2 g was
dispersed in 100 mL of distilled water and then 1.3 g (6.077 mmol) of light-sensitive sodium
metaperiodate (0.5 equiv. per anhydroglucose units) was added. The pH of mixture
was adjusted to 3.0 with hydrochloric acid solution (0.1 M). To prevent light degrada-
tion, the mixture containing periodate was meticulously covered with aluminum foil.
The reaction mixture was gently stirred 500 rpm at 50 ◦C in the dark for 24 h. To obtain
DAC, the reaction was halted by adding 1 equivalent of ethylene glycol and subjected
to multiple washes through centrifugation, washing, and redispersion in water. The
removal of soluble aldehyde by-products of the resulting DAC was confirmed through neg-
ative Tollens Reagent Test of the wash water, as mentioned in the supporting information
(Figures S1 and S2) [102–105]. The purified DAC samples were stored in water at 5 ◦C as a
stable suspension for further use.

3.2.3. Preparation of DAC-OAP

The cellulosic (salen) ligand (DAC-OAP) was prepared by a Schiff base reaction
between the aldehyde groups of DAC and the amine groups of orthoaminophenol (OAP).
A 0.6 g amount of DAC (1.24 mmol of aldehyde), 2 equiv OAP (2.48 mmol), and 30 mL of
absolute ethanol were mixed in a 100 mL flask and the pH was adjusted to 3 with acetic
acid solution. The mixture was allowed to react under stirring at 60 ◦C for 48 h. When the
reaction was completed, the resulting yellow powder was separated from the solution by
centrifugation and washed with methanol to remove the remaining OAP. The control of
this washing was performed by UV–visible spectroscopy. The OAP is considered totally
eliminated from the matrix when no characteristic OAP band in the 200 to 600 nm range is
detected in the washing solution (Figure S4). After freeze-drying for 24 h, the product was
obtained as a yellow powder.
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3.2.4. Synthesis of Cellulosic Co(salen) Complex (Co@DAC-OAP)

Cobalt(II) acetate tetrahydrate (51 mg, 0.208 mmol) is dissolved in 10 mL of distilled
water solution and mixed with 0.2 g of DAC-OAP. The mixture was sonicated for 15 min and
then left under magnetic stirring for 20 h. The resulting product undergoes freeze-drying
for 24 h to obtain aerogels. Then salen complexed Co(II) in the DAC-OAP matrix were
reduced to cobalt (0) by NaBH4. The aerogel color immediately changed from pink to black.
Several washings were performed and then, the water was removed by lyophilization after
freezing the hydrogel aerogels at −20 ◦C for one night. Cobalt loading (5.7 wt%) was then
assessed by ICP analysis (realized at UMET–UMR 8207 laboratory).

3.2.5. Synthesis of Cellulosic Co@BP and Co@DAC

The identical procedures that were previously described were used to prepare a cobalt
catalyst supported on unoxidized BP and unmodified dialdehyde cellulose.

3.3. Catalyst Characterization

The aldehyde group content of DAC. Schiff’s base reactions with hydroxylamine
hydrochloride to transform aldehyde to aldoxime release one equivalent of HCl that
was quantified. Briefly, a suspension of never-dried dialdehyde cellulose of known
mass percentage was mixed and suspended with 25 mL of hydroxylamine hydrochloride
(0.2 M) and stirred at 40 ◦C for 18 h. The hydrochloric acid formed was titrated by the pH-
metric method. A blank measurement was performed in a similar manner with unoxidized
bleached cellulose pulp.

The aldehyde content is determined from the following equations:

AC (mmol/g) =
(CNaOH × (VDAC − VBP))

m
(2)

where m = mass of sample, CNaOH = concentration of the NaOH solution, VDAC = equiv-
alence volume with oxidized bleached pulp, and VBP = equivalence volume with non-
oxidized bleached pulp.

FT-IR spectroscopy. Spectra of dried powders were obtained at room temperature on a
Perkin Elmer Spectrum 1000 FT-IR (Casablanca, Morocco) spectrometer under continuous
dry air flow. For sample analysis, a KBr pellet was prepared to serve as a background
spectrum, and pellets containing our sample to be analyzed were prepared in a KBr matrix
(Sigma Aldrich, St Quentin Fallavie, France) (4 mg of ground product in 396 mg of KBr). FT-IR
spectra were recorded with 32 scans between 450 and 4000 cm−1 at a resolution of 4 cm−1.

X-ray diffraction. The XRD analysis was performed with a Rigaku model, and Smart-
Lab X-ray diffractometer to identify the crystal structure of the samples with the scanning
angle ranging from 5◦ to 60◦.

The crystallinity was calculated using the empirical Segal equation [106]

I.C =
I(002)− Iam

I002
(3)

With I002 the maximum diffraction intensity of the d002 plane at 2θ = 22◦ and Iam the
diffraction intensity for the amorphous portion at 2θ = 18◦.

Scanning electron microscope. SEM was used to examine the surface morphologies of
bleached pulp (Cell-BP), DAC, modified dialdehyde cellulose (DAC-OAP), and the catalyst.
The (Vega 3 TESCAN) with conventional tungsten was used to perform SEM analysis.

UV–visible spectroscopy. UV–vis spectrometer (Perkin Elmer Lambda 650) was used
for the kinetic study.

Gas chromatography. Reaction products were identified by GC (QP2010 Plus
SHIMADZU, Marne la Vallée, France) equipped with an SPB-MS column (30 m length,
0.25 mm diameter). Reactant and reaction products were quantified by GC (SHIMADZU
GC-2014) equipped with a flame ionization detector and a ZB-5 column (30 m length,
0.25 mm diameter).
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Solid-state NMR spectroscopy. 1H MAS NMR and 13C CP-MAS NMR experiments
were measured using a BRUKER Avance 400 spectrometer operating at 400 Mhz and
100.6 MHz respectively (Bruker France, Palaiseau France), using the combination of cross-
polarization, high-power proton decoupling and magic angle spinning (CP/MAS) methods.
The spinning speed was set at 12.5 kHz.

Transmission electron microscopy. Transmission electron microscopy (TEM) was used
to determine the size and shape of the synthesized cobalt nanoparticles. The analysis was
performed using an FEI Tecnai G2 (Eindhoven, Netherland), operated at an accelerating
voltage of 200 kV was used for the morphological observation. TEM sample was prepared
by suspending the catalytic system in distilled water. Then, three drops were placed on
carbon-coated electron microscope grids, then air-dried and observed in TEM.

X-ray photoelectron spectroscopy. XPS analyses were carried out by a Kratos AxisUltra
DLD spectrometer equipped with an Al-Kα mono-chromatized X-ray source (1486.6 eV)
operating at 180 W. Survey spectra were obtained at a pass energy 160 eV and C 1s, O
1s, and Co 2p core-level spectra at a pass energy 20 eV, with a 100 meV energy step and
150 ms dwell time. Spectra were analyzed with CasaXPS software (Version 2.3.25PR1.0).

3.4. Catalytic Test

Methodology for catalytic reduction of 4-nitrophenol. The catalytic reduction of
4-nitrophenol to 4-aminophenol was performed at room temperature with the presence
of Co@DAC-OAP as catalyst. A 10 mL amount of 4-nitrophenol (0.5 g/L) solution was
mixed with 10 equiv of NaBH4. Then 5 mol % of catalyst was added to the solution and
a disappearance of the yellow color of nitrophenolate with time was observed. UV–vis
absorption spectra were recorded until complete disappearance of the nitro group peak at
400 nm and the 4-nitrophenol concentration was determined at each time point according
to the calibration curve.

The catalytic materials can be easily separated from the substrate/product solution by
centrifugation at 15,000 rpm for 5 min.

Selective catalytic hydrogenation of cinnamaldehyde. The catalytic hydrogenation of
cinnamaldehyde was performed at 80–140 ◦C and the hydrogen pressure was adjusted to
the required pressure in an autoclave with a capacity of 50 mL, which was loaded with
5 mL ethanol, 0.3 mL CAL, and 30 mg of catalyst (1%) that had been thoroughly washed
with water to eliminate the residual NaBH4 and dried under vacuum. The reaction was
performed for 3–7 h while stirring the reaction mixture at 200 rpm. After each reaction,
the autoclave was cooled to room temperature. The catalyst and reaction products were
separated by centrifugation. The products of the reaction were identified by GC–MS, and
the amount of reactants and products were monitored by gas chromatograph.

4. Conclusions

In conclusion, we have developed a new catalyst support based on cellulose extracted
from date palm waste. Using this support, we have prepared a heterogenous cobalt catalyst.
The catalyst has been characterized for its phase composition and surface morphology
using various methods. The Co@DAC-OAP exhibited excellent catalytic activity for the
4-nitrophenol reduction using NaBH4 as a reducing agent and for the cinnamaldehyde
selective hydrogenation using H2. The results showed that the Co@DAC-OAP system
which had the catalytic activity (TOF = 1060 h−1) and the pseudo-first-order rate constant
(k = 8.7 × 10−3 s−1) had the largest catalytic performance for the reduction of 4-nitrophenol,
compared with those of the Co-NPs and the composites Co@DACs and Co@PB. Further-
more, the catalyst was found to be stable in water with excellent catalytic ability even after
eight successive recycles with more than 97% reduction efficiency for nitrophenol reduction.
The catalyst also performed excellent activity, selectivity, and stability, with a 97% conver-
sion of CAL hydrogenation (TOF = 87 h−1) and 86% COL selectivity. Notably, no significant
deactivation was observed even after four cycles in the reducing atmosphere of H2, which
is known to favor the sintering of particles. Thus, the prepared Co@DAC-OAP catalyst
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shows remarkable catalytic performances, surpassing other tested catalysts in terms of
catalytic performance, stability, and recyclability. These findings highlight its potential as a
sustainable and efficient catalyst for various important chemical transformations.

Supplementary Materials: The following supporting information can be downloaded at: https:
//www.mdpi.com/article/10.3390/molecules29081734/s1.

Author Contributions: H.A.: investigations, formal analysis, original draft writing. L.B.: conceptual-
ization, supervision, review and editing. P.Z.: funding acquisition, supervision, review and editing.
N.M.: supervision, formal analysis, review and editing. H.K.: funding acquisition, conceptualization,
supervision, review and editing. All authors have read and agreed to the published version of
the manuscript.

Funding: This project received financial support from the Franco-Moroccan bilateral programs
administered by CAMPUS FRANCE and CNRST Morocco under reference PHC TOUBKAL 45915RK,
and the French Ministry of Foreign Affairs.

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: Data are contained within the article and Supplementary Materials.

Acknowledgments: The authors are grateful for the financial support from the Franco-Moroccan
bilateral programs administered by CAMPUS FRANCE and CNRST Morocco under reference PHC
TOUBKAL 45915RK, and the French Ministry of Foreign Affairs is gratefully acknowledged for this
funding. The Chevreul Institute is also thanked for its help in the development of this work, and the
help of Addad Ahmed and Pardis Simon is acknowledged for TEM and XPS analysis. This work has
been partially supported by the University of LILLE, Cadi Ayyad University, and Centre d’analyses
et characterisation Marrakech (CAC).

Conflicts of Interest: The authors declare no conflicts of interest.

References
1. Jo, S.; Kwon, J.H.; Cho, K.Y.; Kim, D.H.; Eom, K.S. Enhanced activity and stability of Co-Ni-P-B catalyst for the hydrogen evolution

reaction via predeposition of Co-Ni on a Cu substrate. Catal. Today 2021, 359, 35–42. [CrossRef]
2. Iglesia, E. Design, synthesis, and use of cobalt-based Fischer-Tropsch synthesis catalysts. Appl. Catal. A Gen. 1997, 161, 59–78. [CrossRef]
3. van Steen, E.; Claeys, M. Fischer-Tropsch catalysts for the biomass-to-liquid process. Chem. Eng. Technol. 2008, 31, 655–666. [CrossRef]
4. Zhu, J.; Kailasam, K.; Fischer, A.; Thomas, A. Supported cobalt oxide nanoparticles as catalyst for aerobic oxidation of alcohols in

liquid phase. ACS Catal. 2011, 1, 342–347. [CrossRef]
5. Li, M.; Wu, S.; Yang, X.; Hu, J.; Peng, L.; Bai, L.; Huo, Q.; Guan, J. Highly efficient single atom cobalt catalyst for selective oxidation

of alcohols. Appl. Catal. A Gen. 2017, 543, 61–66. [CrossRef]
6. Dey, S.; Dhal, G.C. The catalytic activity of cobalt nanoparticles for low-temperature oxidation of carbon monoxide. Mater. Today

Chem. 2019, 14, 100198. [CrossRef]
7. Wang, K.; Zhu, X.; Chen, R.; Ye, D.; Yang, Y.; Liao, Q. Kinetics of light assisted catalytic reduction of 4-NP over Ag/PDA. Chem.

Eng. Sci. 2022, 259, 117778. [CrossRef]
8. Gutiérrez, L.F.; Hamoudi, S.; Belkacemi, K. Synthesis of gold catalysts supported on mesoporous silica materials: Recent

developments. Catalysts 2011, 1, 97–154. [CrossRef]
9. Yu, X.; Williams, C.T. Recent advances in the applications of mesoporous silica in heterogeneous catalysis. Catal. Sci. Technol.

2022, 12, 5765–5794. [CrossRef]
10. Karimi, S.; Tavasoli, A.; Mortazavi, Y.; Karimi, A. Cobalt supported on Graphene—A promising novel Fischer-Tropsch synthesis

catalyst. Appl. Catal. A Gen. 2015, 499, 188–196. [CrossRef]
11. Yang, L.; Cao, N.; Du, C.; Dai, H.; Hu, K.; Luo, W.; Cheng, G. Graphene supported cobalt(0) nanoparticles for hydrolysis of

ammonia borane. Mater. Lett. 2014, 115, 113–116. [CrossRef]
12. Zola, A.S.; Bidart, A.M.F.; Fraga, A.D.C.; Hori, C.E.; Sousa-Aguiar, E.F.; Arroyo, P.A. Cobalt supported on different zeolites for

fischer-tropschsynthesis. Stud. Surf. Sci. Catal. 2007, 167, 129–134.
13. Liu, J.; Wang, D.; Chen, J.F.; Zhang, Y. Cobalt nanoparticles imbedded into zeolite crystals: A tailor-made catalyst for one-step

synthesis of gasoline from syngas. Int. J. Hydrogen Energy 2016, 41, 21965–21978. [CrossRef]
14. Nasrollahzadeh, M.; Nezafat, Z.; Bidgoli, N.S.S.; Shafiei, N. Recent progresses in polymer supported cobalt com-

plexes/nanoparticles for sustainable and selective oxidation reactions. Mol. Catal. 2020, 484, 110775. [CrossRef]
15. de Cuadro, P.; Belt, T.; Kontturi, K.S.; Reza, M.; Kontturi, E.; Vuorinen, T.; Hughes, M. Cross-linking of cellulose and poly(ethylene

glycol) with citric acid. React. Funct. Polym. 2015, 90, 21–24. [CrossRef]

https://www.mdpi.com/article/10.3390/molecules29081734/s1
https://www.mdpi.com/article/10.3390/molecules29081734/s1
https://doi.org/10.1016/j.cattod.2019.07.001
https://doi.org/10.1016/S0926-860X(97)00186-5
https://doi.org/10.1002/ceat.200800067
https://doi.org/10.1021/cs100153a
https://doi.org/10.1016/j.apcata.2017.06.018
https://doi.org/10.1016/j.mtchem.2019.100198
https://doi.org/10.1016/j.ces.2022.117778
https://doi.org/10.3390/catal1010097
https://doi.org/10.1039/D2CY00001F
https://doi.org/10.1016/j.apcata.2015.04.024
https://doi.org/10.1016/j.matlet.2013.10.039
https://doi.org/10.1016/j.ijhydene.2016.10.004
https://doi.org/10.1016/j.mcat.2020.110775
https://doi.org/10.1016/j.reactfunctpolym.2015.03.007


Molecules 2024, 29, 1734 16 of 19

16. Nasution, H.; Harahap, H.; Dalimunthe, N.F.; Ginting, M.H.S.; Jaafar, M.; Tan, O.O.; Aruan, H.K.; Herfananda, A.L. Hydrogel and
Effects of Crosslinking Agent on Cellulose-Based Hydrogels: A Review. Gels 2022, 8, 568. [CrossRef] [PubMed]

17. Lalanne-Tisné, M.; Eyley, S.; De Winter, J.; Favrelle-Huret, A.; Thielemans, W.; Zinck, P. Cellulose nanocrystals modification by
grafting from ring opening polymerization of a cyclic carbonate. Carbohydr. Polym. 2022, 295, 119840. [CrossRef]

18. Lalanne-Tisné, M.; Mees, M.A.; Eyley, S.; Zinck, P.; Thielemans, W. Organocatalyzed ring opening polymerization of lactide from
the surface of cellulose nanofibrils. Carbohydr. Polym. 2020, 250, 116974. [CrossRef]

19. Kalia, S.; Sabaa, M.W. Polysaccharide Based Graft Copolymers; Springer: Berlin/Heidelberg, Germany, 2013; p. 9783642365. [CrossRef]
20. Kumar, R.; Sharma, R.K.; Singh, A.P. Grafted cellulose: A bio-based polymer for durable applications. Polym. Bull. 2018,

75, 2213–2242. [CrossRef]
21. Martinelli, A.; Giannini, L.; Branduardi, P. Enzymatic Modification of Cellulose To Unlock Its Exploitation in Advanced Materials.

ChemBioChem 2021, 22, 974–981. [CrossRef]
22. Aziz, T.; Farid, A.; Haq, F.; Kiran, M.; Ullah, A.; Zhang, K.; Li, C.; Ghazanfar, S.; Sun, H.; Ullah, R.; et al. A Review on the

Modification of Cellulose and Its Applications. Polymers 2022, 14, 3206. [CrossRef] [PubMed]
23. Saedi, S.; Garcia, C.V.; Kim, J.T.; Shin, G.H. Physical and chemical modifications of cellulose fibers for food packaging applications.

Cellulose 2021, 28, 8877–8897. [CrossRef]
24. El Idrissi, N.; Belachemi, L.; Merle, N.; Zinck, P.; Kaddami, H. Comprehensive preparation and catalytic activities of Co/TEMPO-

cellulose nanocomposites: A promising green catalyst. Carbohydr. Polym. 2022, 295, 119765. [CrossRef]
25. Mou, K.; Li, J.; Wang, Y.; Cha, R.; Jiang, X. 2,3-Dialdehyde nanofibrillated cellulose as a potential material for the treatment of

MRSA infection. J. Mater. Chem. B 2017, 5, 7876–7884. [CrossRef] [PubMed]
26. Varma, A.J.; Kulkarni, M.P. Oxidation of cellulose under controlled conditions. Polym. Degrad. Stab. 2002, 77, 25–27. [CrossRef]
27. Keshk, S.M.A.S.; El-Zahhar, A.A.; Haija, M.A.; Bondock, S. Synthesis of a Magnetic Nanoparticles/Dialdehyde Starch-Based

Composite Film for Food Packaging. Starch-Staerke 2019, 71, 1800035. [CrossRef]
28. Potthast, A.; Schiehser, S.; Rosenau, T.; Kostic, M. Oxidative modifications of cellulose in the periodate system—Reduction and

beta-elimination reactions: 2nd ICC 2007, Tokyo, Japan. Holzforschung 2009, 63, 12–17. [CrossRef]
29. Leguy, J.; Diallo, A.; Putaux, J.L.; Nishiyama, Y.; Heux, L.; Jean, B. Periodate Oxidation Followed by NaBH4 Reduction Converts

Microfibrillated Cellulose into Sterically Stabilized Neutral Cellulose Nanocrystal Suspensions. Langmuir 2018, 34, 11066–11075.
[CrossRef] [PubMed]

30. Visanko, M.; Liimatainen, H.; Sirviö, J.A.; Haapala, A.; Sliz, R.; Niinimäki, J.; Hormi, O. Porous thin film barrier layers from
2,3-dicarboxylic acid cellulose nanofibrils for membrane structures. Carbohydr. Polym. 2014, 102, 584–589. [CrossRef] [PubMed]

31. Kim, U.J.; Kuga, S. Ion-exchange chromatography by dicarboxyl cellulose gel. J. Chromatogr. A 2001, 919, 29–37. [CrossRef] [PubMed]
32. Salama, A. Dicarboxylic cellulose decorated with silver nanoparticles as sustainable antibacterial nanocomposite material. Environ.

Nanotechnol. Monit. Manag. 2017, 8, 228–232. [CrossRef]
33. Kim, J.Y.; Choi, H.M. Cationization of periodate-oxidized cotton cellulose with choline chloride. Cellul. Chem. Technol. 2014,

48, 25–32.
34. Tian, X.; Yan, D.; Lu, Q.; Jiang, X. Cationic surface modification of nanocrystalline cellulose as reinforcements for preparation of

the chitosan-based nanocomposite films. Cellulose 2017, 24, 163–174. [CrossRef]
35. Suopajärvi, T.; Sirviö, J.A.; Liimatainen, H. Cationic nanocelluloses in dewatering of municipal activated sludge. Biochem.

Pharmacol. 2016, 5, 86–92. [CrossRef]
36. Huang, X.; Dognani, G.; Hadi, P.; Yang, M.; Job, A.E.; Hsiao, B.S. Cationic Dialdehyde Nanocellulose from Sugarcane Bagasse for

Efficient Chromium(VI) Removal. ACS Sustain. Chem. Eng. 2020, 8, 4734–4744. [CrossRef]
37. Xiao, G.; Wang, Y.; Zhang, H.; Zhu, Z.; Fu, S. Dialdehyde cellulose nanocrystals act as multi-role for the formation of ultra-fine

gold nanoparticles with high efficiency. Int. J. Biol. Macromol. 2020, 163, 788–800. [CrossRef]
38. Yu, C.; Wu, W.; Gao, M.; Liu, Y. Modified Cellulose with BINAP-Supported Rh as an Efficient Heterogeneous Catalyst for

Asymmetric Hydrogenation. Catalysts 2022, 12, 83. [CrossRef]
39. Guo, H.; Lei, B.; Yu, J.; Chen, Y.; Qian, J. Immobilization of lipase by dialdehyde cellulose crosslinked magnetic nanoparticles. Int.

J. Biol. Macromol. 2021, 185, 287–296. [CrossRef] [PubMed]
40. Zou, Y.; Zhang, A.; Lin, L.; El-Sohaimy, S.A.; Li, Y.; Wu, L.; Zhang, H. Schiff base cross-linked dialdehyde cellulose/gelatin composite

aerogels as porous structure templates for oleogels preparation. Int. J. Biol. Macromol. 2022, 224, 667–675. [CrossRef] [PubMed]
41. Ruan, C.; Strømme, M.; Lindh, J. A green and simple method for preparation of an efficient palladium adsorbent based on

cysteine functionalized 2,3-dialdehyde cellulose. Cellulose 2016, 23, 2627–2638. [CrossRef]
42. Ruan, C.Q.; Strømme, M.; Lindh, J. Preparation of porous 2,3-dialdehyde cellulose beads crosslinked with chitosan and their

application in adsorption of Congo red dye. Carbohydr. Polym. 2017, 181, 200–207. [CrossRef]
43. Kitkulnumchai, Y.; Ajavakom, A.; Sukwattanasinitt, M. Treatment of oxidized cellulose fabric with chitosan and its surface

activity towards anionic reactive dyes. Cellulose 2008, 15, 599–608. [CrossRef]
44. Huang, X.; Hadi, P.; Joshi, R.; Alhamzani, A.G.; Hsiao, B.S. A Comparative Study of Mechanism and Performance of Anionic and

Cationic Dialdehyde Nanocelluloses for Dye Adsorption and Separation. ACS Omega 2023, 8, 8634–8649. [CrossRef] [PubMed]
45. Wolf, M.; Fischer, N.; Claeys, M. Capturing the interconnectivity of water-induced oxidation and sintering of cobalt nanoparticles

during the Fischer-Tropsch synthesis in situ. J. Catal. 2019, 374, 199–207. [CrossRef]

https://doi.org/10.3390/gels8090568
https://www.ncbi.nlm.nih.gov/pubmed/36135281
https://doi.org/10.1016/j.carbpol.2022.119840
https://doi.org/10.1016/j.carbpol.2020.116974
https://doi.org/10.1007/978-3-642-36566-9
https://doi.org/10.1007/s00289-017-2136-6
https://doi.org/10.1002/cbic.202000643
https://doi.org/10.3390/polym14153206
https://www.ncbi.nlm.nih.gov/pubmed/35956720
https://doi.org/10.1007/s10570-021-04086-0
https://doi.org/10.1016/j.carbpol.2022.119765
https://doi.org/10.1039/C7TB01857F
https://www.ncbi.nlm.nih.gov/pubmed/32264389
https://doi.org/10.1016/S0141-3910(02)00073-3
https://doi.org/10.1002/star.201800035
https://doi.org/10.1515/HF.2009.108
https://doi.org/10.1021/acs.langmuir.8b02202
https://www.ncbi.nlm.nih.gov/pubmed/30129768
https://doi.org/10.1016/j.carbpol.2013.12.006
https://www.ncbi.nlm.nih.gov/pubmed/24507322
https://doi.org/10.1016/S0021-9673(01)00800-7
https://www.ncbi.nlm.nih.gov/pubmed/11459309
https://doi.org/10.1016/j.enmm.2017.08.003
https://doi.org/10.1007/s10570-016-1119-3
https://doi.org/10.1016/j.jece.2016.11.021
https://doi.org/10.1021/acssuschemeng.9b06683
https://doi.org/10.1016/j.ijbiomac.2020.07.057
https://doi.org/10.3390/catal12010083
https://doi.org/10.1016/j.ijbiomac.2021.06.073
https://www.ncbi.nlm.nih.gov/pubmed/34153359
https://doi.org/10.1016/j.ijbiomac.2022.10.155
https://www.ncbi.nlm.nih.gov/pubmed/36280172
https://doi.org/10.1007/s10570-016-0976-0
https://doi.org/10.1016/j.carbpol.2017.10.072
https://doi.org/10.1007/s10570-008-9214-8
https://doi.org/10.1021/acsomega.2c07839
https://www.ncbi.nlm.nih.gov/pubmed/36910921
https://doi.org/10.1016/j.jcat.2019.04.030


Molecules 2024, 29, 1734 17 of 19

46. Claeys, M.; Dry, M.E.; van Steen, E.; van Berge, P.J.; Booyens, S.; Crous, R.; van Helden, P.; Labuschagne, J.; Moodley, D.J.; Saib,
A.M. Impact of process conditions on the sintering behavior of an alumina-supported cobalt Fischer-Tropsch catalyst studied
with an in situ magnetometer. ACS Catal. 2015, 5, 841–852. [CrossRef]

47. Bezemer, G.L.; Remans, T.J.; Van Bavel, A.P.; Dugulan, A.I. Direct evidence of water-assisted sintering of cobalt on carbon
nanofiber catalysts during simulated fischer-tropsch conditions revealed with in situ mössbauer spectroscopy. J. Am. Chem. Soc.
2010, 132, 8540–8541. [CrossRef]

48. Sehested, J.; Gelten, J.A.P.; Remediakis, I.N.; Bengaard, H.; Nørskov, J.K. Sintering of nickel steam-reforming catalysts: Effects of
temperature and steam and hydrogen pressures. J. Catal. 2004, 223, 432–443. [CrossRef]

49. Butova, V.V.; Polyakov, V.A.; Erofeeva, E.A.; Rusalev, Y.V.; Gritsai, M.A.; Ozhogin, I.V.; Borodkin, G.S.; Kirsanova, D.Y.;
Gadzhimagomedova, Z.M.; Guda, A.A.; et al. Cobalt nanoparticles embedded in porous N-doped carbon support as a superior
catalyst for the p-nitrophenol reduction. Appl. Surf. Sci. 2022, 592, 153292. [CrossRef]

50. Hasan, Z.; Cho, D.W.; Chon, C.M.; Yoon, K.; Song, H. Reduction of p-nitrophenol by magnetic Co-carbon composites derived
from metal organic frameworks. Chem. Eng. J. 2016, 298, 183–190. [CrossRef]

51. Saravanakumar, K.; Priya, V.S.; Balakumar, V.; Prabavathi, S.L.; Muthuraj, V. Noble metal nanoparticles (Mx = Ag, Au, Pd)
decorated graphitic carbon nitride nanosheets for ultrafast catalytic reduction of anthropogenic pollutant, 4-nitrophenol. Environ.
Res. 2022, 212, 113185. [CrossRef] [PubMed]

52. Mejía, Y.R.; Bogireddy, N.K.R. Reduction of 4-nitrophenol using green-fabricated metal nanoparticles. RSC Adv. 2022,
12, 18661–18675. [CrossRef] [PubMed]

53. Aislabie, J.; Lloyd-Jones, G. A review of bacterial degradation of pesticides. Aust. J. Soil Res. 1995, 33, 925–942. [CrossRef]
54. Adebayo, M.A.; Areo, F.I. Removal of phenol and 4-nitrophenol from wastewater using a composite prepared from clay and

Cocos nucifera shell: Kinetic, equilibrium and thermodynamic studies. Resour. Environ. Sustain. 2021, 3, 100020. [CrossRef]
55. Tian, F.; Zhang, X.; Sheng, Y.; Chen, X.; Wang, X.; Liang, C. Metal-organic framework-derived Co-C catalyst for the selective

hydrogenation of cinnamaldehyde to cinnamic alcohol. Chin. J. Chem. Eng. 2023, 62, 46–56. [CrossRef]
56. Wang, X.; Liang, X.; Geng, P.; Li, Q. Recent Advances in Selective Hydrogenation of Cinnamaldehyde over Supported Metal-Based

Catalysts. ACS Catal. 2020, 10, 2395–2412. [CrossRef]
57. Raj, K.J.A.; Prakash, M.G.; Elangovan, T.; Viswanathan, B. Selective hydrogenation of cinnamaldehyde over cobalt supported on

alumina, silica and titania. Catal. Lett. 2012, 142, 87–94.
58. Liu, B.; Lu, L.; Cai, T.; Iwatani, K. Selective hydrogenation of cinnamaldehyde over Raney cobalt catalysts modified with salts of

heteropolyacids. Appl. Catal. A Gen. 1999, 180, 105–111. [CrossRef]
59. Zhang, R.; Wang, L.; Yang, X.; Tao, Z.; Ren, X.; Lv, B. The role of surface NH groups on the selective hydrogenation of

cinnamaldehyde over Co/BN catalysts. Appl. Surf. Sci. 2019, 492, 736–745. [CrossRef]
60. Cheng, S.; Lu, S.; Liu, X.; Li, G.; Al, S. Enhanced Activity of Alkali-Treated ZSM-5 Zeolite-Supported. Molecules 2023, 28, 1730. [CrossRef]
61. Sirvio, J.; Hyvakko, U.; Liimatainen, H.; Niinimaki, J.; Hormi, O. Periodate oxidation of cellulose at elevated temperatures using

metal salts as cellulose activators. Carbohydr. Polym. 2011, 83, 1293–1297. [CrossRef]
62. He, X.; Li, Y.; Zhang, L.; Du, R.; Dai, Y.; Tan, Z. Preparation of 2,3-dialdehyde microcrystalline cellulose particles crosslinked with

ε-poly-L-lysine and their antibacterial activity. Cellulose 2021, 28, 2833–2847. [CrossRef]
63. Lindh, J.; Carlsson, D.O.; Strømme, M.; Mihranyan, A. Convenient one-pot formation of 2,3-dialdehyde cellulose beads via

periodate oxidation of cellulose in water. Biomacromolecules 2014, 15, 1928–1932. [CrossRef] [PubMed]
64. Azzam, F.; Galliot, M.; Putaux, J.L.; Heux, L.; Jean, B. Surface peeling of cellulose nanocrystals resulting from periodate oxidation

and reductive amination with water-soluble polymers. Cellulose 2015, 22, 3701–3714. [CrossRef]
65. El Nokab, M.E.H.; Habib, M.H.; Alassmy, Y.A.; Abduljawad, M.M.; Alshamrani, K.M.; Sebakhy, K.O. Solid State NMR a Powerful

Technique for Investigating Sustainable/Renewable Cellulose-Based Materials. Polymers 2022, 14, 1049. [CrossRef] [PubMed]
66. Haslinger, S.; Hietala, S.; Hummel, M.; Maunu, S.L.; Sixta, H. Solid-state NMR method for the quantification of cellulose and

polyester in textile blends. Carbohydr. Polym. 2019, 207, 11–16. [CrossRef] [PubMed]
67. Leguy, J.; Nishiyama, Y.; Jean, B.; Heux, L. Ultrastructural Characterization of the Core-Shell Structure of a Wide Range of

Periodate-Oxidized Cellulose from Different Native Sources by Solid-State 13 C CP-MAS NMR. ACS Sustain. Chem. Eng. 2019,
7, 412–420. [CrossRef]

68. Codou, A.; Guigo, N.; Heux, L.; Sbirrazzuoli, N. Partial periodate oxidation and thermal cross-linking for the processing
ofthermosetall-cellulose composites. Compos. Sci. Technol. 2015, 117, 54–61. [CrossRef]

69. Guigo, N.; Mazeau, K.; Putaux, J.L.; Heux, L. Surface modification of cellulose microfibrils by periodate oxidation and subsequent
reductive amination with benzylamine: A topochemical study. Cellulose 2014, 21, 4119–4133. [CrossRef]

70. Arthur, J.L.; Min, K.S.; Miller, J.S. Molecular tristability of CoII(salen)-based (salen = N,N’-ethylene-bis(salicylideniminato)
compounds. J. Magn. Magn. Mater. 2019, 489, 165375. [CrossRef]

71. Yasmeen, S.; Kabiraz, M.; Saha, B.; Qadir, M.; Gafur, M.; Masum, S. Chromium (VI) Ions Removal from Tannery Effluent using
Chitosan-Microcrystalline Cellulose Composite as Adsorbent. Int. Res. J. Pure Appl. Chem. 2016, 10, 1–14. [CrossRef]

72. Gong, J.; Li, J.; Xu, J.; Xiang, Z.; Mo, L. Research on cellulose nanocrystals produced from cellulose sources with various
polymorphs. RSC Adv. 2017, 7, 33486–33493. [CrossRef]

73. Holder, C.F.; Schaak, R.E. Tutorial on Powder X-ray Diffraction for Characterizing Nanoscale Materials. ACS Nano 2019,
13, 7359–7365. [CrossRef] [PubMed]

https://doi.org/10.1021/cs501810y
https://doi.org/10.1021/ja103002k
https://doi.org/10.1016/j.jcat.2004.01.026
https://doi.org/10.1016/j.apsusc.2022.153292
https://doi.org/10.1016/j.cej.2016.04.029
https://doi.org/10.1016/j.envres.2022.113185
https://www.ncbi.nlm.nih.gov/pubmed/35395238
https://doi.org/10.1039/D2RA02663E
https://www.ncbi.nlm.nih.gov/pubmed/35873318
https://doi.org/10.1071/SR9950925
https://doi.org/10.1016/j.resenv.2021.100020
https://doi.org/10.1016/j.cjche.2023.04.013
https://doi.org/10.1021/acscatal.9b05031
https://doi.org/10.1016/S0926-860X(98)00339-1
https://doi.org/10.1016/j.apsusc.2019.06.269
https://doi.org/10.3390/molecules28041730
https://doi.org/10.1016/j.carbpol.2010.09.036
https://doi.org/10.1007/s10570-021-03692-2
https://doi.org/10.1021/bm5002944
https://www.ncbi.nlm.nih.gov/pubmed/24708448
https://doi.org/10.1007/s10570-015-0785-x
https://doi.org/10.3390/polym14051049
https://www.ncbi.nlm.nih.gov/pubmed/35267872
https://doi.org/10.1016/j.carbpol.2018.11.052
https://www.ncbi.nlm.nih.gov/pubmed/30599991
https://doi.org/10.1021/acssuschemeng.8b03772
https://doi.org/10.1016/j.compscitech.2015.05.022
https://doi.org/10.1007/s10570-014-0459-0
https://doi.org/10.1016/j.jmmm.2019.165375
https://doi.org/10.9734/IRJPAC/2016/23315
https://doi.org/10.1039/C7RA06222B
https://doi.org/10.1021/acsnano.9b05157
https://www.ncbi.nlm.nih.gov/pubmed/31336433


Molecules 2024, 29, 1734 18 of 19

74. Wu, L.; Li, Q.; Wu, C.H.; Zhu, H.; Mendoza-Garcia, A.; Shen, B.; Guo, J.; Sun, S. Stable Cobalt Nanoparticles and Their Monolayer
Array as an Efficient Electrocatalyst for Oxygen Evolution Reaction. J. Am. Chem. Soc. 2015, 137, 7071–7074. [CrossRef]

75. Zhao, Y.W.; Zheng, R.K.; Zhang, X.X.; Xiao, J.Q. A Simple Method to Prepare Uniform Co Nanoparticles. IEEE Trans. Magn. 2003,
39, 2764–2766. [CrossRef]

76. Kamal, T.; Ahmad, I.; Khan, S.B.; Asiri, A.M. Bacterial cellulose as support for biopolymer stabilized catalytic cobalt nanoparticles.
Int. J. Biol. Macromol. 2019, 135, 1162–1170. [CrossRef] [PubMed]

77. Tian, H.; Zhang, C.; Su, P.; Shen, Z.; Liu, H.; Wang, G.; Liu, S.; Liu, J. Metal-organic-framework-derived formation of Co–N-doped
carbon materials for efficient oxygen reduction reaction. J. Energy Chem. 2020, 40, 137–143. [CrossRef]

78. Zhang, Z.X.; Wang, X.W.; Wu, K.L.; Yue, Y.X.; Zhao, M.L.; Cheng, J.; Ming, J.; Yu, C.J.; Wei, X.W. Co0.85Se bundle-like nanostructure
catalysts for hydrogenation of 4-nitrophenol to 4-aminophenol. New J. Chem. 2014, 38, 6147–6151. [CrossRef]

79. Bergeret, G.; Gallezot, P.; Bergeret, G.; Gallezot, P.; Size, P.; Measurements, D. Particle Size and Dispersion Measurements. Handb.
Heretogeneous Catal. 2 Wiley-VCH 2008, 38, 738–765.

80. Wu, G.; Lu, C.; Wu, X.; Zhang, S.; He, F.; Ling, L. X-ray photoelectron spectroscopy investigation into thermal degradation and
stabilization of polyacrylonitrile fibers. J. Appl. Polym. Sci. 2004, 94, 1705–1709. [CrossRef]

81. Davydov, V.; Rakhmanina, A.; Kireev, I.; Alieva, I.; Zhironkina, O.; Strelkova, O.; Dianova, V.; Samani, T.D.; Mireles, K.; Yahia,
L.H.; et al. Solid state synthesis of carbon-encapsulated iron carbide nanoparticles and their interaction with living cells. J. Mater.
Chem. B 2014, 2, 4250–4261. [CrossRef] [PubMed]

82. Lu, J.; Zeng, Y.; Ma, X.; Wang, H.; Gao, L.; Zhong, H.; Meng, Q. Cobalt nanoparticles embedded into N-doped carbon from metal
organic frameworks as highly active electrocatalyst for oxygen evolution reaction. Polymers 2019, 11, 828. [CrossRef] [PubMed]

83. Bastidas, J.C.; Venditti, R.; Pawlak, J.; Gilbert, R.; Zauscher, S.; Kadla, J.F. Chemical force microscopy of cellulosic fibers. Carbohydr.
Polym. 2005, 62, 369–378. [CrossRef]

84. Wang, M.; Han, J.; Hu, Y.; Guo, R. Mesoporous C, N-codoped TiO2 hybrid shells with enhanced visible light photocatalytic
performance. RSC Adv. 2017, 7, 15513–15520. [CrossRef]

85. He, H.; Hu, Y.; Chen, S.; Zhuang, L.; Ma, B.; Wu, Q. Preparation and Properties of A Hyperbranch-Structured Polyamine
adsorbent for Carbon Dioxide Capture. Sci. Rep. 2017, 7, 3913. [CrossRef]

86. Zhou, S.; Wang, X.; Zhao, P.; Zheng, J.; Yang, M.; Huo, D.; Hou, C. ZIF-67 MOF-derived Co nanoparticles supported on N-doped
carbon skeletons for the amperometric determination of hydrogen peroxide. Microchim. Acta 2021, 188, 1–10. [CrossRef]

87. Mondal, A.; Mondal, A.; Adhikary, B.; Mukherjee, D.K. Cobalt nanoparticles as reusable catalysts for reduction of 4-nitrophenol
under mild conditions. Bull. Mater. Sci. 2017, 40, 321–328. [CrossRef]

88. Ma, H.; Wang, H.; Wu, T.; Na, C. Highly active layered double hydroxide-derived cobalt nano-catalysts for p-nitrophenol
reduction. Appl. Catal. B Environ. 2016, 180, 471–479. [CrossRef]

89. Chen, F.; Xi, P.; Ma, C.; Shao, C.; Wang, J.; Wang, S.; Liu, G.; Zeng, Z. In situ preparation, characterization, magnetic and catalytic
studies of surfactant free RGO/FexCo100-x nanocomposites. Dalt. Trans. 2013, 42, 7936–7942. [CrossRef] [PubMed]

90. Sahiner, N.; Ozay, H.; Ozay, O.; Aktas, N. A soft hydrogel reactor for cobalt nanoparticle preparation and use in the reduction of
nitrophenols. Appl. Catal. B Environ. 2010, 101, 137–143. [CrossRef]

91. Yan, N.; Zhao, Z.; Li, Y.; Wang, F.; Zhong, H.; Chen, Q. Synthesis of novel two-phase Co@SiO2 nanorattles with high catalytic
activity. Inorg. Chem. 2014, 53, 9073–9079. [CrossRef] [PubMed]

92. Senapati, S.; Srivastava, S.K.; Singh, S.B. Synthesis, magnetic properties and catalytic activity of hierarchical cobalt microflowers.
J. Nanosci. Nanotechnol. 2012, 12, 3048–3058. [CrossRef] [PubMed]

93. Liu, X.; Cheng, S.; Long, J.; Zhang, W.; Liu, X.; Wei, D. MOFs-Derived Co@CN bi-functional catalysts for selective transfer
hydrogenation of α,β-unsaturated aldehydes without use of base additives. Mater. Chem. Front. 2017, 1, 2005–2012. [CrossRef]

94. Zhang, B.; Zhang, X.B.; Xu, L.Y.; Zhang, Y.J.; Qin, Y.H.; Liang, C.F. Selective hydrogenation of cinnamaldehyde over ZSM-5
supported Co catalysts. React. Kinet. Mech. Catal. 2013, 110, 207–214. [CrossRef]

95. Chen, M.; Wang, Y.; Jiang, L.; Cheng, Y.; Liu, Y.; Wei, Z. Highly Efficient Selective Hydrogenation of Cinnamaldehyde to Cinnamyl
Alcohol over CoRe/TiO2 Catalyst. Molecules 2023, 28, 3336. [CrossRef] [PubMed]

96. Zhang, L.; Chen, X.; Li, C.; Armbrüster, M.; Peng, Z.; Liang, C. Cobalt Silicides Nanoparticles Embedded in N-Doped Carbon as
Highly Efficient Catalyst in Selective Hydrogenation of Cinnamaldehyde. ChemistrySelect 2018, 3, 1658–1666. [CrossRef]

97. Nagpure, A.S.; Gogoi, P.; Chilukuri, S.V. Active and Recyclable Gold Metal Nanoparticles Catalyst Supported on Nitrogen-
Doped Mesoporous Carbon for Chemoselective Hydrogenation of Cinnamaldehyde to Cinnamyl Alcohol. Chem. Asian J. 2021,
16, 2702–2722. [CrossRef]

98. Liu, H.; Mei, Q.; Li, S.; Yang, Y.; Wang, Y.; Liu, H.; Zheng, L.; An, P.; Zhang, J.; Han, B. Selective hydrogenation of unsaturated aldehydes
over Pt nanoparticles promoted by the cooperation of steric and electronic effects. Chem. Commun. 2018, 54, 908–911. [CrossRef]

99. Liu, C.; Abroshan, H.; Yan, C.; Li, G.; Haruta, M. One-Pot Synthesis of Au11(PPh2Py)7Br3 for the Highly Chemoselective
Hydrogenation of Nitrobenzaldehyde. ACS Catal. 2016, 6, 92–99. [CrossRef]

100. Castelbou, J.L.; Szeto, K.C.; Barakat, W.; Merle, N.; Godard, C.; Taoufik, M.; Claver, C. A new approach for the preparation of
well-defined Rh and Pt nanoparticles stabilized by phosphine-functionalized silica for selective hydrogenation reactions. Chem.
Commun. 2017, 53, 3261–3264. [CrossRef] [PubMed]

101. Bendahou, A.; Habibi, Y.; Kaddami, H.; Dufresne, A. Physico-chemical characterization of palm from Phoenix Dactylifera-L,
preparation of cellulose whiskers and natural rubber-based nanocomposites. J. Biobased Mater. Bioenergy 2009, 3, 81–90. [CrossRef]

https://doi.org/10.1021/jacs.5b04142
https://doi.org/10.1109/TMAG.2003.815592
https://doi.org/10.1016/j.ijbiomac.2019.05.057
https://www.ncbi.nlm.nih.gov/pubmed/31145951
https://doi.org/10.1016/j.jechem.2019.03.004
https://doi.org/10.1039/C4NJ01358A
https://doi.org/10.1002/app.21081
https://doi.org/10.1039/C3TB21599G
https://www.ncbi.nlm.nih.gov/pubmed/32261563
https://doi.org/10.3390/polym11050828
https://www.ncbi.nlm.nih.gov/pubmed/31071950
https://doi.org/10.1016/j.carbpol.2005.08.058
https://doi.org/10.1039/C7RA00985B
https://doi.org/10.1038/s41598-017-04329-w
https://doi.org/10.1007/s00604-021-05020-8
https://doi.org/10.1007/s12034-017-1367-3
https://doi.org/10.1016/j.apcatb.2015.06.052
https://doi.org/10.1039/c3dt32730b
https://www.ncbi.nlm.nih.gov/pubmed/23403735
https://doi.org/10.1016/j.apcatb.2010.09.022
https://doi.org/10.1021/ic501092k
https://www.ncbi.nlm.nih.gov/pubmed/25139392
https://doi.org/10.1166/jnn.2012.5845
https://www.ncbi.nlm.nih.gov/pubmed/22849064
https://doi.org/10.1039/C7QM00189D
https://doi.org/10.1007/s11144-013-0589-7
https://doi.org/10.3390/molecules28083336
https://www.ncbi.nlm.nih.gov/pubmed/37110570
https://doi.org/10.1002/slct.201800007
https://doi.org/10.1002/asia.202100552
https://doi.org/10.1039/C7CC08942B
https://doi.org/10.1021/acscatal.5b02116
https://doi.org/10.1039/C6CC10338C
https://www.ncbi.nlm.nih.gov/pubmed/28261724
https://doi.org/10.1166/jbmb.2009.1011


Molecules 2024, 29, 1734 19 of 19

102. Pandeirada, C.O.; Achterweust, M.; Janssen, H.G.; Westphal, Y.; Schols, H.A. Periodate oxidation of plant polysaccharides
provides polysaccharide-specific oligosaccharides. Carbohydr. Polym. 2022, 291, 119540. [CrossRef] [PubMed]

103. Pandeirada, C.O.; Hageman, J.A.; Janssen, H.G.Y.; Westphal, Y.; Schols, H.A. Identification of plant polysaccharides by MALDI-TOF
MS fingerprinting after periodate oxidation and thermal hydrolysis. Carbohydr. Polym. 2022, 292, 119685. [CrossRef] [PubMed]

104. She, Q.; Li, J.; Lu, Y.; Lin, S.; You, R. In situ synthesis of silver nanoparticles on dialdehyde cellulose as reliable SERS substrate.
Cellulose 2021, 28, 10827–10840. [CrossRef]

105. Li, J.; Wang, Y.; Zhang, Q.; Huo, D.; Hou, C.; Zhou, J.; Luo, H.; Yang, M. New Application of Old Methods: Development of
Colorimetric Sensor Array Based on Tollen’s Reagent for the Discrimination of Aldehydes Based on Tollen’s Reagent. Analytica
Chim. Acta 2020, 1096, 138–147. [CrossRef] [PubMed]

106. Segal, L.; Creely, J.J.; Martin, A.E.; Conrad, C.M. An Empirical Method for Estimating the Degree of Crystallinity of Native
Cellulose Using the X-Ray Diffractometer. Text. Res. J. 1959, 29, 786–794. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.

https://doi.org/10.1016/j.carbpol.2022.119540
https://www.ncbi.nlm.nih.gov/pubmed/35698370
https://doi.org/10.1016/j.carbpol.2022.119685
https://www.ncbi.nlm.nih.gov/pubmed/35725177
https://doi.org/10.1007/s10570-021-04224-8
https://doi.org/10.1016/j.aca.2019.10.045
https://www.ncbi.nlm.nih.gov/pubmed/31883580
https://doi.org/10.1177/004051755902901003

	Introduction 
	Results and Discussion 
	Structural and Morphological Characterization 
	Catalytic Activity of Co@DAC-OAP 
	Reduction of 4-Nitrophenol (4-NP) 
	Selective Hydrogenation of Cinnamaldehyde 
	Study of Catalyst Recyclability 
	Origin of the Selectivity Observed during the Hydrogenation of Cinnamaldehyde Catalyzed by Co@DAC-OAP 


	Materials and Methods 
	Reagents 
	Catalyst Preparation 
	Preparation of Cellulose: Date Palm Pulp 
	Preparation of DAC (2,3-Dialdehyde Cellulose) 
	Preparation of DAC-OAP 
	Synthesis of Cellulosic Co(salen) Complex (Co@DAC-OAP) 
	Synthesis of Cellulosic Co@BP and Co@DAC 

	Catalyst Characterization 
	Catalytic Test 

	Conclusions 
	References

