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Abstract: Lignin valorisation into chemicals and fuels is of great importance in addressing energy
challenges and advancing biorefining in a sustainable manner. In this study, on the basis of the high
microwave absorption performance of carbon nanotubes (CNTs), a series of copper-oxide-loaded
CNT catalysts (CuO/CNT) were developed to facilitate the oxidative depolymerization of lignin
under microwave heating. This catalyst can promote the activation of hydrogen peroxide and air,
effectively generating a range of reactive oxygen species (ROS). Through the application of electron
paramagnetic resonance techniques, these ROS generated under different oxidation conditions were
detected to elucidate the oxidation mechanism. The results demonstrate that the *OH and O,°*~
play a crucial role in the formation of aldehyde and ketone products through the cleavage of lignin
Cp-O and C«-Cg bonds. We further evaluated the catalytic performance of the CuO/CNT catalysts
with three typical lignin feedstocks to determine their applicability for lignin biorefinery. The bio-
enzymatic lignin produced a 13.9% monophenol yield at 200 °C for 20 min under microwave heating,
which was higher than the 7% yield via hydrothermal heating conversion. The selectivity of G-/H-
/S-type products was slightly affected, while lignin substrate had a noticeable effect on the selective
production. Overall, this study explored the structural characteristics of CuO/CNT catalysts and their
implications for lignin conversion and offered an efficient oxidation approach that holds promise for
sustainable biorefining practices.

Keywords: lignin valorisation; aromatic compound; oxidative reaction; sustainable biorefinery

1. Introduction

With the large consumption and limited amount of fossil resources, it is urgent that
we seek renewable resources for sustainable development. At present, the utilization of
lignocellulosic biomass from forestry, agriculture, and related industries can provide a
possible route to obtain value-added chemicals and fuels from these bioresources [1,2].
Steps towards a renewable chemical industry can be achieved through carefully designed
catalytic systems to enable cost-competitive and environmentally friendly processes [3,4].
Lignocellulosic biomass mainly includes cellulose, hemicellulose and lignin components.
The conversion of cellulose and hemicellulose can produce platform chemicals and materi-
als, which has been extensively studied over the years [5-8]. Lignin, consisting primarily of
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p-hydroxyphenyl (H), guaiacyl (G), and syringyl (S) units, is a rare example of a renewable
source of aromatics, but the lack of efficient chemical conversion processes means that it is
usually burned as fuel and not fully utilized. Converting lignin into high-value aromatic
products can not only effectively alleviate the energy crisis, but also provide feasibility and
commercial value for biorefinery [9,10].

The extraction and separation of lignin from lignocellulose will inevitably modify
the natural structure of lignin. A variety of chemical and biological extraction methods
have been explored for the production of kraft lignin, organosolv lignin, and enzymatic
lignin [11-13]. It is widely recognized that lignin samples exhibit significant structural
variability. Lignin has the characteristics of high molecular weight, complex structure, and
easy repolymerization during the reaction process compared to simple model compounds,
and usually requires harsh reaction conditions to increase the yield of aromatic compounds.
The harsh treatment environment, such as kraft paper pulping by using the NaOH/Na,5
process, will cause significant destruction of the lignin structure, so that the most abundant
[3-O-4 ether bond within the native lignin structure is cleaved [14]. Bio-enzymatic hydrolysis
is a mild separation, and this process can retain most of the 3-O-4 bonds in the lignin
structure, which is conducive to obtaining a native lignin structure for further catalytic
upgrading [15,16]. The organosolv extraction process is typically conducted in the low
temperature range of 80-160 °C by using alcohols and organic acids, but this method may
also inevitably break some lignin 3-O-4 bonds. Catalytically converting lignin into more
valuable compounds requires preserving its native structure, and in the process of lignin
extraction, efforts should be made to prevent the destruction of the 3-O-4 bond as much as
possible. For sustainable biorefining, efficient systems capable of processing various types
of lignin feedstocks must be developed.

Thermochemical, photochemical, and electrochemical conversion are the three major
effective lignin conversion strategies [17-21]. Most research focuses on thermochemical
reactions, mainly including oxidative/reductive depolymerization, high-temperature py-
rolysis, and gasification [22-26]. Reductive depolymerization typically involves external
H; or hydrogen donor solvent (e.g., methanol, ethanol, and isopropanol) to convert lignin
into aromatic hydrocarbons. However, this method faces challenges due to the high reac-
tion temperature required and the necessity of external Hj [27,28]. In contrast, catalytic
oxidative depolymerization provides a more favorable alternative, because this reaction
can be conducted at milder reaction temperatures by using air, oxygen (O;), or hydrogen
peroxide (H,O;) as oxidants [29,30]. Various valuable products, such as vanillin, aceto-
vanillone, and syringaldehyde, can be produced from the oxidative depolymerization of
lignin [31]. However, there are typically issues with lignin oxidative depolymerization,
such as low monomer yields (5-20%), and the requirement for further high-pressure O,
addition (5-20 bar) and a high concentration of alkaline solution (1-4 mol/L of NaOH).

Extensive research has been conducted on the cleavage of C-O and C-C bonds in
lignin model compounds, and efficient catalysts were designed to study the mechanism
of lignin depolymerization and further improve the catalytic performance for natural
lignin conversion and the yield of aromatic compounds. These catalysts can be broadly
categorized into two groups: homogeneous catalysts, which include transition metal
salts, oxometallates, ionic liquids [32-34], and heterogeneous catalysts, which involve
active metal species loaded on various support such as carbons, Al,O3, and SiO; [35,36].
Heterogeneous catalysts are easy to separate from the reaction system and can be recycled
for long-term applications. Notably, copper oxides (CuOx) are often considered as active
centers in multiple oxidation reactions. They exhibit higher redox ability and can generate
an array of reactive oxygen species (ROS) by activating different oxidants (e.g., O, air,
and H,O5). These ROS, including hydroxyl radicals (*OH), superoxide anions (O;°*~), and
other highly reactive intermediates, have demonstrated the ability to selectively cleave
the C-O and recalcitrant C-C bonds within the lignin structure. Therefore, developing
environmentally friendly and low-cost Cu-based catalysts and understanding their key
roles in practical lignin oxidation processes are crucial for future industrial applications.
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Current research predominantly centers on the design of active sites to improve
catalytic reactions. Few studies have explored the role of carbon support, particularly
its advantages in microwave adsorption during reactions. Since microwave heating can
quickly heat solid substrates without creating a temperature gradient, it has become an
effective method for biorefineries [37—41]. In this approach, the temperature of the material
is effectively raised by translating the alternating electromagnetic field into the thermal
motion of dielectric molecules. With regard to a large specific surface area and exceptional
thermal stability, carbon nanotubes (CNTs) have been employed as carbon-based cata-
lysts [42—-44]. Additionally, their larger dielectric loss coefficient indicates CNTs may have
superior microwave absorption capacities, enabling the efficient conversion of microwave
energy into thermal energy for thermochemical reactions [45]. Several studies have high-
lighted the potential of CNTs in enhancing the efficiency of advanced oxidation processes
(AOPs) aimed at degrading organic pollutants when coupled with microwave-assisted
reactions [46,47]. The enhanced degradation performance is attributed to the generation
of more ROS on the catalyst surface. Concurrently, research has demonstrated successful
lignin degradation through the utilization of various oxidation reagents [48]. Based upon
these findings, we hypothesize that the synergistic utilization of CuO in conjunction with
CNTs may enhance the availability of active sites and promote the generation of radical
species due to the strong absorption of microwaves by CNT supports, which may enable
the enhanced lignin conversion under microwave heating.

In this study, based on the high absorption of microwaves by CNTs, a series of
CuO/CNT catalysts were prepared at varying calcination temperatures to regulate the ac-
tive Cu species along with understanding their structural evolution. These heterogeneous
catalysts were investigated for the microwave-assisted oxidation of lignin, employing
H,0O; as an oxidant. To enhance the solubility of lignin and promote its conversion, a
low-concentration NaOH solution (0.1-1.0 M) was used. Various reaction parameters (reac-
tion time, temperature, catalyst, HyO, dosage, and NaOH concentration) were thoroughly
investigated to elucidate the critical factors that govern the conversion of lignin. A compar-
ative analysis was also conducted to identify the impact of microwave heating reactions
versus conventional hydrothermal reactions with the prepared catalysts. Additionally,
three typical lignin feedstocks were selected evaluate the applicability of the proposed
oxidation system and investigate the selective production of monophenols by selecting
appropriate substrates. The detection of various ROS was conducted to gain a deeper
understanding of their roles in the selective production through the cleavage of lignin
C-O and C-C bonds, thus elucidating the mechanistic pathways involved in the oxidative
depolymerization of lignin.

2. Result and Discussion
2.1. Characterization of CuO/CNT Catalysts

The morphological characteristics of CuO/CNT catalysts were investigated by SEM
analysis. As shown in Figure 1a,b, long and intertwined CN'Ts were observed without
obvious agglomeration. These elongated CNTs played a crucial role in anchoring and
dispersing CuO, thereby hindering its aggregation and preventing further growth on the
supports [49]. Consequently, CuO species were found to be uniformly dispersed on the
surface of the carbon nanotubes (Figure 1b). Additionally, SEM-EDX mapping confirmed
the homogeneous dispersion of Cu, O, and C elements, thus providing more reactive
sites for subsequent catalytic reactions (Figure 1c) [50]. In order to understand the surface
functional groups of the as-prepared CuO/CNT catalyst, FTIR spectra were obtained
(Figure 1d). Notably, the D and G bands at 1363 cm ™! and 1583 cm~! were attributed
to sp> hybrid carbon defect and sp? hybrid carbon material. The peaks at 1745 cm™!,
1153 cm ™!, and 1073 cm ™! can be assigned to the stretching vibrations of C=0 and C-O [51].
In addition, the surface abundance of carboxyl functional groups was also observed. These
O-containing functional groups can enhance the hydrophilicity of the catalyst and promote
its dispersion in water, which would also be of significant benefit for the liquid-phase
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reaction. The peak at 550 cm ™! attributed to Cu-O stretching vibration was observed,
which provided evidence of the successful loading of CuO species onto the surface of CNT
supports [52].
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Figure 1. (a,b) SEM images of CuO/CNT 600 catalyst and (c) the element mapping of Cu, O, and C;
(d) FTIR spectra of Cu/CNT 600; (e) XRD patterns of various catalysts.

The phase and structure of the CuO/CNT catalysts synthesized at varying calcination
temperatures were examined by XRD patterns. As shown in Figure 1e, the presence of a
diffraction peak at 26° represents the carbon phase in CNT supports. Furthermore, the
peaks at 35°, 38° and 48° confirmed the formation of CuO phases in all catalysts [53].
The crystal size of CuO of Cu/CNT 400 was estimated to be around 22 nm. At a higher
calcination temperature of 600 °C, a discernible Cu,O diffraction peak is evident. With
the increase in calcination temperature, the XRD peak intensity corresponding to CuO
gradually weakens, while the peak intensity of Cu,O increased accordingly. This obser-
vation suggested that an excessively high calcination temperature may lead to a more
significant carbothermal reduction in CuO to CuyO by the carbon-based supports; the
CuO/Cuy0 exhibits superior catalytic performance for lignin depolymerization, which
may be the reason why the yield of aromatic compounds increases with the increase in
catalyst calcination temperature, thereby regulating the chemical state of the catalysts to
further enhance the catalytic depolymerization of lignin [54].
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The specific surface areas of the catalysts are summarized in Table 1. CuO/CNT 400
exhibited a high specific area of 222.8 m?/g, and its average pore diameter was 5.3 nm,
representing a mesoporous structure. As the calcination temperature increased to 600 °C,
the specific surface area and pore volume decreased slightly. The surface area of CuO/CNT
600 was maintained at 189.1 m?2/ g, and the pore volume was 0.23 cm?/ g. However,
the specific surface area of CuO/CNT 700 significantly decreased to 70 m?/g, which
may be due to the aggregation of the CuO species blocking the pores of the support
or the destruction of the CNT porous structure at higher temperatures, hindering the
subsequent catalytic depolymerization of lignin and obtaining a lower product yield. For
heterogeneous catalysis, creating a high specific surface area is important for enhancing
catalytic activity. It provides more active sites to better come into contact with the lignin
substrate, thus facilitating lignin conversion into aromatic products. Understanding the
impact of calcination temperature on the textural structure of the catalysts provides valuable
insights into the optimization of catalyst preparation.

Table 1. Textural structure of various catalysts.

Catalyst SpeT (M?/g) V 2 (cm®/g) DP (nm)
CuO/CNT 400 222.8 0.29 5.3
CuO/CNT 500 201.5 0.19 2.4
CuO/CNT 600 189.1 0.23 4.8
CuO/CNT 700 70.0 0.22 3.6

2 Total pore volume of pores; ® Average of pores width.

XPS analysis further investigated the chemical state of the prepared catalysts. As
shown in Figure 2a, CuO species were incorporated into carbon supports, as evidenced
by the Cu peak in the XPS spectrum of CuO/CNT 600. Cu 2p3,, XPS spectra showed
two sets of peaks at binding energies of 933.1 eV and 934.6 eV that can be assigned to the
Cu*/Cu® and Cu®* species, respectively, along with satellite peaks at 937-948 eV (Figure 2b).
The binding energy at 954.1 eV was attributed to Cu 2p; /5, which also distinguished the
Cu*/Cu® and Cu?* species in the catalyst [55]. In addition, the binding energies of 933.5 eV
and 952.1 eV shifted to higher values compared to the pure CuO as the reference, indicating
a strong metal-support interaction between CuO and CNT support [56,57] The enhanced
interaction indicated a fast electron transfer ability on the catalyst surface, improving the
overall catalytic efficiency during lignin conversion and enhancing hydrothermal stability.
The C 1s XPS spectrum was deconvoluted into four sub-peaks. The peaks at 284.7, 286hen.3,
287.8, and 289.3 eV were assigned to C=C/C-C, C-O, C=0, and O-C=0 species (Figure 2c).
This result suggests that O-containing functional groups (i.e., carboxylic groups) are formed
on the carbon support surface. We further analyzed surface oxygen species, as shown in
Figure 2d. The O 1s peak of the catalyst was deconvoluted to four sub-peaks at the binding
energies of 530.3, 531.8, 532.8, and 532.9 eV, corresponding to CuO, O=C, O=C-O, and
O-C-O species, respectively. The results suggested that the predominant forms of surface
oxygen are the carboxyl and carbonyl groups, which is consistent with the FTIR results.

2.2. Catalytic Performance of CuO/CNT for Lignin Depolymerization

Understanding catalyst properties/structures is crucial to elucidate the nature of active
sites. In this regard, we found that the calcination temperature is a pivotal parameter with a
profound impact on the chemical state of CuOy species. The catalysts prepared at different
calcination temperatures were investigated for lignin conversion. Figure 3a showed that
the yield of monophenols exhibited an increased trend when using the catalysts prepared
in a temperature range of 400 to 600 °C. However, the selectivity to monophenols was
rarely affected. The chemical structures of the main products were shown in Figure 3g.
This can be attributed to the high specific surface area and higher proportion of Cu,O in
the catalysts prepared at high calcination temperatures. It has been reported that the mixed
valence state of CuO and Cu,O exhibits superior performance in the oxidation process due
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to the enhanced redox ability. In this study, the more electron-rich Cu,O sites formed on the
CNT surface were more favorable for lignin depolymerization. However, as the calcination
temperature increased to 700 °C, a decrease in monophenol yield was observed. This
decrease can be attributed to the aggregation of CuO species induced by higher calcination
temperatures. Consequently, it significantly reduces the specific surface area of CuO/CNT
catalysts from 189 m?/g to 70 m?/g, reducing the exposed surface to support active Cu
sites for catalytic reactions [58]. These results indicated that the calcination temperature
affects both the chemical state of CuO and morphologies of the catalysts, which further
affect the subsequent lignin conversion. These findings provide valuable insights into
the optimization of catalyst synthesis for monophenol production. HyO, was used as an
oxidant for lignin oxidation. Increasing the amount of H,O, can generate more ROS to
promote the oxidative depolymerization of lignin (Figure 3b), thereby increasing the yield
of aromatics, but its effect on selectivity is minimal.
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Figure 2. Chemical state of Cu catalysts. (a) The full spectrum scan of XPS spectra; (b) Cu 2p XPS
spectra; (c) C 1s XPS spectra; (d) O 1s spectra for Cu/CNT 600.

To identify the role of CuO and CNT in lignin depolymerization, the catalytic per-
formance of various catalysts (e.g., CuO, CNT, and CuO/CNT) was evaluated in terms
of monophenol yield and selectivity. As shown in Figure 3c,d, both CNT support and
CuO enhance the production of monophenols in comparison to the blank controls. The
selectivity to monophenols varied when using the CuO, CNT, and CuO/CNT catalysts. It
seems that CuO promoted the production of product 8 and product 7, and CNT exhibited a
higher selectivity towards product 3 and product 4. This distinction can be attributed to
the differing oxidation pathways with carbon-based materials and CuO, and further EPR
results have confirmed the different oxidation mechanisms. The highest monophenol yield
of 13.9% was achieved with the CuO/CNT 600 catalyst at 200 °C for 20 min. The enhanced
performance can be attributed to the fact that the abundant CuO-Cu,O active sites and the
enhanced generation of ROS, as both the CuO and CNT can generate ROS, thus promoting
lignin depolymerization into monophenols [47,59].
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Figure 3. Effect of (a) catalyst calcination temperature and (b) H,O, dosage on monophenol yield
in the oxidative catalytic depolymerization of BL; (c) monophenol yield and (d) selectivity from
BL depolymerization with various catalysts (200 °C, 20 min); effect of reaction temperature on

(e) monophenol yield and (f) selectivity; (g) chemical structures of various monophenols.

The reaction conditions were further investigated to understand the key reaction
parameters influencing the selective production of monophenols. Figure 3e f illustrated the
variations in the yield and selectivity of monophenols as a function of reaction temperature.
The results indicated a gradual increase in monophenol yield as the temperature is raised
from 160 to 200 °C. However, this trend is observed to reverse as the temperature is
further increased to 220 °C. The decreased monophenol yield at 220 °C is accompanied
by a decrease in the yield and selectivity of syringone and vanillone products, while the
yield and selectivity of syringaldehyde and vanillin products are increased. The results
indicated that the oxidation of lignin to aldehydes was more favorable at higher reaction
temperatures, while the S-/G-/H-type product distribution was rarely affected.
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Figure 4a showed a distinct trend in the yield of monophenol compounds at different
reaction times. The yield gradually increased from 6.7% to 13.9% as the reaction time
increased from 1 to 20 min. The cleavage of lignin 3-O-4 bonds occurred relatively easily
owing to its lower bond energy, mainly producing ketones and aldehydes [60]. When
increasing the reaction time to 30 min, the produced aldehydes and ketones could be
repolymerized/decomposed due to their poor thermal stability under alkaline conditions,
consequently leading to a decrease in the overall yield (Figure 4b). Typically, the S-type
and G-type products showed a higher thermal stability due to the -OCHj3 group occupying
specific positions within the benzene ring, impeding repolymerization reactions with other
aromatic compounds. In addition, there is a significant decrease in H-type products at
10 min, which could be attributed to the repolymerization of product 3 and product 4
(Figure 4c,d). As the reaction time increased from 10 to 30 min, lignin was fully depoly-
merized, and product 3 was further generated, probably due to the defunctionalization
of reactive products to H-type products, as products 8 and 9 were further generated into
products 3 and 4 through C-O cleavage. The selectivity of product 4 remained relatively
stable. This may be due to the fact that C-C in ketone compounds can promote the pro-
duction of aldehyde products through reverse aldol condensation reaction in alkaline
environments. Therefore, some products can be converted into product 3, and the lignin
depolymerization, repolymerization, and defunctionalization of reactive products occurred
during the oxidative processes.
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Figure 4. Effect of reaction temperature on (a) monophenol yield and (b) selectivity from BL depoly-
merization; selectivity of (c) H-/G-/S-type products and (d) P3 and P4 products at different reaction
times. (Reaction conditions: 0.1 g BL, 0.15 g catalyst, 1 mL H,O,, 1 M NaOH, 200 °C).

The influence of NaOH concentration on the yields of aromatic compounds has been
investigated, as shown in Figure 5a. When the NaOH solution was at a concentration
of 0.1 M, the yield of monophenols from the depolymerization of BL was remarkably
low (2.2%). A significant improvement in the yield was observed upon increasing the
NaOH concentration to 1 M. This improvement can be attributed to the effective lignin
solubilization by NaOH, thereby facilitating lignin depolymerization during the liquid
phase reactions. Furthermore, NaOH plays a pivotal role in generating aldehydes and
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ketones and significantly affects the selective production of more S-type products (48.2%)
from BL, which could be due to the higher stabilities of these products (Figure 5b,c).
The Pearson correlation coefficient (R), between several factors and conversion efficiency,
can quantitatively elucidate the impacts of reaction parameters on lignin conversion to
aromatics, as shown in Figure 6. A positive correlation between NaOH concentrations
and yields was observed (R = 0.792), implying that the high concentration of NaOH is
a key factor in enhancing monophenol production. These findings further demonstrate
how specific reaction parameters impact the production of monophenols during lignin
conversion, thereby offering valuable insights for further reaction parameter optimization.
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Figure 5. The effect of NaOH concentration on the (a) yield and (b) selectivity of monophenols;
(c) selectivity of S-/G-/H-type products from BL depolymerization. Recyclability test on the
(d) yield and (e) selectivity of monophenol yield from BL depolymerization with the CuO/BCN
catalyst (microwave and hydrothermal); (f) selectivity of S/G/H-type products from BL depolymer-
ization. (Reaction conditions: 0.2 g BL, 0.15 g catalyst, 1 mL H,O,, 1 M NaOH, 200 °C, 20 min).
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Figure 6. Pearson correlation map for reaction factors and monomer yields.

Microwave heating is considered a more environmentally friendly and sustainable
method for lignin depolymerization [40]. The catalytic performance of CuO/CNT 600
under microwave heating and conventional hydrothermal liquefaction was compared.
The results showed that microwave heating can increase the yield of monophenols com-
pared with hydrothermal liquefaction, which indicates the superior efficacy of uniform
microwave heating in facilitating lignin conversion into valuable phenolic compounds
(Figure 5d). In addition, the prepared CuO/CNT catalysts may enhance the generation
of ROS through the activation of HyO, under microwave heating, as the CNTs have ex-
cellent microwave-absorbing properties. The impact of different reaction systems on the
selectivity to H-/G-/S-type products was found to be significant (Figure 5e,f). In the
microwave system, there was an increase in the production of H-type products, which
may be attributed to the cleavage of the ester-linked pCA moiety. Conversely, in the hy-
drothermal systems with overheating, there was a higher yield of the more stable S-type
product. After the first cycle, the product yield of the catalyst decreased from 13.9% to
9.2%, which may be due to the loss of some active components. However, compared with
the blank and the water bath heating, the catalyst still has excellent catalytic performance
(Figure 5d). Moreover, the recyclability test unveiled a slightly decreased yield. Notably, the
morphology of the spent CuO/CNT catalysts remained after the cycle reaction (Figure 7).
These results highlight the intricate interplay between different reaction conditions and the
resultant product selectivity, offering valuable insights for optimizing catalytic processes in
organic transformations.

EHT = 300KV Mag= 10000KX  Signal A=SE2 WD = 89mm

Figure 7. SEM images of the spent CuO/CNT catalysts after the reaction.
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2.3. Production of Monophenols from Different Lignin Substrates

To investigate the influence of lignin substrates on the monophenol production, three
typical lignin feedstocks were selected for comparison. Table 2 shows the element analysis
of different types of lignin and their molecular weights. All lignin samples showed high C
contents ranging from 52.9 to 55.3%. BL exhibited a slightly higher O content attributable
to oxygen-containing groups. A slightly increased sulfur content was observed in KL,
probably due to the kraft extraction process involving the use of NaS [22]. The OL and
BL obtained through mild extraction process showed lower molecular weights, which
is conducive to depolymerization processes. Specifically, the molecular weight of BL is
925 Da, whereas the KL possessed a higher value of 10,000 Da, indicating a more significant
degree of repolymerized structure in KL. The preservation of the natural lignin structure
during extraction could contribute to its conversion into aromatic compounds.

Table 2. Element analysis of various types of lignin (wt%).

Lignin N C H S (6] M, (Da)
OL 0.14 55.34 5.72 0 38.8 1950

BL 0.77 52.92 5.54 0 40.77 925

KL 0.11 53.77 5.28 2.88 37.96 10,000

The functional groups of the three lignin substrates were analyzed using FTIR. The
3343 cm ! and 2937 cm ™! peaks can be attributed to the stretching vibrations of O-H and
C-H in methyl and methylene groups, respectively (Figure 8a) [61]. Additionally, peaks at
1726 cm~! for BL and 1692 cm ! for OL were observed, corresponding to the stretching of
C=0 groups. Furthermore, the peaks observed at 1595 cm~!, 1507 cm !, and 1422 cm ™!
in various lignin samples were attributed to the stretching vibration of the aromatic ring
C-C bonds, while the peak at 1460 cm ! represents aromatic ring C-H stretching [62]. The
peaks at 1215 cm ! and 1035 cm ™! correspond to the stretching vibrations of the C-O and
C-H bonds in the G-unit, respectively. Furthermore, the peaks observed at 1325 cm™!
and 1120 cm ! represent the vibrations of the C-O and C-H bonds in the S-unit [63]. The
FTIR results illustrated that the OL possessed abundant S-type units. while the KL mainly
contains G-type units.

The thermochemical properties of different types of lignin were analyzed by TG.
Both OL and BL show a complete weight loss at 600 °C under air conditions, indicating
a high susceptibility to decomposition for these lignin feedstocks (Figure 8b). In contrast,
KL retains 63% of its weight even at a higher temperature of 700 °C. This difference in
thermal stability can be attributed to the structural alterations that occur in KL during this
extraction process. The severe extraction conditions lead to the significant degradation of
the KL structure, forming more stable C-C bonds through repolymerization, as reported by
our previous studies [64]. The condensed structure of KL indicates that a harsh reaction
condition may be required to break C-C bonds to produce monophenols [65].

The investigation into the yields of monophenols derived from three distinct lignin
substrates is shown in Figure 8c,d and Supplementary Materials Table S1. It was observed
that the yields of aromatics from the depolymerization of BL and OL were higher, which
could be due to their cleavable structures, as indicated by their lower decomposition
temperatures in TG profiles. Additionally, different lignin substrates illustrated varying
product selectivity in the oxidative reactions. The main products from OL and BL were
S-type and G-type aldehydes and ketones, which were mainly formed by the cleavage of
C-O and C-C bonds in the S-type and G-type structures, and the H-type products in BL may
be obtained through the cleavage of C-C and C-O in G-type structures, which is consistent
with the FTIR conclusion that BL contains more G-type structures, while OL contains more
S-type structures. This is consistent with the FTIR conclusion that BL lignin contains more
G-type structures, while OL contains more S-type structures. Meanwhile, higher S/G-type
structures in OL and BL were evidenced by FITR spectra, which can result in the selective
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production of these monophenols and makes it easier to obtain high yields [66]. A high
selectivity to stable G/S-type products and a low yield were observed with KL substrate.
This can be attributed to the condensed structure of KL that is formed during the harsh
extraction process. The complex structure of KL makes it more resistant to degradation, as
evidenced by the TG results, resulting in a lower yield of desired products. In addition,
the low yield of S-type products can be attributed to their natural structure having fewer
S-units, which is consistent with the FTIR results.
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Figure 8. (a) FTIR spectra of lignin samples; (b) TG profiles of lignin samples; monophenol (c) yields
and (d) selectivity with three types of lignin feedstocks. (Reaction conditions: 0.1 g lignin, 0.15 g
catalyst, 1 mL H,O,, 1 M NaOH, 200 °C, 20 min).

2.4. Mechanism Study

To study the reaction mechanism of oxidative depolymerization of lignin, we used
EPR to identify the ROS involved in the reactions. Figure 9a showed distinct signal peaks
corresponding to hydroxyl radicals when CuO, CNT, and CuO/CNT were introduced into
the reactions. All Cu-based catalysts can generate *OH radicals through the activation of
H;,0,, while CNT may absorb microwave energy to promote the formation of *OH radicals.
It is noteworthy that the CuO/CNT catalyst exhibits the highest intensity of *OH diffraction
peak, indicating the potential synergistic effect of CuO and CNT in the generation of
*OH radicals.

Furthermore, the six characteristic peaks of the DMPO-O,°*~ radical sites can be
observed with both the CuO and CuO/CNT catalysts (Figure 9b). The absence of diffraction
peaks in the CNT system suggested that O,°~ radicals generated by CuO/CNT may
originate from copper oxides. Additional experiments were conducted to elucidate the
role of these radicals in lignin depolymerization and the production of resultant products.
Specifically, a Fenton reaction (H,O, and FeSO,) was employed to generate *OH radicals,
while potassium peroxide (KO,) was utilized to only produce O,*~ radicals [67]. In the
0,°~ radical system alone, the yield of monophenols is low (3.5%), mainly obtaining H-type
products. The results indicated that the O,°~ radicals may contribute to the cleavage of
ester-linked pCA moiety and remove the side chains of the monophenols. When the H,O,
system with FeSO4 was explored, *OH radicals were generated and mainly contributed
to the cleavage of C-O and C-Cg, resulting in a 6.8% yield of monophenol with a high
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selectivity to vanillin (G-type product), acetovanillone (G-type product) and syringaldehyde
(S-type product) (Figure 9¢,d). From the overall yield of aromatic compounds, hydroxyl
radicals have higher activity in lignin depolymerization and generate more aromatic
monomers. In HyO, system with CuO/CNT, both HyO; and air can be activated to
generate *OH and O,°~, as evidenced by EPR results. The highest yield of monophenol
was achieved through the cleavage of the C«-Cg linkage, yielding vanillin (product 6)
and syringaldehyde (product 8), as well as the cleavage of the (3-O-4 bond, producing
vanillone (product 7) and syringone (product 9), indicating both *OH and O,*~ radicals
were involved in the oxidative depolymerization of lignin (Figure 10).
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Figure 9. EPR detection of (a) hydroxyl radicals and (b) superoxide radicals; (¢) monophenol yield
with different radicals involved reactions; (d) selectivity of the products with different radicals
involved reactions. (Reaction conditions: 0.1 g BL, 0.15 g catalyst, 1 M NaOH, 200 °C, 20 min).
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3. Methods
3.1. Lignin Samples

The bio-enzymatic lignin (BL isolated from corn cob) was purchased from Shandong
Longli Biotechnology. In the process of extracting organosolv lignin (OL) from cottonwood,
a mixture of formic acid, acetic acid, and water was utilized. The wood biomass was
thoroughly stirred with the solvent mixture and heated in an oil bath at 105 °C for 8 h.
The resulting mixture was filtered to separate the residue from the filtrate. Then, a large
amount of ice water was added to the filtrate, and the OL was collected as a precipitate.
This method proved effective in isolating lignin from the wood biomass. Kraft lignin (KL)
was purchased from Sigma Aldrich (Shanghai, China) Trading Co., Ltd. [64].

3.2. Preparation of CuO/CNT Catalyst

For the preparation of CuO/CNT, 0.5 g CNT was added to a solution comprising
ethanol and water in a 1:1 ratio, followed by thorough stirring to ensure uniform distribu-
tion. Then, 0.2 g Cu(NOs3),-3H,O was added to the solution, which was then subjected to
ultrasound treatment for 10 min. Magnetic stirring was then carried out at 120 °C, and the
mixture was boiled until the solution volatilized to a sticky state. The colloid was dried
overnight at 60 °C and then heated to 600 °C for 3 h at a heating rate of 2 °C/min in an
air atmosphere to obtain CuO/CNT 600 catalysts with a CuO loading of 5%. The catalysts
calcined at different temperatures (400, 500, 600, and 700 °C) were prepared for comparison.
All catalysts were sieved through a 100-mesh screen.

3.3. Microwave-Assisted Oxidative Depolymerization of Lignin

In a typical run, 0.2 g of lignin was dissolved in 10 mL of 1 M NaOH solution through
ultrasound. Then, 0.15 g of catalyst and 1 mL of H,O, (30 wt%) were introduced into
the reactor before heating. The utilization of microwave-assisted heating facilitated the
decomposition of HyO,, thereby creating an oxidative environment conducive to lignin
depolymerization. To enhance catalytic efficiency, four temperature gradients were estab-
lished at 160, 180, 200, and 220 °C. Additionally, 0.15 g CNT and 0.15 g CuO were used
for control experiments. The reactor was heated to the desired temperature within 7 min
using 1000 W power. After the reaction, the microwave reactors were quickly cooled to
room temperature by air cooling. The solid catalyst was collected by filtration and then
washed three times with deionized water and ethanol and dried at 60 °C. Subsequently,
the reaction solution pH was adjusted to 2 by using diluted HCl, and the liquid products
were extracted by ethyl acetate for further analysis.

3.4. Qualitative and Quantitative Analysis of Products

The products obtained from the oxidative depolymerization of lignin were qualita-
tively and quantitatively analyzed by gas chromatography-mass spectrometry (GC-MS)
(Agilent GC7890N and matching Wax column, Santa Clara, CA, USA). Dodecane was used
as the internal standard to quantify the yield of monophenols [68].

mfinal
. duct
Yield (%) = —L—2 % 100%
initial
lignin

final
product

Selectivity (%) = x 100%

3.5. Characterization of Catalyst and Lignin

Rigaku Ultima IV multifunctional X-ray diffraction (XRD) was used to analyze the
crystal structure of the catalyst (A = 0.15418 nm, 40 kV, 40 mA). Scanning electron microscopy
(SEM, SU8010, Hitachi, Tokyo, Japan) and SEM with energy dispersive X-ray spectroscopy
(SEM-EDX) were used to analyze the surface structure and element distribution of the
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catalysts, and the acceleration voltage was from 0.2 kV to 30 kV. X-ray photoelectron
spectroscopy (XPS, EMAX50, Tokyo, Japan) was used to analyze the surface element
composition and chemical valence of the catalyst. The chemical structure and functional
group of the catalyst were analyzed by Fourier transform infrared spectroscopy (FTIR,
Nicolet IS5, Madison, WI, USA). The molecular weight distribution of three different
types of lignin was determined using a gel permeation chromatography (GPC) instrument
(Agilent 1260HPLC Systems, Santa Clara, CA, USA) equipped with a refractive index
detector (RID); the mobile phase is tetrahydrofuran, and the flow rate is ImL/min. Element
analysis (Elementar Vario EL III, Frankfurt, Germany) was used to determine the contents
of C, H, O, and S in lignin samples. Thermogravimetric analysis (TG, PerkinElmer TGA
8000, Waltham, MA, USA) was used to quantitatively measure the change in mass and
the change rate of mass. The lignin samples were placed in a porcelain crucible and then
heated up to 700 °C with a heating rate of 20 °C/min under an air atmosphere. The
electron paramagnetic resonance (EPR) spectra were obtained using A300 spectrometer
(A300, Bruker, Bremen, Germany) to detect ROS. In the sample vials, 100 mM 5,5-dimethyl-
1-pyrroline-N-oxide (DMPO) was added to the water or methanol solution. The peak
intensities of DMPO-OH, DMPO-O,*", and 2,2,6,6-tetramethyl-4-piperidinol (TEMP)-'0,
signals at 20 min were applied as indexes of the generated ROS after the correction of
background noise.

4. Conclusions

In this work, on the basis of the high microwave absorption performance of CNTs,
we developed CuO/CNT catalysts that enable the activation of H,O, and air for lignin
depolymerization under microwave heating. The calcination temperature plays a pivotal
role in the speciation of CuOy and catalyst structural properties. To evaluate the catalytic
performance, the yields and selectivity of monophenols were assessed for CuO/CNT cata-
lysts prepared at varying calcination temperatures (400700 °C). The results demonstrated
that the CuO/CNT 600 catalyst exhibits a higher specific surface area and demonstrated
the co-existence of CuO-CupO species, which could facilitate the conversion of lignin into
valuable monophenols. Through a systematic optimization of several reaction parameters,
we investigated the key factors determining the yield of monophenols. A notable 13.9%
yield was achieved at 200 °C for 20 min when employing BL as the feedstock. This study
was further expanded to encompass the oxidative depolymerization of three different types
of lignin to diversify the array of aromatic compounds obtained. EPR experiments verified
the pivotal roles of *OH and O,°~ radicals in the cleavage of lignin C-O and C-C bonds,
ultimately leading to distinct depolymerization pathways and variations in the selective
production of monophenols.

Supplementary Materials: The following supporting information can be downloaded at: https:
/ /www.mdpi.com/article/10.3390 /molecules29194762 /51, Table S1. Yield and selectivity of S, G,
and H under different conditions.

Author Contributions: C.T.: Conceptualization, Methodology, Investigation, Visualization, Writing—
Original Draft Preparation; Y.C.: Conceptualization, Methodology, Investigation, Validation, Supervi-
sion, Writing—Review and Editing; ].G.: Methodology, Investigation, Validation, Writing—Review
and Editing; G.L., J.F. and ].H.C.: Methodology, Validation, Writing—Review and Editing; S.Z.: Con-
ceptualization, Methodology, Supervision, Resources, Project Administration, Funding Acquisition,
Writing—Review and Editing. All authors have read and agreed to the published version of the
manuscript.

Funding: This research was funded by the National Natural Science Foundation of China grant (No.
22278085).

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.


https://www.mdpi.com/article/10.3390/molecules29194762/s1
https://www.mdpi.com/article/10.3390/molecules29194762/s1

Molecules 2024, 29, 4762 16 of 18

Data Availability Statement: The original contributions presented in the study are included in the
article and Supplementary Materials.

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

References

1.

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

Mujtaba, M.; Fernandes Fraceto, L.; Fazeli, M.; Mukherjee, S.; Savassa, S.M.; Araujo de Medeiros, G.; do Espirito Santo Pereira, A;
Mancini, S.D.; Lipponen, J.; Vilaplana, F. Lignocellulosic Biomass from Agricultural Waste to the Circular Economy: A Review
with Focus on Biofuels, Biocomposites and Bioplastics. J. Clean. Prod. 2023, 402, 136815. [CrossRef]

Manikandan, S.; Vickram, S.; Sirohi, R.; Subbaiya, R.; Krishnan, R.Y.; Karmegam, N.; Sumathijones, C.; Rajagopal, R.; Chang, SW.,;
Ravindran, B; et al. Critical Review of Biochemical Pathways to Transformation of Waste and Biomass into Bioenergy. Bioresour.
Technol. 2023, 372, 128679. [CrossRef] [PubMed]

Sharma, V.; Tsai, M.-L.; Nargotra, P.; Chen, C.-W.; Sun, P.-P; Singhania, R.R.; Patel, A.K,; Dong, C.-D. Journey of Lignin from a
Roadblock to Bridge for Lignocellulose Biorefineries: A Comprehensive Review. Sci. Total Environ. 2023, 861, 160560. [CrossRef]
[PubMed]

Deng, W.; Feng, Y.; Fu, J.; Guo, H.; Guo, Y,; Han, B.; Jiang, Z.; Kong, L.; Li, C,; Liu, H.; et al. Catalytic Conversion of Lignocellulosic
Biomass into Chemicals and Fuels. Green Energy Environ. 2023, 8, 10-114. [CrossRef]

Al-Azkawi, A ; Elliston, A.; Al-Bahry, S.; Sivakumar, N. Waste Paper to Bioethanol: Current and Future Prospective. Biofuels
Bioprod. Biorefining 2019, 13, 1106-1118. [CrossRef]

Latif, M.N.; Wan Isahak, W.N.R.; Samsuri, A.; Hasan, S.Z.; Manan, W.N.; Yaakob, Z. Recent Advances in the Technologies and
Catalytic Processes of Ethanol Production. Catalysts 2023, 13, 1093. [CrossRef]

Huynh, Q.T.; Zhong, C.-T.; Huang, Q.; Lin, Y.-C.; Chen, K.-F; Liao, C.-S.; Dong, C.-D.; Chang, K.-L. Highly Effective Synthesis of
5-Hydroxymethylfurfural from Lignocellulosic Biomass over a Green and One-Pot Reaction in Biphasic System. Bioresour. Technol.
2023, 387, 129590. [CrossRef]

Kumar Vaidyanathan, V.; Saikia, K.; Senthil Kumar, P.; Karanam Rathankumar, A.; Rangasamy, G.; Dattatraya Saratale, G.
Advances in Enzymatic Conversion of Biomass Derived Furfural and 5-Hydroxymethylfurfural to Value-Added Chemicals and
Solvents. Bioresour. Technol. 2023, 378, 128975. [CrossRef]

Poveda-Giraldo, J.A.; Solarte-Toro, ].C.; Cardona Alzate, C.A. The Potential Use of Lignin as a Platform Product in Biorefineries:
A Review. Renew. Sustain. Energy Rev. 2021, 138, 110688. [CrossRef]

Zevallos Torres, L.A.; Lorenci Woiciechowski, A.; de Andrade Tanobe, V.O.; Karp, S.G.; Guimaraes Lorenci, L.C.; Faulds, C,;
Soccol, C.R. Lignin as a Potential Source of High-Added Value Compounds: A Review. J. Clean. Prod. 2020, 263, 121499. [CrossRef]
Singhania, R.R.; Patel, A.K,; Raj, T.; Chen, C.-W.; Ponnusamy, V.K.; Tahir, N.; Kim, S.-H.; Dong, C.-D. Lignin Valorisation via
Enzymes: A Sustainable Approach. Fuel 2022, 311, 122608. [CrossRef]

Cheng, J.; Huang, C.; Zhan, Y,; Han, S.; Wang, J.; Meng, X.; Yoo, C.G; Fang, G.; Ragauskas, A ]. Effective Biomass Fractionation
and Lignin Stabilization Using a Diol DES System. Chem. Eng. . 2022, 443, 136395. [CrossRef]

Lawoko, M.; Samec, J.5.M. Kraft Lignin Valorization: Biofuels and Thermoset Materials in Focus. Curr. Opin. Green Sustain. Chem.
2023, 40, 100738. [CrossRef]

Dessbesell, L.; Paleologou, M.; Leitch, M.; Pulkki, R.; Xu, C. Global Lignin Supply Overview and Kraft Lignin Potential as an
Alternative for Petroleum-Based Polymers. Renew. Sustain. Energy Rev. 2020, 123, 109768. [CrossRef]

Sheng, Y.; Lam, S.S.; Wu, Y.; Ge, S.; Wu, ]; Cai, L.; Huang, Z.; Le, Q.V.; Sonne, C.; Xia, C. Enzymatic Conversion of Pretreated
Lignocellulosic Biomass: A Review on Influence of Structural Changes of Lignin. Bioresour. Technol. 2021, 324, 124631. [CrossRef]
[PubMed]

Sun, C.; Meng, X.; Sun, F; Zhang, J.; Tu, M.; Chang, ].-S.; Reungsang, A.; Xia, A.; Ragauskas, A.]. Advances and Perspectives on
Mass Transfer and Enzymatic Hydrolysis in the Enzyme-Mediated Lignocellulosic Biorefinery: A Review. Biotechnol. Adv. 2023,
62, 108059. [CrossRef]

Wang, Y.; Akbarzadeh, A.; Chong, L.; Du, J.; Tahir, N.; Awasthi, M.K. Catalytic Pyrolysis of Lignocellulosic Biomass for Bio-Oil
Production: A Review. Chemosphere 2022, 297, 134181. [CrossRef]

Zoppi, G.; Tito, E.; Bianco, I; Pipitone, G.; Pirone, R.; Bensaid, S. Life Cycle Assessment of the Biofuel Production from
Lignocellulosic Biomass in a Hydrothermal Liquefaction-Aqueous Phase Reforming Integrated Biorefinery. Renew. Energy 2023,
206, 375-385. [CrossRef]

Wu, J.; Li, T,; Qiu, X,; Qin, Y.; Chen, L. y-Valerolactone/H20O Binary Solvent for One-Pot Preparation and Functional Tailoring of
Lignin-Based Carbon Dots. ACS Sustain. Chem. Eng. 2023, 11, 12256-12264. [CrossRef]

Chen, R;; Huang, Y.; Rao, C.; Su, H.; Pang, Y.; Lou, H.; Yang, D.; Qiu, X. Enhanced Photocatalytic Degradation of Lignin by In253
with Hydrophobic Surface and Metal Defects. Appl. Surf. Sci. 2022, 600, 154110. [CrossRef]

Wu, K; Cao, M.; Zeng, Q.; Li, X. Radical and (Photo)Electron Transfer Induced Mechanisms for Lignin Photo- and Electro-Catalytic
Depolymerization. Green Energy Environ. 2023, 8, 383-405. [CrossRef]

Guo, H.; Chen, Z,; Yin, Q.; Sun, T.; Liu, Y.; Ren, G.; Li, C. Waste to wealth: H2S-free fabrication of Fe-ZnS/NC by industrial lignin
self S-doping for efficient lignin aerobic oxidation. Appl. Catal. B Environ. 2023, 339, 123129. [CrossRef]


https://doi.org/10.1016/j.jclepro.2023.136815
https://doi.org/10.1016/j.biortech.2023.128679
https://www.ncbi.nlm.nih.gov/pubmed/36706818
https://doi.org/10.1016/j.scitotenv.2022.160560
https://www.ncbi.nlm.nih.gov/pubmed/36574559
https://doi.org/10.1016/j.gee.2022.07.003
https://doi.org/10.1002/bbb.1983
https://doi.org/10.3390/catal13071093
https://doi.org/10.1016/j.biortech.2023.129590
https://doi.org/10.1016/j.biortech.2023.128975
https://doi.org/10.1016/j.rser.2020.110688
https://doi.org/10.1016/j.jclepro.2020.121499
https://doi.org/10.1016/j.fuel.2021.122608
https://doi.org/10.1016/j.cej.2022.136395
https://doi.org/10.1016/j.cogsc.2022.100738
https://doi.org/10.1016/j.rser.2020.109768
https://doi.org/10.1016/j.biortech.2020.124631
https://www.ncbi.nlm.nih.gov/pubmed/33454445
https://doi.org/10.1016/j.biotechadv.2022.108059
https://doi.org/10.1016/j.chemosphere.2022.134181
https://doi.org/10.1016/j.renene.2023.02.011
https://doi.org/10.1021/acssuschemeng.3c01411
https://doi.org/10.1016/j.apsusc.2022.154110
https://doi.org/10.1016/j.gee.2022.02.011
https://doi.org/10.1016/j.apcatb.2023.123129

Molecules 2024, 29, 4762 17 of 18

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

Tang, B.; Li, W.; Zhang, X.; Zhang, B.; Zhang, H.; Li, C. Depolymerization of Kraft lignin to liquid fuels with MoS, derived
oxygen-vacancy-enriched MoOj in a hydrogen-donor solvent system. Fuel 2022, 324, 124674. [CrossRef]

Sosa, EH.B.; Bjeli¢, A.; Coutinho, J.A.P.; Costa, M.C.; Likozar, B.; Jasiukaityte-Grojzdek, E.; Grilc, M.; Lopes, A.M.d.C. Conversion
of Organosolv and Kraft lignins into value-added compounds assisted by an acidic deep eutectic solvent. Sustain. Energy Fuels
2022, 6, 4800-4815. [CrossRef]

Cheng, Y,; Yang, S.; Ji, L.; Shi, H. Oligomeric Aromatic Oxides (OAO) Production From Sugarcane Bagasse Lignin by Acid-
Catalyzed Solvothermal Liquefaction in Methanol. Front. Energy Res. 2020, 8, 608415. [CrossRef]

Cai, W,; Wang, X.; Zhu, Z.; Kumar, R.; Nana Amaniampong, P.; Zhao, J.; Hu, Z.-T. Synergetic effects in the co-pyrolysis of
lignocellulosic biomass and plastic waste for renewable fuels and chemicals. Fuel 2023, 353, 129210. [CrossRef]

Shen, Z.; Wang, W.; Pan, L.; Huang, Z.; Zhang, X.; Shi, C.; Zou, J.-J. NisFes5/Al,O3 catalytic hydrogenolysis of lignin: Mechanism
investigation and selectivity regulation. Green Chem. 2023, 25, 7782-7793. [CrossRef]

Zhou, H.; Liu, X; Guo, Y.; Wang, Y. Self-Hydrogen Supplied Catalytic Fractionation of Raw Biomass into Lignin-Derived Phenolic
Monomers and Cellulose-Rich Pulps. JACS Au 2023, 3, 1911-1917. [CrossRef]

Abdelaziz, O.Y.; Clemmensen, I.; Meier, S.; Costa, C.A.E.; Rodrigues, A.E.; Hulteberg, C.P.; Riisager, A. On the Oxidative
Valorization of Lignin to High-Value Chemicals: A Critical Review of Opportunities and Challenges. ChemSusChem 2022, 15,
€202201232. [CrossRef]

Hu, Y,; Cui, Y;; Zhao, S.; Zhao, X.; Hu, X,; Song, Z.; Fan, W.; Zhang, Q. Selective C—C bond cleavage of oxidized lignin in an
aqueous phase under mild conditions. Green Chem. 2023, 25, 5150-5159. [CrossRef]

Gao, D.; Ouyang, D,; Bai, Y.;; Zhao, X. Synthesis and Computational Investigation of Antioxidants Prepared by Oxidative
Depolymerization of Lignin and Aldol Condensation of Aromatic Aldehydes. ChemSusChem 2023, 16, e202300208. [CrossRef]
[PubMed]

Kérkas, M.D.; Matsuura, B.S.; Monos, T.M.; Magallanes, G.; Stephenson, C.R.]. Transition-metal catalyzed valorization of lignin:
The key to a sustainable carbon-neutral future. Org. Biomol. Chem. 2016, 14, 1853-1914. [CrossRef] [PubMed]

Sun, Q.; Fu, X;; Wang, P; Li, K.; Wei, L.; Zhai, S.; An, Q. Selective production of p-hydroxybenzaldehyde in the oxidative
depolymerization of alkali lignin catalyzed by copper-containing imidazolium-based ionic liquids. J. Mol. Lig. 2023, 385, 122378.
[CrossRef]

Zhao, X.; Ding, Y.; Du, B.; Zhu, ].Y,; Liu, D. Polyoxometalate-Mediated Lignin Oxidation for Efficient Enzymatic Production of
Sugars and Generation of Electricity from Lignocellulosic Biomass. Energy Technol. 2017, 5, 1179-1185. [CrossRef]

Xiao, X.; Han, Y; Liu, C.; Li, Y,; Sun, G.; Wang, X. Visible-light-activated TiO, photocatalysis regionally modified by SiO, for
lignin depolymerization. Mater. Today Energy 2022, 30, 101190. [CrossRef]

Gale, M.; Cai, C.M.; Gilliard-Abdul-Aziz, K.L. Heterogeneous Catalyst Design Principles for the Conversion of Lignin into
High-Value Commodity Fuels and Chemicals. ChemSusChem 2020, 13, 1947-1966. [CrossRef]

Ren, X.; Wang, P; Han, X.; Zhang, G.; Gu, J.; Ding, C.; Zheng, X.; Cao, F. Depolymerization of Lignin to Aromatics by Selectively
Oxidizing Cleavage of C-C and C-O Bonds Using CuCl, /Polybenzoxazine Catalysts at Room Temperature. ACS Sustain. Chem.
Eng. 2017, 5, 6548-6556. [CrossRef]

Cao, Y.; Chen, S.S,; Tsang, D.C.W.; Clark, ].H.; Budarin, V.L.; Hu, C.; Wu, K.C.-W.; Zhang, S. Microwave-assisted depolymerization
of various types of waste lignins over two-dimensional CuO/BCN catalysts. Green Chem. 2020, 22, 725-736. [CrossRef]

Zhang, Y.; Cheng, S.; Wang, B.; Shi, C.; Nie, Y. Microwave-assisted pyrolysis aspen wood for production of valuable products
under different temperatures. Arab. |. Chem. 2023, 16, 105187. [CrossRef]

Vega-Aguilar, C.A.; Costa, C.; Barreiro, M.E,; Rodrigues, A.E. Microwave-Assisted Lignin Wet Peroxide Oxidation to C4
Dicarboxylic Acids. Ind. Eng. Chem. Res. 2022, 61, 3570-3581. [CrossRef]

Hamzah, W.S.W.; Kait, C.F,; Baharuddin, N.A.; Rahim, A.H.A.; Jumbri, K.; Wilfred, C.D.; Man, Z.; Idris, A. Microwave-assisted
chemistry: Parametric optimization for catalytic degradation of lignin model compounds in imidazolium-based ILs. Biomass
Convers. Biorefinery 2023, 13, 1793-1803. [CrossRef]

Fernandes, D.M.; Costa, M.; Pereira, C.; Bachiller-Baeza, B.; Rodriguez-Ramos, I.; Guerrero-Ruiz, A.; Freire, C. Novel electrochem-
ical sensor based on N-doped carbon nanotubes and Fe304 nanoparticles: Simultaneous voltammetric determination of ascorbic
acid, dopamine and uric acid. J. Colloid Interface Sci. 2014, 432, 207-213. [CrossRef] [PubMed]

Luo, C; Liu, S.; Yang, G.; Jiang, P.; Luo, X.; Chen, Y.; Xu, M,; Lester, E.; Wu, T. Microwave-accelerated hydrolysis for hydrogen
production over a cobalt-loaded multi-walled carbon nanotube-magnetite composite catalyst. Appl. Energy 2023, 333, 120538.
[CrossRef]

Araia, A.; Wang, Y.; Jiang, C.; Brown, S.; Caiola, A.; Robinson, B.; Li, W.; Hu, ]. Insight into Enhanced Microwave Heating for
Ammonia Synthesis: Effects of CNT on the Cs-Ru/CeO, Catalyst. ACS Appl. Mater. Interfaces 2023, 15, 24296-24305. [CrossRef]
[PubMed]

Menéndez, J.A.; Arenillas, A.; Fidalgo, B.; Ferndndez, Y.; Zubizarreta, L.; Calvo, E.G.; Bermudez, ].M. Microwave heating
processes involving carbon materials. Fuel Process. Technol. 2010, 91, 1-8. [CrossRef]

Ren, Y.; Chen, Y,; Li, Q; Li, H.; Bian, Z. Microwave-Assisted Photocatalytic Degradation of Organic Pollutants via CNTs/TiO,.
Catalysts 2022, 12, 940. [CrossRef]

Chen, J.; Xue, S.; Song, Y.; Shen, M.; Zhang, Z.; Yuan, T.; Tian, F.; Dionysiou, D.D. Microwave-induced carbon nanotubes catalytic
degradation of organic pollutants in aqueous solution. J. Hazard. Mater. 2016, 310, 226-234. [CrossRef]


https://doi.org/10.1016/j.fuel.2022.124674
https://doi.org/10.1039/D2SE00859A
https://doi.org/10.3389/fenrg.2020.608415
https://doi.org/10.1016/j.fuel.2023.129210
https://doi.org/10.1039/D3GC01988H
https://doi.org/10.1021/jacsau.3c00154
https://doi.org/10.1002/cssc.202201232
https://doi.org/10.1039/D3GC00496A
https://doi.org/10.1002/cssc.202300208
https://www.ncbi.nlm.nih.gov/pubmed/37040093
https://doi.org/10.1039/C5OB02212F
https://www.ncbi.nlm.nih.gov/pubmed/26732312
https://doi.org/10.1016/j.molliq.2023.122378
https://doi.org/10.1002/ente.201600662
https://doi.org/10.1016/j.mtener.2022.101190
https://doi.org/10.1002/cssc.202000002
https://doi.org/10.1021/acssuschemeng.7b00732
https://doi.org/10.1039/C9GC03553B
https://doi.org/10.1016/j.arabjc.2023.105187
https://doi.org/10.1021/acs.iecr.1c05004
https://doi.org/10.1007/s13399-021-01320-4
https://doi.org/10.1016/j.jcis.2014.06.050
https://www.ncbi.nlm.nih.gov/pubmed/25086716
https://doi.org/10.1016/j.apenergy.2022.120538
https://doi.org/10.1021/acsami.3c00132
https://www.ncbi.nlm.nih.gov/pubmed/37167454
https://doi.org/10.1016/j.fuproc.2009.08.021
https://doi.org/10.3390/catal12090940
https://doi.org/10.1016/j.jhazmat.2016.02.049

Molecules 2024, 29, 4762 18 of 18

48.

49.

50.

51.

52.

53.

54.

55.

56.

57.

58.

59.

60.

61.

62.

63.

64.

65.

66.

67.

68.

Davaritouchaee, M.; Hiscox, W.C.; Terrell, E.; Mancini, R.J.; Chen, S. Mechanistic studies of milled and Kraft lignin oxidation by
radical species. Green Chem. 2020, 22, 1182-1197. [CrossRef]

Ojeery, A.A.; Hassan, H.U.; Balawi, S.A.A ; Igbal, M.W.; Afzal, A.M.; Hadia, N.M.A. Growth of AgCoS@CNTs Composite on
Nickel Foam to Enrich the Redox Active Sites for Battery-Supercapacitor Hybrid Energy Storage Device. J. Phys. Chem. Solids
2023, 180, 111473. [CrossRef]

Sun, H.; Wang, H.; Qu, Z. Construction of CuO/CeO; Catalysts via the Ceria Shape Effect for Selective Catalytic Oxidation of
Ammonia. ACS Catal. 2023, 13, 1077-1088. [CrossRef]

Thanasamy, D.; Jesuraj, D.; Avadhanam, V.; Chinnadurai, K.; Kannan, S.K.K. Microstructural effect of various polyaniline-carbon
nanotube core-shell nanocomposites on electrochemical supercapacitor electrode performance. J. Energy Storage 2022, 53, 105087.
[CrossRef]

Basit, R.A.; Abbasi, Z.; Hafeez, M.; Ahmad, P.; Khan, J.; Khandaker, M.U.; Al-Mugren, K.S.; Khalid, A. Successive Photocatalytic
Degradation of Methylene Blue by ZnO, CuO and ZnO/CuO Synthesized from Coriandrum Sativum Plant Extract via Green
Synthesis Technique. Crystals 2023, 13, 281. [CrossRef]

Arfan, M.; Hussain, I.; Ahmad, Z.; Afzal, A.; Shahid, T.; Wattoo, A.G.; Rafi, M.; Zeb, A.; Shahzad, M.L,; Zhenlun, S. Facile Synthesis
and Characterization of CuO-CeO2 Nanostructures for Photocatalytic Applications. Cryst. Res. Technol. 2022, 57, 2100230.
[CrossRef]

Tarabanko, V.E.; Vigul, D.O.; Kaygorodov, K.L.; Chelbina, Y.V.; Mazurova, E.V. Catalytic Oxidation of Flax Shives into Vanillin
and Pulp. Catalysts 2022, 12, 1003. [CrossRef]

Arulkumar, E.; Shree, S.S.; Thanikaikarasan, S. Synthesis and characterization of CuO-Mn3O,: Application to chromium (VI)
photocatalytic reduction. J. Mater. Sci. Mater. Electron. 2024, 35, 198. [CrossRef]

He, Z.; Lin, H.; He, P; Yuan, Y. Effect of boric oxide doping on the stability and activity of a Cu-SiO, catalyst for vapor-phase
hydrogenation of dimethyl oxalate to ethylene glycol. J. Catal. 2011, 277, 54-63. [CrossRef]

Shen, J.; Zhang, S.; Shen, H.; Xu, X.; Fang, X.; Wang, X. Studying the Structure-Reactivity Relationship of CuO/CeO, for Catalytic
Soot Particulate Combustion: On the Monolayer Dispersion Threshold Effect. ChemCatChem 2024, 16, €202301766. [CrossRef]
Ma, Q.; Zhang, Y.; Zhu, X.; Chen, B. Hollow multi-shelled Co3zO4 as nanoreactors to activate peroxymonosulfate for highly
effective degradation of Carbamazepine: A novel strategy to reduce nano-catalyst agglomeration. J. Hazard. Mater. 2022, 427,
127890. [CrossRef]

Li, Y,; Guo, L.; Huang, D.; Jawad, A.; Chen, Z.; Yang, J.; Liu, W.; Shen, Y.; Wang, M.; Yin, G. Support-Dependent Active Species
Formation for CuO Catalysts: Leading to Efficient Pollutant Degradation in Alkaline Conditions. J. Hazard. Mater. 2017, 328,
56-62. [CrossRef]

Liu, C.; Lin, E; Kong, X.; Fan, Y.; Xu, W.; Lei, M.; Xiao, R. Lignin-first biorefinery of corn stalk via zirconium(IV) chloride/sodium
hydroxide-catalyzed aerobic oxidation to produce phenolic carbonyls. Bioresour. Technol. 2022, 354, 127183. [CrossRef]

Sun, Y.-C.; Wang, M.; Sun, R.-C. Toward an Understanding of Inhomogeneities in Structure of Lignin in Green Solvents Biorefinery.
Part 1: Fractionation and Characterization of Lignin. ACS Sustain. Chem. Eng. 2015, 3, 2443-2451. [CrossRef]

Seo, J.H.; Jeong, H.; Lee, HW.,; Choi, C.S.; Bae, ].H.; Lee, S.M.; Kim, Y.S. Characterization of solvent-fractionated lignins from
woody biomass treated via supercritical water oxidation. Bioresour. Technol. 2019, 275, 368-374. [CrossRef] [PubMed]

Yao, L.; Chen, C.; Yoo, C.G.; Meng, X.; Li, M,; Pu, Y.; Ragauskas, A.].; Dong, C.; Yang, H. Insights of Ethanol Organosolv
Pretreatment on Lignin Properties of Broussonetia Papyrifera. ACS Sustain. Chem. Eng. 2018, 6, 14767-14773. [CrossRef]

Cao, Y,; Chen, S.S.; Zhang, S.; Ok, Y.S.; Matsagar, B.M.; Wu, K.C.-W.; Tsang, D.C.W. Advances in lignin valorization towards
bio-based chemicals and fuels: Lignin biorefinery. Bioresour. Technol. 2019, 291, 121878. [CrossRef]

Adamovic, T.; Zhu, X,; Perez, E.; Balakshin, M.; Cocero, M.]. Understanding sulfonated kraft lignin re-polymerization by ultrafast
reactions in supercritical water. J. Supercrit. Fluids 2022, 191, 105768. [CrossRef]

Happs, R.M.; Addison, B.; Doeppke, C.; Donohoe, B.S.; Davis, M.F.; Harman-Ware, A.E. Comparison of methodologies used to
determine aromatic lignin unit ratios in lignocellulosic biomass. Biotechnol. Biofuels 2021, 14, 58. [CrossRef]

Davaritouchaee, M.; Hiscox, W.C.; Martinez-Fernandez, J.; Fu, X.; Mancini, R.J.; Chen, S. Effect of reactive oxygen species on
biomass structure in different oxidative processes. Ind. Crops Prod. 2019, 137, 484—494. [CrossRef]

Hafezisefat, P; Qi, L.; Brown, R.C. Lignin Depolymerization and Esterification with Carboxylic Acids to Produce Phenyl Esters.
ACS Sustain. Chem. Eng. 2023, 11, 17053-17060. [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/10.1039/C9GC04162A
https://doi.org/10.1016/j.jpcs.2023.111473
https://doi.org/10.1021/acscatal.2c05168
https://doi.org/10.1016/j.est.2022.105087
https://doi.org/10.3390/cryst13020281
https://doi.org/10.1002/crat.202100230
https://doi.org/10.3390/catal12091003
https://doi.org/10.1007/s10854-023-11904-7
https://doi.org/10.1016/j.jcat.2010.10.010
https://doi.org/10.1002/cctc.202301766
https://doi.org/10.1016/j.jhazmat.2021.127890
https://doi.org/10.1016/j.jhazmat.2016.12.063
https://doi.org/10.1016/j.biortech.2022.127183
https://doi.org/10.1021/acssuschemeng.5b00809
https://doi.org/10.1016/j.biortech.2018.12.076
https://www.ncbi.nlm.nih.gov/pubmed/30605826
https://doi.org/10.1021/acssuschemeng.8b03290
https://doi.org/10.1016/j.biortech.2019.121878
https://doi.org/10.1016/j.supflu.2022.105768
https://doi.org/10.1186/s13068-021-01897-y
https://doi.org/10.1016/j.indcrop.2019.05.063
https://doi.org/10.1021/acssuschemeng.3c05221

	Introduction 
	Result and Discussion 
	Characterization of CuO/CNT Catalysts 
	Catalytic Performance of CuO/CNT for Lignin Depolymerization 
	Production of Monophenols from Different Lignin Substrates 
	Mechanism Study 

	Methods 
	Lignin Samples 
	Preparation of CuO/CNT Catalyst 
	Microwave-Assisted Oxidative Depolymerization of Lignin 
	Qualitative and Quantitative Analysis of Products 
	Characterization of Catalyst and Lignin 

	Conclusions 
	References

