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The past decade has witnessed the rapid development of shell biorefining. Among the green method-
ologies, the application of ionic liquids (ILs) to catalyze the conversion of marine biomass including chito-
san, chitin, and crustacean shells, has attracted increasing attention. However, in comparison with the sig-
nificant achievements of ILs in the conversion of lignocellulosic biomass, the methodological develop-
ments of ILs in marine biomass have been rather limited due to the greater structural complexity of
marine biomass. Herein, the conversion of marine biomass to a variety of value-added chemicals (chito-
san oligomers, sugars, 3-acetamido-5-acetylfuran, 5-hydroxyfurfural, levulinic acid, etc.) using acidic ILs
as catalysts, has been reviewed according to the order of feedstock from simple to complex (chitosan,
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chitin, and crustacean shells). The different characteristics of ILs for each type of marine biomass have
been summarized and compared with lignocellulosic biomass for the first time, with respect to acidity,
hydrogen bonding ability and recyclability, demonstrating the structural effect of marine biomass on their
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1. Introduction

Relative to the remarkable achievements in lignocellulosic
biorefinery," ° the conversion of marine biomass, especially
crustacean shells, has a rather short history. Globally,
6-8 million tons of crab and shrimp shells are discarded every
year,?® causing serious resource waste and environmental pol-
lution. Over the long term, converting the shell resources
efficiently into high value-added chemicals can not only
promote the circular economy but also help to protect the
environment.>'* However, less than 2.5% of about 30000
publications on renewable biomass concentrated on crus-
tacean shells suggests great potential to utilize crustacean
shells for chemical production.

Crustacean shells are mainly composed of chitin (15-40%),
protein (20-40%), and calcium carbonate (20-50%), of which
chitin is the second largest biomass in the world next to cell-
ulose.*® Chitin is structurally similar to cellulose and has an
acetamide group at the C-2 position instead of the hydroxyl
group as in cellulose. Chitosan is a deacetylative derivative of
chitin and has more similarities with cellulose. The only differ-
ence also depends on the functional group at the C-2 position,
i.e.,, amino group for chitosan and hydroxyl group for
cellulose.

Due to a lack of mechanistic understanding, the method-
ologies to convert chitin and chitosan have lagged far behind
in comparison with that of cellulose. Certainly, whether the
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feedstock contains nitrogen or not can make a big difference.
On the one hand, owing to the advantage of containing nitro-
gen in chitin and chitosan feedstocks, the nitrogen could be
passed on to the chemical product in the absence of any other
nitrogen source, which is impossible for cellulose.** On the
other hand, the existence of the amino group in chitosan or
the acetamide group in chitin results in different mechanisms
than in cellulose, which have not been thoroughly elucidated
in the previous studies.

Ionic liquids (ILs) have been widely used in green chem-
istry, due to their characteristics of designability and
recyclability.**” Application of ILs has greatly contributed to
the development of lignocellulosic biorefining,>***® since
Rogers’ group first reported dissolving cellulose in [C,mim]Cl
in 2002,*® which profoundly inspired their applications in the
field of marine biomass. In 2006, Xie and Zhang*® found that
[Csmim]Cl could also be utilized to dissolve chitosan and
chitin. Thereafter, Wu et al.>® proposed [C;mim]OAc to be a
better solvent for chitosan and chitin. Rogers et al.”>* adopted
[C,mim]OAc to dissolve raw crustacean shells, which exhibited
higher solubility than [C,mim]Cl and [C,mim]Cl. Likewise,
applications of ILs to dissolve chitosan, chitin, and crustacean
shells have led to some progress in derivatization and
functionalization.>*>*

Early interest in utilizing ILs for the production of chemi-
cals from marine biomass was focused on the solvent role. For
example, Zhao et al. reported the conversion of chitosan and
chitin in [C;mim]Cl/Br using mineral acid catalysts, leading to
higher total reducing sugar (TRS) yields when compared with
water-involving processes.>® These methods illustrated that IL
solvents are oftentimes advantageous to facilitate the hydro-
lysis of chitosan and chitin. On the other hand, the IL solvent
systems have some shortcomings, such as the lack of control
of the strength of the acidic catalysts, leading to low selectivity
due to further degradation of the products into unwanted
chemicals. Correspondingly, ILs can provide a solution to this
problem by incorporating the acid functionality into either the
cation or anion, whereby the strength of the acidic ILs can be
modulated by the design of the IL structures.®> At present, the
production of chemicals from marine biomass, including chit-
osan, chitin, and crustacean shells using acidic ILs as catalysts
has just started.

In this review, the chemical routes from crustacean shells
to chitin, chitosan, oligomers, sugars, 3-acetamido-5-acetyl-
furan (3A5AF), 5-hydroxyfurfural (HMF), and levulinic acid (LA)
have been outlined (Fig. 1). The relevant literature using acidic
ILs as catalysts to convert chitosan, chitin and crustacean
shells to oligomers, sugars, 3A5AF, HMF and LA have been
listed in Table 1. Firstly, according to the order of feedstock
from simple to complex, the eminent research using acidic ILs
to convert chitosan, chitin, and crustacean shells to down-
stream chemicals will be summarized in turn. The IL struc-
tures reported in the literature will be discussed in detail as
well (Fig. 2). Secondly, the recyclability of ILs for these three
types of marine biomass, including chitosan, chitin, and crus-
tacean shells will be reviewed.
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2. Conversion of chitosan to
chemicals catalysed by ILs

By virtue of the amino groups, the hydrogen bonding in chito-
san is stronger than in cellulose, resulting in its notorious re-
sistance to dissolution. Applications of ILs in chitosan
research  started from early interest in chitosan
dissolution,?”****% to chitosan conversion in IL solvents.’
Zhao and co-workers®* used [C,;mim]Cl or [C;mim]Br as the
solvent and mineral acids (HCl, HNO3, and H,SO,) as the cata-
lyst to hydrolyze chitosan into TRS of 63%. Recently, Zang and
co-workers®® reported that 44.1 mol% HMF could be obtained
from chitosan using Brgnsted-Lewis acidic ILs ((Hmim]HSO,-
0.5FeCl,) as catalysts. We explored the selective conversion of
chitosan to LA (64%) catalysed by ILs,°" on the basis of our
previous research on IL-catalysed conversions of cellulose*>®”
and lignocellulose,’® thus revealing the effect of the -NH,
group on chitosan conversion.

2.1 Chitosan oligomers

Chitosan with high molecular weight (M,,) has some short-
comings that hinder its practical usage, such as poor solubility
and low bulk density. Hence, it is necessary to reduce the M,,
of chitosan to enhance the solubility, so as to enlarge its appli-
cation scope. Moreover, good water solubility could endow
chitosan oligomers with some special physiological properties
towards applications in cosmetics and health, e.g., antifungal,
antibacterial, and antitumor effects. Chitosan oligomers can
be prepared by different methods including enzymatic hydro-
lysis, oxidative hydrolysis and acid hydrolysis.>®

Shan and co-workers® established oxidative hydrolysis of
chitosan with molecular oxygen as the oxidant catalyzed by
iron(ir) phthalocyanine (FePc) in [C,mim]|NTf, (1-methyl-3-
butylimidazolium bis((trifluoromethyl)sulfonyl)imide) to form
chitosan oligomers in a biphasic system. When the tempera-
ture was increased from 40 °C to 120 °C for 6 h, the intrinsic
viscosity kept decreasing. The optimal temperature was deter-
mined to be 110 °C, beyond which more complicated by-pro-
ducts were formed. Later, Yu et al.’”® came up with another oxi-
dative hydrolysis system of H,0,/[Gly]Cl (glycine chloride),
forming chitosan oligomers homogeneously at 80 °C for 2 h.

Conventionally, acid hydrolysis using mineral acids such as
HCI and HNO; leads to the rapid and stochastic breakdown of
chitosan. In order to control the M,, of the chitosan oligomer
products, new techniques are required. Dandekar and co-
workers®® applied three SO;H-functionalized ILs (SFILs) to
hydrolyze chitosan homogeneously (Table 1, entry 1). Besides
[C3SO;Hmim]Cl, they designed two new ILs with CI™ as the
anion, introducing the carboxymethyl group into SO;H-func-
tionalized imiadazole and benzimidazole based cationic struc-
tures, whereas the carboxymethyl groups serve as proton
donors together with SO;H moieties. It has been reported that
the imidazole and benzimidazole ring structures cause some
differences in acidity. Therefore, three ILs with different
acidities were employed for chitosan hydrolysis.

Green Chem., 2021, 23, 9800-9814 | 9801
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Fig. 1 Conversion of crustacean shells, chitin and chitosan to downstream chemicals.
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Table 1 Conversion of chitosan, chitin, and crustacean shells catalysed by acidic ILs

Role of
Entry Feedstock IL catalyst (wt%) Solvent L T (°C) Time  Product (yield) Ref.
1 Chitosan C3SO;HCH,COOHbIim|Cl (17 wt%) H,O Cat. 110 12h  Chitosan oligomers (=) 55
2 Chitosan C3SO;HPy|HSO, (14 wt%) [Amim|CI-{Hmim|C] Cat./sol. MW 640 W 2 min TRS (93.2%) 56
3 Chitosan Hmim]HSO, (4 wt%) H,0 Cat. 180 5h HMF (29.5%) 57
4 Chitosan  [Hmim]HSO, (10 wt%) DMSO-H,0 Cat. 180 6h  HMF (34.7%) 58
5 Chitosan  [Hmim]HSO,-0.5FeCl, (1.25 wt%)  H,O Cat. 180 4h  HMF (44.1%) 59
6 Chitosan Hbim]Cl (2.5 wt%) DMSO-H,0 Cat. 180 3h HMF (34.9%) 60
7 Chitosan C3SO;Hmim]HSO, (20 wt%) H,0 Cat. 170 5h LA (64.0%) 61
8 Chitin C3SO,Hmim]OTf (6 wt%) [C,mim]CI Cat./sol. 120 5h  GleNAc (15%) 62
9 Chitin Hmim]HSO, (4 wt%) H,0 Cat. 180 5h  HMF (19.3%) 57
10 Chitin Hmim]HSO, (10 wt%) DMSO-H,0 Cat. 180 6h  HMF (25.7%) 58
11 Chitin C3SO;Hmim]HSO, (14 wt%) H,0 Cat. 180 5h  LA(67.0%) 63
12 Crab shells  [C;SO;Hmim]HSO, (20wt%) H,0 Cat. 180 5h  LA(77.9%) 64
After heating at 110 °C for 12 h, HCl and HOAc reduced 2.3 HMF

the M,, of chitosan from 410 kDa to 14 kDa and 32 kDa,
respectively. The M, reduction of chitosan was achieved in
the sequence HCl > [C3SO;HCH,COOHbim|Cl >
[C3SO;HCH,COOHim]Cl > [C3SO;Hmim]Cl > HOAc, which was
consistent ~ with  their  acidity. ~Among the ILs,
[C3SOsHCH,COOHbIm|Cl exhibited higher efficiency and
reduced the M, of chitosan to 20 kDa. It was proposed
that due to the bulky character, the ILs are unable to
interact with chitosan as efficiently as with mineral acids,
resulting in a controlled degradation rate. Thus, ILs provided
an alternative technique to produce chitosan oligomers with
specific M.

2.2 TRS

Wu and co-workers®® dissolved chitosan in mixed ILs of
[Amim]Cl/[Hmim]Cl, and homogeneous hydrolysis quickly
occurred under microwave (MW) irradiation using pyridinium-
type SFILs at 640 W for 2 min (Table 1, entry 2). Noticeably,
the TRS yield was improved sharply after the addition of
DMSO, due to the decreased viscosity, which in turn increased
the contact between H' and the 1,4-f-glycosidic bonds. The
Bronsted acidities of the SFILs depend on the anions and
decrease in the order: [C3SO;HPy|HSO, > [C3SO;HPy|pTSA >
[C3SO;HPy|H,PO,, which is consistent with the activity order
of the SFILs to hydrolyse chitosan. Furthermore, the effect of
reaction time was examined. With [C;SO;HPy|HSO, as catalyst,
the viscosity-average molecular weight (M,) of chitosan
dropped continuously from the beginning 560 000 to 24 167
(30 s), 882 (90 s), and 450 (120 s). Meanwhile, the TRS yield
increased from 15% (30 s) to 84% (90 s) and 92% (120 s). They
attributed the high yield of TRS to the combination of ILs,
SFILs and MW. Wu et al.’s homogeneous depolymerization of
chitosan to TRS*® suggested a depolymerization mechanism:
first, complete dissolution of chitosan in mixed ILs enables
1,4-p-glycosidic bonds to be more accessible to the catalytic
species H'. Secondly, ILs with high polarity absorb MW emis-
sion and markedly accelerate the reaction rate compared to
conventional heating in an oil bath.

This journal is © The Royal Society of Chemistry 2021

Owing to the bifunctional aldehyde and hydroxyl groups,
HMF has been selected by the US Department of Energy as
one of the top 12 platform chemicals from biomass for the
production of various valuable chemicals, e.g., 2,5-furandicar-
boxylic acid (monomer of terephthalate alternatives),”””” 2,5-
dimethylfuran (fuel),”*”” furan-2,5-dicarbaldehyde (chemical
intermediate),”*”” and levulinic acid (platform chemical).”®
In comparison with a large number of research on HMF
preparation from lignocellulosic biomass,>***®7°8! there are
only a few reports on the conversion of chitosan to HMF.
Kerton and co-workers’' hydrolyzed chitosan to HMF in
10.0% yield with SnCl;:5H,0 as a catalyst under MW
irradiation, whereas they found higher yield of HMF was
obtained under dilute conditions versus more concentrated
conditions. The proposed mechanism of HMF formation
from chitosan monomer by deamination is shown in Fig. 3.
Meanwhile, Qiao and Hou> obtained HMF (12.8%) from
chitosan using concentrated ZnCl, aqueous solution. Lee
et al.®®* used H,SO,4 to hydrolyze chitosan to HMF in 12.1%
yield at 174 °C.

Zang and co-workers®” screened nine ILs to catalyze chito-
san conversion into HMF, including [C,;mim]HSO,, [C;mim]
BF,, [Cymim]Cl, [C;mim]Br, [(C;SOs;H),im]HSO,, [Hmim]
HSO,, [Hmim]Cl, [C;SO;HmimJHSO,, and [CH,COOHmim]|Cl
(Table 1, entry 3). The effect of IL structure on the yield of
HMF was investigated. The acidic ILs ([C,mim]HSO,,
[(C,SO;H),imHSO,,  [Hmim]HSO,,  [C,SO;Hmim]HSO,,
[CH,COOHmim]|Cl) showed stronger catalytic activity than
some neutral ILs ([C;mim]Cl, [C;mim]Br), which failed to cata-
lyze chitosan conversion. It was proposed that the intra-
molecular H-bonds of chitosan from -OH and -NH, groups
were broken by the interaction with H' leading to new inter-
molecular H-bonds, so that the breakage of glycosidic bonds
was accelerated and chitosan hydrolysis was promoted. With
the same cationic structure, ILs with acidic anions ([C;mim]
HSO,4, [Hmim]HSO,) showed stronger catalytic activity than
those with neutral anions ([C;mim]BF,, [C;mim]Cl, [C;mim]
Br, [Hmim]Cl). When CI~ was fixed as the anion, the IL with
an acidic cation ([CH,COOHmim]Cl) showed stronger catalytic

Green Chem., 2021, 23, 9800-9814 | 9803
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Fig. 3 Proposed mechanism for HMF and LA from chitosan monomer. Figure reproduced from ref. 71 with kind permission from The Royal Society

of Chemistry.

activity than those with neutral cations ([C;mim]Cl, [Hmim)]
Cl). When HSO,~ was used as the anion, likewise, ILs with
more acidic cations should show stronger catalytic activity.
However, [(C4;SO3H),im]HSO, and [C,SO;Hmim]HSO,4, which
are more acidic, showed lower catalytic activity than [C;mim]
HSO, and [Hmim]HSO,. This could be ascribed to the steric
hindrance of the longer SO;H group, thus enabling the ILs
difficult to enter chitosan and decreasing the catalytic activity
accordingly. Hence, it was suggested that the acidity and struc-
ture of ILs play key roles in the catalysis of chitosan conver-
sion. Among the ILs, [Hmim]|HSO, led to the highest HMF
yield of 21.7 mol%, due to the dual effects of the cationic and
anionic structures. As the amount of IL increased from 2 wt%
to 4 wt%, the yield of HMF reached a maximum of 29.5 mol%
at 180 °C for 5 h (Table 1, entry 3). Another possible mecha-
nism of deamination proposed is shown in Fig. 4, wherein an
open-chain form was initially formed, followed by isomeriza-
tion to the enol-intermediate and then the formation of a five-
membered ring with the -NH, group removed from GIcN. It
was assumed that the so-formed five-membered compounds
are key intermediates towards the formation of HMF.

When the DMSO/H,O mixture solvent was used instead of a
single water solvent,*®®® the conversion yield of chitosan to
HMF could be improved to 34.7% with [Hmim]HSO, as a cata-
lyst at 180 °C for 6 h, probably due to the suppression of
humin byproducts (Table 1, entry 4).

Furthermore, by combining the advantages of a Brensted
acid and a Lewis acid, the mixed-type Brgnsted-Lewis acidic IL
catalysts®® were employed in the conversion of chitosan, and
the HMF yield was further improved to 44.1% by catalysis of
[Hmim]HSO,-0.5FeCl, at 180 °C for 4 h (Table 1, entry 5).

In addition to [Hmim]HSO,, benzimidazole-based ILs that
can be synthesized from environmentally friendly and biocom-
patible benzimidazole, were used to catalyze the conversion of
chitosan at 180 °C for 3 h, leading to a higher HMF yield of
34.9% in the DMSO/H,0 mixed solvent than 30.8% in pure
water for [Hbim]CL.°® In comparison, [Bbim]-type ILs were less

This journal is © The Royal Society of Chemistry 2021
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Fig. 4 Proposed mechanism of chitosan conversion to HMF.
Figure reproduced from ref. 57 with kind permission from Elsevier.

effective probably due to the increased steric hindrance after
substitution of H at the 1-position by a butyl group (Table 1,
entry 6).

24 LA

Due to the bifunctional carboxylic and keto groups, levulinic
acid (LA) has also been widely recognized as one of the top 12
platform chemicals to produce a variety of downstream chemi-
cals, for example, 5-bromolevulinic acid (pharmaceutical
agent), ethyl levulinate (flavor compound), 5-nonanone (fuel),

Green Chem., 2021, 23, 9800-9814 | 9805
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d-aminolevulinic acid (herbicide), y-valerolactone (solvent),
succinic acid (plasticiser), and nylon-6,6 (polymer).5*°
Biomass conversion to produce LA was reported to be able to
bridge with petroleum processing, thus becoming critical in
biorefining.'>¢7:0%71,7891°97  Chitosan conversion to LA has
recently attracted increasing attention. Kerton and co-
workers”" hydrolysed chitosan by the catalysis of SnCl,-5H,0
under MW irradiation at 200 °C for 30 min, leading to a LA
yield of 23.9 wt% (33.2 mol%). Mika and co-workers®’
degraded chitosan in the presence of H,SO, and HCI catalysts
under MW irradiation at 190 °C for 20 min, resulting in a LA
yield of 19.3-37.0 mol%. To date, efficiently converting chito-
san into LA still remains challenging.

Based on our previous research on the production of LA by
IL-catalysed conversion of cellulose*>®” and lignocellulose,®®
we further expanded to convert chitosan to LA.°" By the cataly-
sis of [C3SO;Hmim]HSO, at 170 °C for 5 h, the yield of LA was
significantly increased to 64% at a lower chitosan intake of
50 mg. It was inferred that lower reactive intermediate concen-
tration could inhibit the intermolecular polymerization to
humin byproducts,”®* % thus promoting the intramolecular
conversion of chitosan to the LA target product (Table 1, entry
7).

The relationship between acidic IL structure and the yield
of LA was studied next. The Brgnsted acidity of six acidic ILs
was determined by the Hammett method.®” For [C;SO;Hmim]-
type ILs, the acidities of the ILs decreased in the sequence
HSO,~ > PhSO;~ ~ CH,SO;~ > CI- > 1-NS > H,PO, .
Consequently, a stronger acidity of IL led to a higher LA yield
obtained from chitosan, thus suggesting the critical role of
acidity for IL catalysts during chitosan conversion, presumably
through protonation of the glycosidic bond.

Noticeably, for cellulose feedstock, [C3SO;Hmim]|Cl led to
higher LA yield than [C3SO;Hmim]HSO,, although
[C3S0;HmIm]Cl is less acidic than [C3SO;Hmim]HSO,.%
This could be ascribed to the stronger H-bonding acceptors of
Cl™ that break the H-bonding network in cellulose,*®"%¢1%
thus enhancing the accessibility of the IL catalyst to the
catalytic sites in cellulose and improving the catalytic activity
of IL.

In comparison, for chitosan feedstock, the H-bonding
ability of IL had no prominent effect on chitosan conversion
as in the case of cellulose. Even though due to the stronger
H-bonding ability of Cl7, the solubility of chitosan could
indeed be improved from 0% ([C;SO;HmMim]HSO,) to ca. 5%
([C3SO;HmMim]Cl) in the presence of water (3.31 mmol of IL
and 4.000 g of water), the yield of LA catalyzed by
[C3SO;HmMim]Cl was still lower than that by [C;SO;Hmim]
HSO,. This could be explained that the quaternization inter-
actions between the -NH, groups of chitosan and acidic IL
dominate over the H-bonding interactions. As a result, the
yield of LA from chitosan conversion was solely dictated by the
acidity of IL, rather than the H-bonding ability of IL. It can be
seen that the IL structure has different effects on the yield of
LA due to the presence of -NH, group in chitosan feedstock
versus cellulose feedstock.
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3. Conversion of chitin to chemicals
catalysed by ILs

The acetamide groups account for the huge differences
between chitin and cellulose, which contribute to an even
stronger H-bonding network in chitin compared to chito-
san.'” The earlier applications of ILs in chitin research were
mostly concentrated on chitin dissolution,*®~>>>%107,110-112
which has been thoroughly reviewed recently. Dissolution of
chitin in ILs is based on the principle that ILs could form new
hydrogen bonds with chitin to disrupt the original inter- and
intramolecular H-bonds in the chitin polymer.”> Zhao and co-
workers converted chitin to TRS at 25% using HCI as the cata-
lyst and [C,mim]Cl as the solvent.>* Reports of ILs as catalysts
for chitin conversion have been rather limited. One example is
that of [Hmim]HSO, adopted to convert chitin into HMF at
19.3%.”” Recently, we explored the selective conversion of
chitin to LA (67.0%) catalysed by acidic IL,""* in comparison
with our aforementioned research on IL-catalysed conversion
of chitosan,®" demonstrating the effect of the acetamido group
on chitin conversion.

3.1 TRS

Zhao and co-workers®* hydrolysed chitin using HCI as the cata-
lyst and [C,mim]Cl as the solvent at 100 °C for 7 h, leading to
a yield of 25% for TRS, which was much lower than that of
chitosan (63%). They noticed the increased viscosity of the
reaction mixture for chitin and suggesed that other complex
products were formed under these conditions. In comparison
with chitosan, more efforts are needed for chitin feedstock to
achieve efficient hydrolysis.

Reichert and Davis®® also chose [C,mim]Cl to prepare a
1 wt% chitin solution, whereas the IL with OAc™ was found to
deactivate the catalyst causing chitin unable to hydrolyze.
Afterwards, alkyl chain SFILs were used to catalyze chitin
hydrolysis. With [C;SO;Hmim]OTf as the catalyst, the yield of
N-acetyl-p-glucosamine (GleNAc) increased from 6% to 15% as
the reaction temperature increased from 100 °C to 120 °C.
Changing the catalyst to [C;SO;Hmim|NTf, made the product
GIcNAc undetectable, probably due to the degradation of
GlcNAc (Table 1, entry 8).

3.2 3A5AF

Chitin is made up of GleNAc monomers, which are nitrogen-
ous monosaccharides. The unique structure of chitin holds
great potential in the production of nitrogen-containing com-
pounds that cannot be obtained from lignocellulosic biomass.

Kerton and co-workers”" initially obtained LA from chitosan
and GlcN in water medium. Nevertheless, when the transform-
ation of GIcNAc was conducted in dipolar aprotic solvents or
imidazolium ILs in the presence of CI™ and boric acid, 3A5AF
was obtained.”*''* Under both circumstances, 60% yield of
3A5AF could be achieved, which was 30 times higher than the
pyrolysis route. Later, Kerton and Yan''® reported that chitin
could be directly converted into 7.5% yield of 3A5AF in
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N-methyl-2-pyrrolidone (NMP) solvent with alkaline chlorides
and boric acid as additives at 215 °C for 1 h.

Furthermore, Kerton and Yan''® tested 10 ILs as the solvent
and screened 25 additives, suggesting that solubility was not
the crucial factor and Cl™ may participate in the reaction since
3AS5AF could not be produced without CI™. The yield of 3A5AF
was improved from less than 1% to 6.2% in [C,mim]Cl with
HCI and boric acid as additives at 180 °C for 1 h, whereas the
reaction temperature was lower than in organic solvents
(215 °C). The enhanced yield was ascribed to the synergistic
effects of the two additives, whereas the acids catalyzed chitin
hydrolysis to the monomers and boric acid promoted the sub-
sequent dehydration step. In addition, the concept whether
acidic ILs could replace the neutral ILs with acidic additives
was tested on GlcNAc. It was found that the addition of 1 and
2 equivalents of NaCl to the reaction in [C;mim]|HSO, could
increase the 3A5AF yield from 10.7% (in the absence of NaCl)
to 15.4% and 19.7%, respectively. These results confirmed the
crucial role of Cl™ in chitin conversion towards 3A5AF, indicat-
ing that acidic ILs were less effective for the production of
3A5AF.

3.3 HMF

Kerton and co-workers’" hydrolyzed chitin using SnCl,-5H,0
as the catalyst under MW irradiation and no HMF was pro-
duced with only LA detected. In comparison, Qiao and Hou*’
obtained HMF in 9.0% yield from chitin using concentrated
ZnCl, aqueous solution. Zang and co-workers®” hydrolyzed
chitin in [Hmim]HSO, at 180 °C for 5 h, leading to a higher
HMF yield of 19.3% (Table 1, entry 9). When DMSO/H,0
mixture solvent was used instead of a single water solvent,*®
the conversion yield of chitin to HMF could be improved to
25.7% with [Hmim]HSO, as the catalyst, probably due to the
suppression of humin by-product (Table 1, entry 10).

34 LA

Kerton and co-workers”' hydrolyzed chitin to LA in 12.7%
yield using SnCl,;-5H,0 as the catalyst under MW irradiation.
Due to the stronger hydrogen bonding network in chitin,
highly efficient conversion of chitin is more difficult.

On the basis of our research on selective chitosan conver-
sion to LA, we proceeded to investigate the conversion of
chitin into LA by the catalysis of ILs, whereas 67.0% yield of
LA was achieved at a lower feedstock intake with [C;SO;Hmim]
HSO, as the catalyst at 180 °C for 5 h (Table 1, entry 11).°* The
effect of IL structure on conversion efficiency of chitin was also
examined. The Brgnsted acidity of six acidic ILs was quantified
and followed the sequence HSO,~ > PhSO;~ ~ CH3SO;~ > CI™
> 1-NS > H,PO, . According to the catalytic outcome, the IL
with stronger acidity led to a higher LA yield, thus demonstrat-
ing the crucial role of acidity during the catalytic conversion of
chitin.

One exception is [C3SO;Hmim]Cl resulting in 54.0% yield
of LA, which is particularly high but does not overtake
[C3SO;HMIim]HSO, (56.5%). As learnt from our previous
research,®” [C;S0;Hmim]Cl could result in a higher yield of LA
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as compared to [C3SO;Hmim]HSO, for cellulose feedstock.
Therefore, it was proposed that the LA yield in the presence of
3.31 mmol of [C3S0;Hmim]Cl might not reach the maximum
yield for chitin feedstock, since deamination causes a decrease
of IL acidity. When the dosage of [C3SO;Hmim]Cl was
increased to 4.97 mmol, the LA yield from chitin conversion
indeed improved to 61.5% and levelled off, which verified our
hypothesis. Hence, after ruling out the factor of acidity loss,
the strong H-bonding ability of CI~ predominated and sur-
passed [C3SO;Hmim]HSO,, although the acidity of
[C3SO;Hmim|Cl is lower than that of [C3SO;Hmim]HSO,. It
can be seen that the effect of IL structure on the LA yield for
chitin feedstock not only resembles that for cellulose feedstock
wherein the stronger H-bonding acceptor of CI™ helps to break
the original H-bonding network®®'%® and enhances the acces-
sibility of the IL catalyst to the catalytic sites, but also
resembles that for chitosan feedstock wherein deamination
occurs causing acidity loss.

4. Conversion of crustacean shells to
chemicals catalysed by ILs

The main components in raw crustacean shells are chitin,
protein, and calcium carbonate. Chitin functions as the skel-
eton, with calcium carbonate imparting the necessary strength
and proteins endowing a living tissue.''” The traditional
process to separate the chitin component from crustacean
shells includes demineralization by acidic treatment and then
deproteinization by alkaline treatment.'*®'*° Lately, in order
to upgrade to green technologies, ILs have been employed in
chitin production,>**2%121

Rogers’ group first adopted [C,mim]OAc to extract chitin
from shrimp shells,”" from which the resultant chitin solution
in [C,mim]OAc can be further used to fabricate nanomats,'*?
fibers,"* hydrogels,** and films."*> Through comparison,
only chitin which is extracted by IL can produce strong
films,"*® while the commercially available chitin cannot. In
addition, ILs can be designed toward deproteinization,
whereas chitin separation could be realized alternatively not
through chitin extraction. Rogers’ group used [NH;OH][OAc] to
deproteinize and demineralize from shrimp shells, leading to
chitin separation with over 80% purity."*® Zhang and co-
workers adopted phosphate IL [C,mim]DMP for deproteiniza-
tion, followed by Zn(OAc), for demineralization, offering a
green method to produce chitin/Zn composite directly from
shrimp shells."*”

Compared with chitin separation from crustacean shells,
the conversion of crustacean shells to chemicals has just
started. Yan and Jin converted shrimp shells by oxidation of
CuO and O, in 2 M NaOH solution, leading to HOAc at a yield
of 47.9%.>® Yan’s group transformed shrimp shells into low
M, chitosan by NaOH catalysed mechanochemistry.**
Recently, they came up with an integrated process whereas the
shell waste was converted into tyrosine and 1-DOPA by a
microbial engineering method after pretreatment.’®® The econ-
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omic advantage will be greatly enhanced if the raw crustacean
shells could be efficiently converted to high value-added
chemicals, thus combining chitin separation and conversion
of chitin into one step. Application of ILs as the catalyst to
convert raw crustacean shells has not yet been reported.
Following our systematic research on IL-catalysed conversion
of chitosan®! and chitin,*® we continued to investigate the con-
version of raw crustacean shells into LA by the catalysis of
acidic ILs, unveiling the difference between chitin and crus-
tacean shells.**

41 LA

For 250 mg of crab shells, 1.5 g of [C;SO;Hmim|HSO, was
required to reach the maximum yield of LA, but only 1.0 g of
[C3SO;HmMim]HSO, was needed for 250 mg of chitin feedstock.
This could be ascribed to higher acid consumption by both
deamination and the CaCO; component. By catalysis of
[C3SO;HMim]HSO,, the yield of LA could be improved to
77.9% at a lower intake of crab shells at 180 °C for 5 h
(Table 1, entry 12).%*

The relationship between the structure of ILs and conver-
sion efficiency of crab shells was investigated next. The
Hammett acidity function (H,) of six acidic ILs was measured
to evaluate the Bronsted acidity, and the acidities follow the
sequence HSO,~ > PhSO;~ ~ CH3SO;~ > Cl™ > 1-NS > H,PO,".
The yields of LA from the conversion of crab shells mostly
agree with the acidity sequence of ILs, highlighting the essen-
tial role of acidity for IL catalysts.

The only exception is [C3SO;Hmim]|Cl, whose acidity is
lower than [C3SO;Hmim]|HSO, but leads to higher LA yield
(77.6%) surpassing [C3SO;Hmim|HSO, (62.6%). It can be seen
that the effect of IL structure on the LA yield for crab shells
resembles that for cellulose feedstock. During the conversion
of crab shells, the CI” anion can destroy the original
H-bonding network to form new strong hydrogen bonds with
the chitin fraction®®'% in the crab shells, thus enabling chitin
greater access to the cationic structure of the IL through the
ion—-dipole interactions between the anions and cations of the
IL. Therefore, it becomes easier for the SO;H groups on the
cation to protonate the p-glycosidic linkages within the chitin
fraction and promote the hydrolysis reaction to produce LA. By
the analogy with an enzyme comprising binding domain and
catalytic domain,*® the mechanism underlying how IL catalysts
work could be understood intuitively, whereas ClI~ and SO;H
groups function as the binding domain and the catalytic
domain, respectively. Hence, the stronger H-bonding ability of
Cl™ helps to improve access of the SO;H group to the chitin
component and enhances the catalytic efficiency of IL towards
the LA product.

The reason that the effect of the IL structure on the LA yield
for crab shells does not resemble that for chitin feedstock was
attributed to the use of 1.5 g of IL, which makes up for the
acidity loss caused by deamination and the CaCO; component
in crab shells. Thus, the effect of the IL structure on the yield
of LA for crustacean shells has been unraveled, which is
different from chitin feedstock. Furthermore, the self-healing

9808 | Green Chem., 2021, 23, 9800-9814

View Article Online

Green Chemistry

phenomenon of the chitin fraction in crab shells was discov-
ered after the removal of CaCO; and protein as driven by the
strong hydrogen bonds (Fig. 5).

5. Separation of products and
recyclability of ILs

For practical applications of industrial processes, it is necess-
ary to separate the products and recycle the ILs efficiently. So
far, a big portion of the research work on conversion of marine
biomass is still at the preliminary stage of methodology devel-
opment. Only a few have managed to realize the separation of
the products and reuse of the ILs.

5.1 Separation of products

For production of chitosan oligomers from chitosan conver-
sion, Dandekar et al.”® used acetone as the anti-solvent to pre-
cipitate chitosan oligomers from the IL reaction mixture and
the chitosan oligomers could be separated by cold centrifu-
gation. Alternatively, Na,CO; was added to precipitate the chit-
osan oligomers which could be separated after centrifugation
and washing till neutral.

For HMF product, some organic solvents (e.g. tetrahydro-
furan, toluene, ether, ethyl acetate) were traditionally employed
to separate HMF by extraction.'**”*3! Recently, efficient extrac-
tion of HMF from glucose conversion in [C;mim]Cl has been
reported by charging compressed CO, into the reaction mix-
tures."®* Zang et al. found ethyl acetate was the best solvent to
extract HMF from chitosan conversion by catalysis of
[Hmim][HSO,], [Hmim]HSO,-0.5FeCl, or [Hbim]C1.>" %

For LA product, as early as 2013, we have demonstrated
good recyclability of the acidic IL [C3SO;Hmim]HSO, for the
conversion of cellulose feedstock, after esterification of the LA
product followed by a facile phase separation.”” Two years
later, we found out that the LA product can be directly separ-
ated by methyl isobutyl ketone (MIBK) extraction, and the
efficiency of extracting LA can reach 98%.%'** Meanwhile, the
LA product can be simply purified from MIBK by distillation
and MIBK is also reusable. Afterwards, we found that the sep-
aration of LA product by MIBK extraction could be applied for
feedstocks of chitosan,® chitin®® and crustacean shells.®*

5.2 Recyclability of ILs

As discussed above, one of the advantages of IL is their struc-
tural designability, whereas the desired performance can be
achieved by modulating cationic and anionic structures of ILs.
Beyond that, another advantage of ILs is their recyclability,>*”
which will be discussed taking LA as an example. For cellulose
feedstock, the recycling performance of ILs was measured after
phase separation from MIBK extractant followed by vacuum
drying. The LA yield did not decrease, but rose slightly from
58.5% to 65.7% after five cycles (Fig. 6), showing that the
acidic IL maintained stable catalytic activity. The slight
increase in LA yield was ascribed to the residual oligomers
that can transform into LA in the next cycle.
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Fig. 6 The reuse of IL for cellulose feedstock. Figure reproduced from
ref. 67 with kind permission from Elsevier.

In comparison with cellulose feedstock, the IL recyclability
of acidic IL differs significantly for marine biomass including
chitosan, chitin, and crustacean shells, which will be dis-
cussed in turn according to the aforementioned order of feed-
stock from simple to complex.

This journal is © The Royal Society of Chemistry 2021
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For chitosan feedstock (Fig. 7), the LA yield increased
slightly from 49.1% (first cycle) to 53.3% (second cycle), since
the residual oligomers could transform to LA in the latter

cycle

. Surprisingly, during the following cycles, the LA yield
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declined to 27.4%, 10.7% and 6.4%, respectively. It was
assumed that the catalytic activity was reduced due to deami-
nation that led to a decrease in IL acidity. To prove this hypoth-
esis, 1 equivalent of H,SO, was supplemented to the recovered
IL to make up for the acidity loss. Thereafter, the recovered IL
could be recycled over five times without appreciable decrease
in LA yield.*"

Though deamination from chitosan has been proposed
previously,”®°®”1%7 efforts to detect NH; have been unsuccess-
ful. In 2018, the typical triplet peaks were accidently observed
on the '"H NMR spectra of the reaction mixture and they could
be assigned to NH,' by comparison with standard NH,HSO,
(Fig. 8). In addition, 15.3 mg of NH," was quantified by ion
chromatography, indicating that 54.6% of the -NH, group on
chitosan has been converted to NH,'. It is reasonably higher
than LA yield (49.0%) because NH; elimination occurs prior to
LA formation. To the best of our knowledge, this is the first
report of clear evidence for deamination during chitosan
conversion.®!

For chitin feedstock (Fig. 9), the yield of LA decreased from
56.5% (first cycle) to 48.5% (second cycle), 46.0% (third cycle),
40.4% (fourth cycle), and 34.9% (fifth cycle). The reduced cata-
lytic activity could be also attributed to NH; elimination
during conversion of chitin resulting in a decrease in IL
acidity. On analysis of the reaction mixture, characteristic
triplet peaks corresponding to NH," appeared on the '"H NMR
spectra confirming deamination during chitin
conversion.”®”"%%” Moreover, to compensate for the acidity
loss, 1 equivalent of H,SO, was added to the reused IL and the
LA yield did not decrease noticeably over five times.®®

For the raw crab shells (Fig. 10), the yield of LA dropped
down from 62.8% (first cycle) to 54.0% (second cycle), 22.1%
(third cycle), 0% (fourth cycle), and 0% (fifth cycle). This dra-
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Fig. 8 H NMR spectra (in D,O) of (a) reaction mixture of chitosan

by [C3SOsHMIM]HSO, catalysis and (b) standard NH4HSO,.
Figure reproduced from ref. 61 with kind permission from Elsevier.
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Fig. 10 The reuse of IL for raw crab shells. Figure reproduced from ref.
64 with kind permission from the American Chemical Society.

matic decline in catalytic activity could be partly ascribed to
NH; elimination during the conversion of raw crab shells,
whereas NH," was also detectable similar to our previous
research on chitosan and chitin.®>®*® Besides, the CaCO; com-
ponent in the raw crab shells also consumes 1 equivalent of
acidic IL, as CO, bubbles were observed immediately once
acidic IL was added to the crab shells. Hence, both deamina-
tion and the CaCO; component accounted for the more dra-
matic decline in the acidity during recycling of raw crab shells
compared with chitin feedstock. To offset this acidity loss, 1
equivalent of H,SO, corresponding to chitin and CaCO; com-
ponents was added to the reused IL and then the LA yield
remained stable over five times.**
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6. Comparison of different marine
biomass

In order to demonstrate the different performance of various
marine biomass (i.e., chitosan, chitin, and crustacean shells),
the same product model should be adopted. To date, there is
only limited research on HMF and LA available to discuss.

6.1 HMF

With HMF product as the model, different performance of
chitosan and chitin could be compared. Zang and co-workers
used [Hmim]HSO, to hydrolyze chitosan and chitin at 180 °C
for 5 h, leading to a HMF yield of 29.5 and 19.3%, respectively
(Table 1, entries 3 and 9).”’

With DMSO/H,0 mixture as the solvent instead of water
itself,”® owing to the suppression of humin by-products, the
conversion yields of chitosan and chitin to HMF were
improved to 34.7% and 25.7%, respectively, by [Hmim]HSO,
catalysis at 180 °C for 6 h (Table 1, entries 4 and 10). Both the
aforementioned trends of higher HMF yields from chitosan
than chitin indicated that efficient conversion of chitin is
more difficult than that of chitosan under the same reaction
conditions. Certainly, the optimum reaction conditions for
chitosan and chitin should vary, which need to be optimized
independently.

6.2 LA

Furthermore, with LA product as the model, the different per-
formance of chitosan, chitin, and crustacean shells could be
compared, whereas the reaction conditions have been opti-
mized independently. The conversion yield of chitosan feed-
stock to LA was significantly increased to 64% by
[C3SO;HMIim]HSO, catalysis at 170 °C for 5 h,*" whereas
higher temperature at 180 °C for 5 h promotes the formation
of humins and causes the LA yield to decrease. This could be
understood since the activation energy of humins is relatively
higher than that of LA.

For chitin feedstock, through optimization of reaction con-
ditions, 67.0% yield of LA was achieved with [C;SO;Hmim]
HSO, as the catalyst at 180 °C for 5 h.®* At 170 °C which is the
optimum temperature for chitosan, chitin conversion to LA
was incomplete, verifying that chitin conversion is more
difficult than that of chitosan. This could be ascribed to the
stronger hydrogen bonding network in chitin than chitosan.

For feedstock of crustacean shells such as crab shells, the
yield of LA could be improved to 77.9% at 180 °C for 5 h by
[C3SO;HMim]HSO, catalysis.’* 1.5 g of [C;S0;Hmim]HSO, was
required for 250 mg of crab shells due to higher acid consump-
tion by both deamination and the CaCO; component, while
only 1.0 g of [C3SO;HmMim]HSO, was needed for 250 mg of
chitin feedstock. Except the amount of [C3SO;HmMim]HSO,,
the conversion difficulty of crab shells and chitin is similar
(Table 1, entries 7, 11 and 12).

In addition to the effect of reaction conditions discussed as
above, the different structural effects of ILs for each type of
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marine biomass have been summarized, with respect to
acidity and hydrogen bonding ability, as described in Sections
2.4, 3.4, and 4.1. Moreover, the different recyclability of ILs for
each type of marine biomass have been discussed in Section 5.
Therefore, it can be seen that different marine biomass
perform differently to achieve the same product, with respect
to reaction conditions, and structural effect and recyclability of
ILs.

7. Conclusions and outlook

In comparison with the significant achievements of ILs in the
conversion of lignocellulosic biomass, the methodological
developments of ILs in marine biomass have been rather
limited due to the higher structural complexity of marine
biomass. In this review, the early applications of acidic ILs as
catalysts in the conversion of marine biomass, including chito-
san, chitin, and crustacean shells have been reviewed accord-
ing to the order of feedstock from simple to complex. A variety
of high value-added chemicals, e.g., chitosan oligomers,
sugars, 3A5AF, HMF and LA, have been produced. The
different characteristics of ILs for each type of marine biomass
have been summarized and compared with lignocellulosic
biomass, with respect to acidity, hydrogen bonding ability and
recyclability, demonstrating the structural effect of marine
biomass on their conversion. In addition, as derived through
comparison of different marine biomass, the conversion
difficulty of crab shells and chitin is similar, which is much
higher than that of chitosan. The review is deemed to provide
in-depth insights into how to improve the conversion
efficiency of marine biomass towards the target product by the
catalysis of ILs. It can be foreseen that more exciting appli-
cations of ILs in the conversion of marine biomass are on the
way to advance the marine-based green chemistry. There are
many challenges and opportunities, and we would like to high-
light some as follows:

(1) According to the special structural features of different
marine biomass, comprehensive research on rational design of
the IL structures should be conducted to efficiently convert
marine biomass into specific chemical products.

(2) The network of downstream chemicals starting from
marine biomass catalysed by ILs should be enlarged. More
brand-new chemical routes await to be established, such as
those of nitrogen-containing chemical products.

(3) In-depth mechanistic understanding on the conversion
of marine biomass is required, i.e., the mechanism of deami-
nation, the formation of humin by-products, etc. which could
in turn help to design the IL catalyst structures and develop
new chemical routes.

(4) Highly efficient post-treatment after the conversion is
necessary for practical applications. More innovative and envir-
onmentally benign technologies need to be developed to sep-
arate the chemical products and reuse the ILs simultaneously.

(5) Conversion of the raw crustacean shells, e.g., crab and
shrimp shells, requires more attention. The high-value utiliz-
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ation of the other components of CaCO; and protein needs to
be explored. The integrated route of all components could be
developed by taking advantage of the natural structures of the
crustacean shells.

(6) Industrial applications of producing chemicals from
marine biomass are the longstanding goals in this new but
promising field. The final utility of a chemical route will
mainly depend on the feedstock and processing cost. This
involves tremendous efforts from fundamental research to
process integration in the future.
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