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A new generation of designer solvents, low transition temperature mixtures (LTTMs) could be the ideal
solvent for the separation of the main biopolymers in lignocellulosic biomass such as lignin, cellulose and
hemicellulose. The separated biopolymers have prospective to be converted into high valuable products.
LTTMs can be synthesized from two natural high melting point materials through hydrogen bonding
interactions. The objective of this research was to study the effects of water in the physicochemical
properties of LTTMs such as hydrogen bonding, thermal stability and lignin solubility. LTTMs were
prepared in the presence and absence of distilled water with malic acid as the hydrogen bond donor (HBD)
and sucrose as hydrogen bond acceptor (HBA). The molar ratio of malic acid to sucrose was fixed at 1:1.
Based on the fourier transform infrared spectroscopy (FTIR) analysis, the FT-IR spectra of all the LTTMs
shown representative peak of carboxylic acid group of malic acid turned broader at 1,710 cm™ for the C=0
group. Nevertheless, the peaks involved in the H-bonding due to the formation of LTTMs shifted and
became broader within 2,500 - 3,600 cm™ for the OH groups of carboxylic acid and alcohols in the
presence of water. The degradation temperature of LTTM was not affected by the addition of water which
remained at 400 K. In addition, the LTTM with water had increased the lignin solubility from 6.22 to 6.38
wt% without affecting the thermal behaviour of LTTMs.

1. Introduction

Nowadays, the manufacturing of raw materials resulted from chemicals obtained mainly from fossil
resources are in the process of exhaustion. Tuck et al. (2012) highlighted the use of renewable raw
materials as alternatives to fossil resources for the generation of energy and as starting materials for
industrial chemical processes gain great attention. Biomass is the most abundant renewable resource with
an estimated global production of around 1.0 x 10™ tons per year. Cellulose is the most abundant
biopolymer on earth, thus it is a valuable source of raw materials for chemical and fuel industries (M&ki-
Arvela et al., 2010). The lignin, cellulose and hemicellulose in lignocellulosic biomass are congregated in a
complicated three-dimensional structure which causes resistant against chemicals and microbial attack
that makes it hard to be hydrolysed. An efficacious separation of these components and their subsequent
separation are the requirement for the production of high value products from lignocellulosic biomass
(Hamzeh et al., 2013).

To realize the aim of dissociating the lignocellulosic biomass, the development of ideal green solvents with
high sustainability which are safe for both human and environment is critical (Moity et al., 2012). Sheldon
(2005) stated that the most popular green solvents are water which includes aqueous phase, supercritical
carbon dioxide and ionic liquids. Initially, ionic liquids were classified as new generation of green solvents
with the properties of negligibly low vapour pressure, good structural tunability, high heat capacity, density
and conductivity. Somehow, most of the ionic liquids failed to satisfy the sustainability requirement of ideal
green solvent due to their petroleum-based starting materials and poor bio-compatibility.

Please cite this article as: Yiin C.L., Yusup S., Quitain A.T., Uemura Y., 2015, Physicochemical properties of low transition
temperature mixtures in water, Chemical Engineering Transactions, 45, 1525-1530 DOI:10.3303/CET1545255
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Protic ionic liquids were used as biomass pretreatment for the production of ethanol (Enio de Azevedo
Rocha et al., 2014). lonic liquids show restrictions in terms of recoverability and cost for large scale
applications in the early stages (Sun et al., 2011). Nonetheless, the recoverability and commercialization
potential of ionic liquids had been evaluated and improved recently (Chen et al., 2014). Hence, new green
approaches towards the substitution of volatile organic solvents were taken into consideration. In recent
years, deep eutectic solvents (DES) have evolved as new substitution of green solvents for ionic liquids as
they are bio-compatible and easy to prepare in which some bio-based chemicals represented as a major
part of the final mixtures (Avalos et al., 2006). DES have significant advantages over conventional solvents
as their structures can be tuned by changing the nature and the ratio of the hydrogen-bonding components.
Thus, their properties are straightforwardly influenced by the molar composition of the compounds in the
mixture. Choi et al. (2011) reported the disclosure of 30 combinations with natural carboxylic acids, sugars,
choline chloride and water which formed viscous liquids known as “natural deep-eutectic solvents”
(NADESSs). NADESs had been utilized in dissociating the metabolites in plants. This technique was applied
by other authors (Maugeri and Dominguez de Maria, 2012) for the synthesis of new green solvents.
Besides, low transition temperature mixtures (LTTMs) and 26 new solvents have been proposed by
combining choline chloride, amino acids, carboxylic acids and other environmentally benign starting
materials as most of the DESs show glass transition points instead of eutectic melting points (Francisco et
al., 2012). LTTMs comprise of at least one hydrogen bond donor (HBD) and one hydrogen bond acceptor
(HBA) counterpart that result in the formation of liquid mixture showing an unusually low freezing point. The
hydrogen bonding interaction lead to some of the promising characteristics of ionic liquid as solvents are
shared by DESs. The HBA can be an amino-acid, a salt, carbohydrates, an organic salt or a natural salt
whereas urea, an organic acid, an alcohol, a polyol or an aldehyde can be the HBD. Natural carbohydrates
are the most abundant class of organic compounds found in living organisms. They were considered as
promising starting materials to sustain the revolution in chemical synthesis. Some attention has been paid to
the potential applications of carbohydrates due to their ability in value-added conversions (Kubik et al.,
1996) and the growth of research on this field has been noticed in the past few years (James et al., 2010).
The potentials of LTTMs to dissociate the lignocellulosic biomass structure were evaluated. Preliminary
experiments were performed to examine the solubility of real wheat straw biomass samples in choline
chloride-lactic acid (LC 2:1) and malic acid-proline mixtures (MP 1:3) where less biomass particles can be
noticed after the pretreatment with MP 1:3 mixtures. Therefore, malic acid had been selected as a
hydrogen bond donor for the synthesis of LTTMs as the malic acid combinations were found to show much
higher solubility in lignin when comparing with other hydrogen bond donors (Francisco et al., 2012). This
work focused on the effect of water in the synthesis of LTTMs by using L-malic acid as HBD and sucrose
as HBA. The physicochemical properties of the LTTMs prepared in the presence of water such as
hydrogen bonding, degradation temperature and biopolymers solubility were analysed and discussed.

2. Experimental Section
2.1 Materials

Starting materials for the synthesis of LTTMs such as L-malic acid and sucrose were obtained from Wako
Pure Chemical Industries Ltd. Their molecular structures and melting points are shown in Table 1.

Table 1: Molecular structure and melting point of the starting materials

Raw Material Molecular Structure Melting Point (°C)
Sucrose CH;0H 186
H —on Ty
OH H H HO
OH o CH;0OH
H OH OH H
L-malic acid o 130
HOY\)L
OH
0

Cellulose microcrystalline was obtained from Merck, Germany and starch (corn) was purchased from
Wako Pure Chemical Industries Ltd for the screening of biopolymers solubility. The lignin (alkaline) was
bought from Tokyo Kasei Kogyo Co., Ltd with the specification as shown in Table 2.
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Table 2: Product Specification of Lignin Sample

Name Lignin (alkaline)
Methyl group 10.0t0 12.0 %
Ignition residue (sulfate) 20.0t0 29.0 %
Water max. 10.0 %

pH 8.0t0 10.0 (50 g/L)

2.2 Synthesis of LTTMs

Both the starting materials (HBD and HBA) were blended completely at 1:1 molar ratio in a three-neck
round bottom flask with magnetic stirring to develop contact between the solid crystals. The flask was
heated up gradually in an oil bath and the heating process was stopped when all the solid particles can no
longer be observed. The experiment was repeated in the presence of 1 ml of distilled water.

2.3 Freeze drying of LTTMs

Freeze-drier (EYELA FDU-1200) was acquired to remove the excessive water content in the LTTMs. The
vacuum pump operation was started its auto-mode function after the trap temperature was cooled to -45
°C. The drying process was stopped once the samples have constant weight.

2.4 Physicochemical properties tests

Frontier FT-IR Spectrometer (PerkinElmer) equipped with attenuated total reflectance (ATR) was used to
analyse the fourier transform infrared spectroscopy (FTIR) spectra of starting materials and LTTMs. The
existence of hydrogen bond between the starting materials was proven by comparing the data collected.
Thermogravimetic analysis (TGA) was performed using EXSTAR 6000 TG/DTA6300 from 35 °C to 300 °C
with heating rate of 20 K/min to determine the degradation temperature of starting materials and LTTMs.
The carrier gas used was nitrogen with flow rate of 250 mL/min.

2.5 Biopolymers solubility tests

Cloud point method was applied to examine the biopolymers solubility such as lignin, starch and cellulose.
Vials containing 2 g of LTTMs were placed into an oil bath at constant temperature of 60 °C and 0.2 — 1
mg of sample was added continuously with vigorous stirring. The sample was kept for 24 h after complete
dissolution of solutes in LTTMs was observed. The solubility (wt %) was recorded if the biopolymers did
not dissolve into the solvents.

3. Results and Discussion

Transparent colour LTTM was obtained in molar ratio of 1:1 for malic acid and sucrose with the presence
of water (MSW 1:1:1). Introduction of water avoided the caramelisation of sucrose at high temperature and
yielded clear LTTM which reduced the temperature for synthesis of LTTM from 90 to 60 °C while the
reaction time was reduced from 10 to 5 min. Adding small amount of water to a mixture reduced
preparation time, temperature and viscosity as the water was strongly bound with the mixture formed (Dai
et al., 2013). The heating process was terminated once clear mixtures formed and the excessive water
content in LTTMs was eliminated by using freeze drier. Further analysis such as FTIR, thermal stability
and biopolymers solubility were performed and discussed to study the effects of water on the
physicochemical properties of LTTMs.

3.1 FTIR spectra analysis

Figure 1 shows the broad band with strong intensity in the wavenumber region of 2,500 to 3,700 cm™as a
result of the O-H bond stretching vibration of the alcohol groups. In addition, the stretching vibration of
C=0 group resulted in the broaden peak at 1,710 cm™. Based on the works of Francisco et al. (2012),
these peaks demonstrated the existence of hydrogen bond in the mixtures. The spectra for LTTMs
synthesized from sucrose as HBA appeared very similar with the presence of water in the synthesis of
LTTMs. There is a slight difference in terms of band intensities within the wavenumber of 2,500 to 3,700
cm™ which might be due to the increased ratio of symmetric and asymmetric H,O stretching vibrations.
The main bands for peak shifts and malic acid peaks were separated by using the dotted red lines.
Therefore, removal of excessive water content from the LTTMs through freeze drying was critical as
hydration of compounds will lead to an enormous consequence on the spectrum and generally produces a
lot of complexity in the form of additional absorption bands and structure to existing band.
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Figure 1: FT-IR spectra of malic acid, sucrose and LTTMs (MS 1:1, MSW 1:1:1)

3.2 Thermogravimetric analysis

The thermal behaviour of LTTMs prepared in the absence and presence of water were analysed to
determine their degradation temperatures. The comparison of the TGA curves of LTTMs with the presence
and absence of water is shown in Figure 2. The TGA curves of LTTMs were similar to each other at the
degradation temperature of 400 K. Besides, the remaining water in LTTMs had formed part of the mixture
as there was no reduction of mass at 373 K. In addition, the degradation temperature of starting materials
was higher than the LTTMs which presumably due to the potential scattered structure during the synthesis
of LTTMs that generated the high amorphous fraction and further decreased the heat-resistivity of LTTMs

to decompose at lower temperature (Ramesh et al., 2012).
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The high polarity of water makes it be the abundant natural substance that acts both as donor and
acceptor. Water was assumed to form part of the LTTMs without affecting their properties (Francisco et al.,
2013). It is crucial for LTTMs to have stable degradation temperature after the addition of water as thermal
properties regulate the range of temperature at which the LTTMs can sustain their liquid state and its
range of function. In this context, the maximum temperature used for the study of biopolymers solubility
was based on the degradation temperature of LTTMs. In future works, it will also be used as the
pretreatment temperature for the delignification of lignocellulosic biomass by using LTTMs.

3.3 Screening of biopolymers solubility

This screening is very vital to estimate the capability of LTTMs to extract the lignin from lignocellulosic
biomass. The most abundant renewable polymers in lignocellulosic biomass are cellulose and lignin while
starch is used to replace the polysaccharide in our study (Francisco et al., 2012). Table 3 shows LTTMs
had higher solubility for lignin compared to starch and cellulose. The was no solubility of cellulose was
found for the synthesized solvents and formed opaque liquid after stirring for 24 h. Solvents with high
selectivity are preferable for separating lignin from cellulose and starch which indicated the mixtures had a
high potential to be applied for the delignification of lignocellulosic biomass (Francisco et al., 2012).

Table 3: Biopolymers Solubility of the Synthesized LTTMs

Name Teest (°C) Lignin (wt %) Starch (wt %) Cellulose (wt %)
MS 1:1 60 6.22 0.14 0.00
MSW 1:1:1 60 6.38 0.16 0.00

The solubility’s efficiency of LTTMs was improved with the addition of water which shows the trend of MS
1:1 < MSW 1:1:1. Therefore, the solubility capacity of the solvents was varied accordingly to the amount of
water added during preparation. Nevertheless, extended dilution would result in the loss of existing
hydrogen bonds and resulted in the rupture of unique structures in mixtures (Gutiérrez et al., 2010). Thus,
optimum amount of water should be taken into consideration for the preparation of LTTMs.

4. Conclusions

In this work, LTTMs were prepared in the presence and absence of distilled water with malic acid as the
HBD and sucrose as the HBA. The FT-IR spectra of all the LTTMs shown representative peak of carboxylic
acid group of malic acid turned broader at 1710 cm™ for the C=0 group due to the hydrogen bonding
between the starting materials. However, the peaks involved in the H-bonding as a result of the formation
of LTTMs shifted and became broader within 2500-3600 cm™ for the OH groups in the presence of water
due to the increased ratio of symmetric and asymmetric H,O stretching vibrations. The degradation
temperature of LTTMs with the absence and presence of water were in vicinity to each other. Besides, the
addition of water during the synthesis of LTTMs also enhanced the biopolymers solubility capacity without
affecting the thermal behaviour of LTTMs.

Acknowledgements

The authors would like to acknowledge Universiti Teknologi PETRONAS and Kumamoto University for the
support given to undertake the research work. The authors gratefully acknowledge the funding support
from Fundamental Research Grant Scheme (FRGS) and Japan Society for the promotion of Science
(JSPS) Bilateral Joint Research Program.

References

Abbott A.P., Boothy D., Capper G., Davies D.L., Rasheed R.K., Am J., 2004, lonic liquids in
biotransformations and organocatalysis: solvents and beyond, Chem. Soc., 126, 9142-9147.

Avalos M., Babiano R., Cintas P., Jimenez J.L., Palacios J. C., 2006, Greener media in chemical synthesis
and processing, Angew. Chem. Int. Ed., 45, 3904-3908.

Chen L., Sharifzadeh M., Dowell N.M., Welton T., Shah N., Hallett J. P., 2014, Inexpensive ionic liquids
[HSO4] -based solvent production at bulk scale, Green Chem., 16, 3098-3106.

Choi Y.H., Van Spronsen J., Dai Y., Verberne M., Hollmann F., Arends |.W.C.E., Witkamp G.J., Verpoorte
R., 2011, Are natural deep eutectic solvents the missing link in understanding cellular metabolism and
physiology, Plant Physiol., 156, 1701-1705.

Dai Y., van Spronsen J., Witkamp G.J., Verpoorte R., Choi Y.H., 2013, Natural deep eutectic solvents as
new potential media for green technology, Analytical Chimica Acta., 766, 61-68.



1530

Enio de Azevedo Rocha G., Aline da Costa C., Martin A., 2014, Use of protic ionic liquids as biomass
pretreatment for lignocellulosic ethanol production, Chemical Engineering Transactions, 37, 397-402.
Francisco M., Bruinhost A., Kroon M.C., 2013, Low-transition-temperature Mixtures (LTTMs): a new

generation of designer solvents, Angew. Chem. Int. Ed., 52, 3074-3085.

Francisco M., Bruinhost A., Kroon M.C., 2012, New natural and renewable low transition temperature
mixtures (LTTMs): screening as solvents for lignocellulosic biomass processing, Green Chem., 14,
2153-2157.

Gutiérrez M.C., Ferrer M.L., Yuste L., Rojo F., del Monte F., 2010, Bacteria incorporation in deep-eutectic
solvents through freeze-drying, Angew. Chem. Int. Ed. Engl., 49, 2158-2162.

Hamzeh Y., Ashori A., Khorasani Z., Abdulkani A., Abyaz A., 2013, Pre-extraction of hemicelluloses from
bagasse fibers: effects of dry-strength additives on paper, Industrial Crops and Products, 43, 365-371.

James 0.0., Maity S., Usman L.A., Ajanaku K.O., Ajani O.0., Siyanbola T.O., Sahu S., Chaubey R., 2010,
Towards the conversion of carbohydrates biomass feedstocks to biofuels via hydroxylmethylfurfural,
Energy Environ. Sci., 3, 1833-1850.

Liu C.G., Wyman C.E., 2005, Partial flow of compressed-hot water through corn stover to enhance
hemicellulose sugar recovery and enzymatic digestibility of cellulose, Bioresour. Technol., 96, 1978-
1985.

Maki-Arvela P., Anugwom I[., Virtanen P., Sjéholm R., Mikkola J.P., 2010, Dissolution of lignocellulosic
materials and its constituents using ionic liquids—A review, Industrial Crops and Products, 32, 175-
201.

Maugeri Z., Dominguez de Maria P., 2012, Novel choline-chloride-based deep-eutectic-solvents with
renewable hydrogen bond donors: levulinic acid and sugar-based polyols, RSC Adv., 2, 421-425.

Moity L., Durand M., Benazzouz A., Pierlot C., Molinier V., Aubry J. M., 2012, Panorama of sustainable
solvents using the COSMORS approach, Green Chem., 14, 1132-1145.

Ramesh S., Shanti R., Morris E., 2012, Exerted influence of deep eutectic solvent concentration in the
room temperature ionic conductivity and thermal behavior of corn starch based polymer electrolytes, J.
Mol. Lig., 166, 40-43.

Sun N., Rodriguez H., Rahman M., Rogers R.D., 2011, Where are lonic Liquid Strategies Most Suited in
the Pursuit of Chemicals and Energy from Lignocellulosic Biomass?, Chem. Commun., 47, 1405-1421.

Sheldon R.A., 2005, Green solvents for sustainable organic synthesis: state of art, Green Chem., 7, 267-
278.

Tuck C.O., Perez E., Horvath I.T., Sheldon R.A., Poliakoff M., 2012, Valorization of biomass: deriving more
value from waste, Science, 337, 695-699.

Kubik S., Holler O., Steinert A., Tolksdorf M., van der Leek Y., Wulff G., 1996, Molecular inclusion within
polymeric carbohydrate matrices in: Carbohydrates as Organic Raw Materials, Vol. 3, van Bekkum H.,
Roper H., Voragen F. (eds.), VCH, Weinheim, 169-187.


https://www.researchgate.net/publication/281292962

