ROYAL SOCIETY
OF CHEMISTRY

RSC Advances

View Article Online

View Journal | View Issue,

Kinetic model of biomass hydrolysis by
a polysulfone membrane with chemically linked
acidic ionic liquids via catalytic reactory

i ") Check for updates ‘

Cite this: RSC Adv., 2018, 8, 11714

Peng Lu, ®* Yong Cao and Xiaolan Wang

A novel catalytic membrane was prepared from polysulfone powders covalently linked with acidic ionic
liquids (PSF-ILs), as a heterogeneous catalyst to produce reducing sugar for biomass inulin hydrolysis in
a catalytic membrane reactor. However, a complete kinetic model describing the relationship between
catalyst physical properties and hydrolysis performance is lacking. The present work attempts to build
a hydrolysis kinetic model for the relationship between the conversion and the structure of the PSF-ILs
membrane (such as membrane thickness, pore size, porosity and specific surface area). The reaction
parameters, such as the reaction time, reaction temperature as well as the nature of the catalyst were of
crucial importance in terms of optimal conversion of the biomass inulin to reducing sugar or platform
chemicals. The results showed that the structure of the PSF-ILs membrane has a significant effect on its
catalytic performance. The PSF-ILs membrane with the best catalytic performance was selected and the

maximum TRS yields were up to 100% after two rounds of inulin hydrolysis. The conversions obtained
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1. Introduction

In recent years, the growing demand for energy has created the
need for the development of sustainable technologies based on
renewable raw materials." Cellulosic biomass, such as corn
stover, forest products residue, and energy crops, has been
identified as an important source for fuel alternatives and value-
added chemicals.” Among others, the Jerusalem artichoke, as an
energy plant, has the capability of being processed into biofuel
without competing with a major food source. As a biofuel,
ethanol is by far the mostly widely used worldwide for the
transportation sector, since it has a higher octane number,
broader flammability limits, and higher flame speeds and heats
of vaporization.® Therefore, the highly-efficient conversion of
biomass polysaccharide to biofuel begins with a hydrolysis
process for reducing sugars production, which has significant
benefits for subsequent fermentation. Conventionally, the
hydrolysis method was carried out using acid* or enzyme® as
catalysts. However, several disadvantages of these catalysts
made this process inefficient and uneconomical. Inorganic
acids could cause the problems of equipment corrosion, severe
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environmental pollution and generally expensive for commer-
cial use.® As for enzyme, it is difficult to recycle and low effi-
ciency as a result of the toxic side effects of the microorganism.”
Thus, developing environmental friendly catalysts with wide
industrial application for producing fermentable sugar from
biomass is an urgent task.

Ionic liquids (ILs) are relatively new class of environment-
friendly catalyst that has evolved as a hot spot in the field of
biomass hydrolysis. Amarasekara et al.® applied the ILs (1-(1-
propylsulfonic)-3-methyl-imidazolium  chloride) catalyzed
hydrolysis of Sigmacell cellulose with the total reducing sugar of
62% and immobilized this kind of ILs to fabricate a silica
catalyst for cellulose hydrolysis, a maximum TRS yield of 67%
was obtained at 70 °C for 360 min. Furthermore, some influ-
ential studies towards immobilizing of imidazolium-based
alkoxide ILs on poly(ether sulfone) materials also have been
done and have demonstrated its effectiveness to improve the
conductivity of the materials.”'® The immobilization of ILs
promoted the recovery of the catalyst from hydrolysates and
avoided the potential hazards of homogenous ILs to the
environment.

Kinetic modeling may be regarded as an important step in
developing a biomass hydrolysis process, since dynamic models
could accurately describe the experimental data and control the
reaction process." Moreover, the established model could help
us to further understand the hydrolysis process in a deep

This journal is © The Royal Society of Chemistry 2018
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insight. The hydrolysis kinetics of inulin using the imidazole-
based acidic ILs as catalyst was successfully established by
Zhao et al.”> And the modeling results showed that the reaction
rate constant was associated with reaction condition, such as
catalyst concentration and hydrolysis temperature. Shah et al.*®
established a kinetic model for the esterification reaction in the
catalytic membrane reactor and predicted the catalytic behavior
of membrane catalyst as a function of catalyst concentration
and reaction temperature. In the previous studies,'*** various
kinetic models have been proposed to describe the relationship
between the conversion and the operating reaction condition.

Actually, for heterogeneous catalytic system, the reaction
conversion is related not only to the operating conditions, but
also the physical properties of the catalysts (such as pore size,
porosity and specific surface area et al). Kamaruddin et al.*®
studied the kinetic process of the transesterification using lipase
as catalyst in a packed bed reactor. And the results revealed that
the optimum packed bed height is 9 cm with the yield of 75%. In
addition, the kinetic model of esterification was established with
cation-exchange resin as a heterogeneous catalyst."” It was found
that increasing bed height would increase the retention time,
resulting in higher production conversion. However, only a few
kinetic reports are available for the ILs hydrolysis of biomass to
reducing sugar in heterogeneous catalytic system.

The objective of the present work is to prepare a catalytic
membrane from PSF-ILs powders as a heterogeneous catalyst to
produce reducing sugar in a catalytic membrane reactor and to
research the regulation of membrane morphology and its cata-
lytic performance. Meanwhile, based on the analysis of the
literature, a complete kinetic model describing the relationship
between catalyst physical properties and hydrolysis performance
in heterogeneous system is lacking. Thus, a mathematical model
would be developed to elucidate the relationships between the
catalytic membrane structure and hydrolysis performance of the
membrane. The membrane thickness, pore size, surface area and
porosity of the catalytic membranes were taken into account in
the kinetic study. Furthermore, the established kinetic model
could be also applied to predict the biomass hydrolysis in wider
ranges of experimental conditions. The obtained PSF-ILs
membrane has a great potential application for preparing
fermentable reducing sugar for ethanol production.

2. Materials and methods

2.1. Chemicals

Polysulfone (PSF) (Udel 3500, M,, = 30000) was used as
membrane material and was purchased from Hangzhou Group
Co., Ltd. (Hangzhou, China); Inulin (polysaccharide: 94.2 initial
reducing sugar: 3%, moisture and ash: 2.8%) was purchased
from Gansu Likang Nutrition Food Corporation (Lanzhou,
China); imidazole, 1,4-butylesultone and zinc chloride were
purchased from Aladdin Chemical Company (Beijing, China);
N,N-dimetbylformamide (DMF), N-methyl-2-pyrrolidone (PVP),
PEG600 and ethanol were used as analytical reagents and were
purchased from Tianjin Fuchen Chemical Reagent Factory
(Tianjin, China); all chemicals used in this study were of
analytical grade and used without purification.

This journal is © The Royal Society of Chemistry 2018
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2.2. Synthesis of ILs modified polysulfone (PSF-ILs) powders

The membrane used in this work was the PSF membrane
covalently modified by acidic ILs. The PSF-ILs powder was
synthesized in four steps. In the first step, the PSF-Cl powder
was prepared using the method presented by Zhang."® 3.0 g PSF
was completely dissolved in 150 mL dichloromethane with
a three necked round-bottomed flask at room temperature, then
0.3 g anhydrous zinc chloride and 7 mL chloromethyl ether were
added and stirred at 50 °C for 12 h. After the reaction
completed, the reaction mixture was poured into 500 mL
ethanol and mass white solid was formed. The resulting
product was filtered and washed with ethanol and dried under
vacuum at 50 °C for 24 h. In the second step, 3 g PSF-Cl and
0.39 g imidazole was added in 150 mL dichloromethane. The
mixture was stirred at 50 °C for 10 h, and then disposed using
aforementioned method to get PSF-Im powders. In the third
step, the dried PSF-Im powders with 0.64 g 1,4-butane sultone
were introduced in 150 mL dichloromethane and stirred at
50 °C for 8 h. After the same treatment, the PSF-Im-SO;H
powder was obtained. In the last step, the PSF-Im-SO;H
powders with 120 mL dichloromethane were put in the 250 mL
flask. After complete dissolution, an equimolar concentrated
sulfuric acid was added slowly in ice water bath. Then the final
mixture was slowly heated to 50 °C for 12 h. Finally, the product
was precipitated and washed with large quantities of ethanol
and deionized water, and the pulverous PSF-ILs catalyst was
dried under vacuum at 50 °C for 12 h. The detailed character-
ization results of the Fourier Transform Infrared and Nuclear
Magnetic Resonance were showed in our previous study
(showed in ESI Materialf).

The degree of chloromethylation (DCM) of PSF, defined as
the average number chlormethyl groups per repeat unit of PSF,
was used to evaluate the immobilization amount of catalyst.
DCM of chloromethylated polymers is an important parameter,
which determines the catalytic performance of the PSF-IL to
a great extent. DCM can be calculated by the following equation,

M, = 442m (1)
ny
M, — 440
DCM = ———— 2
c 49.5 2)

where m, and m were the mass of PSF and chloromethylated
PSF (CMPSF) powders, respectively. M,, is the relative molecular
mass of CMPSF. 440 is the molecular weight of PSF repeat unit,
440 is the molecular weight of PSF repeat unit subtracting two
hydrogen atoms on the phenyl ring and 49.5 is the molecular
weight of chloromethyl group (-CH,Cl).

2.3. Viscosity test

The viscosity of the casting solution was one of the most
important parameters that affected the phase separation
behaviors. Viscosities of dope solutions prepared from the
different coagulation bath temperature with PSF-ILs concen-
tration of 17 wt% were investigated using a viscometer (LVDV-
II+P, Brookfield, United States) with S41 spindle. For each test,
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a 2 mL sample was used and the measurements were performed
in duplicate. The temperature of the sample was maintained via
an external temperature controller. The viscosity results of the
tested casting solution with different external temperature were
investigated. As shown in Table 1, it is found that the viscosity of
the tested casting solution had a decrease as the coagulation
bath temperature increased.

2.4. Membrane preparation

Membranes were prepared using the immersion precipitation
technology.*® A certain amount of PSF-ILs powders were dissolved
in dimethyl formamide (DMF) at room temperature, followed the
additive polyvinylpyrrolidone (PVP) and polyethylene glycol 600
(PEG600) were added. After complete dissolution, the homoge-
neous polymer solution was left in vacuum oven to disengage air
bubbles before membrane casting. The clear solution was casted
onto a clean, smooth glass plate, and the thickness of the nascent
membranes was controlled by a casting machine, and then the
casting solution were prepared by a steel casting knife with
a speed of 3.6 m min . The casting solution was subsequently
immersed in non-solvent exchange bath for 24 h. When polymer
solution was added to the non-solvent, the exchange mass
transfer between the solvent and the non-solvent occurred
immediately, and induced phase inversion, in which polymer-
rich phase and polymer-poor phase were formed simulta-
neously, followed by solidification of the polymer-rich phase. As
a result, PSF-ILs membranes can be formed. The membranes
were air dried to remove residual solvent from the pores, and
then their properties were tested.

2.5. Membrane characterization

2.5.1. SEM. Field emission scanning electron microscopy
(JSM-7401, LEI, Japan; JSM-7500F, JEOL, Japan) was used to
obtain the morphologies of the tested membranes. A dry PSF-
ILs membrane was frozen and fractured in liquid nitrogen to
measure the cross section.

2.5.2. Contact angle (CA). An optical contact angle
measurement system (DataPhysics Instruments GmbH, Filder-
stadt, Germany) was used to measure CA of the prepared
membranes. A droplet with volume of 0.2 pL deionized water
with a rate of 5 uL s~ automatically controlled by CA analyzer
was measured on the tested membrane samples surface at room
temperature. Multiple CAs values were measured and the
average values were obtained from at least five CAs at different
locations on the tested membranes.

2.5.3. Pore size distribution and porosity. The pore size
distributions of the membranes were measured by a flow aperture
instrument (3H-2000PB, Beishide, China). A piece of membrane
samples with diameters of 25 mm were prepared. Before the
measurement, the membrane was fully infiltrated with a Porofil
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liquid (Perfluor-oether, surface tension 19 mN m™ ). A control
software was used to calculate the pore size of the samples.

The porosity is defined as the volume of pores divided by the
total volume of the membrane. Each dry membrane was cut into
a circle with a diameter of 25 mm. The dry membrane sample
was first weighted and then immersed in n-butyl alcohol for
about 24 h. Finally, the wet membrane was weighted as soon as
the superficial solvent on the membrane was removed with dry
filter paper. The porosity was calculated as follows.*

ny —m

&= YT (3)
where ¢ is the (%) porosity of the membrane, m; and m, are the
weights of dry membrane and wet membrane (g), respectively. p
is density of n-butyl alcohol (0.801 g cm™3), A is the effective area
of the membrane (cm?), and 0, is the thickness of the
membrane (cm). All reported porosity is averages of three
different membrane samples in our experiments.

2.5.4. Pure water flux and rejection. The membrane holder
has a 2.5 cm outer diameter and an effective filtration area of
107> cm®. The pure water flux was determined with deionized
water using 0.1 MPa of N, pressure as the driving force at
ambient temperature of 20 & 2 °C. The weight of pure water was
then recorded by an electronic balance every 30 s for 10 min.
The pure water flux (J) was calculated by the following equation,
and the values were averaged:

AV
= SA; (4)

where AV is the permeate volume, S is the surface area of the
membrane (m?®), and At is the time needed to collect the
permeate.

A concentration of 0.1 g L™ of bovine serum albumin (BSA)
solution was used to characterize the membrane rejection at
0.1 MPa and 25 °C. A calibration curve of the absorbance against
the BSA concentration was constructed. The BSA concentration
was measured at a wavelength of 280 nm with a UV spectro-
photometer (UV4802, Unico, United States). The rejection (R)
was calculated as follows:

C
R= (1 - &‘) x 100% (5)
Cfeed

where R is the (%) protein rejection ratio of the membrane,
Cpermeate and Creeq are the concentration of solute in the
permeate and feed (g L"), respectively. All reported water fluxes
and BSA rejections are averages of three different membrane
samples in our experiments.

2.6. Inulin hydrolysis and total reducing sugar (TRS) assay

The hydrolysis experiments were conducted in a self-made
stainless steel reactor with the fixed reaction conditions. PSF-
ILs membrane with diameter of 60 mm was installed on the

Table 1 Viscosity of PSF-ILs solutions with different coagulation bath temperature

Temperature 30 35 37 40
Viscosity/cP 1332.5 1260.3 1195.7

11716 | RSC Adv., 2018, 8, 11714-11724
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1066.5 998.1 851.7 790.6 700.1
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flat membrane reactor, then 100 mL 20% (%, the weight ratio of
the inulin to water) inulin aqueous solution was heated to fixed
temperature and immediately added to the membrane reactor.
Keeping the solution in the set temperature, inulin aqueous
solution could be permeated to the hydrolysate collector across
the membrane at a fixed flow rate using a peristaltic pump to
supply circulation power. At the same time, 15 uL sample from
the hydrolysate was transferred into a vial for reducing sugar
assay at set intervals. The assay method of total reducing sugar
(TRS) was determined by 3,4-dinitrosalicylic acid (DNS)
method.*

2.7. Kinetic model

Inulin is a kind of polysaccharide compounds with different
degree of polymerization. It is a series of parallel reactions with
different degree of polymerization in hydrolysis reaction. Thus,
it is difficult to detect the concentrations of polysaccharide. The
degree of polysaccharides hydrolysis could be tested by
measuring the concentration of reducing sugar produced, the
concentrations of reactants and products were related to each
other by a mass balance based on the stoichiometry of the
reaction scheme. The hydrolysis reaction of inulin poly-
saccharide for producing reducing sugars was shown in Fig. 1,
where n represents the polymerization degree of
polysaccharides.
During the process of inulin hydrolysis, the production of
n — 1 fructose molecules and 1 glucose molecules were ob-
tained. Before the kinetic model was established, it is assumed
that the concentration of the water medium is constant and the
molecular weight of the polysaccharide molecules is average. At
the same time, the reaction rate was proportional to the
concentration of polysaccharide, which accorded with the first-
order reaction law. Therefore, the first-order kinetic equation is
used to describe the reaction process:
r=kC, = % dd% (6)

Among them, r is the reaction rate, k is the first-order reac-
tion rate constant, ¢ is the reaction time, n is the average degree
of polymerization (n = 2-60) of inulin polysaccharide, Cg, Cp, is
the concentration of reducing sugar and polysaccharide
concentration (mol L™"). Based on the relationship between
polysaccharide and reducing sugar, the conversion rate of R can

be expressed as
1 dCr o Cr
r= 4 :k<Cp——n) (7)
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where Cg is the initial concentration of polysaccharides
in mol L.

In the previous study,'” the proposed kinetic model of inulin
hydrolysis catalyzed by homogeneous ILs was established and it
successfully predicted the inulin hydrolysis in wider ranges of
experimental conditions. In this work, the hydrolysis kinetics of
PSF-ILs membrane was also studied in inulin hydrolysis system.
Due to the catalytic mechanism of inulin hydrolysis catalyzed by
PSF-ILs membrane is consistent with that by the homogeneous
ILs, the proposed kinetic model may also be employed to
describe the inulin hydrolysis by the former. The hydrolysis
kinetics followed the typical first order model with hydrolysis
reaction.”” Hydrolysis ratio (R) can be obtained in the following
equation,*

Cr

R=
Cmax

=1 —exp(—k1) (8)

where Cy, is the reducing sugars concentration, and Cp,.y is the
final reducing sugars concentration when inulin is hydrolyzed
completely (mol L™"). In the inulin hydrolysis system catalyzed
by PSF-ILs membrane, ¢ was the residence time in the
membrane, in this study, the retention time refers to the time
required by the substrate solution (as a particle) from the
beginning of entering the reactor to the outflow reactor.

The kinetic constant k is a function of absolute temperature
according to the Arrhenius expression as follows

E,
k=A4 exp(fﬁ), A=AyCp" 9)

where E, is the activation energy (k] mol™'), R is the molar gas
constant (8.314 is10 > k] mol ' K™ '), T'is the temperature (K), A
is the pre-exponential factor (min~') and was expressed by the
corresponding literature.”® 4, is the pre-exponential parameter
for inulin hydrolysis (min~"), m is the ILs concentration expo-
nent for the rate constant k. In addition, it is reported that
activated energy and pre-exponential factor are related to the
concentration of catalyst (Cy), respectively.'>**>* Zhao et al.
established kinetic model for the biomass hydrolysis in
homogeneous catalytic system and considered that the activa-
tion energy and the pre-exponential factors are dependent on
catalyst concentration.”” Meanwhile, the study about kinetic
characterization of biomass hydrolysis by dilute sulfuric acid
reported that reaction steps are irreversible and follow a first-
order kinetic dependence on catalyst concentration, thus, acti-
vated energy and pre-exponential factor are related to the
concentration of catalyst.>*** In the process of inulin hydrolysis,
the activation energy of the whole process cannot be kept
constant because of the competition between the hydrolysis
mechanism of ILs. Thus, E, could be expressed as follows:

CH,0H OH CH,0H CH,0H
0 0. 0)
OH Y k OH ﬁ 0 +(n-1) H,0O —»(n-1) 8E + OH
0 OH OH OH
‘ oI g CH,OH 5 OH OH

Fig. 1 Hydrolysis reaction of inulin polysaccharide.

This journal is © The Royal Society of Chemistry 2018
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Fig. 2 SEM micrographs showing the membrane structure obtained at different coagulation bath temperatures: surface (10 000x) and cross
section (10 000x): (aand a’) 30 °C, (b and b’) 35 °C, (cand c¢') 37 °C, (d and d') 40 °C, (e and e') 43 °C, (f and f') 45 °C, (g and g') 50 °C, (h and h’)
55 °C, (i and i) 60 °C. The PSF-ILs concentration was 17%.
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Fig. 3 Variation of the pore size with the coagulation bath tempera-
ture at a constant PSF-ILs concentration of 17 wt%.

(10)

where a, b and c¢ are constants.

Based on the above theoretical analysis, in order to further
analyze the hydrolysis process and understand the relationship
between sponge-like PSF-ILs membrane structure parameters
(membrane thickness, porosity, pore size, etc.) and catalytic
performance, the kinetics model was built on the following
assumption according to the Barrett-Joyner-Halenda method:*®
(i) the cross section of the PSF-ILs membrane consists of
numerous solid cylindrical columns. (ii) The external specific
surface area of the PSF-ILs membrane is neglected due to the
internal specific surface area far higher than external specific
surface area. Taking into account the actual sponge-like structure
of the PSF-ILs membrane, the correction coefficient is used to
correct the model. The modeling process is described as following:

The volume and surface area of a single cylindrical channel
were expressed as the following equation, respectively:

V' =m?s

(11)

S, =2mré (12)

where 6 is the membrane thickness, r is the radius of the single
cylindrical channel.

The actual volume of the inner pore of the PSF-ILs
membrane can be written as

V=V =eSo (13)

where V., is the actual volume of the whole membrane, ¢ is
porosity, S is surface area of PSF-ILs membrane.

Since the number of cylinders is constant, thus, combing
eqn (11)-(13), the actual internal specific surface area of the
PSF-ILs membrane could be expressed as

2eS0
r

Sp=¢ (14)

This journal is © The Royal Society of Chemistry 2018
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where S}, is the internal specific surface area of the PSF-ILs
membrane, £ is the tortuosity.

In the process of catalysis, the inulin hydrolysis is mainly
catalyzed by the catalyst which immobilized on the specific
surface area of the membrane. The relationship of the
concentration of catalyst and the internal specific surface area
of the PSF-ILs membrane could be expressed as

CiL = oySp (15)
Where y is loading amount of ILs, ¢ is the proportionality
coefficient.

Combing eqn (10), (14) and (15), the activation energy and
membrane structure parameters could be written as

2eS0
2 er )—i—c

(16)

Ea:aexp(—b

where b is constant.

3. Results and discussion

3.1. SEM analysis

Surface and cross-sectional SEM images of the membranes
prepared from different coagulation bath temperature,
including 30, 35, 37, 40, 43, 45, 50, 55 and 60 °C, were shown in
Fig. 2, respectively. When the casting solution was quickly
immersed in non-solvent, the mass transfer of solvent and non-
solvent almost simultaneously took place between the surface
and inner of nascent membrane. The results showed that the
coagulation bath temperature had a strong influence on the
physical morphology of the prepared membrane. This behavior
can be explained by the rate of the demixing process.

When the temperature of coagulation bath was lower than
40 °C, demixing was delayed, precipitation was slowly, thus it took
much longer for membrane to form. As a result, membrane with
a relatively dense top layer and sponge-like substructure were ob-
tained. When the temperature of coagulation bath was 40 °C and
even higher, increased the temperature of coagulation bath would

100

Contact angle / °
(0] ©
o o
1 1

~
o
1

60 T T T T T T T T T

Coagulation bath temperature / °C

Fig. 4 Variation of the contact angle with the coagulation bath
temperature.
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Fig. 5 Variation of the porosity of the PSF-ILs membrane with the
coagulation bath temperature at a constant PSF-ILs concentration of
17 wit%.

cause a rise in diffusional flow rate between solvent and non-
solvent and polymer chains became more flexible, in which
faster demixing taken place and the loose porous cross-section
structure was generally formed. Meanwhile, increasing the
temperature of coagulation bath caused a decrease in surface pore
size due to the fast solvent-nonsolvent exchange rate on the
interface between casting solution and non-solvent.

3.2. Pore size

The pore distributions of the fabricated membranes with
different coagulating bath temperature were investigated. As
shown in Fig. 3. The increase in coagulation bath temperature
intensively increased the mutual diffusivity between the
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nonsolvent and the solvent in the casting solution during the
solidification process, leading to the formation of larger pore in
the surface of the nascent membrane. The maximum pore size is
92 nm with coagulation bath temperature of 45 °C. However,
when the coagulation bath temperature is greater than 45 °C, the
most probable pore size was apparently minished, and it reduced
diameter to 35 nm at the coagulation bath temperature of 60 °C.
This behavior can be primarily explained by the different rate of
the demixing process.>”*® The surface would be solidified in the
membrane-bath interface prior to the inner of the nascent
membrane, owing to the diffusion of non-solvent is faster than
outflow of solvent molecules at the higher temperature.

3.3. CA

The CA of membranes prepared with different coagulating bath
temperature under the same PSF-ILs concentration of 17 wt%
were shown in Fig. 4. The CA value tended to decrease as the
coagulation bath temperature increased from 30 to 45 °C.
However, CA was grown gradually with the increase in coagula-
tion bath temperature when that became higher than 45 °C. This
behavior can be explained in terms of the results of pore size
distribution. The presence of the ILs molecules has led to the
macroporous formation in the surface of membrane. Thus, when
the pore size of prepared membrane was larger, it was more
sensitive to the pure water, thus resulting in low CA value.”

3.4. Porosity

Porosity was also an important parameter of the membranes.
Fig. 5 presented the porosity of the PSF-ILs membrane, which
gently grown with the increase coagulation bath temperature at
a certain PSF-ILs concentration. This phenomenon could also
be explained from microstructure of the membranes shown in
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Fig. 7 Catalytic performance of PSF-IL membrane under different residence time through membrane. DCM: (a) 0.45, (b) 0.75, (c) 1.08, (d) 1.42,

(e) 1.71.

Fig. 2, where the increase in the porosity was mainly related to
the connected channel structure. On the other hand, the
decrease in the viscosity of the casting solution increases the
movement of the polymer molecules chains during the phase
separation. At that moment, membrane formation carried on in
a faster phase separation process.

3.5. Water flux and rejection measurements

The effect of the coagulating bath temperature under the same
PSF-ILs concentration of 17 wt% on pure water flux and rejec-
tion had been studied as well. As shown in Fig. 6, the pure water
flux increased from 189.3 to 315.3 L m™~> h with an increase in

This journal is © The Royal Society of Chemistry 2018

the coagulation bath temperature from 30 to 60 °C. The reason
for the increase in the water flux was the speed of phase
exchange. The higher coagulation bath temperature accelerated
the speed of phase exchange and induced the formation of the
nascent membrane, resulting in an increased pore density. The
effect of the coagulation bath temperature on the rejection was
resulted from the variation trend in the pore size of the tested
membranes.

3.6. Kinetics study

In this section, independent experiments of membrane hydro-
lysis and reaction kinetic were carried out to estimate modeling

RSC Adv., 2018, 8, 11714-11724 | 11721
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Table 2 The hydrolysis kinetics parameters with membrane flux of 49.4 L m=2 h
k

DCM 50 °C 55°C 60 °C 65 °C 70 °C E, (k] mol ™) InA R
0.45 0.0189 0.0250 0.0376 0.0469 0.0528 49.59 14.52 0.9597
0.75 0.0242 0.0328 0.0440 0.0587 0.0683 49.14 14.59 0.9877
1.08 0.0311 0.0444 0.0550 0.0744 0.0902 48.88 14.76 0.9902
1.42 0.0435 0.0602 0.0791 0.0989 0.1264 48.55 14.96 0.9956
1.71 0.0662 0.0836 0.1135 0.1634 0.1753 48.34 15.28 0.9653

parameters. Firstly, the effect of different residence time on
the catalytic performance of PSF-ILs membrane was studied.
It can be seen from Fig. 7(a-e) that the conversion rate of
inulin increased with the increase of reaction temperature
and catalyst loading amount at the same reaction time. In
addition, the conversion rate of inulin increased with the
increase of membrane flux at the same reaction temperature.
It is mainly because of the increase of the residence time of
the inulin solution in the membrane, the contact time
between the glycosidic bond and the active site of the catalyst
is relatively prolonged, which is more favorable for the
catalytic reaction.

The activation energy and pre-exponential factor were
calculated by eqn (9) and (10). The kinetic parameters of inulin
hydrolysis catalyzed by PSF-ILs membrane were shown in
Table 2. The calculated reaction rate constant k, reaction acti-
vation energy E,, and pre-exponential factor A (as shown in
Table 2) and the corresponding membrane structure parame-
ters (as shown in Table 3) are brought into eqn (16). Meanwhile,
the effects of membrane thickness, porosity and pore size on
catalytic performance of membrane that was constructed as
a reactor were investigated in our previous work. The TRS
increases gradually with increasing the membrane thickness,
porosity and pore size of the PSF-ILs membrane. The detailed
research results were showed in our previous study (showed in
ESI Materialf).

Therefore, as shown in Fig. 8, the kinetics parameters could
be obtained. The kinetic equation of inulin hydrolysis by
membrane reactor was obtained as follows.

1000y 2
= 1178 exp — 1200 2e50) | 4q 14 (17)
3.61
222
A4=191x10" (y@> (18)
r

3.7. Model validation

The comparison of the experimental data with the theoretical
prediction of the model was conducted. The results were shown
in Fig. 9. In this comparison, a low value of relative error
demonstrates the reasonable agreement between experimental
and predicted value of the model. It is clear that all the exper-
imental data fit reasonably well with the kinetic values under
different reaction conditions. Meanwhile, the average error can

11722 | RSC Adv., 2018, 8, 11714-11724

be calculated in two groups randomly under the experimental
conditions are obtained, respectively 1.3% and 6.9%. Among
them, as seen in Fig. 9(c), theoretical value is slightly higher
than the experimental results. One hand, inulin cannot be
completely dissolved to the water medium because of the higher
inulin concentration, and will increase the molecular diffusion
resistance, which is not conducive to mass transfer. On the
other hand, when the concentration of inulin is higher, the
resistance of the reducing sugar released into the aqueous
medium increases, which leads to the bigger average variances
between the experimental results and theoretical values. In
summary, the dynamics model for the PSF-ILs catalytic hydro-
lysis of inulin we established can be used to predict the catalytic
performance of the catalyst, and the theoretical and experi-
mental results validate the reliability of established kinetic
model.

Table 3 The structure parameters of PSF-IL membrane

Loading/ Weight  Porosity/ Pore size/  Thickness/
DCM molg g &% rnm 0 pm
0.45 0.959 x 10°*  0.2078 76.9 86 240
0.75 1.102 x 107 0.2150 771 83 242
1.08 1.242 x 107°  0.2304 77.9 84 243
1.42 1.381 x 107 0.2441 78.5 83 245
1.71 1.523 x 107 0.2605 79.7 80 248
n
4000000
]
o™ 3000000
>
n
2000000 ™
T T T T
0.016 0.018 0.020 0.022
A

Fig. 8 The relationship of pre-exponential factor (A) and membrane
structure parameters (ySp).
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4. Conclusion

A novel PSF-ILs membrane endowed with catalytic action were first
designed and prepared as a heterogeneous catalyst to produce
reducing sugar by biomass hydrolysis in a catalytic membrane
reactor. The optimal casting conditions with the highest catalytic
efficiency of PSF-ILs membrane are 15.8% PSF-ILs, 14% additives
(PVP+PEG600) and 70.2% DMF with the coagulation temperature
of 45 °C, and the maximum TRS yields was up to 100% after two
rounds inulin hydrolysis. A hydrolysis kinetic model involving
membrane structure, such as membrane thickness, pore size,
porosity and specific surface area, was established to predict inulin
conversion. Meanwhile, the hydrolysis kinetics was studied under
different conditions. In addition, the conversions obtained from
the established kinetic model are in good agreement with the
experimental data and could be also applied to predict the inulin
hydrolysis in wider ranges of experimental conditions. Under-
standing the structure-property relationship of PSF-ILs membrane
will be helpful to design the physical structure of membrane to
improve its catalytic activity and reusability. This kind of novel
green catalytic PSF-ILs membrane has potential application value
in many catalysis fields.

Conflicts of interest

There are no conflicts to declare.

This journal is © The Royal Society of Chemistry 2018

View Article Online

RSC Advances
100
e
80 - ¥
o 3
ye
60 |- o )
N | 4 = Experimental
& / .
o v Theoretical
[n_ﬁ 40 - J o
/ DCM=1.20
20 /,- (b) Temperature:56 °C
/," Inulin concentration:20%
0 "” L ! L L
0 5 10 15 20 25
Residence time, S
100
e M
"
.
80 i
/
Vé
N 60 /
&f / = Experimental
= a0l “‘i —— Theoretical
DCM=1.71
20 r/ (d) Temperature:73 °C
| Inulin concentration:20%
O i 1 1 1 1
0 5 10 15 20 25
Residence time, S
References

1 L. Wang, M. Sharifzadeh and R. Templer, Technology
performance and economic feasibility of bioethanol
production from various waste papers, Energy Environ. Sci.,
2012, 5, 5717-5730.

2 1. Jamshid, N. Farhad and M. Sharareh, Optimizing acid-
hydrolysis: a critical step for production of ethanol from
mixed wood chips, Biomass Bioenergy, 2002, 22, 401-404.

3 E. Amillastre, C. A. Aceves-Lara and ]. L. Uribelarrea,
Dynamic model of temperature impact on cell viability and
major product formation during fed-batch and continuous
ethanolic fermentation in Saccharomyces
Bioresour. Technol., 2012, 117, 242-250.

4 O. Akpinar, K. Erdogan and S. Bostanci, Production of
xylooligosaccharides by controlled acid hydrolysis of
lignocellulosic materials, Carbohydr. Res., 2009, 344, 660-666.

5 A. L Yeh, Y. C. Huang and S. H. Chen, Effect of particle size
on the rate of enzymatic hydrolysis of cellulose, Carbohydr.
Polym., 2010, 79, 192-199.

6 X. M. Hu, Y. B. Xiao and K. Niu, Functional ionic liquids for
hydrolysis of lignocellulose, Carbohydr. Polym., 2013, 97,
172-176.

7 H. Zhao, C. L. Jones and G. A. Baker, Regenerating cellulose
from ionic liquids for an accelerated enzymatic hydrolysis, J.
Biotechnol., 2009, 139, 47-54.

cerevisiae,

RSC Adv., 2018, 8, 11714-11724 | 11723


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c8ra00658j

Open Access Article. Published on 27 March 2018. Downloaded on 6/14/2026 4:07:30 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

RSC Advances

8 S. Ananda and O. S. Amarasekara, Synthesis of a sulfonic
acid functionalized acidic ionic liquid modified silica
catalyst and applications in the hydrolysis of cellulose,
Catal. Commun., 2010, 11, 1072-1075.

9 J. Yang, J. Wang and C. Liu, Influences of the structure of
imidazolium pendants on the properties of polysulfone-
based high temperature proton conducting membranes, J.
Membr. Sci., 2015, 493, 80-87.

10 W. T. Lu, Z. G. Shao and G. Zhang, Preparation and
characterization of imidazolium functionalized poly (ether
sulfone) as anion exchange membrane and ionomer for
fuel cell application, Int. J. Hydrogen Energy, 2013, 38,
9285-9296.

11 J. M. Dodi¢, D. G. Vucurovic and S. N. Dodi¢, Kinetic
modelling of batch ethanol production from sugar beet
raw juice, Appl. Energy, 2012, 99, 192-197.

12 Z.P. Zhao, X. L. Wang and G. Y. Zhou, Hydrolysis kinetics of
inulin by imidazole-based acidic ionic liquid in aqueous
media and bioethanol fermentation, Chem. Eng. Sci., 2016,
151, 16-24.

13 T. N. Shah and S. M. C. Ritchie, Esterification catalysis using
functionalized membranes, Appl. Catal., A, 2005, 296, 12-20.

14 E. Sendzikiene, V. Makareviciene and P. Janulis, Kinetics of
free fatty acids esterification with methanol in the
production of biodiesel fuel, Eur. J. Lipid Sci. Technol.,
2004, 106, 831-836.

15 E. Minami and S. Saka, Kinetics of hydrolysis and methyl
esterification for biodiesel production in two-step
supercritical methanol process, Fuel, 2006, 85, 2479-2483.

16 S. F. A. Halim, A. H. Kamaruddin and W. J. N. Fernando,
Continuous biosynthesis of biodiesel from waste cooking
palm oil in a packed bed reactor: optimization using
response surface methodology (RSM) and mass transfer
studies, Bioresour. Technol., 2009, 100, 710-716.

17 Y. Cheng, Y. Feng and Y. Ren, Comprehensive kinetic
studies of acidic oil continuous esterification by cation-
exchange resin in fixed bed reactors, Bioresour. Technol.,
2012, 113, 65-72.

18 F. X. Zhang, H. M. Zhang and C. Qu, Imidazolium
functionalized polysulfone anion exchange membrane for
fuel cell application, J. Mater. Chem., 2011, 21, 12744-12752.

11724 | RSC Adv., 2018, 8, 11714-11724

View Article Online

Paper

19 G. R. Guillen, Y. Pan and M. Li, Preparation and
characterization of membranes formed by nonsolvent
induced phase separation: a review, Ind. Eng. Chem. Res.,
2011, 50, 3798-3817.

20 S. Rajesh, K. H. Shobana and S. Anitharaj, Preparation,
morphology, performance, and hydrophilicity studies of
poly(amide-imide) incorporated cellulose acetate
ultrafiltration membranes, Ind. Eng. Chem. Res., 2011, 50,
5550-5564.

21 G. L. Miller, Use of dinitrosalicylic acid reagent for
determination of reducing sugar, Anal. Chem., 1959, 31,
426-428.

22 T. Barclay, M. Ginic-Markovic and M. R. Johnston, Analysis
of the hydrolysis of inulin using real time 'H NMR
spectroscopy, Carbohydr. Res., 2012, 352, 117-125.

23 1. Romero, E. Ruiz and E. Castro, Acid hydrolysis of olive tree
biomass, Chem. Eng. Res. Des., 2010, 88, 633-640.

24 J. Jensen, J. Morinelly, A. Aglan, A. Mix and D. R. Shonnard,
Kinetic characterization of biomass dilute sulfuric acid
hydrolysis: Mixtures of hardwoods, softwood, and
switchgrass, AICKE J., 2008, 54, 1637-1645.

25S. C. Yat, A. Berger and D. R. Shonnard, Kinetic
characterization for dilute sulfuric acid hydrolysis of
timber varieties and switchgrass, Bioresour. Technol., 2008,
99, 3855-3863.

26 E. P. Barrett, L. G. Joyner and P. P. Halenda, The
determination of pore volume and area distributions in
porous substances. 1. computations from nitrogen
isotherms, J. Am. Chem. Soc., 1951, 73, 373-380.

27 Q.Y. Wu, L. S. Wan and Z. K. Xu, Structure and performance
of polyacrylonitrile membranes prepared via thermally
induced phase separation, J. Membr. Sci., 2012, 409-410,
355-364.

28 D. Y. Hou, H. Fan and Q. L. Jiang, Preparation and
characterization of PVDF flat-sheet membranes for direct
contact membrane distillation, Sep. Purif. Technol., 2014,
135, 211-222.

29 X. Li, X. Fan and S. Brandani, Difference in pore contact
angle and the contact angle measured on a flat surface
and in an open space, Chem. Eng. Sci., 2014, 117, 137-145.

This journal is © The Royal Society of Chemistry 2018


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c8ra00658j

	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j

	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j

	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j
	Kinetic model of biomass hydrolysis by a polysulfone membrane with chemically linked acidic ionic liquids via catalytic reactorElectronic supplementary information (ESI) available. See DOI: 10.1039/c8ra00658j


