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In order to find an alternative for classical distillation in the recovery of ECH/IPA from azeotropic ECH/IPA/
water (50/30/20 w/w, %) mixtures, a pervaporation process has been applied. Membranes from the
crosslinking of poly(vinyl alcohol)/poly(vinyl amine) (PVA/PVAmM) were prepared, and then the membrane
stability and pervaporation efficiency of the crosslinked PVA/PVAM membranes were studied for highly
reactive ECH systems containing a ternary feed mixture. From the Fourier-transform infrared (FT-IR)
spectroscopy analysis, it was observed that all of the membranes were chemically stable for 15 days of
immersion in a 50 : 30 : 20 ECH/IPA/water (w/w, %) feed mixture at 60 °C. The degree of membrane
swelling increased with increasing PYAm content in the membrane composition, water content in the
feed composition, and feed temperature, which was attributed to the increase in the number of
hydrophilic sites in the membrane. The field-emission scanning electron microscopy (FE-SEM) study
revealed that higher PYAm content membranes (PVAM1.0 and PVAmML1.5) show polymer phase extraction
in ECH/IPA/water (50:30:20) (w/w, %) at 60 °C in long-term stability tests. The pervaporation
dehydration characteristics for all of the membranes with the feed comprising an ECH/IPA/water
(50:30:20 by weight) azeotropic mixture at 30 °C were examined and excellent pervaporation
dehydration efficiency was found. Quantitatively, the flux increased from 0.025 to 0.32 kg (m? h)~* and
the separation factor decreased from 1908 to 60 with increasing PVAm content in the blended membrane.
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Introduction

Due to the great demand for energy used in the conventional
separation technologies, in recent years, hydrophilic
membranes have been frequently employed in various alterna-
tive membrane-based separation technologies. For example,
they are used in pervaporation for the dehydration of organic
solvents and various vapor permeation technologies' for the
removal of water vapor from various gases. The process of
pervaporation (PV) is characterized by the concentration
gradient of components in the membrane, which produces
a vapor permeate and liquid retentate by partial vaporization
through a non-porous permselective membrane. The driving
force for permeants to travel across the membrane from the
feed to the permeate is obtained by exerting a difference in the
partial pressure of the permeants on either side of the
membrane.*” Mass transport in the pervaporation membrane
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can be explained by the solution diffusion model.® Generally
there are three steps through which separation takes place in
the pervaporation membrane.

(1) In the first step, selective sorption of components to the
feed side (liquid) of the membrane.

(2) Selective diffusion of the components across the
membrane (liquid).

(3) Desorption of the components to the permeate side of the
membrane in the vapor phase.

The application of PV has been broadly extended to various
industries ranging from chemical,® food,’ and pharmaceutical®®
to petrochemical industries."* Pervaporation is a well-known
alternative method to classical distillation, which is not only
limited to dehydration of liquid hydrocarbons to produce high-
purity organics like ethanol,' isopropanol,**** ethylene glycol,*
etc., but has also been employed to enhance the conversion rate
of esterification reactions.'®” Additionally, it has also been used
in the extraction of aroma compounds from alcoholic bever-
ages,'®" separation of aromatics from gasoline in the petro-
leum industry, etc.>***

Epichlorohydrin (ECH) containing epoxide and organochlo-
rine moieties is a highly reactive electrophilic compound used
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in the production of glycerol, plastics, and epoxy resins.”>**
Epoxy resin is prepared by polymerization of ECH with phenol.
In the process proposed herein, biphenol-A (BPA) is used as
a phenol resin and isopropyl alcohol (IPA) is used as the solvent.
Excess ECH is included in the raw material to control the
molecular weight of the produced epoxy resin. After reaction,
water, a series of chlorine impurities, and by-products, along
with the ECH/IPA raw materials, were present in a mixture with
the target product epoxy resin. ECH and IPA can be recovered
vig vacuum distillation and recycled as raw materials. However,
the impurity content gradually increases after repeated reuse.
During the recovery of ECH and IPA by distillation, ECH and IPA
form a ternary azeotropic mixture with water impurities (ECH/
IPA/water, 50 : 30 : 20 (%) w/w), making it difficult to purify
ECH and IPA individually with high purity. Therefore, in terms
of energy efficiency and reuse of unreacted materials,
improvements to this process are required. Furthermore, ECH
can cause environmental hazards because it is carcinogenic in
nature**** and can have severe adverse effects on ecological
systems if its effluent comes into contact with the environment.
A hybrid process involving moisture removal by pervaporation
and the recovery and purification of ECH and IPA via distillation
can improve the ecofriendly energy efficiency and the product
competitiveness by reducing the cost associated with the epoxy
resin manufacturing process.

Nevertheless, since ECH is a highly reactive chemical,
selection of a stable polymeric membrane material for perva-
poration in the ECH/IPA/water novel feed system is a chal-
lenging task. The main requirement of polymers for
dehydration applications is that they should have selective
sorption and selective diffusion towards water.**® For obtaining
high sorption selectivity, it is necessary to use polymers con-
taining sorptive centers capable of specific interaction with
water. The most common interactions are dipole-dipole,
hydrogen bonding, and ion-dipole. To achieve high diffusion
selectivity, the rigidity and ordering of the polymer structure,
along with its stability in the feed system, are important. There
are currently more than 350 publications related to PV and
commercial membranes based on poly(vinyl alcohol) (PVA) are
readily available for pervaporation dehydration.>”?

PVA membranes undergo excessive swelling in aqueous feed
mixtures, so they are commonly modified using different
methods such as polymer grafting, crosslinking, blending with
different polymers and the formation of PVA copolymers.>*=* It
has been observed that membranes prepared from the blending
of different polymers show promising pervaporation perfor-
mance, because, in blended membranes, the intrinsic chemical,
physical, mechanical, and morphological properties of each
polymer can be combined, so it is possible to design desirable
membrane properties through blending. Poly(vinyl amine) has
a higher amount of primary amine groups in comparison to
chitosan, poly(ethyleneimine) and poly(allyl amine), in its
polymer backbone®* and it allows the preparation of very
hydrophilic membranes. However, because PVAm (commer-
cially available as PVAm HCI) is usually sticky, swollen, and
highly viscous, it is not possible to form a membrane film using
poly(vinyl amine) alone. On the other hand, PVA has excellent
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membrane forming properties, a high tensile strength, flexi-
bility, robust nature and stability in organic solvents. Both
PVAm and PVA are hydrophilic in nature, containing abundant
hydrophilic functional groups in their main chains (NH, and
OH); consequently, the combination of these polymers may
yield a high-quality pervaporation membrane for dehydration
processes. Therefore, in our recent reports we have studied
membranes prepared from blends of PVA and poly(vinyl amine)
(PVAm) for pervaporation dehydration of water/isopropanol
feed mixtures.'** Additionally, Deng and Hagg et al. have
explored a similar type of membrane composition in the
application of a fixed carrier transport (FSC) membrane for CO,
separation.***® PVA/PVAm blends provide good membrane
stability and mechanical strength because PVAm has a high
density of primary amine moieties that exhibit a stable polymer
network with PVA during blending by entanglement of the PVA
chains with the PVAm chains. Additionally, after chemical
crosslinking, very stable networks can be formed because the
PVA/PVAm blend has numerous reactive amino and hydroxyl
functional groups available in the polymer backbones for
modification. However, in the practical application of perva-
poration for the removal of water from the highly reactive ECH/
IPA/water feed mixture by PVA/PVAm blended membranes
consisting of hydroxyl and amine functional groups, it is more
necessary to study the long-term stability of the membranes.
Therefore, in this study, our focus is mainly on the stability study
and pervaporation dehydration characteristics of glutaraldehyde-
crosslinked PVA and PVA/PVAm blend membranes in the novel
ECH/IPA/water feed system. To the best of our knowledge, this
approach has not yet been reported in the literature. The charac-
terization of the prepared membranes was performed by swelling
studies, scanning electron microscopy (SEM), and Fourier-
transform infrared (FTIR) spectroscopy. A pervaporation separa-
tion test was conducted for the azeotropic ternary feed mixture,
ECH/IPA/water (50 : 30 : 20, w/w), using the PVA membrane and
PVA/PVAm blend membranes with different PVAm contents.

Experimental

Materials

PVA (98-99% hydrolyzed; 88 000-97 000 g mol ') was procured
from Alfa Aesar, USA. Polyvinyl amine (10 wt% solution,
340 000 ¢ mol ™~ ") was donated by BASF, Indonesia. The rest of the
chemicals, i.e. glutaraldehyde, hydrochloric acid (36.0%, w/w),
IPA (99.5%, w/w), and ECH (99.5%, w/w), were supplied by Dae-
Jung Chemicals & Metal Co, Korea. Deionized water (Puris, RO
system) was used to prepare the different feed compositions for
pervaporation and swelling degree measurement analysis.

Preparation of crosslinked PVA and PVA/PVAm blend
membrane samples

PVA and PVA/PVAm blend membranes were prepared according
to the procedure described in our previous paper.** One PVA
membrane and three glutaraldehyde-crosslinked PVA/PVAm
blended membranes were prepared. The designation and
details of the PVA and PVAm contents for the blended
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membranes are shown in Table 1. Briefly, PVA (4 g) powder was
dissolved in 96 g of water with continuous stirring at 75 °C for
6 h. The solution was later filtered and kept as it was overnight
in order to remove any air bubbles. Subsequently, the next day,
the solution was cast onto a Petri dish and dried at room
temperature. The dried film was pulled from the Petri dish and
crosslinked in a crosslinking bath containing 90/10/4/1 vol%
IPA/water/glutaraldehyde (25%) solution and catalytic hydro-
chloric acid at 50 °C for 1 h. Later, the obtained membrane was
washed in water to remove the catalyst and unreacted glutar-
aldehyde and dried at 30 °C in a drying oven prior to use. For the
preparation of PVA/PVAm blended membranes, 4 wt% PVAm
solution was prepared by the dilution of a 10 wt% readymade
PVAm solution and blended in different amounts (please refer
to Table 1) with PVA solution. The blended solutions were
mixed properly by stirring at room temperature for 24 h, and for
casting and crosslinking the same procedure was followed as
that for the crosslinked PVA sample. All the blended
membranes were preserved at 30 °C in a drying oven prior to
use.

Membrane characterization and stability test

Fourier-transform infrared (FTIR) spectroscopy. The molec-
ular structures of the membranes were characterized by FTIR
(ATR mode) spectroscopy using a Nicolet iS10 (USA) spectrom-
eter over the scanning range of 400-4000 cm ™" with a resolution
of 2 em™". Spectra for all the samples were collected after 32
scans. Membrane stability for the ECH-containing feed was also
determined using FTIR measurements.

Field-emission scanning electron microscopy (FE-SEM). The
surface and cross-sectional morphologies of the membranes
were observed using FE-SEM [Teskan, Czech, Vega II, and LSU]
analysis. The membrane samples were made conductive for
analysis by gold sputter coating.

Stability study of the membranes. All the homogenous
membrane samples (dried at 40 °C, 24 h) were weighed and
immersed in 50 mL ECH/IPA/water (50 : 30 : 20, w/w) solution
at 60 °C for 15 days. For evaluation of the gain/loss in weight
(due to chemical reaction or extraction), the membranes were
weighed every 5 days after drying in an oven (Memmert, UN55)
at 40 °C for 24 h, and the difference between the initial and final
weights was measured. For accuracy, two measurements were
conducted and the average of the results was reported.

To determine the effect of feed solution on the chemical
structure of the membrane, FTIR studies were conducted on the
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membranes after immersion in the feed solution (ECH/IPA/
water, 50 : 30 : 20 w/w) at 60 °C for 15 days.

Similarly, for determination of morphological changes in the
membrane structure after immersion in the feed solution (ECH/
IPA/water, 50 : 30 : 20 w/w) at 60 °C for 15 days, FE-SEM analysis
was conducted before and after the immersion of the
membrane samples.

Degree of membrane swelling (SD). The dried homogeneous
membrane samples were weighed (m4), immersed in only ECH
and 50:30:20 and 55:35:10 (ECH/IPA/water, w/w, %)
mixtures (50 cm®), and placed in an oven (Memmert, UN55) for
48 h at 50 °C to achieve sorption equilibrium. Subsequently, the
swollen membranes were removed, wiped with dry tissue paper
and weighed immediately. The swelling degree was calculated
using eqn (1), where mg and mgy are the masses of the swollen
and dried membranes, respectively.

o,
—— x 100 1
. 0

sp= "

None of the membranes showed any affinity for ECH in the
swelling test, and hence the degree of swelling for pure ECH
solution was not reported. Three consecutive measurements
were carried out for the swelling study, and average values with
standard deviations less than 5 were reported.

Contact angle measurements

In order to assess the hydrophilicity of all of the membranes
(PVAmO to PVAm1.5), contact angle tests were carried out. The
sessile droplet method was used, and the static contact angles
of the water droplet on the membrane were measured with the
help of a contact angle analyzer (Phoenix 300, South Korea)
equipped with a video camera. For each sample, the contact
angle of the water droplet was measured ten seconds after
placing it onto the membrane. According to the shape of the
droplet on the membrane, the corresponding contact angle was
calculated with the precision and accuracy provided by the
supplied software. Average values of three successive measure-
ments for each sample were reported.

Pervaporation apparatus and measurements

The pervaporation experiment for the ECH/IPA/water feed
mixture was carried out on the same apparatus as used in our
previous study.'* Briefly, the membranes were placed in
a membrane cell and the feed mixture was pumped across the

Table 1 Membranes of PVA and its blends with PVAm, and the corresponding PSI values

Ratio in the membrane (g g~ ")

Pervaporation separation
index

PVA (poly(vinyl

PVAm (poly(vinyl

Designation alcohol)) amine)) (PST): J X (@ — 1)
PVAmMO 100 0 47
PVAmMO.5 100 10 16
PVAm1.0 100 20 20
PVAm1.5 100 30 19
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membrane surface. The effective area of each membrane was
0.0019643 m” at a flow rate of 70 ¢ min~'. A vacuum pump
(Edwards, RV8) was used to maintain the pressure of the
permeate side at less than 10 mbar. The feed solution tank was
maintained at the desired temperature (30 °C). The permeant
vapors were collected in a cold liquefied nitrogen trap and then
weighed. The feed was an azeotropic mixture with the compo-
sition ECH/IPA/water (50 : 30 : 20, w/w, %). The exact compo-
sitions of the permeate solutions were determined using a gas
chromatograph configured with a TCD detector (DS Sci.
DS7200). The pervaporation flux, separation factor, flux of
individual components and pervaporation separation index
(PSI) of each membrane were calculated using the following
equations:

M
T Axt )

Flux(J)

where M is the weight of the permeated solution collected in the
cold trap (kg). The flux (kg (m> h™")) was calculated with respect
to the effective area (4) (m?) in time ¢ (h).

Here in this study, the target component is water dehydrated
from organics; therefore, separation factors were calculated
only for water with respect to the organic components (IPA +
ECH) in the ternary feed mixture system.*®

P water

Papaiech)
_ 3
Fwater ( )

Fpa+ECH)

Separation factor(a) =

where Pyater, Paparech) Fwaters and Fupaspcn) are the weight
fractions of water and the ECH + IPA organics solution in the
permeated solution and feed solution, respectively.

Ji X Pi
4
100 (4)

Flux of individual component(J;) =

where J; is the flux of individual component i (kg (m> h)™"), and
P, corresponds to the weight fraction of component i (ECH, IPA
or water) in the permeate solution (wt%).

The PSI was calculated as:

Pervaporation separation index (PSI) = J x (a« — 1) (5)

where J and « are the flux and separation factor, respectively.

Results and discussion

Membrane characterization and stability

Based on FTIR data for the PVA/PVAm blended membrane re-
ported in our previous article®* and that of glutaraldehyde-
crosslinked PVA membranes in the literature,®*” the postu-
lated reaction mechanism for PVA-glutaraldehyde crosslinking
and blending of PVA/PVAm with the glutaraldehyde-crosslinked
membrane under acidic catalytic conditions is shown in Fig. 1a
and b. The reactions were confirmed from the FTIR (ATR mode)
spectra (Fig. 2(a)-(d)), and Tables 2 and 3 list the corresponding
FTIR (ATR mode) vibrations. In order to determine the effect of
the ECH-containing feed solution on the chemical structure of
the membrane, IR studies of the membrane were performed

This journal is © The Royal Society of Chemistry 2019
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after immersion in the feed containing 50 : 30 : 20 ECH/IPA/
water (w/w, %) at 60 °C for 15 days. Fig. 2(a) shows that the
ECH-containing feed mixture at 60 °C had no effect on the PVA-
crosslinked membrane, because all of the FTIR spectra show
the same FTIR vibrational frequency for multiple days of
membrane sample immersion.

| |
+
C (03
n o/ ~_ ~_— \0
OH Glutaraldehyde
PVA

HCI(1g)/40 °C/1.0 hrs/90wt.% IPA

O |n

o H o o

~CH—

|
(CHy)3 (H2C)3

CHO
HO

HO

(a)
1 1

+ 4 C\/\/C§ + M
n (0] O n
NH,

OH Glutaraldehyde
PVA Polyvinyl amine

90/10/4/1

IPA/Water/Glutaraldehyde/HCI(v/v)

(b)

Fig. 1 Postulated crosslinking reaction schemes for (a) PVA-glutaral-
dehyde and (b) PVA-PVAm-glutaraldehyde blend membranes.
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Fig. 2 The FTIR spectra on different days after immersion of (a) PVAmMO, (b) PVAmMO.5, (c) PVAmM1.0 and (d) PVAm1.5 membranes in the

50 : 30 : 20 ECH/IPA/water (w/w) feed mixture solution at 60 °C.

However, in the FTIR spectra of the blended membranes
(Fig. 2(b-d)), the vibrational frequencies at 1630-1669 cm '
corresponding to the C=N group due to the crosslinking of
PVAm and glutaraldehyde (refer to the reaction scheme) slightly
shifted to lower wavenumbers. This was possibly because of the
presence of highly hydrophilic OH and NH, groups in the
blended membranes, which, upon prolonged immersion in the
water-containing mixture, resulted in intermolecular hydrogen
bonding with the imine. Peak shifts to lower or higher wave-
numbers have been observed for hydrogen-bonded peaks.*®
Nevertheless, no additional peak corresponding to ECH was

Table 2 FTIR (ATR mode) peak table for the PVA (glutaraldehyde
crosslinked, PVAMO) membrane

IR vibrational
frequency (cm™') Functional moiety

3320 OH stretching groups in PVA
(inter and intramolecular hydrogen bonding)
1720 C=0 stretching from aldehyde
(remaining) after crosslinking
2860 C-H stretching from aldehyde
2925 Asymmetric and symmetric stretching
of CH, groups in PVA
1080-1135 C-0-C, acetal formation after the glutaraldehyde

and hydroxyl group in the PVA crosslinking reaction

5912 | RSC Adv., 2019, 9, 5908-5917

observed. Therefore, it was suggested that all of the membranes
were chemically stable for 15 days of immersion in the
50 : 30 : 20 ECH/IPA/water (w/w, %) feed mixture at 60 °C.

Field-emission scanning electron microscopy analysis

FESEM analysis was performed in order to assess the
morphological stability of the membranes in the ECH-
containing feed mixture. The surface and cross-sectional

Table 3 FTIR (ATR mode) peak table for the PVA/PVAmM-glutaralde-
hyde crosslinked blended membranes

IR vibrational

frequency (cm ™) Functional moiety

3320-3600 NH, and OH groups (stretching vibration)
from PVA and PVAm

C=N from imine, C=0 stretching vibration
in amide (presence of unhydrolyzed amide
groups in PVAm from PVNF) and remaining
aldehyde groups in the glutaraldehyde

after the crosslinking

1630-1669, 1720

1250-1255 C-N stretching vibration in amine

2860 C-H stretching from aldehyde

2925 Asymmetric and symmetric stretching of
CH, groups in PVA and PVAm

1080-1135 C-0O-C acetal formation after

PVA-glutaraldehyde crosslinking

This journal is © The Royal Society of Chemistry 2019
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morphologies of all of the membranes before and after
immersion in the feed (50 : 30 : 20, ECH/IPA/water) (w/w, %) at
60 °C for 15 days were investigated by FESEM. Images before
immersion are shown in Fig. 3a, which indicates that upon
blending with PVAm, a continuous and compact homoge-
neous dense surface structure with no voids or phase separa-
tion was obtained. This result confirms that both polymers
have good compatibility and are mixed at the molecular level
owing to the presence of hydrogen bonds between the several
functional moieties (NH,, OH, C=N, and C=0). Fig. 3b shows
the FESEM images for the membranes after immersion in
ECH/IPA/water (50 :30:20) (w/w, %) at 60 °C. No surface
degradation or membrane damage and phase separation
phenomena are detected for the PVAmO and PVAmO.5

o). sz
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section)

PVAmMO.5 (Cross-
section)
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section)
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membranes. However, for PVAm1.0 and PVAm1.5, hole
generation or polymer phase extraction phenomena can be
detected. The morphologies of PVAmO and PVAmO.5 are very
compact, even when immersed at high temperature, suggest-
ing that the membranes are suitable for pervaporation at high
temperature with highly reactive ECH-containing feed
mixtures. Nevertheless, FESEM images for the PVAm1.0 and
PVAm1.5 membranes (Fig. 3b) clearly show that a higher
content of amine functional moieties increases the hydro-
philicity and hence swelling of the membrane, resulting in
microscopic phase extraction in the ECH-containing feed,
which damages the membrane surface. Therefore, membranes
with higher PVAm content do not possess long-term stability
in the ECH-containing feed mixture.

partommanca in

PVAm1.0 Surfac

PVAmI.0 (Cross-
section)

PVAm1.5 (Cross-
Section)

SEMMV: 20V
SEM MAG: 100 kx
Viow flskd: 277 ym _ Dategmidy): 0126/18

WO: 8.72
Det. LEBSE

| PR |
we

PVAm1.5 (Cross-

section) Section)

Fig.3 SEM micrographs of the PYAmO, PYAmMO.5, PVAM1.0, and PVYAM1.5 membranes (a) before and (b) after immersion in the 50 : 30 : 20 ECH/

IPA/water (w/w) feed mixture solution at 60 °C.
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Loss or gain in weight

Fig. 4 shows that with increase in the number of immersion
days, the membrane weights increased marginally; however,
after washing the film with water (deep immersion of the
membrane in water at 25 °C for 2 h), the weight of the
membrane decreased to nearly the initial weight. Additionally,
Fig. 5 shows that even after 15 days of membrane immersion in
the 50 : 30 : 20 ECH/IPA/water (w/w, %) solution at 60 °C, the
solution remained clear and colorless, suggesting that no
visible membrane extraction occurred. However, FESEM anal-
ysis confirmed that PVAm1.0 and PVAm1.5 were unstable at
high temperature in the ECH-containing feed mixture. Fig. 6
shows the physical condition of the membranes before and
after immersion; clearly, the membranes maintain their struc-
tural integrity, with no visible breakage or damage.

Degree of membrane swelling

The affinity between the membrane materials and permeating
molecules can be quantitatively estimated by a sorption test. In
the 1950s, Flory and Rehner reported® that the extent of
membrane swelling in specific liquids relies on the crosslinking
density, morphology of the membrane, and free volume avail-
able in the membrane matrix, which strongly affect the sorption
mechanism. Therefore, it is necessary to determine the degree
of swelling, because it controls the mass transfer of the
permeating molecules under a concentration gradient in the PV
process. As explained in the introduction section, ECH/IPA/
water form an azeotropic mixture at 50/30/20 w/w, %. By
assuming that the long-term pervaporation operation will result
in the continuous dehydration of the above feed mixture, it
should be possible to decrease the water concentration in the
feed mixture and consequently affect the permeation rate of the
membrane. Additionally, polymer membranes are recognizably
affected by the operating temperature in pervaporation. It is
possible to estimate how the permeation rate is affected by
temperature by measuring membrane swelling.*® Therefore, in

04
—- PVAmMO
@ PVAM0.5

—A—PVAM1.0
¥ PVAm1.5

0.2 -

0.1

Membrane weight loss (g)

0.0 -

10 days 15 days

0 days 5 days 15 days A/ Wash

Duration of immersion at 60°C (days)

Fig. 4 Loss/gain in weight of the membranes after 15 days of
immersion in the 50:30:20 ECH/IPA/water (w/w) feed mixture
solution at 60 °C.
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this study, a swelling study for two different feed conditions was
performed at 30 °C and 50 °C. Fig. 7 shows the effect of feed
concentration and membrane composition on the degree of
swelling of the membranes at 30 °C and 50 °C. The SD value of
the membranes increased linearly with increasing poly(vinyl
amine) content in the membrane composition. This is due to
increased hydrophilicity arising from the amine and amide
functionalities in the blended membrane, which increase the
affinity of the membrane with water. In order to support this
explanation, we have studied the effect of PVAm content on the
contact angle of a water droplet on the membrane surface. As
can be seen from Fig. 8, the contact angle of a water droplet on
the membrane decreased with a higher content of PVAm in the
blended membrane, which indicated that the hydrophilicity of
the membrane increased with increasing PVAm content in the
membrane. On other hand, the SD value of all of the
membranes increased with increasing volume of water in the
feed and with the feed temperature. This is because more water
in the feed increases the driving force for water absorption,
resulting in a plasticization phenomenon of the membrane.
Also, with an increase in the feed temperature, the mobility of
the polymer chains increases, and consequently, swelling of the
amorphous regions in the membranes occurs. The SD values
obtained here are relatively higher than those for conventional
binary or ternary mixture systems, possibly because of the
higher density of ECH (1.18 g mL ") than water and IPA. Even
though all membranes showed no affinity for ECH, the plasti-
cization of the membrane due to water in the feed caused the
absorption of IPA and ECH in the membrane. Moreover, the
absorption of ECH was greater than that of IPA, which is further
explained in the pervaporation section. Thus, the SD values are
relatively high for all membranes.

Pervaporation

In the manufacture of epoxy resins, as explained in the intro-
duction section, by-products and excess ECH and IPA remain.
Therefore, during the recovery of ECH and IPA by distillation,
an azeotropic ternary feed mixture solution (50 wt% ECH,
30 wt% IPA, and 20 wt% water) is formed, so we used the same
feed mixture composition for the pervaporation dehydration.
Fig. 9 shows the effects of the PVA/PVAm blending ratio on the
flux and separation factor at 30 °C, which clearly shows the
ability of PVA-PVAm blend membranes to dehydrate the ternary
liquid-liquid equilibrium mixture of ECH/IPA/water via the
pervaporation process. As the PVAm amount increased from
PVAmMO to PVAm1.5, the flux increased from 0.025 to 0.32 kg (m>
h)™", respectively, and the separation factor decreased monot-
onously with the PVAm content.

PVA and PVAm are linear aliphatic hydrophilic semi-
crystalline polymers. On the crosslinking of PVA with glutaral-
dehyde, the membrane became dense and compact due to
shrinkage of the polymer chains, reducing the flux; however, in
the blend membrane, the addition of PVAm increased the
hydrophilicity of the membrane by introducing a large number
of primary amine groups.** Additionally, the intermolecular
hydrogen bonding interaction of NH, and OH in the blend

This journal is © The Royal Society of Chemistry 2019
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Fig. 5 Clarity of the 50 : 30 : 20 ECH/IPA/water (w/w) feed mixture solution after 15 days of immersion.

PVAmMO.5

PVAm1.0 PVAm1.5

PVAmO A/15 days PVAmO.5 A/15 days

PVAm1.0 A/15 days PVAm1.5 A/15 days

Fig. 6 Physical status of the membranes after 15 days of immersion in the ECH/IPA/water (50 : 30 : 20, w/w) feed mixture solution at 60 °C.

membrane disturbs the order of the chains in both semi-
crystalline polymers, and this increases the free volume of the
membrane. Moreover, according to the fixed carrier theory, the
transport of water molecules through the membrane takes place
from one polar site to another.** Therefore, the combination of
PVA and PVAm increases the number of hydrophilic functional
moieties (OH, NH,, -NH-CH=O0) in the membrane, which
enhances the hydrophilic-hydrophilic and hydrogen bonding
interactions. This in turn improves the water molecule sorption
and subsequent diffusion through the membranes responsible
for the increment of flux. On the other hand, as observed from
the swelling study, highly hydrophilic sites in the amorphous
region of the blended membrane resulted in higher water
sorption and in the plasticization of the membrane. Even
though ECH and IPA do not have an affinity for the membrane,
the plasticization phenomenon due to absorption of water in
the membrane results in a higher chain gap and allows the
penetration of organics along with water molecules. Hence, the
separation factor value for the blended membranes was lower
than that for the PVA crosslinked membrane.

Fig. 10 depicts the individual fluxes for ECH, IPA, and water;
this figure shows that the total permeation through all the
membranes was controlled by water, since the water flux is very
close to the total permeation flux in the dehydration of ECH/
IPA/water (50:30:20, w/w) at 30 °C. Nevertheless, it is

This journal is © The Royal Society of Chemistry 2019

interesting to note from the figure that, although ECH has
a larger molecular size than IPA, the permeation rate of ECH is
higher than that of IPA. This is because, generally, in pervapo-
ration dehydration through a hydrophilic membrane, water can
interact with an active center in the membrane via hydrogen

120 |- 50/30/20,(w/w, %) at 30°C

|—-O— 50/30/20, (w/w, %) at 50°C
( )

_—A— 85/35/10,(w/w,%) at 30°C

—/— 55/35/10,(w/w,%) at 50°C

100

80 -

60

Swelling Degree (%)

20 -

PVAmMO PVAmM.0.5 PVAmM1.0 PVAmM1.5

Membrane composition

Fig. 7 Effect of ECH/IPA/water feed concentration (w/w) and PVA/PVAmM
composition on the membrane swelling degree at 30 °C and 50 °C.
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Fig. 8 Effect of PVAm content on the membrane hydrophilicity by
contact angle measurement.

bonding, dipole-dipole and ion-dipole interactions.*® There-
fore, it is possible that ECH has dipole-dipole interactions with
OH, NH,, C=N, and C=O0 in the membrane, and this might be
the cause of the flux being higher than the IPA flux, since ECH is
a polar molecule. Additionally, a higher content of ECH in the
feed composition (50 wt%) increases the driving force in the
feed boundary layer for its absorption on the feed side of the
membrane. This resulted in a higher permeation rate of ECH in
comparison to that of IPA. The PVAm0 membrane showed the
highest PSI (refer to Table 1) value, since the PSI is the product
of the flux and separation factor. So, even though the flux of the
blended membrane was ~10 times higher than that of the PVA-
glutaraldehyde membrane, the separation factor obtained from
the blended membrane was comparatively lower (~32) than
that of the PVA-glutaraldehyde membrane (PVAmO). Addition-
ally, it was observed from the FE-SEM analysis of the blended
membranes that the blended PVA/PVAm membranes with
a higher content of PVAm were not stable in the ECH-containing
feed mixture. It can be concluded that the PVA-glutaraldehyde

crosslinked membrane (PVAmO) has the potential to
0.5
]
- 1800
04l
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= 41200
—
[e)) =7
= S
N
2 - |
i 4 600 §
L | —
0.1 B
([ ]
ol ™ . ® [ )
PVAmMO  PVAm05 PVAm1.0 PVAm15
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Fig.9 Effect of membrane composition on flux and separation factor, at
30 °C with the ECH/IPA/water (50 : 30 : 20, w/w) feed; thickness: 65 um.
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dehydrate the highly reactive ECH-containing feed mixture. On
the other hand, in the case of the blended membranes, there
was no significant change in PSI value observed, suggesting that
the blended membranes are comparatively less stable in the
ECH-containing feed solution.

Conclusion

The stability and pervaporation efficiency of membranes
composed of PVA and its blend with PVAm in a highly reactive
ECH-containing ternary mixture feed system were studied.
From FTIR, and physical examination of the membranes, it was
concluded that all of the membranes were physically,
mechanically, and chemically stable for up to 15 days in the
ECH-containing feed mixtures. The weights of all of the
membranes were constant up to 15 days, suggesting that there
was no extraction of the polymer in the 50 : 30 : 20 ECH/IPA/
water (w/w) solution at 60 °C. However, in the FE-SEM anal-
ysis, in the case of the PVA/PVAm blended membranes, the
microscopic extraction of the polymer phase in the membranes
for 50 : 30 : 20 ECH/IPA/water solution at 60 °C was observed.
The pervaporation dehydration of this azeotropic mixture at
30 °C was performed, and all of the membranes showed
remarkable pervaporation dehydration efficiency. The flux
increased from 0.025 to 0.32 kg (m? h)™', and the separation
factor decreased from 1908 to 60 with increasing PVAm content
in the blended membrane. From the PSI data and FE-SEM
images for all of the membranes (PVAmO to PVAm1.5) after
immersion in the mixture at 60 °C, it was concluded that the
blended membranes are relatively less stable than the
glutaraldehyde-crosslinked-PVA (PVAmO) membrane.
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