
RSC Advances

PAPER

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 1

7 
A

pr
il 

20
20

. D
ow

nl
oa

de
d 

on
 1

2/
4/

20
25

 1
:0

7:
29

 P
M

. 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n-

N
on

C
om

m
er

ci
al

 3
.0

 U
np

or
te

d 
L

ic
en

ce
.

View Article Online
View Journal  | View Issue
Comb-shaped ca
College of Chemical Engineering, Huaqiao

E-mail: aonanlai@hqu.edu.cn; szhou@hqu.

† Electronic supplementary informa
10.1039/d0ra01798a

Cite this: RSC Adv., 2020, 10, 15375

Received 25th February 2020
Accepted 7th April 2020

DOI: 10.1039/d0ra01798a

rsc.li/rsc-advances

This journal is © The Royal Society o
rdo poly(arylene ether nitrile
sulfone) anion exchange membranes: significant
impact of nitrile group content on morphology and
properties†

Ao Nan Lai, * Peng Cheng Hu, Rong Yu Zhu, Qi Yin and Shu Feng Zhou*

A series of comb-shaped cardo poly(arylene ether nitrile sulfone) (CCPENS-x) materials were synthesized by

varying the content of nitrile groups as anion exchangemembranes (AEMs). The well-designed architecture of

cardo-based main chains and comb-shaped C10 long alkyl side chains bearing imidazolium groups was

responsible for the clear microphase-separated morphologies, as confirmed by atomic force microscopy.

The ion exchange capacity (IEC) of the AEMs ranged from 1.56 to 1.65 meq. g�1. With strong dipole

interchain interactions, the effects of nitrile groups on the membrane morphology and properties were

investigated. With the nitrile group content increasing from CCPENS-0.2 to CCPENS-0.8, CCPENS-x

revealed larger and more interconnected ionic domains to form more efficient ion-transport channels, thus

increasing the corresponding ionic conductivity from 25.8 to 39.5 mS cm�1 at 30 �C and 58.6 to 83

mS cm�1 at 80 �C. Furthermore, CCPENS-x with a higher content of nitrile groups also exhibited lower

water uptake (WU) and swelling ratio (SR), and better mechanical properties and thermal stability. This work

presents a promising strategy for enhancing the performance of AEMs.
Introduction

As a clean and highly efficient renewable energy conversion
device, the fuel cell has attracted considerable attention in the
last decade.1–3 Of various fuel cell types, alkaline electrolyte
membrane fuel cells (AEMFCs) hold particular attention with
their merits of faster oxygen reduction reaction kinetics4 and
their potential to use non-precious metal catalysts (e.g., metal
oxides5 and transition metals6,7), which could signicantly
reduce the cost of production. As a key component of AEMFCs,
anion exchangemembranes (AEMs) have an important effect on
the whole electrochemical performance of fuel cells. However,
the existing AEMs still suffer from some challenges such as the
trade-off between dimensional stability and conductivity, and
the poor alkaline durability, which delayed the large-scale
commercialization of AEMFCs.8–10

To achieve high-performance AEMs, materials such as pol-
y(phenylene oxide),11 poly(styrene),12 poly(ionic liquid),13 poly(-
ether imide),14 polyolen,15 poly(arylene ether ketone)16 and
poly(arylene ether sulfone)17,18 were modied by incorporating
with hydroxide ion exchange groups such as imidazolium,19

quaternary ammonium,14,15 guanidinium,20 pyridinium,21
University, Xiamen 361021, PR China.
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f Chemistry 2020
morpholinium,22 piperidinium,11,23 pyrrolidinium,18,24 phos-
phonium25 and metal ions,26 etc. Furthermore, the microstruc-
ture of the AEMs also plays a key role in membrane's properties.
Recent studies show that the construction of hydrophilic–
hydrophobic microphase separation is an effective strategy for
forming continuous and wide ion pathways and improving
ionic conductivity. Microphase separation can be achieved in
block-type AEMs27–31 (with ion exchange groups located on block
main chains) and side-chain-type AEMs32–36 (with ion exchange
groups graed at pendant side-chains).

In addition, inspired by Naon® structure, many researchers
were interested in comb-shaped AEMs, where ion exchange
groups graed or beside on the long exible side chains.37–41 In
these comb-shaped AEMs, nano-scale ionic clusters were
observed to form distinct microphase separation structures.
Furthermore, the dimensional and alkaline stability of these
AEMs could also be elevated due to the hydrophobicity and steric
hindrance effect of long side chains. For instance, Zhuang et al.
designed and synthesized a series of comb-shaped polysulfone-
based AEMs with long alkyl side chains. The obtained AEMs
exhibit ordered ion-aggregating structures and OH� conducting
highways, high conductivity, suppressed water swelling, excellent
mechanical and chemical stabilities.42 However, in most cases,
researchers still used themethod of increasing the number of ion
exchange groups in the polymer matrix to further enhance the
microphase separation between hydrophilic ionic clusters and
hydrophobic domains.43,44 These AEMs also tended to swell
RSC Adv., 2020, 10, 15375–15382 | 15375
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seriously and weaken the dimensional stability while at high level
of ion exchange capacity (IEC).

In this study, a series of comb-shaped cardo AEMs was
designed and synthesized using 1-decyl-2-methylimidazole
(DIm, containing C10 long alkyl chain) as the quaternization
reagent and poly(arylene ether nitrile sulfone) (PENS) as the
polymer backbones. The bulky cardo groups of phenolphtha-
lein monomers were introduced to fence off each chain and
increase the free volume for hydroxide transmission.45 The
nitrile groups suspended on backbones possess a high dipole
moment of �3.9 debye.46 With strong dipole interchain inter-
actions, the effects of nitrile groups on the microphase sepa-
ration and properties of AEMs could not be neglected.47,48 Thus
in this work, we tried to adjust the microphase separation by
regulating the content of nitrile groups instead of cationic
groups. Then the comb-shaped cardo poly(arylene ether nitrile
sulfone) AEMs with varied content of nitrile groups were
prepared and characterized. The essential point of this work is
to investigate the effects of nitrile groups on the morphology
and properties of the comb-shaped cardo PENS AEMs.
Experimental
Materials

Bis(4-uorophenyl)sulfone (FPS) (99%, TCI, Japan), o-Cre-
solphthalein (oCPH) (99%, TCI, Japan), 2,6-diuorobenzonitrile
(DFBN) (99%, Aladdin, China), N-bromosuccinimide (NBS)
(99%, Aladdin, China) and DIm (97%, Sigma-Aldrich, St. Louis,
MO) were used as received. Toluene and N,N-dimethylaceta-
mide (DMAc) (99.8%, Aladdin, China) were stirred over CaH2 for
24 h, then distilled under reduced pressure and stored over 4�A
molecular sieves. Benzoyl peroxide (BPO) (97%, Alfa, China) was
puried by recrystallizing from chloroform. All other reagents
were supplied from Shanghai Sinopharm Chemical Reagent
Co., Ltd (China) and used without further purication.
Preparation of anion exchange membranes

Synthesis of cardo poly(arylene ether nitrile sulfone)
(CPENS-x). The precursor CPENS-x was synthesized by nucleo-
philic substitution polycondensation (Scheme 1), where x
represents the feed molar ratio of DFBN to oCPH. A typical
procedure for the synthesis of CPENS-0.6 is detailed as follows:
DFBN (6mmol, 0.835 g), FPS (4 mmol, 1.017 g), oCPH (10mmol,
3.464 g), K2CO3 (25 mmol, 3.455 g), DMAc (25 mL) and toluene
(10 mL) were placed into a 150 mL three-necked round-
bottomed ask equipped with a Dean–Stark apparatus,
a magnetic stirrer, and a nitrogen inlet and outlet. The reaction
was conducted at 140 �C for 4 h and then slowly increased to
160 �C for another 20 h aer removing the toluene. During this
period, the reaction mixture was diluted by additional 5 mL of
DMAc. Aer the reaction, the solution was cooled to room
temperature (RT) and dripped into 500 mL of an aqueous
methanol solution (methanol/deionized water ¼ 1/1, v/v) to
yield a white solid precipitate. Subsequently, the product was
kept stirring in the aqueous methanol solution for another 5 h,
15376 | RSC Adv., 2020, 10, 15375–15382
ltrated, puried by Soxhlet extraction with methanol for 12 h
and dried at 80 �C under vacuum for 24 h.

Bromination of CPENS-x. The CPENS-x was brominated in
1,1,2,2-tetrachloroethane (TCE) by using NBS as the bromina-
tion agent and BPO as the initiator (Scheme 1). A typical
procedure is as follows. 1.0 g of CPENS-0.6 (containing
4.073 mmol of –CH3) was dissolved in 20 mL of TCE under
stirring, then 0.870 g of NBS (4.888 mmol) and 0.059 g of BPO
(0.244 mmol) were charged. The bromination reaction was
conducted at 85 �C for 5 h under stirring in N2 atmosphere.
Aer cooling to RT, the mixture solution was dripped into
300 mL methanol solution to yield a yellow solid precipitate.
The product was collected by ltration, Soxhlet extracted with
methanol for 12 h and dried at 60 �C under vacuum for 24 h.
The brominated polymers are termed BCPENS-x, where B
denotes the bromination reaction.

Synthesis of comb-shaped cardo poly(arylene ether nitrile
sulfone) (CCPENS-x) and membrane formation. CCPENS-x was
prepared via the nucleophilic substitution reaction of BCPENS-
x with DIm (Scheme 1). A typical procedure is as follows. 1 g of
BCPENS-0.6 (containing 2.620 mmol of –CH2Br) was dissolved
in 20 mL dimethyl sulfoxide (DMSO) under stirring to form
a homogeneous solution. Then 777 mL of DIm (3.144 mmol) was
added into the reaction slowly. The imidazolium functionali-
zation was conducted at 45 �C for 24 h. Aerwards, the solution
was ltered through a 0.45 mm PTFE membrane lter, casted
onto a at and clean glass plate and dried at 60 �C for 48 h
under vacuum to form a membrane. The obtained membranes
were immersed in 1 M KOH solution to convert the Br� to OH�.
Finally, the AEMs were stored in deionized water for more than
24 h before use.
Characterization and measurement

Detailed instrumental analyses andmeasurements for the FT-IR
and 1H NMR spectra, gel permeation chromatography (GPC),
IEC, swelling ratio (SR), water uptake (WU), atomic force
microscopy (AFM), scanning electron microscopy (SEM), ionic
conductivity (s), mechanical property, thermal and alkaline
stability are described in detail in Section S1 (ESI).†
Results and discussion
Synthesis and characterization of CPENS-x and BCPENS-x

CPENS-xwith different contents of nitrile groups was synthesized
by polycondensation with various feed molar ratios of DFBN to
FPS. Fig. S1 (ESI)† shows the 1H NMR spectrum of CPENS-0.6. In
the aromatic regions, peaks around 7.65, 7.78 and 8.02 ppm (h, j,
i, k in Fig. S1†) are assigned to the aromatic protons of cardo
groups. All the other aromatic protons on the main chains are
well-assigned to the aimed polymer structure. The peak at
7.29 ppm is assigned to CDCl3. The peaks around 2.15–2.25 ppm
are associated with the chemical shis of the benzylmethyl
groups (a and a0 in Fig. S1†). The ratio of the integration of the
protons on positions a0 and a gives x¼ 0.60, as shown in Table 1.

The synthesis of BCPENS-x was conducted in TCE using NBS
as the bromination agent and BPO as the initiator. Fig. S2 (ESI)†
This journal is © The Royal Society of Chemistry 2020
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Scheme 1 Synthesis of CPENS-x, BCPENS-x and CCPENS-x.
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shows the 1H NMR spectrum of BCPENS-0.6. A comparison with
CPENS-0.6 (Fig. S1, ESI†) reveals that new characteristic peaks
corresponding to the chemical shis of the bromomethyl groups
appeared at 4.43–4.58 ppm (1 and 10 in Fig. S2†), and the peaks
assignable to the benzylmethyl groups (a and a0 in Fig. S2†)
decreased in size. This conrms the successful synthesis of
BCPENS-0.6. The bromomethylation degree of the BCPENS-x can
be calculated from the ratio of the integral area of the brominated
benzyl peaks (1 and 10 in Fig. S2,† –CH2Br, two protons) to the
sum of unreacted benzylmethyl peaks (a and a0 in Fig. S2,† –CH3,
This journal is © The Royal Society of Chemistry 2020
three protons) and the brominated benzyl peaks, as shown in
Table 1. Moreover, the BCPENS-x show a high molecular weight
(Mn > 55 kDa, Table 1) for membrane formation.
Membrane formation and FI-IR spectra

As shown in Scheme 1, CCPENS-x AEMs were synthesized by
using BCPENS-x as the base polymers and DIm as the func-
tional agent. Fig. S3 (ESI)† shows the 1H NMR spectrum of
CCPENS-0.6. The characteristic peaks of the methyl protons at
RSC Adv., 2020, 10, 15375–15382 | 15377
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Table 1 Key properties of CPENS-x and BCPENS-x

CPENS-x

x

BCPENS-x Bromination degreeb (%) Mn
c (kDa) Mw

c (kDa) Mw/Mn
cTheo.a Cal.b

CPENS-0.2 0.20 0.21 BCPENS-0.2 80.3 58.6 98.3 1.68
CPENS-0.4 0.40 0.38 BCPENS-0.4 81.8 55.2 101.5 1.84
CPENS-0.6 0.60 0.60 BCPENS-0.6 81.1 66.3 124.6 1.88
CPENS-0.8 0.80 0.79 BCPENS-0.8 83.5 67.4 115.1 1.71

a The theoretical value determined by feed monomer ratio. b The calculated value determined by 1H NMR. c Determined by GPC analysis.

Fig. 1 (a) Photo, SEM images (b) cross-section and (c) surface of
CCPENS-0.6.
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2.55 ppm (H2) and the methylene protons at 7.00–7.10 ppm (H3
and H4) of the imidazolium ring, and the methylene protons at
around 4.00 ppm (H5), 1.60 ppm (H6) and 1.15–1.35 ppm (H7–
13) together with the methyl protons at 0.85 ppm (H14) of
aliphatic chain, indicating the successful incorporation of DIm
groups into the AEMs. Furthermore, a comparison with
BCPENS-0.6 (Fig. S2†) shows that new peaks at 5.40–5.65 ppm (1
and 10 in Fig. S3†) corresponding to Ar–CH2–N protons
appeared and the peaks at 4.43–4.58 ppm associated with the
Ar–CH2–Br protons disappeared mostly. This conrms the
mostly conversion of BCPENS-0.6 to CCPENS-0.6.

The chemical structures of the CCPENS-x AEMs were further
determined by FT-IR, as shown in Fig. S4 (ESI).† The charac-
teristic peaks at 2231 cm�1 are assigned to the symmetric C–N
stretching vibration of nitrile groups. The strong absorption
bands at 1245 cm�1 are associated with the asymmetric C–O
stretching vibrations of phenoxy groups. For CCPENS-0.6, the
new broad bands around 3406 cm�1 are corresponding to the
stretching vibrations of –OH bonds, and the characteristic
bands at 1693 and 668 cm�1 are assignable to the vibration of
imidazolium cations. Both 1H NMR and FT-IR results conrm
the successful preparation of CCPENS-x AEMs.
Table 2 IEC, l, mechanical properties and Td-5% of CCPENS-x

AEMs

IEC (meq. g�1) lc

Theo.a Exp.b 30 �C 60 �C

CCPENS-0.2 1.75 1.56 8.61 10.49
CCPENS-0.4 1.80 1.58 8.18 9.94
CCPENS-0.6 1.84 1.61 8.13 9.58
CCPENS-0.8 1.92 1.65 7.37 8.61

a Calculated from the polymer composition and the bromination degree of
the Exp. IEC of the AEMs.

15378 | RSC Adv., 2020, 10, 15375–15382
Furthermore, the appearance and SEM images of the CCPENS-
0.6 membrane were also provided. As shown in Fig. 1a, the as-
prepared membrane is exible and transparent. The SEM
images show that the membrane with a thickness of 36 mm is
homogeneous and dense without any visible cracks (Fig. 1b and c).
IEC, WU and SR of the AEM

As a critical factor affecting the membrane properties, IEC
represents the concentration of exchangeable ion groups in
membrane matrix. As listed in Table 2, the theoretical IEC
values between 1.75–1.92 meq. g�1 were calculated by the
assumption that all benzyl bromide groups are quantitatively
graed with DIm groups and the bromide ions are totally
exchanged with hydroxide ions. The experimental IEC values of
CCPENS-x AEMs in the range of 1.56–1.65 meq. g�1 were
measured by titration method and slightly lower than the cor-
responding theoretical IEC value. This is probably due to the
high steric hindrance effect of long alkylene chain in DIm and
the cardo groups in the main chains, which lead to incomplete
quaternization reactions.

AEM with a suitable level of WU and SR is essential for both
a valuable ionic conductivity and an acceptable mechanical
strength. As shown in Fig. 2, the WU decreased slightly from
24.2% to 21.9% at 30 �C and 35.8% to 27.1% at 80 �C from
CCPENS-0.2 to CCPENS-0.8, and the corresponding SR
decreased from 7.8% to 6.8% at 30 �C and from 12.7% to 9.2%
at 80 �C. For a better comparison of the WU in the CCPENS-x
membranes, we also calculated the hydration numbers (l). As
shown in Table 2, l for CCPENS-x is between 7.37–8.61 at 30 �C
and 9.11–12.74 at 80 �C. In summary, both the WU, SR and l of
the CCPENS-x tend to decrease with increasing the nitrile group
Tensile strength
(MPa)

Elongation at
break (%) Td-5% (�C)80 �C

12.74 24.2 � 0.4 4.8 � 0.2 196.0
11.41 24.8 � 0.5 5.5 � 0.3 206.6
10.1 26.5 � 0.5 7.3 � 0.4 220.4
9.11 27.6 � 0.6 6.1 � 0.4 232.2

BCPENS-x. b Estimated by back titration. c Calculated from the WU and

This journal is © The Royal Society of Chemistry 2020
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Fig. 2 WU and SR of CCPENS-x AEMs at different temperatures.

Fig. 3 Swelling ratio of the AEMs as a function of IEC at 80 �C.

Fig. 4 (a) Temperature dependence of ionic conductivity and (b)
Arrhenius plots of CCPENS-x AEMs.
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content. It is considered that the nitrile groups with strong
polarity could strengthen the intra/interchain interaction and
thus restrict the water absorption and membrane swelling.46,49

A comparison of the swelling ratio of CCPENS-x membranes
with some random-type AEMs,16,18 block-type AEMs,27,29,31 side-
chain-type AEMs32,34,35 and comb-shaped AEMs38–40 is shown in
Fig. 3, as a function of IEC at 80 �C. The CCPENS-x membranes
displayed a lower swelling ratio at a moderate level of IEC,
which reveals that the AEMs have good dimensional stabilities
and anti-swelling properties. Besides the nitrile groups, the
membrane structure of the comb-shaped side chains and cardo-
based main chains also plays an important role. The long
carbon chains of the DIm groups together with the bulky cardo
groups can provide an integrated steric hindrance effect and
fence off each chain to construct some inter-chain spacing, in
which the water molecules could be placed and trapped.50,51
Ionic conductivity (s), apparent activation energy (Ea) and
membrane morphology

As a critical property of AEMs, the ionic conductivity of CCPENS-
x membranes was investigated as a function of temperature. As
shown in Fig. 4a, the conductivity increases along with the
raising temperature due to the promoted water mobility.
Moreover, with the nitrile group content increased from
This journal is © The Royal Society of Chemistry 2020
CCPENS-0.2 to CCPENS-0.8, the conductivity improves from
25.8 to 39.5 mS cm�1 at 30 �C and from 58.6 to 83 mS cm�1 at
80 �C. To investigate the ionic conduction behavior more
deeply, we displayed the ionic conductivity data as the Arrhe-
nius plot and found it is almost linear. Then the apparent
activation energy (Ea) was calculated by Ea ¼ �R � b, where R
represents the gas constant (8.314 J mol�1 K�1) and b refers to
the slope of the ln s vs. 1000/T curves.18 As shown in Fig. 4b, the
Ea of CCPENS-x membrane was estimated and decreased from
15.43 to 12.74 kJ mol�1 by increasing the nitrile group content.
Furthermore, the Ea values of CCPENS-x are much lower than
that of the reported comb-shaped membranes.38,40

The close relationship between ionic conduction behavior and
nitrile group content would be attributed to the difference in
membrane morphology. As shown in Fig. 5a and b of the AFM
images, the darker and cluster-like regions are ascribed to the
so hydrophilic ionic domains, and the brighter regions are
ascribed to the hard hydrophobic polymer chains.37 It could be
observed that both CCPENS-0.2 and CCPENS-0.8 exhibited clear
hydrophilic/hydrophobic microphase-separated morphologies.
Besides, CCPENS-0.8 exhibited more distinct phase-separated
morphology and formed larger and more interconnected ionic
domains than CCPENS-0.2. The clear microphase separation of
CCPENS-x can be attributed to the well-designed architecture of
cardo-based main chains and comb-shaped C10 long alkyl side
chains bearing imidazolium groups.37,41 Moreover, with the
nitrile group content increased, the intra/intermolecular
RSC Adv., 2020, 10, 15375–15382 | 15379
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Fig. 5 AFM phase images of (a) CCPENS-0.2 and (b) CCPENS-0.8
membranes.

Scheme 2 Schematic process of morphological changes for
CCPENS-x.

Fig. 6 Ionic conductivity of the AEMs as a function of swelling ratio at
80 �C.
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interaction is obviously enhanced and the polymer main chains
are more strongly aligned (Scheme 2). As a result, dened spaces
could be formed between the chains for ion transportation,
where the imidazolium functional groups can be assemble and
concentrated to form larger and more interconnected ionic
domains, resulting in more efficient ion transport channels and
lower Ea values together with higher conductivities.

Furthermore, CCPENS-x membranes are found to have
superb ratios of conductivity to swelling ratio at 80 �C. Fig. 6
shows the comparison of swelling ratio and ionic conductivity
of CCPENS-x with some recently reported AEMs at 80 �C. On the
top-le portion of the graph, CCPENS-x with more nitrile
groups showed lower swelling ratio and higher conductivity.
This suggests that it is an effective method to improve
conductivity and restrain dimensional swelling by regulating
the content of nitrile groups in CCPENS-x AEMs in this work.
Fig. 7 TGA curves of CCPENS-x AEMs.
Mechanical property and thermal stability

Desirable mechanical properties of the AEMs are required for
their practical applications. Table 2 presents the mechanical
15380 | RSC Adv., 2020, 10, 15375–15382
properties of CCPENS-x. Benetted from the low levels of
swelling ratio, CCPENS-x membranes under the hydrated
condition exhibited good tensile strength and elongation at
break in the range of 24.2–27.6 MPa and 4.8–7.3%, respectively.
With nitrile group content increased from CCPENS-0.2 to
CCPENS-0.6, the CCPENS-x showed a slight improvement for
both tensile strength and elongation. It is reasonable consid-
ering that the membranes displayed lower water uptake and
swelling ratio from CCPENS-0.2 to CCPENS-0.6 (Fig. 2). Water
molecule could act as a plasticizer and weaken the mechanical
properties of the AEMs.52

Thermogravimetric analysis (TGA) was conducted under N2

to evaluate the thermal stability of CCPENS-x AEMs. As shown
in Fig. 7, CCPENS-x all experienced three degradation stages: (1)
the 1st small weight loss between 30 and 190 �C was related to
the evaporation of residual absorbed water and bound water. (2)
the 2nd step from 190 to 410 �C was attributed to the cleavage of
C–N bond and decomposition of DIm groups. (3) the 3rd step
above 410 �C was owing to the degradation of polymer main
chains. In general, all of CCPENS-x membranes showed good
thermal stability below 190 �C. Furthermore, the 5% weight
decomposition temperatures (Td-5%) of CCPENS-x were
increased with increasing the nitrile content (Table 2), which
This journal is © The Royal Society of Chemistry 2020
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Fig. 8 Alkaline stability of CCPENS-0.8 in a 1 M KOH solution at 80 �C.

Paper RSC Advances

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 1

7 
A

pr
il 

20
20

. D
ow

nl
oa

de
d 

on
 1

2/
4/

20
25

 1
:0

7:
29

 P
M

. 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n-

N
on

C
om

m
er

ci
al

 3
.0

 U
np

or
te

d 
L

ic
en

ce
.

View Article Online
might be ascribed to the enhanced intra/intermolecular inter-
action and indicates the nitrile groups could improve the
thermal stability of the AEMs.53
Alkaline stability

We assessed the alkaline stability of as-prepared AEMs by
monitoring the changes in ionic conductivity and IEC of
CCPENS-0.8, which were immersed in a 1 M KOH solution at
80 �C. As shown in Fig. 8, aer alkaline treatment of 480 h,
CCPENS-0.8 membrane can maintain �75% (29.6 mS cm�1) of
the initial conductivity. Meanwhile, the IEC correspondingly
decreased from 1.65 to 1.13 meq. g�1. These could be due to the
decomposition of imidazolium functional groups under alka-
line environments.54,55 Fortunately, there are still some means
to further improve the alkaline stability of as-prepared AEMs.
For example, AEMs prepared by using quinuclidinium or
piperidinium cations have been reported for superior alkaline
stability.56,57 These researches inspire us to further enhance the
alkaline stability of CCPENS-x membranes.
Comparison of the present membranes with literature data

A comparison of membrane property between CCPENS-x and
the AEMs reported in recent years is presented in Table S1
(ESI).† As observed, performance of the CCPENS-x AEMs is in
good agreement with other researcher and shows good advan-
tages in anti-swelling.
Conclusions

A series of comb-shaped cardo poly(arylene ether nitrile
sulfone) (CCPENS-x) AEMs bearing imidazolium groups on C10
long alkyl side chains was prepared by varying the content of
nitrile groups. The IEC of the AEMs ranged from 1.56 to 1.65
meq. g�1. The content of nitrile groups has a signicant impact
on the morphology and properties of CCPENS-x AEMs. With the
nitrile group content increased, the WU decreased from 24.2%
to 21.9% at 30 �C and 35.8% to 27.1% at 80 �C, and the corre-
sponding SR decreased from 7.8% to 6.8% at 30 �C and from
12.7% to 9.2% at 80 �C. Furthermore, CCPENS-x revealed larger
and more interconnected ionic domains to form more efficient
This journal is © The Royal Society of Chemistry 2020
ion-transport channels from CCPENS-0.2 to CCPENS-0.8, and
the corresponding ionic conductivity increased from 25.8 to
39.5 mS cm�1 at 30 �C and 58.6 to 83 mS cm�1 at 80 �C.
Moreover, CCPENS-x with higher content of nitrile groups also
exhibited better mechanical properties and thermal stability,
and higher ratios of conductivity to swelling ratio at 80 �C.
Further work will focus on the optimization of membrane
alkaline stability.
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