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m 2 h 1. The filtration time was 3 hours. Experiments were
carried out in duplicate.

2.8 Determination of CrĲVI) concentration

CrĲVI) concentrations in feed and permeate samples were
measured photometrically applying the diphenylcarbazide
(DPC) method (Spectrophotometer DR5000, Hach Lange,
Germany).8 For this, 400 μL DPC solution and 400 μL sulfuric
acid (2 M) were added to the samples (20 mL) and
absorbance at a wavelength of 540 nm was measured.

3. Results and discussion
3.1 Membrane characterization

Firstly, the membranes were analysed regarding their
chemical properties and membrane characteristics before
and after modification. The success of the chemical
modification of the PAN membranes is shown by zeta
potential data (Fig. 4) as well as FTIR measurements (Fig.
S2†). The zeta potential of the membranes was increased

after the amination of the nitrile groups.23 While pristine
PAN showed zeta potential values between 35 and 22 mV,
the modified membranes had zeta potential values between
6 and +21 mV in case of PAN-NH and +8 and +21 mV in case

of PAN-Q. The isoelectric point of PAN-NH was at pH 7.5.
Pristine PAN and PAN-Q had no isoelectric point, since their
zeta potential was completely negative (PAN) or positive (PAN-
Q), respectively. Table S1† displays the zeta potential of the
analysed membranes at pH 5.5, 7.0 and 8.5, which were used
in the CrĲVI) adsorption experiments (see section 3.2). At pH
5.5 and 7.0 the modified membranes PAN-NH and PAN-Q
had a positive zeta potential while pristine PAN was
negatively charged. Since the primary amine-modified PAN-
NH was deprotonated and had an isoelectric point at pH 7.5,
its zeta potential was negative at pH 8.5. The quaternary
amine-modified PAN-Q on the contrary was still positively
charged at pH 8.5 because the alkylated amine groups cannot
be deprotonated.

Additionally, the formation of the amine groups was
confirmed by IR spectroscopy (Fig. S2†). The pristine PAN
membranes showed a prominent signal at 2244 cm 1. This
signal was related to the CN stretching vibration. After
modification the signal decreased because of the consumption
of the nitrile groups and formation of the amine groups.34–36

At 1650 cm 1 a signal appeared after modification, which
corresponded to the newly formed C–N bond of the amine
groups. This signal was present for both membrane
modifications. PAN-NH membranes showed an additional
signal at 1577 cm 1. The PAN-Q membranes, which contains
quaternary amine did not show that signal, because it
corresponded to the N–H stretching vibrations, which is only
present in the primary amine groups of PAN-NH.

Furthermore, the degree of modification was determined
by measurement of the amount of amine groups on the
membranes using acid–base-titration. The amount of amine
groups with respect to the membrane area is displayed in
Fig. 5. Even before modification, a protonation of the PAN
membrane was measured, which corresponds to a small
amount of amine groups of 0.75 ± 0.1 mmol m 2. Since PAN
is not having amine groups on its surface this protonation

Fig. 3 Experimental set up for A) adsorption isotherm experiments and B) regeneration of exhausted membranes.

Fig. 4 Zeta potential of PAN Q (circles), PAN NH (triangles) and
pristine PAN (squares) membrane.





known, the amount of adsorbed CrĲVI) was related to the
membrane area (with the unit μg m 2). For both modified
PAN membranes, the adsorption phenomena was better
described by the Freundlich isotherm (R2 > 0.96) than by the
Langmuir isotherm.

The isotherm experiments revealed that at starting
concentrations below 600 μg L 1 CrĲVI), the PAN-NH
membrane adsorbed more CrĲVI) and at starting
concentrations above 600 μg L 1, the PAN-Q adsorbed more
CrĲVI). However, the adsorption capacity parameter of
Freundlich isotherm for PAN-NH [KF = 16.5 (mg m 2)/(mg
L 1)n] membrane was higher than that of PAN-Q membrane
[KF = 6.9 (mg m 2)/(mg L 1)n]. Similarly, the value of the
constant “n”, which is a parameter describing the
“adsorption intensity” of the material, is lower for the PAN-
NH (n = 0.31) membrane than the PAN-Q membrane (n =
0.48). It is relevant to mention that a lower value of n is
favourable as it indicates a strong adsorption intensity
between CrĲVI) and adsorptive material.39 Due to lower the
n-value of the Freundlich isotherm, adsorption kinetics of
CrĲVI) onto PAN-NH (n = 0.31) is faster than the PAN-Q (n =
0.48) membrane. This can also be seen by the shape of the
breakthrough curve in Fig. 8 and 9 (chapter 3.3). The

breakthrough curve of the PAN-NH membrane (Fig. 8A) is
closer to an ideal S-shaped curve40 and thereby, showing
higher removal rates up in the beginning of the adsorption
process.

Adsorptive materials are generally evaluated according to
the adsorption capacity that corresponds to a regulation limit
of a specific hazardous pollutant. Accordingly, the index Q50

is defined, which represents the adsorption capacity at
residual CrĲVI) concentration of 50 μg L 1. In this work, the
value Q50 is calculated by setting Ce = 50 μg L 1 in the
Freundlich isotherm equation (Q = KFĲCe)

n). The calculated
Q50 values are 55.3 mg m 2 and 45.1 mg m 2 for the PAN-NH
and PAN-NH membranes, respectively.

3.3 Filtration experiments for CrĲVI) adsorption

The filtration experiments revealed that both membrane
modifications show an increased adsorption capacity for
CrĲVI) when compared to pristine PAN (Fig. 8). The total
adsorbed CrĲVI) mass was 151 ± 10 mg m 2 of membrane
surface for the PAN-NH membrane and 145 ± 6 mg m 2 of
membrane surface for the PAN-Q membrane. Whereas, the
pristine PAN membrane only showed an CrĲVI) adsorption of

Fig. 7 Adsorption isotherms of CrĲVI) for PAN NH and PAN Q membranes and relevant isotherm parameters A) Freundlich isotherm; B) Langmuir
isotherm.

Fig. 8 CrĲVI) adsorption of PAN membranes (A) CrĲVI) concentration of permeate samples at dead end filtration; feed: 100 μg L−1 CrĲVI), pH 7.0, 1
mmol L−1 NaCl, constant flux of 100 L m−2 h−1; (B) total CrĲVI) adsorption capacity; n = 3, error bars represent standard deviation.











10 L. S. McNeill, J. E. McLean, J. L. Parks and M. A. Edwards,
Hexavalent chromium review, part 2: Chemistry, occurrence,
and treatment, J. - Am. Water Works Assoc., 2012, 104,
E395–E405, DOI: 10.5942/jawwa.2012.104.0092.

11 World Health Organization, Chromium in drinking-water:
Background document for development of WHO Guidelines for
drinking-water quality, World Health Organization, Geneva,
2020, WHO/HEP/ECH/WSH/2020.3.

12 E. Vaiopoulou and P. Gikas, Regulations for chromium
emissions to the aquatic environment in Europe and
elsewhere, Chemosphere, 2020, 254, 126876, DOI: 10.1016/j.
chemosphere.2020.126876.

13 California State Water Quality Control Board, Chromium-6
Drinking Water MCL, California State Water Quality Control
Board, Whitepaper, 2020, https://www.waterboards.ca.gov/
drinking water/certlic/drinkingwater/Chromium6.html,
(accessed 12 August 2021).

14 Dlgs 31/2001 – Attuazione della direttiva 98/83/CE relativa alla
qualita' del, 2001, https://www.camera.it/parlam/leggi/
deleghe/testi/01031dl.htm, (accessed 12 August 2021).

15 R. Labied, O. Benturki, A. Y. Eddine Hamitouche and A.
Donnot, Adsorption of hexavalent chromium by activated
carbon obtained from a waste lignocellulosic material
(Ziziphus jujuba cores): Kinetic, equilibrium, and
thermodynamic study, Adsorpt. Sci. Technol., 2018, 36,
1066–1099, DOI: 10.1177/0263617417750739.

16 K. M. Doke and E. M. Khan, Equilibrium, kinetic and
diffusion mechanism of Cr(VI) adsorption onto activated
carbon derived from wood apple shell, Arabian J. Chem.,
2017, 10, S252–S260, DOI: 10.1016/j.arabjc.2012.07.031.

17 L. Khezami and R. Capart, Removal of chromiumĲVI) from
aqueous solution by activated carbons: kinetic and
equilibrium studies, J. Hazard. Mater., 2005, 123, 223–231,
DOI: 10.1016/j.jhazmat.2005.04.012.

18 J. A. Korak, R. Huggins and M. Arias-Paic, Regeneration of
pilot-scale ion exchange columns for hexavalent chromium
removal, Water Res., 2017, 118, 141–151, DOI: 10.1016/j.
watres.2017.03.018.

19 N. Abdullah, N. Yusof, W. J. Lau, J. Jaafar and A. F. Ismail,
Recent trends of heavy metal removal from water/wastewater
by membrane technologies, J. Ind. Eng. Chem., 2019, 76,
17–38, DOI: 10.1016/j.jiec.2019.03.029.

20 J. Sánchez, C. Rodriguez, E. Oyarce and B. L. Rivas, Removal
of chromium ions by functional polymers in conjunction
with ultrafiltration membranes, Pure Appl. Chem., 2020, 92,
883–896, DOI: 10.1515/pac-2019-1103.

21 A. Maher, M. Sadeghi and A. Moheb, Heavy metal
elimination from drinking water using nanofiltration
membrane technology and process optimization using
response surface methodology, Desalination, 2014, 352,
166–173, DOI: 10.1016/j.desal.2014.08.023.

22 Y. Qin, H. Yang, Z. Xu and F. Li, Surface Modification of
Polyacrylonitrile Membrane by Chemical Reaction and
Physical Coating: Comparison between Static and Pore-
Flowing Procedures, ACS Omega, 2018, 3, 4231–4241, DOI:
10.1021/acsomega.7b02094.

23 S. Glass, T. Mantel, M. Appold, S. Sen, M. Usman, M. Ernst
and V. Filiz, Amine-Terminated PAN Membranes as Anion-
Adsorber Materials, Chem. Ing. Tech., 2021, 93(9), 1396–1400,
DOI: 10.1002/cite.202100037.

24 C. Cordier, C. Stavrakakis, B. Morga, L. Degrémont, A.
Voulgaris, A. Bacchi, P. Sauvade, F. Coelho and P. Moulin,
Removal of pathogens by ultrafiltration from sea water,
Environ. Int., 2020, 142, 105809, DOI: 10.1016/j.
envint.2020.105809.

25 M. Usman, A. I. Belkasmi, I. A. Kastoyiannis and M. Ernst,
Pre-deposited dynamic membrane adsorber formed of
microscale conventional iron oxide-based adsorbents to
remove arsenic from water: application study and
mathematical modeling, J. Chem. Technol. Biotechnol.,
2021, 96, 1504–1514, DOI: 10.1002/jctb.6728.

26 N. Scharnagl and H. Buschatz, Polyacrylonitrile (PAN)
membranes for ultra- and microfiltration, Desalination,
2001, 139, 191–198, DOI: 10.1016/S0011-9164(01)00310-1.

27 M. M.-A. Aslam, H.-W. Kuo, W. Den, M. Usman, M. Sultan
and H. Ashraf, Functionalized Carbon Nanotubes (CNTs) for
Water and Wastewater Treatment: Preparation to
Application, Sustainability, 2021, 13, 5717, DOI: 10.3390/
su13105717.

28 M. R. Muthumareeswaran, M. Alhoshan and G. P. Agarwal,
Ultrafiltration membrane for effective removal of chromium
ions from potable water, Sci. Rep., 2017, 7, 41423, DOI:
10.1038/srep41423.

29 S.-T. Chen, S. R. Wickramasinghe and X. Qian, Electrospun
Weak Anion-exchange Fibrous Membranes for Protein
Purification, Membranes, 2020, 10(3), 39–54, DOI: 10.3390/
membranes10030039.

30 M. H. El-Newehy, A. Alamri and S. S. Al-Deyab, Optimization
of amine-terminated polyacrylonitrile synthesis and
characterization, Arabian J. Chem., 2014, 7, 235–241, DOI:
10.1016/j.arabjc.2012.04.041.

31 Y. Yao, Y. Liang, R. Navik, X. Dong, Y. Cai and P. Zhang,
Modification of Polyacrylonitrile Fibers by Coupling to
Thiosemicarbazones, Materials, 2019, 12(23), 3980–3992,
DOI: 10.3390/ma12233980.

32 S. Jain, S. Chattopadhyay, R. Jackeray and H. Singh, Surface
modification of polyacrylonitrile fiber for immobilization of
antibodies and detection of analyte, Anal. Chim. Acta,
2009, 654, 103–110, DOI: 10.1016/j.aca.2009.08.030.

33 E. Kaprara, N. Kazakis, K. Simeonidis, S. Coles, A. I.
Zouboulis, P. Samaras and M. Mitrakas, Occurrence of Cr(VI)
in drinking water of Greece and relation to the geological
background, J. Hazard. Mater., 2015, 281, 2–11, DOI:
10.1016/j.jhazmat.2014.06.084.

34 Y. G. Ko, U. S. Choi, Y. S. Park and J. W. Woo, Fourier
transform infrared spectroscopy study of the effect of pH on
anion and cation adsorption onto poly(acrylo-amidino
diethylenediamine), J. Polym. Sci., Part A: Polym. Chem.,
2004, 42, 2010–2018, DOI: 10.1002/pola.20057.

35 A. Almasian, G. Chizari Fard, M. Parvinzadeh Gashti, M.
Mirjalili and Z. Mokhtari Shourijeh, Surface modification of
electrospun PAN nanofibers by amine compounds for



adsorption behavior of aminated electrospun
polyacrylonitrile nanofiber mats for heavy metal ion
removal, ACS Appl. Mater. Interfaces, 2010, 2, 3619–3627,
DOI: 10.1021/am1008024.

37 T. Virtanen, G. Rudolph, A. Lopatina, B. Al-Rudainy, H.
Schagerlöf, L. Puro, M. Kallioinen and F. Lipnizki, Analysis
of membrane fouling by Brunauer-Emmet-Teller nitrogen
adsorption/desorption technique, Sci. Rep., 2020, 10, 3427,
DOI: 10.1038/s41598-020-59994-1.

38 J. C. Crittenden, R. R. Trussell, D. W. Hand, K. J. Howe and
G. Tchobanoglous, MWH's Water Treatment: Principles and
Design, John Wiley & Sons, 2012.

39 H. N. Tran, S.-J. You, A. Hosseini-Bandegharaei and H.-P.
Chao, Mistakes and inconsistencies regarding adsorption of
contaminants from aqueous solutions: A critical review,
Water Res., 2017, 120, 88–116, DOI: 10.1016/j.
watres.2017.04.014.

40 E. Worch, Adsorption Technology in Water Treatment, De
Gruyter, 2021.

41 P. van Beijeren, P. Kreis and T. Zeiner, Ion exchange
membrane adsorption of bovine serum albumin—Impact of
operating and buffer conditions on breakthrough curves,
J. Membr. Sci., 2012, 415–416, 568–576, DOI: 10.1016/j.
memsci.2012.05.051.

42 T. Mantel, E. Jacki and M. Ernst, Electrosorptive removal of
organic water constituents by positively charged electrically
conductive UF membranes, Water Res., 2021, 201, 117318,
DOI: 10.1016/j.watres.2021.117318.

43 S. Chatterjee and S. De, Adsorptive removal of arsenic from
groundwater using a novel high flux polyacrylonitrile (PAN)–
laterite mixed matrix ultrafiltration membrane, Environ. Sci.:
Water Res. Technol., 2015, 1, 227–243, DOI: 10.1039/
c4ew00075g.

44 M. J. McGuire, N. K. Blute, C. Seidel, G. Qin and L. Fong,
Pilot-scale studies of Hexavalent Chromium Removal from
drinking water, J. – Am. Water Works Assoc., 2006, 98,
134–143, DOI: 10.1002/j.1551-8833.2006.tb07595.x.

45 S. Fischer-Frühholz, D. Zhou and M. Hirai, Sartobind STIC®
salt-tolerant membrane chromatography, Nat. Methods,
2010, 7, 12–13, DOI: 10.1038/nmeth.f.319.

46 Z. Yao, S. Du, Y. Zhang, B. Zhu, L. Zhu and A. E. John,
Positively charged membrane for removing low concentration
Cr(VI) in ultrafiltration process, J. Water Process. Eng., 2015, 8,
99–107, DOI: 10.1016/j.jwpe.2015.08.005.

47 C. E. Harland, Ion Exchange: Theory and Practice, Royal
Society of Chemistry, 1994.

48 M. Woo, N. Z. Khan, J. Royce, U. Mehta, B. Gagnon, S.
Ramaswamy, N. Soice, M. Morelli and K.-S. Cheng, A novel
primary amine-based anion exchange membrane adsorber,
J. Chromatogr. A, 2011, 1218, 5386–5392, DOI: 10.1016/j.
chroma.2011.03.068.

49 A. A. Zagorodni, Ion Exchange Materials: Properties and
Applications, Elsevier, 2006.

50 Y. C. Xu, Z. X. Wang, X. Q. Cheng, Y. C. Xiao and L. Shao,
Positively charged nanofiltration membranes via
economically mussel-substance-simulated co-deposition for
textile wastewater treatment, Chem. Eng. J., 2016, 303,
555–564, DOI: 10.1016/j.cej.2016.06.024.

51 S. Cheng, D. L. Oatley, P. M. Williams and C. J. Wright,
Characterisation and application of a novel positively
charged nanofiltration membrane for the treatment of
textile industry wastewaters, Water Res., 2012, 46, 33–42,
DOI: 10.1016/j.watres.2011.10.011.

52 S. Cheng, D. L. Oatley, P. M. Williams and C. J. Wright,
Positively charged nanofiltration membranes: Review of
current fabrication methods and introduction of a novel
approach, Adv. Colloid Interface Sci., 2011, 164, 12–20, DOI:
10.1016/j.cis.2010.12.010.

53 A. K. SenGupta, S. Subramonian and D. Clifford, More on
Mechanism and Some Important Properties of Chromate
Ion Exchange, J. Environ. Eng., 1988, 114, 137–153.

54 A. Dabrowski, Z. Hubicki, P. Podkościelny and E. Robens,
Selective removal of the heavy metal ions from waters and
industrial wastewaters by ion-exchange method,
Chemosphere, 2004, 56, 91–106, DOI: 10.1016/j.
chemosphere.2004.03.006.

55 E. Korngold, N. Belayev and L. Aronov, Removal of
chromates from drinking water by anion exchangers, Sep.
Purif. Technol., 2003, 33(2), 179–187, DOI: 10.1016/S1383-
5866(03)00006-6.

56 G. Kabir and S. Ogbeide, Removal of chromate in trace
concentration using ion exchange from tannery wastewater,
Springer, 2nd edn, 2008.

adsorption of anionic dyes, Desalin. Water Treat., 2016, 57, 
10333–10348, DOI: 10.1080/19443994.2015.1041161.

36 P. Kampalanonwat and P. Supaphol, Preparation and




