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NEW APPROACH TO THE SYNTHESIS
OF POLYCONDENSATION ION-EXCHANGE POLYMERS
FOR WASTEWATER TREATMENT

Abstract. New ion-exchange polymers based on furfural and diphenyloxide were synthesized, followed by
sulfonation for the introduction of functional groups. The mechanism and duration of the polycondensation reaction,
the nature of the catalysts of the desulfurizing agents, were studied. The images of ion exchangers on a scanning
electron microscope are obtained. Elemental analysis carried out as follows: a common area of the sample surface
taken and elemental analysis was carried out, in the selected common site was re-conducted element analysis of the
selected area. Due to the formation of a polymer matrix, diphenyloxide molecules retain oxygen atoms that play the
role of a bridgehead between benzene rings, and oxygen atoms are also retained in the heterocyclic furan nucleus. In
the sulfonation process, to introduce sulfo groups, sulfur atoms penetrate the interior of the polymer. The finished
products also contain sorbed atoms of sodium, calcium, magnesium and copper, indicating selective, as well as
selective properties of the resulting ion exchanger. Determination of the polymer composition for high-performance
express analysis in spectrometer with an attachment of internal reflection. The results of study have shown that the
knocked — out polymer matrixes have a three — dimensional structure and possess sorption propertics due to the
presence of functional groups in polymer. It was found that synthesized ion exchange polymers are suitable for the
application of wastewater treatment from heavy metal ions.

Keywords: sorbent, selectivity, mechanism, porous structure, elemental analysis, sulfonating agent, catalyst,
polycondensation, sorption, exchange capacity.

Introduction. There has been a number of extensive researches in the field of sorbents synthesis [1],
the search for new methods of synthesis — ion exchange polymers for wastewater treatment, solutions of
hydrometallurgical industries, seems to be an extremely topical problem. One of the available materials
for the synthesis of new ion exchangers are furfural and diphenyloxide [2-4]. This work is devoted to the
synthesis of a polymer matrix with subsequent sulfonation in order to create ionic groups, since sorbents
based on it have greater mechanical, chemical and thermal strength [5-7].

The aim of the work was to develop and synthesize new ion exchangers with functional groups,
which have sorption properties to non — ferrous metal ions and for wastewater treatment [8].

As a result of a number of researches conducted on the synthesis of ion — exchange polymers, which
investigated their operational properties and the use in the treatment of wastewater from chemical in-
dustries, around the world, scientists have been able to obtain a number of scientific outcomes, including:
a new generation of ion exchangers with a uniform granulometric composition of the ceramics ( Dow
Chemical Co USA, Bayer AG Germany and Purolite international Ltd, U.K) [9]; methods of obtaining
ion — exchange polymers of a polycondensation type have been developed by modifying a sulfur —
containing oil product with an epoxy resin. Methods for obtaining ion-exchange polymers of a polycon-
densation type have been developed by modifying a sulfur-containing product with a petroleum epoxy
resin [10], Japanese scientists [11] describe the process of obtaining phosphorus-containing ion
exchangers based on copolymers of glycidyl methacrylate and divinylbenzene in the presence of 40-160%
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pore-formers, followed by phosphorylation of the copolymer with phosphoric acid. The properties of
ionites (porosity, capacity for inorganic ion-selectivity) are determined and it is shown that some two and
three valence ions during sorption on the obtained phosphorus-containing ion exchangers differ in the
absorption coefficient from solutions containing impurity ionometals of the first group; complex-forming
low-basic anion exchangers with selective properties for copper and molybdenum ions by polycon-
densation of furfural, benzoguanidine in the presence of polyethylenepolyamine, as well as macropor
sulfocationite of polycondensation type based on furfural and diphenyloxide [12].

Methods. A 45% solution of sulfuric acid was added to a three-necked flask equipped with a reflux
condenser and a mechanical stirrer with a bolt and a thermometer, and 17 g (0.1 mole) of diphenyloxide
was added and, at 30-40°C furfural 14.4 g (0.15 mole). The temperature was raised to 70-80°C, and at this
temperature, after 90 minutes, a gel was formed which was further transferred to a porcelain dish and
placed in a drying cabinet, at first, dryed at 80-90° C, then at 100°C until it reached the air — dry state. The
dried polymer was milled to a grain diameter d, = 0.25-0.5 mm, then it was cleared from unreacted
substances by washing with solutions — 5% HCI and distilled water, then with 5% solution of NaOH, and
again distilled water sequentially until a neutral reaction. The finished polymer subjected to the process of
sulfonation. The polymer swelled in concentrated sulfuric acid was placed in a three-neck flask with a
mechanical stirrer and reflux condenser. The sulfonation was performed with 92-95% sulfuric acid, the
molar ratio of polymer and acid was 1:6, at 70°C for 6 hours. To avoid deformation of the polymer matrix
after sulfonation, the cooled polymer was washed with sulfuric acid, decreasing the concentration suc-
cessively to 75, 50, 25 and 10% and then washed with distilled water until neutral wash water, then the
resulting cation exchanger was dried at 80-90°C in a drying cabinet.

The samples of the obtained ion exchange polymers were examined on a scanning electron micro-
scope (SEM-EVO MA 10) which zoomed 500 times, 1000 times and 3000 times. Elemental analysis on
the device (Aztec Energy Advanced) (SEM/EDS). Samples mounted on the surface of the holder. Then
the surface was deposited with a layer of carbon 5-20 bc. Each sample was examined for SEM element
analysis as follow: a common sample surface areca was taken and element analysis was performed, in the
selected common site, an elemental analysis of the isolated site was re-performed.

The copper content have been determined by a chemical analysis. The synthesized product has also
been investigated by the IR spectroscopy and differential-thermal analysis methods [13].

Results and discussion. Industrial polycondensation cation exchangers are mainly derived from
phenols and formaldehyde. The use instead of formaldehyde furfural and together phenols of diphenyl
oxide will allow us to solve cardinally the problem of increasing the thermochemical and radiation re-
sistance and mechanical strength of ion exchanges. From this point of view, as a polymer matrix for the
introduction of ionic groups. A polycondensation product of diphenyl oxide and furfural was used [14].
The choice of diphenyl oxide instead of phenols is due to the fact that: 1) the presence of aromatic nuclei
and the absence of hydroxyl groups make it possible to obtain polymers with high thermochemical
resistance. 2) The molecule of diphenyl oxide contains 6 mobile hydrogen atoms, which make it possible
to obtain ionite with a high content active groups; 3) The presence of an oxygen bridge between the
aromatic rings promotes an increase in the selectivity to ions of certain metals; 4) Diphenyloxide is
relatively inexpensive and available [15, 16]. The formation of the polymer is due to the reaction of the
aldehyde group of furfural with the most reactive hydrogen of diphenyloxide in the ortho- and para
positions, which agrees with the data obtained from IR spectroscopic studies of the obtained polymer [17].

The absorption bands in the 1200-1600 cm™ region in the cationite spectrum correspond to SO;H
groups. The absorption bands in the 3200-3500 cm™ region correspond to stretching vibrations-COOH
groups. The absorption bands in the 644 cm™ region correspond to the presence of diphenyloxide groups.
The absorption bands in the 1033 cm™ region correspond to the 1.2.3.4-substituted benzene ring. The
absence of absorption bands in the 1670 cm™' region indicates that furfural reacts with diphenyloxide due
to its carbonyl group. The absorption bands in the region 740. 810. 870 cm™ correspond to the vibrations
of the furan ring.

The study is further directed to the effects of nature and the concentration of the sulfonating agent on
the properties of the cation exchanger. As sulfonating agents, chlorosulfonic acid, 5% oleum, concentrated
70% and 92% sulfuric acid were used. When chlorosulfonic acid is used, the degree of conversion
corresponds to about 50%, which leads to a decrease in the exchange capacity of 0.1 N solution of caustic
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Figure 1 — IR spectroscopy of the obtained polymer and sulphocathionite:
a — polymer; b — sulfocathionite
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soda to 3.0 mg-eq/g. In addition, the sulphonation of the ion exchanger requires saponification of the
sulfochloride groups, this process is carried out with the release of hydrogen chloride as a by-product that
causes corrosion of the equipment. Using 5% oleum leads to a deterioration in the mechanical strength of
the ion exchanger. 92% sulfuric acid is the most acceptable as a sulphurizing agent [18].
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Figure 2 — Dependence of InK from 1/T-10* on the sulfonation of a polymer based on diphenyloxide and furfural

From the graphical dependence shown in figure 2 with the use of the Arrhenius equation with respect
to the slope angle 7ga, the activation energy of the chemical reaction is found:

E

k=ke R

where 7' is the absolute temperature, K; ky is the pre-exponential factor (pre-exponential); R is the gas
constant; [ is the activation energy of the reaction

E=tga-R,

where R is the gas constant is 8.314. The activation energy of the cation exchanger sulfonation reaction is
calculated to be E, = 4.306- 104 J/mol or 19.35 kcal/mol.

The value of the activation energy indicates that the process of sulfonation of the polymer proceeds
fairly easily. Thus, it can be judged that in the initial period of sulfonation (T = 90 minutes), the polymer
sulfonation reaction is characterized by a chemical reaction. As the duration of the reaction increases and
the degree of conversion increases (F>0.6), the influence of the intra-diffusion process, which is
characterized by the penetration of -SO;H groups, into the grain depth of the polymer, increases, on the
sulfonation rate. The limiting stage of the sulfonation process is the diffusion of ionogenic groups in the
polymer granule. On the basis of the experimental data obtained, it can be concluded that the sulfonation
reaction of the resulting diphenyl-oxide furfural polymer proceeds with a sufficiently high conversion
degree. The speed of the sulfonation process in the initial stage is determined by the kinetics of a purely
chemical reaction, and in the final diffusion into the depth of the polymer grain. The data obtained by us
agree with the literature data [19].

Until now, considering in general terms the chemical structure of polymers of different classes, we
essentially talked about the structural formula of the repeating unit of the macromolecule. However, the
presence of many such links in the macromolecule immediately complicates the picture. Let us start with
the fact that each link in the process of an elementary act of growth of a macromolecule can join the
neighboring link in different ways. In this case, chemists talk about joining "head to head", "tail to tail" or
"head to tail" [20]. The chemistry of the polycondensation reaction is based on the electrophilic
substitution of a hydrogen atom in para or ortho positions.
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Scheme 1 — Interaction of diphenyloxide with a catalyst of sulfuric acid

As we can see from scheme 1 that when the concentrated sulfuric acid acts on diphenyloxide, the
hydrogen atoms in the benzene nucleus are replaced by the sulfo group, the furfural molecules form an
active center. Carbocation attacks the benzene rings of diphenyloxide, thereby forming a m-complex,
which in turn turns into a o-complex, which in its turn is transformed into o-complex by the reduced

scheme 1.

Cleavage of the proton from the o-complex produces intermediate compounds according to scheme 2.
Intermediates bind the protons of the catalyst and transform into electrophilic particles that initiate chain

growth:
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Scheme 2 — Intermediates in the polycondensation reaction
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The growth of the chain occurs gradually as a result of the interaction of the molecules of monomers
with the polymer formed [21]. At certain stages of production, the molecules have a branched structure,
and only in the final stage of the preparation of finished products reactions can occur, resulting in the
formation of a three-dimensional structure. The main factors affecting the speed and direction of the
polycondensation reaction; the structure of the monomers, in particular the number of functional groups,
their properties and ratio in the reaction mixture, the type of catalyst and its activity, the presence of
impurities in the monomer, as well as strict adherence to the reaction technological regime (temperature,
pressure, mixing degree, duration, etc.).

The process proceeds stepwise, i.¢. the growth of chains occurs due to the consecutive addition of
molecules to each other. Therefore, polycondensations proceed slowly than they differ from polymeri-
zation that passes quickly through the chain mechanism at low temperatures. Often during polycon-
densations, the primary reaction is the migration of a hydrogen atom from one molecule to another, as in
the case of aldol condensations, the Perkin reaction and similar processes [22].

To determine the expected chemical structure, the ion exchange polymer obtained was subjected to
clemental analysis. The results of the experiment are shown in electronic images (figure 3).
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Figure 3 — Results of elemental analysis of obtained sulfocathionite

—212——



ISSN 2224-5278 Series of Geology and Technical Sciences. 2. 2019

It can be seen from figure 3 that the obtained ion exchangers basically contain oxygen atoms of 63.3,
445, 49% by weight. This is due to the fact that in the formation of a polymer matrix, diphenyloxide
molecules retain oxygen atoms that play the role of a bridgehead between benzene rings, and oxygen
atoms are also retained in the heterocyclic furan nucleus. In the sulfonation process, to introduce sulfo
groups, sulfur atoms penetrate the interior of the polymer (in our case, 16.1, 6.1, 11.4 wt.%). The finished
products also contain sorbed atoms of sodium, calcium, magnesium and copper, indicating selective, as
well as selective properties of the resulting ion exchanger [23-25]. Adverse atoms such as silicon, nitro-
gen, chlorine appear due to poor washing of the resulting ion exchangers or untreated starting reagents.

The high-molecular basis of ion-exchange resins, the so-called ion-exchange matrix, can differ
substantially not only in chemical but also in physical structure, depending on the synthesis method [26].
Three-dimensional polycondensation leads to the production of non-porous resins, which are shown in the
electronic images in figure 4.

Electronic image 1 Electronic image 2
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Figure 4 — Electronic images of the obtained ion exchanger

It can be seen from the data in figure 4 that the obtained ion-exchange polymer is a gel structure and
has micropores. Thanks to these pores, the cation exchanger sorbs ions of certain metals. The results of
sorption properties and the main physicochemical parameters are given in the table.

Physico-chemical characteristics of cation exchanger based on diphenyloxide and furfural

Indicators H-form Na-form
Humidity, % 15 18
Bulk weight, g/ml 0.18 0.2
Specific volume, ml/g 6.3 8.2

SVC according to 0.1N solutions, mg-eqv/g

NaCl 1.85-2.0 -
NaOH 5.7-6.0 -

CaCl, 1.6-1.8 3238
MgCl, 1.4 2224
CuSO, 0.8-0.9 2.0-22
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The granules of the obtained cation exchanger have a black color and an irregular shape. The specific
volume of the swollen cation exchanger is higher in the sodium form than in the hydrate form, this causes
the penetration of metal ions into the grain of the ion exchanger, which indicates the sorption propertics
given in the table. Our further research is aimed at a more detailed study of the sorption and physico-
chemical properties of the obtained cation exchanger, with the aim of finding specific objects and their
practical application for wastewater treatment from ions of heavy metals.

Conclusion. Co-polycondensation of diphenyloxide with furfural gave a new polymer that was used
as a polymer matrix for introducing ionogenic groups. The data of the study, depending on the reaction
temperature on the duration of the polycondensation reaction, show that the polycondensation reaction at
80°C proceeds for 65-70 minutes. Under these conditions, the reaction proceeds violently, as a result of
which the synthesized cation exchanger has a low exchange capacity and swelling. Carrying out the
reaction at 60°C leads to the formation of sulfocathionite with a reduced value of the exchange capacity in
comparison with the cation exchanger obtained at 70°C. This, apparently, is explained by the incom-
pleteness of the interaction of diphenyloxide with furfural. The chemistry of polycondensation reaction is
based on the electrophilic substitution of a hydrogen atom in para- or ortho-positions.

The main regularities of the process of sulfonation of the polymer obtained, i.e. sulfonating agent,
temperature and duration of sulfonation. It was found that the cation exchanger obtained in its structure
has functional groups, which are represented in electronic images, as well as IR-spectroscopy. Using
mathematical data, the rate constant of the sulfonation process and the activation energy were calculated
on the basis of the data obtained. The results of modem studies have shown that the polymer matrixes
obtained have a three-dimensional structure and possess sorption properties due to the presence of func-
tional groups in the polymer.

Acknowledgments. This work was carried out within the framework of the project of the Republic of
Uzbekistan PZ-20170927346 Development of technology of ion-exchange polymers of polycondensation
type for wastewater treatment.
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TA3AJIAHFAH KAJIEIKTAPJEI TABAJIAYFA APHAJIFAH
MOJLKOHEHIEHIUAIBIK AHHOCTANUAIBIK IIOJIMMEPJIEP CHHTECTHE
KAJTBIHIAFBI JKAHA OTIEPAITHAS

Annotamust. XXymeicta Qypdypast sxone Au(CHUIOKCHI HETI3IHIACTI ’KaHA WOH AIMACTBIPFBINI TOJIMMEPICD
CHHTC3IC/T, COMAH KCHiH (D)YHKIHOHAIIBIK TONTAPABI CHTI3Y YIIH Cyiab(poHAT 00amel. [loTHKOHICHCANHA peak-
IUSICBIHBIH, MEXaHHM3Mi, KaTalu3aTopiaap MCH CyJIb()OHUPJICHTCH areHTTEPAiH TaOWFAThI 3epTTENAl. AJBIHFAH HOH
AIMACTHIPFBII TIOJUMEPIICPAIH YIATIIEPi CKAHEPACH OTKI3LUITEH MEKTPOHABIK MHKPOCKONTA 3epTTeni. Herisri ame-
MEHTTI Talmay >Kyprizinmi. ¥crarelnThiH OcTiHe OpHAThUTFaH yiarimep. CogaH KeHiH Oeri KamsIHABIFBI 5-20 HM
00naThIH KOMIPTEKTI KAa0AThIMEH HIANIBLIABL. DJIEMEHTTIK Tannay TOMEHACTINCH OPBIHIANIBI: IPIKTEAreH OCTIHIH
JKammbl ayMarbl KaOBUIJAHABI JKOHE JJIEMCHTTIK TANNay >KAcajigbl, TAHAANFAH AHMAKTBIH JJIEMEHTTIK AHAIU3I
TAHJAFAH KANIbl aliMakTa KaWtamawasl. WaeHtudurarmsnay yoriH moimMmepiiH KypambiH aHbikray MK-®ypbe
CHEKTPOMETPIHAE 1MIKI KOPIHICTI KOCY apKbLIBI KOFAPBI >KBITIAMIBIKTHI XKEACT Tanmay >Kypriziiaai. 3aMaHayd 3epT-
TEYJCPIIH HOTIDKEIICP] AJNbIHFAH MOJIMMCEPIIK MATPHIA VII 6IIEMIl KYPBIIBIMFA HE YKOHE IMOIMMEpAETi ()yHKIHO-
HAIBIK TONITAPJBIH OOMybIHA OAiyIAaHBICTHI COPOLMSUIBIK KACHETTEPIe ME CKEHIIrH KepceTTi. CHHTE3AenreH HOH
AJIMACTHIPFBII TOTAMEPIIEP Ay BIP METAILT HOHAAPBIHAH aFbIHABI CYJIAPIbl OHACYTE KaPaMIbI JCTI AHBIKTAJFaH.

Tyiiin ce3aep: COPOCHT, CCICKTUBTLNIK, MCXAHHU3M, KCYCKTI KYPBUTBIM, 3ICMCHTTIK TAIAAY, CYIb(OHUPICHTCH
arCHT, KaTaJau3aTop, MOTHKOHACHCAUS, COpOLHs, aipIpoacTay KaoiieTi.
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HOBBII MOAXO0J K CHHTE3Y MMOJIUKOHAEHCAIIMOHHLIX HOHOOEMEHHBIX ITOJTMMEPOB
AJIA OUUCTKHA CTOYHBIX BOJ

Annoranusa. B paboTe CHHTC3HPOBAHBI HOBBIC HOHOOOMCHHBIC TIOJMMEPHI HA OCHOBE Qypdypona u qudeHm-
OKCHJA C TOCICAYIONNM CYIb(HPOBAHHEM 11 BBEACHHA ()YHKIIHOHAIBHBIX Ipymi. M3yueHbl MEXaHU3M PEaKIUH
TIOJMKOH/ICHCAIIMH, TPHPOABI KATAIH3aTOPOB M CYIb(QHUpyIOmuX areHToB. OOpasubl MOJYUCHHBIX HOHOOOMEHHBIX
TIOJIMMEPOB MCCIICTOBAHBI HA CKAHUPYIOUIEM 3JIEKTPOHHOM MHKpocKote. [TposenéH 3neMeHTHbIH aHanm3. O0pasisl
VCTAHOBJICHBI HA TOBCPXHOCTH ACPIKATCIL. 3aTEM MOBCPXHOCTH HAMBLULIM CIOCM VIJICPOJA TOMIMUHON 5-20 HM.
DJIEMCHTHBIM aHATH3 OCYIUIECTBILLIH CICAYIOIINM 00Opa3oM: OBLT B3AT OOINMHA Y4YaCTOK MOBEPXHOCTH 0o0pas3ma u
MPOBEACH JNICMCHTHBIH AHANH3, B BBIOPAHHOM OOINEM YYACTKE IOBTOPHO HMPOBEACH 3JICMCHTHBIM AHAIN3 BBIIC-
JeHHOTO y4acTka. OmpeneiaeHHe cOCTaBa MOIMMEPa M UACHTH(HKAINK TAKKe OBIT MPOBEAEH BHICOKOIPOM3BO-
JUTCITBHBIN SKCIpecc-aHamm3 B mpuoope MK-Dypee CICKTPOMETpP ¢ MPHCTABKOW BHYTPCHHETO OTPaKCHHA. Pe3yib-
TaThl COBPEMCHHBIX HMCCJICTOBAHMH ITOKA3AIM, YTO IIOJIyMCHHAS ITOJIMMEPHAS MATPHIA MMEET TPEXMEPHYIO CTPYK-
TYpy ¥ 001a7aeT COpOUMOHHBIME CBOWCTBAMH Oaroaps HAMMIHMIO (yHKIHOHAIBHBIX TPYINT B HOoIuMepe. BoLis-
JICHO, YTO CHHTC3HPOBAHHBIC HOHOOOMCHHBIC MOJHMMEPHI IPUTOJHBI [T MPUMCHEHHSI OYHMCTKH CTOYHBIX BOX OT
HOHOB TSKEJIBIX MCTAIIJIOB.

KimoueBbie cioBa: COpOCHT, CETICKTUBHOCTh, MEXAHU3M, IIOPUCTAs CTPYKTYPA, NECMESHTHBIA aHAIM3, CyIb(H-
PYIOLIMI areHT, KaTaau3aTop, MOJIMKOHACHCAIHS, COPOLIs, OOMEHHAS €MKOCTb.
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