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Persistent organic pollutants are among the most dangerous pollutants due to their resistance to
destruction in natural conditions, the ability to migrate in ecosystems, bioaccumulation,
biomagnification and significant harmful effects on health. Persistent organic pollutants include
organochlorine  pesticides,  polychlorinated  naphthalenes,  polychlorinated  biphenyls,
polybrominated diphenyl ethers, polycyclic aromatic hydrocarbons, etc. Even in small amounts,
these compounds can cause endocrine disorders and have a carcinogenic effect. Most of these
compounds are exclusively of anthropogenic origin. Although the Stockholm Convention has
severely restricted the production and use of persistent organic pollutants, many soils and water
bodies are already contaminated with these compounds, and some banned substances continue to
be produced as byproducts of industrial processes. Also, although the lists of substances prohibited
for production are periodically updated, a large number of compounds, which by their properties
are persistent organic pollutants, have not yet entered these lists. There are many methods for
removing persistent organic pollutants from water, but most of them are insufficiently effective or
lead to the generation of large quantities of contaminated waste that need to be disposed of.
Photocatalysis is the most promising method of wastewater treatment that contains persistent
organic pollutants. Unlike coagulation, adsorption, biological treatment and nanofiltration/reverse
osmosis, this method avoids the generation of solid and liquid waste contaminated with these
pollutants. In the case of remediation of polluted waters and soils, the main methods are
bioremediation and adsorption, since these methods can immobilize persistent organic pollutants
directly in the ecosystem without taking soil or water for treatment.
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industries. Persistent organic pollutants are

1. Introduction
among the most dangerous pollutants due to

Persistent organic pollutants are one of their resistance to destruction in natural
the significant environmental problems of conditions, the ability to migrate in
today. Mankind faced this problem relatively ecosystems, significant harmful effects on
recently as a result of significant health, bioaccumulation and biomagnification
industrialization and development of chemical (Pariatamby & Kee, 2016).
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Persistent organic pollutants (POPS)
include organochlorine pesticides,
polychlorinated naphthalenes, polychlorinated
biphenyls, polybrominated diphenyl ethers,
polycyclic aromatic  hydrocarbons, etc.
(Akhtar et al, 2021). Most of these
compounds are exclusively of anthropogenic
origin (Jones, 2021).

Even in small amounts, these
compounds can cause endocrine disorders and
have a carcinogenic effect (Pariatamby &
Kee, 2016).

For a long time, only environmental
activists and scientists paid attention to the
problem of persistent organic pollutants, but
in 2002 the Stockholm Convention on
Persistent Organic Pollutants was held, which
marked the beginning of a legal ban on the
production and use of some persistent organic
pollutants (Torres et al., 2022). The initial list
consisted of only 12 compounds and included
aldrin, chlordane, dieldrin, endrin, mirex,
toxaphene, hexachlorobenzene  (HCB),
heptachlor, polychlorinated biphenyls (PCBs),
dioxins, dichlorodiphenyltrichloroethane
(DDT) and polychlorinated dibenzofurans
(Lallas, 2001). The list of the Stockholm
Convention is regularly updated. The
following compounds are currently being
considered for listing:

e chlorinated paraffins with carbon chain
lengths in the range Cis17 and weight
content of chlorine at least 45 %;

e long-chain  perfluorocarboxylic  acids
(PFCAs), their salts and related
compounds;

e chlorpyrifos  (O,O-diethyl  O-(3,5,6-
trichloro-2-pyridyl) phosphorothioate)
(Stockholm Convention, 2019).

Although the production and use of a
number of such compounds is prohibited in
most countries of the world, there are a large
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number of compounds that are persistent
organic pollutants by their properties, but are
not included either in the Ilist of the
Stockholm Convention of 2001 or in the lists
amended in following years (Sheriff et
al., 2022).

However the Stockholm Convention has
severely restricted the production and use of
persistent organic pollutants, many soils and
water bodies are already contaminated with
these compounds, and some banned
substances continue to be produced as
byproducts of industrial processes.

2. Sources of Persistent Organic
Pollutants

Persistent organic  pollutants can
originate from natural processes like volcanic
eruptions and wildfires, as well as from
human activities, including industrial and
agricultural practices (Akhtar et al., 2021).
But most persistent organic pollutants are
compounds of exclusively artificial origin.
Common examples of POPs include organic
dyes, pesticides, synthetic chemicals, personal
care products and many others (Akhtar et
al., 2021).

In general, sources of anthropogenic
persistent organic pollutants can be divided
into three types:

e pesticides;
e industrial chemicals;
e unintentional production (Fig. 1).

But some substances can have several
types of  sources. These include
hexachlorobenzene, hexachlorobutadiene,
pentachlorobenzene, polychlorinated
biphenyls, polychlorinated naphthalenes,
perfluorooctane sulfonic acid, its salts and
perfluorooctane sulfonyl fluoride (Stockholm
Convention, 2019).
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e

Pesticides

Aldrin

Chlordane

Chlordecone
Dichlorodiphenyltrichloro-
ethane (DDT)

Dicofol

Dieldrin

Endrin

Heptachlor
Hexachlorobenzene (HCB)
Alpha hexachlorocyclohexane
Beta hexachlorocyclohexane
Lindane

Methoxychlor

Mirex

Pentachlorobenzene
Pentachlorophenol and its salts
and esters

Perfluorooctane sulfonic acid
(PFOS)), its salts and
perfluorooctane sulfonyl
fluoride (PFOSF)

Technical endosulfan and its
related isomers

Toxaphene

{ Industrial chemicals }

Unintentional
production

Decabromodiphenyl ether
(commercial mixture,
c-decaBDE)

Dechlorane Plus
Hexabromobiphenyl
Hexabromocyclododecane
(HBCDD)

Hexabromodiphenyl ether and
heptabromodiphenyl ether
Hexachlorobenzene (HCB)
Hexachlorobutadiene
Pentachlorobenzene
Polychlorinated biphenyls (PCB)
Polychlorinated naphthalenes
Perfluorooctane sulfonic acid
(PFOY)), its salts and
perfluorooctane sulfonyl fluoride
(PFOSF)

Perfluorooctanoic acid (PFOA),
its salts and PFOA-related
compounds

Perfluorohexane sulfonic acid
(PFHxS), its salts and PFHxS-
related compounds

Short-chain chlorinated paraffins
(SCCPs)

Tetrabromodiphenyl ether and
pentabromodiphenyl ether
UV-328

Hexachlorobenzene (HCB)
Hexachlorobutadiene
(HCBD)
Pentachlorobenzene
Polychlorinated biphenyls
(PCB)

Polychlorinated dibenzo-p-
dioxins (PCDD)
Polychlorinated
dibenzofurans (PCDF)
Polychlorinated
naphthalenes

Fig 1. Anthropogenic persistent organic pollutants and their sources

In this way, anthropogenic persistent
organic polutants can enter the environment
intentionally (pesticides, flame retardants) or
in case of poor organization of the
technological process (leaks of chemicals,
insufficiently purified industrial wastewater,
unutilized waste, impurities in
chemicals, etc.). Different types of persistent
organic pollutants are produced for various
purposes. Organochlorine pesticides used in

agriculture to control pests, polybrominated
diphenyl ethers and dechlorane plus are flame
retardants, polychlorinated biphenyls are used
in transformers and capacitors,
polychlorinated naphthalenes are used as
dielectrics, plasticizers and preservatives for
paper and fabric, etc. (Akhtar et al., 2021).
The pollution of the area with persistent
organic  pollutants differs  significantly
depending on whether the area is urban or
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agricultural. Some chemicals or categories of
chemicals, such as polychlorinated biphenyls
and flame retardants, exhibit a distinct urban
signature, while hexachlorocyclohexanes and
certain other substances display a clear
agricultural signature (Venier et al., 2019).

A large amount of equipment
containing persistent organic pollutants is still
in use and may become an additional source
of pollution in the future. In Ukraine the
number of transformers and capacitors
containing PCBs has decreased substantially
in most areas between 2003 and 2018. The
exception is the Dnipropetrovsk region, where
the number of such capacitors, on the
contrary, increased from 7,322 to 21,577
(Chetverykov et al., 2021). But in the
territories of the regions most affected by
hostilities, there is still a large amount of such
equipment, including 15 transformers and
1,016 capacitors in the Kharkiv region
(Chetverykov et al., 2021).

In Ukraine, ferrous and non-ferrous
metal production, heat and power generation,
waste incineration are the main sources of
POPs emissions (Chetverykov et al., 2021).
But the main sources can differ significantly
in individual cities due to the wuneven
distribution of industrial capacities. For
example, in the case of the Odesa urban
agglomeration, the most persistent organic
compounds enter the atmosphere as a result of
cement production. In 2017 the formation of
POPs during clinker burning was PCB -
56.56 g, HCB - 2.53 g and PCDD/F - 2.75 ¢
(Mykhailenko & Safranov, 2021).

At March 31, 2006 21,615 tons of
unusable or prohibited pesticides were
accumulated in Ukraine, including 2,019 tons
of POPs, among which majority is DDT
(1,744 tons) and hexachlorocyclohexane
(273 tons) (Chetverykov et al., 2021). The

On-line ISSN 2521-151X

soils around such storehouses are heavily
contaminated with pesticides. In some cases,
at a distance of 1 m from the warehouse, the
observed content of DDT in the soil is
55.01 mg/kg, at a distance of 5 meters -
34.51 mg/kg, and at a distance of 100 m -
0.53 mg/kg, although the maximum
permissible  content is 0.1  mg/kg
(Moklyachuk et al., 2014). Before 2019, 8
regions completely disposed of accumulated
unusable pesticides, but in many cases,
storehouses and surrounding areas were not
cleaned of pesticide residues. The largest
stocks of unsuitable pesticides are in
Vinnytsia region (2,964.0 tons) and in
Kherson region (1,921.8 tons). (Chetverykov
et al., 2021). The situation is complicated by
the fact that as a result of active hostilities in
the territory of the Kherson region,
warehouses may be destroyed and pesticides
may be released into the atmosphere, soil,
reservoirs, and underground water.

3. Persistent Organic Pollutants
in Ecosystems

Persistent organic pollutants can interact
with ecosystems via the disposal of industrial
effluents, agricultural runoff, drainage leaks,
urban runoff, leachate from landfills,
significant atmospheric  deposition, etc.
(Kumar et al., 2022).

Persistent organic pollutants have very
significant half-lives in soils, sediments, air,
and living organisms. The carbon-chlorine
bond is highly resistant to hydrolysis, and a
greater number of chlorine substitutions
and/or functional groups increase their
resistance to biological and photolytic
degradation (Ashraf, 2015). Thus, these
compounds are not degraded by sunlight or
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microbial activity like most other organic
compounds.

Due to the slow breakdown of persistent
organic pollutants, they can remain in the
environment for a prolonged period, even if
all new sources are eliminated right away
(Ashraf, 2015).

The residual contents of most organic
insecticides in natural water or soils are
usually significantly higher in agricultural
areas than in non-agricultural regions (Kumar
etal., 2022).

Plants

Biomass
Extraction of

nutrients

breakdown
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From water and soil, persistent organic
pollutants enter plants, algae and plankton,
and then into other links of food chains. Also,
these compounds are lipophilic, that is, they
are able to accumulate in the fatty tissue of
animals, birds and fish (Pariatamby & Kee,
2016). Thus, persistent organic pollutants are
able to accumulate in food chains. As a result,
these compounds can be found in all parts of
polluted ecosystems, including water, soil,

bottom sediments, air, plants, animals,
etc. (Fig.2).
Herbivorous Predatory
animals and animals and
birds birds
A
Drinking

Rainfall runoff
Polluted air

Polluted soil

Leachingl TCrops watering

Evaporation

Polluted water

Ingestion, entering

Extraction of

nutrients
Biom
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Aquatic plants,
plankton,
molluscs
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/
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Fig 2. Migration of persistent organic pollutants in the ecosystem

The problem of pollution with persistent
organic pollutants has already covered the
whole world, including Arctic ecosystems,
where the accumulation occurred due to the
migration of these compounds. This problem
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territories of settlements and agricultural
lands are polluted (Sukhorebra, 2009). In
general, the pollution of Ukrainian water
resources by persistent organic pollutants is
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similar to the situation in the EU. Persistent
organic pollutants are present in almost all
reservoirs of Ukraine. For example, 8 PAHSs
and 4 PCBs were found in a river near
Kharkiv (Vystavna et al., 2018).

4. Removal Methods in
Wastewater Treatment and
Remediation of Soils and Natural
Water

Contamination of ecosystems with
persistent organic pollutants makes it
necessary to remediate natural waters and
soils in order to avoid the accumulation of
these compounds in food chains and, as a
result, in the human body. And thorough
treatment of industrial wastewater will reduce
re-pollution of ecosystems.
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There are many methods of
treatment/remediation water and soil from
persistent organic pollutants, including the
use of both chemical reagents and biological
methods (Table 1). But most of these
methods, including microbial degradation,
coagulation and flocculation, show extremely
low efficiency in relation to persistent organic
pollutants. Phthalic acid esters were not
effectively removed by  coagulation/
flocculation (Pariatamby & Kee, 2016) and
only 6.7 % of DEHP was removed using
polyferric sulfate as coagulant (Zolfaghari et
al.,, 2014). But some natural compounds,
including guar gum or xantan gum, are quite
effective. Xanthan gum is 5% more effective
at removing pops than an aluminum-based
coagulant at the same dosage, and is also
significantly cheaper (Pariatamby & Kee,
2016).

Table 1. Some most popular POPs removal/degradation methods

Methods Disadvantages Reference
Microbial Limited microbial capabilities; reduced bioavailability of | Pariatamby
bioremediation | contaminants across temporal and spatial scales; microorganisms are | & Kee, 2016

very sensitive to environmental conditions; the absence of benchmark
values for testing the efficacy of bioremediation.

Coagulation The effectiveness of the process depends on a large number of | Pariatamby

and conditions (pH, mixing speed, dosage of reagents, temperature, | & Kee, 2016

flocculation retention time, water turbidity, etc.); often coagulants, especially | Zolfaghari et
aluminum salts, are not environmentally friendly; the formation of a | al., 2014
large amount of sludge with high humidity, which require disposal;
low efficiency relative to many POPs.

Adsorption The effectiveness of the process depends on a large number of | Akhtar et al.,
conditions (pH, dosage of adsorbents, type of adsorbents, | 2021
temperature, retention time, etc.); often effective adsorbents are | Ighalo et al.,
expensive. 2022

Photocatalytic | The effectiveness of the process depends on a large number of | Nguyen et

degradation conditions (pH, dosage of photocatalysts, light wavelength, retention | al., 2020
time, etc.); often photocatalysts, especially in suspended nano-sized | Gaur et al.,
form, are not environmentally friendly; high cost. 2022

ENVIRONMENTAL PROBLEMS OF WATER TREATMENT PROCESSES 45




Water and Water Purification Technologies. Scientific and Technical News

Some methods, including the use of
certain microorganisms, coagulation with
metal-containing coagulants, baromembrane
methods, can only be used ex situ, but
phytoremediation or adsorption can be used
both ex situ and in situ. Often, the use of
adsorption to remove persistent organic
pollutants is quite expensive, but there are
also cheap and effective adsorbents,
especially lignocellulosic materials, various
adsorbents for carbonaceous waste, activated
natural clays and others (Akhtar et al., 2021).
Nanoadsorbents are particularly effective, but
their use in suspended form for remediation is
impractical due to the carcinogenic effect of
nanoparticles (Ighalo et al., 2022).

Advanced oxidation processes have
been extensively utilized for the complete
mineralization of POPs, as they generate
hydroxyl radicals in adequate concentrations
at ambient temperature and pressure. Of all
the advanced oxidation technologies,
photocatalysis has shown to be highly
effective for POPs removal in wastewater
treatment, air purification, and disinfection
due to its operating conditions, complete
conversion of the pollutants into inorganic
components, use of solar energy, cost-
efficiency (Gaur et al., 2022). Immobilizing
semiconductor photocatalysts on various
supports can mitigate many of the
disadvantages associated with suspension
systems, such as retrieving suspended
photocatalyst powders from the effluent
stream and preparing for large-scale
photoreactors, among others (Nguyen et al.,
2020). The development of hybrid
photocatalytic membranes that combine
photocatalysis and membrane technology has
demonstrated significant potential in treating
wastewater contaminated with persistent
organic pollutants, owing to their synergistic
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effects. This article offers a comprehensive
review of the roles of both photocatalysis and
membrane technology in hybrid
photocatalytic membranes for the treatment of
wastewater containing persistent organic
pollutants (Subramaniam et al., 2021).

4. Conclusions

Persistent organic  pollutants can
originate from natural processes like volcanic
eruptions and wildfires, as well as from
human activities, including industrial and
agricultural practices. But most persistent
organic  pollutants are compounds of
exclusively artificial origin.

Persistent organic pollutants include
organochlorine pesticides, polychlorinated
naphthalenes,  polychlorinated  biphenyls,
polybrominated diphenyl ethers, polycyclic
aromatic hydrocarbons, etc. Even in small
amounts with long-term consumption POPs
can cause serious harm to health.

There are many methods of
treatment/remediation water and soil from
persistent organic pollutants, but most of
these  methods, including  microbial
degradation, coagulation and flocculation,
show extremely low efficiency in relation to
persistent organic pollutants.

Photocatalysis is the most promising
method of wastewater treatment that contains
persistent organic pollutants. Photocatalysis
are highly effective for POPs removal during
wastewater treatment due to its operating
conditions, complete conversion of the
pollutants into inorganic components, use of
solar  energy,  cost-efficiency  Unlike
coagulation, adsorption, biological treatment
and nanofiltration/reverse  osmosis, this
method avoids the generation of solid and
liquid waste contaminated with these
pollutants.
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In the case of remediation of polluted
waters and soils, the main methods are
bioremediation and adsorption, since these
methods can immobilize persistent organic
pollutants directly in the ecosystem without
taking soil or water for treatment.
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CTIMKI OPTAHTYHI 3ABPYTHIOBAUI: JKEPEJIA, MITPALISA
B EKOCUCTEMAX, METOJI! BUJIAJIEHHSI TIPY OYNIIEHHI
CTIYHMX BOJ TA PEMEJIAII ITPYHTIB TA IIPUPOTHUX
BOJI

Jimuncora M. 1.
! HanionanpHuit TexHiunuit yHiBepcuter Ykpainu
«KuiBcbkuii nmonitexHiyHUM iHCTUTYT iMeHi Iropst Cikopcbkoro», Ykpaina

m.litynska-2017 @kpi.ua

Cmitiki opeaniuni 3a0pyoHI08ayi € OOHUMU 3 HAUHeOe3NeYHiWux NoIOMmanHmie 6HACIIOOK CBOET
cmiukocmi 00 pYUHYBAHHA 6 NPUPOOHUX YMOBAX, GIACMUBOCMI Miepy8amu ) eKoCUCmemax,
bioakymynayii, 6iomacHighikayii ma 3HAYHO20 WIKIOIUBO2O 6NAUBY HA 300p08°s. Jlo cmiukux
OP2AHIYHUX NOJIOMAHMIE BGIOHOCAMbCS XJIOPOP2AHIYHI necmuyuou, NOAIXI0PO8AHI HADMANIHU,
nONIXA0pOBaHi OigheHinu, noniopoMosari OuGeHiiosi emepu, NOLIYUKIIYHI APOMAMUYHI 8)21€800H]
mowo. Hagimv y He3HAUHUX KITbKOCMAX Yi CHOAYKU MOXNCYMb NPU3EOOUMU OO0 eHOOKPUHHUX
po31a0i6 ma YuHUMU Kanyepozenuy oito. [na Ginbuwiocmi yux cnoayK € XapakmepHum GUKIIOYHO
anmponozenne noxoodcenusi. Xoua CmokeOnbMCbKa KOHBEHYIA CUTLHO OOMeNCUNd 8UPOOHUYMBO
Ma BUKOPUCAHHA CIMIUKUX OP2AHIYHUX 3a0pyOHIo8auis, are Oazamo IPYHMie ma 8000UM 8ice €
3a06pYOHEHUMU YUMU CROTYKAMU, A O€sKi 3a00POHEHI peuosUuHU NPOO0BXHCYIOMb YMEOPIO8AMUCH K
nOOIYHI NPOOYKMU Y NPOMUCLOBUX npoyecax. Takod xoua cnucku 3a60poHeHUx 01 8UpoOHUYMEa
Peyosun NepiooudHo NONOBHIOIOMbCA, ale 6elUKA KINbKICMb CHONYK, AKI N0 81acmMUBOCmaM €
CMIUKUMU OP2AHIYHUMU 3A0PYOHI08AUAMU, We He G8IULIU 00 YUX CRUCKi6. IcHye genuka KinbKicmo
Memo0i8 BUOANEHHST CMIUKUX OP2AHIYHUX 3a0pYyOHI08aUie 3 800U, ale OLIbWICMb 3 HUX MAlomb
HeO0OCmamuio e@eKmugHiCms 4y Npuzeo0ams 00 YMEOPEHHS GelUKOoi KilbKOCmi 3a0pyOHeHuUx
8i0x00i8, siKi nompebylomv ymunizayii. @omokamaniz € HAUOIIbUL NEPCNEKMUBHUM MemOoOOM
OYUWEeHHSl CMIYHUX 800, SIKI MIiCmMAmMb CMIUKI opeaniuni 3a6pyontoeayi. Ha eiominy 6i0 xoazynayii,
aocopbyii, bionociuno2o ouuwenHs ma Hanoginbmpayiil36opomnoco ocmocy yei Mmemoo 00380J5€
VHUKHEHHS YMBOPEHHsT Meepoux ma pioKux 6i0xo0ie, 3a0pYOHeHUx yumu noarwmanmamu. Y
suUnaodky pemeoiayii 3a0pyOHeHuUx 600 ma IPYHMI8 OCHOSHUMU Memooamu € Oiopemeyiayis ma
aocopoyis, OCKIIbKU YUMU MemoOamMu MOJICHA 38°A3Y6amu CMIUKI Opeauiuni 3a6pyoHi08ayi
be3nocepednvo y ekocucmemi 6e3 UIYUEHHs IPYHMY YU 600U HA OUULYEHHSL.

Kniouosi cnosa: Oionaxkonuuenns, 800He cepedoguuje, 3a0pYOHeHHs TPYHMY, 3A0pYOHeHHS 800U,
CMIlKI opeaniyHi 3a0pyOHIO8aYI
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