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Organic toxic compounds such as polycyclic aromatic hydrocarbons, phenolic compounds are a
global environmental concern as they cause inflammation and skin cancer. As you know there are
two types of anthropogenic sources of hydrocarbons: petrogenic and pyrogenic sources. Petrogenic
sources include crude oil and petroleum-derived hydrocarbon compounds. Pyrogenic sources of
hydrocarbon compounds are formed as a result of incomplete combustion of organic substances such
as oil, wood, coal. Before entering the open sea these oil products pass through the entire coastal
zone. It is known that industrial waters are discharged into reservoirs after various chemical
processes. The aim of this work was to determine how dangerous industrial oil water is when it enters
the aquatic ecosystem. The article investigates the chemical composition of wastewater from the oil
industry and identifies organic toxic compounds - polycyclic aromatic hydrocarbons and phenolic
compounds. At the same time, the amount of heavy metals in water samples was analyzed. For
chemical analysis, 3 samples were taken from the territory of the refinery. In total, 15 polycyclic
aromatic hydrocarbons, 13 phenolic compounds and 9 heavy metals were analyzed in water samples.
Water samples were analyzed in accordance with the contract HS-153/2-18 between Heydar Aliyev
Oil Refinery and Baku State University's Department of Ecological Chemistry. The chemical analyses
of heavy metals, polycyclic aromatic hydrocarbons and phenolic compounds were carried out using
extremely sensitive devices such as Perkin Elmer ICP/OES-2100DV and GC-MSD gas
chromatograph 6890N with a highly efficient mass-selective detector-Agilent 5975. In the Khazar
Ecological Laboratory performed quantitative analysis of organic compounds in water samples as
well as heavy metal determination.
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incomplete combustion of organic

1. Introduction .
substances such as oil, wood, coal.

Organic compounds such as polycyclic
aromatic hydrocarbons (PAHs) are a global
environmental concern as they cause
inflammation and skin cancer. As you know
there are two types of anthropogenic sources of
hydrocarbons: petrogenic and pyrogenic
sources.

Petrogenic sources include crude oil and
petroleum-derived hydrocarbon compounds.
Pyrogenic sources of hydrocarbon
compounds are formed as a result of
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About 6.1 million tons of oil products are
thrown into the ocean annually most of which
are of anthropogenic origin. It is known from
the literature that according to the latest
indicators every year 6 min tons of oil and oil
products are discharged to the world ocean.
Pyrogen and petrogen pollution of sea water
contamination with ballast water and so on
causes pollution of common water basins.
These hydrosphere segments are a dynamic
system which leads to a decrease and depletion
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of fresh water
time [1,2].

There are many ways to treat
wastewater. Since these treatment methods are
not completely effective therefore they become
a serious threat to the flora and fauna of the
Caspian Sea. We know that after treatment
wastewater from the oil refining industry is
discharged into the Caspian Sea. Wastewater
from the oil industry negatively affects the
biota of the sea.

The Caspian Sea is a very sensitive
ecosystem. Over the past decades under the
influence of anthropogenic and biochemical
factors the state of ecosystems in general has
deteriorated sharply and especially in the
northeastern part of the sea [3]. Observations
of recent years show that the waters of the
Caspian Sea especially along the coast of the
National Park are also polluted by oil and
sewage [4].

Industrialization and urbanization in the
Caspian region has developed rapidly over the
past several decades and the associated
increase in hydrocarbons is a concern in the
region. Offshore production and accidental oil
spills, industrial waste, wastewater, discharges
flowing down from river water are considered
the main  source of anthropogenic
hydrocarbons in the marine environment [5].

Industry is believed to be the main
source of oil pollution in the Caspian Sea [6].
The total amount of industrial waste
discharged into the Caspian Sea averages
2342.0 million m® per year. Such waters
contain 122.5 thousand tons of oil, 1.1
thousand tons of phenols, 9.9 thousand tons of
organic chemistry products.

The total content of hydrocarbons in
the North-Western part of the South
Caspian was small - 32-54.2 pg/g. In this
area in the wvicinity of oil fields

supplies over
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the  concentration of  phenol  was
0.002-0.003 pg/g [7,8]. Pollution of water and
bottom sediments is noted throughout the
Absheron Peninsula and in the Baku Bay. The
main volume of pollution (90% of the total)
enters the Caspian Sea with river runoff. After
purification these waste waters are discharged
into the Caspian Sea and even in small
quantities these harmful substances are
dangerous for the flora and fauna of the sea and
the environment.

As is already known PAHs are very
dangerous for the environment for living
organisms in aquatic ecosystems and therefore
the identification of hazardous substances and
the application of methods for their destruction
IS very important [9,10].

2. Materials and Methods

The quantitative analysis of polycyclic
aromatic hydrocarbons (PAHSs) also of phenol
and its derivatives were carried out in a system
including an  Agilent 6890N  gas
chromatograph which has an interface with an
Agilent 5975 high-performance mass-selective
detector manufactured by Agilent
Technologies (USA).

The chromatograph was equipped with a
splitless injector and a ZB-5 capillary column
(Phenomenex, USA). Column ZB-5 has the
following specifications: 5 %-biphenyl 95 %-
dimethylpolysiloxane copolymer length-60 m
inner diameter 0.25 mm film thickness
0.25 um. Helium (99.999 % purity) with a flow
rate of 1.5 ml/min was used as a carrier gas.
The temperature rise was programmed from 40
°C to 310 °C. The extracts were introduced
using an automatic sampler in a volume of 1 pl
(Dettmer-Wilde, 2014).

Quantitative analysis was performed
against a seven-point calibration against
standard reference solutions. A mixture of
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deuterated polycyclic aromatic hydrocarbons:
naphthalene-d8, phenanthrene-d10
(Cambridge Isotope Laboratories, Inc.,
Andover USA) was used as an internal
standard for calculating the obtained results of
chromatographic analysis [11].

3. Results and Discussion

ISSN 2218-9300

At first PAHs were analyzed in water
samples discharged from the oil industry into
the Caspian Sea. The results of the analyses
and chromatograms for each sample are given
below (Tablel 1).

Table 1. Determination of polycyclic aromatic hydrocarbons in water samples taken from the

Oil Refinery
PAH, mg/l Standard 1 sample 2 sample 3 sample
indicator
Naphthalene >0.01 0.08 0.23 20
Achenthylene >0.01 0.02 0.51 15
Acenaften >0.01 0.04 0.33 43
Fluoren >0.01 0.24 0.81 80
Fenantren >0.01 0.29 4.32 298
Anthracene >0.01 0.04 0.33 26
Fluoranten >0.01 0.03 3.01 15
Piren >0.01 0.05 13 66
Benz (a) anthracene >0.01 0.01 3.5 17
Chrezen >0.01 0.02 15 41
Benz (b + j + k) fluorantene >0.01 <0.01 2.2 5.0
Benz (a) pyrene >0.01 <0.01 1.3 5.0
Inden (1,2,3-cd) pyrene >0.01 <0.01 0.37 15
Benz (ghi) perilen >0.01 <0.01 0.63 1.7
Dibenz (ah) antracen >0.01 <0.01 0.57 1.8

It should be noted that excess PAHs are
expected to be present in refinery wastewater.
Wastewater of this type is biologically treated
and then discharged into the Caspian Sea.

Figures 1-3 demonstrate the
chromatograms taken for 3 water samples of
the oil industry.

Phenol and its derivatives were also
determined in the water samples of the olil
industry and the results are given in Table 2.
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Fig. 1. GC-MSD spectroscopy of sample 1
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Fig. 2. GC-MSD spectroscopy of sample 2
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Fig. 3. GC-MSD spectroscopy of sample 3

Table 2. Determination of phenol and its derivatives in water samples taken from the Oil

Refinery
Compounds, mg/I Standard 1 sample 2 sample 3 sample
indicator
phenol >0.04 5.34 5.65 1.44
o-cresol >0.04 0.76 0.26 0.16
2-nitrophenol >0.04 0.59 0.48 0.08
2,4-dimethylphenol >0.04 31.99 8.71 0.20
m,p-cresol >0.04 20.59 3.81 0.85
2,6-dichlorphenol >0.04 1.14 0.67 1.80
4-chloro-3-methylphenol >0.04 0.63 0.43 0.69
2,4,5-TCP >0.04 0.48 0.28 0.18
2,4,6-TCP >0.04 0.14 0.04 0.25
2,3,4,6-tetrachlorophenol >0.04 0.27 0.18 0.002
2-methyl-4,6-dinitrophenol >0.04 <0.04 <0.04 <0.04
pentachlorphenol >0.04 0.27 0.25 0.06
2-sec-butyl-4.6-dinitrophenol >0.04 <0.08 <0.08 <0.08

The high amount of phenol in the 2 water
sample is due to sampling from a water tank
located closer to the production site.

At the same time heavy metal ions were
identified in the water samples examined.
Heavy metals enter aquatic living organisms
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and enter the human body through the food
chain.

Determination of heavy metals was
performed by ICP-OES, Optima 2100DV
emission analysis method.The results are
shown in the Table 3.
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Table 3. Amount of heavy metals in wastewater samples of the Oil Refinery
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Heavy metals, mg/I 1 sample 2 sample 3 sample
Fe 0.048 0.047 0.042
Zn 0.143 0.078 0.023
Cu 0.023 0.028 0.020
Mn 0.021 0.105 0.038
Pb 0.022 0.017 0.009
Cd 0.007 0.006 0.008
Cr 0.004 0.003 0.004
Co 0.009 0.014 0.012
Ag 0.009 0.010 0.008

All these metals are dangerous if they
exceed the MPC norm, but Cd is more
dangerous. Norm for Cd is 0.001 mg/l
(mg/dmq). As can be seen from the table the
amount of Cd in the studied samples is higher
than the norm.

Even after purification these values
remain high since phenol and its derivatives
are highly soluble in water and difficult to
remove from water. It should be noted that
chlorinated phenol derivatives in the aquatic
ecosystem are 150-200 times more toxic than
phenol itself. As can be seen from Table 2 the
values of phenol and its derivatives were
higher in the water samples 1 and 2. In the third
sample the amount of phenol was less than in
the samples 1 and 2 [12].

After treatment industrial wastewater is
discharged into the Caspian Sea and it is very
important to purify the water in accordance
with the norm since the flora and fauna of the
aquatic ecosystem is disturbed. As a rule
wastewater from the oil industry is rich in toxic
substances of organic origin depending on the
processes taking place on them.

Therefore the amount of PAHS, heavy
metals also phenol and phenolic organic
compounds in water samples are often higher
than normal.
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4. Conclusions

It is known that the waste water of the oil
industry is very dangerous for the aquatic
ecosystem. Thus, it causes serious damage to
flora and fauna of water ecosystem. For this
purpose, 3 waste water samples were taken
from the oil industry and analyzed. The goal
was to determine their composition. For this
purpose, PAHSs, phenolic organic compounds
and heavy metals were determined in water
samples.

Chemical analysis of water samples were
carried out on a GC-MSD gas chromatograph
6890N with a highly efficient mass-selective
detecto-Agilent 5975.In water samples heavy
metals were analyzed on a PerkinElmer
ICP/OES-2100DV.A total of 15 PAHSs, 13
phenolic and heavy metals compounds were
analyzed in water samples. As in the analysis
of PAHs the most dangerous naphthalene were
observed in the water samples 2 and 3. The
MPC limit for PAHs is 0.01 mg/l. Naphthalene
belongs to a class of high-risk substances and
is considered the most hazardous among
PAHSs. Therefore, the main focus was on which
areas of the water samples had the highest
levels of naphthalene. The amount of phenol
was higher in water samples 1 and 2.

61



Water and Water Purification Technologies. Scientific and Technical News

In general, the permissible concentration
of phenol for industrial water in the maximum
case should be 0.1 mg/l. In this 3, 1, 2 samples
the amount of phenol gradually increases:
1.44-5.34-5.65 mg/l. As for heavy metals
most of them (mainly Cd) have exceeded the
limit.
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PIBEHbB 3ABPYJJHEHHS Y IPOBAX BOJAU HA®TOBOI
HPOMHUCJOBOCTI

Taoiposa E*
'Bakunchkuii nepxasruiil ynisepcurert, baky, Asep6aiikan

elmina2010@mail.ru

Opeaniuni MOKCUYHI CROTYKU, MAKI K NOJIYUKTIYHI APOMAMUYHT 8V2/le800HI MA (eHONIbHI CNOYKU
€ 2100aNbHOI0 eKOI02IYHOI0 NPOONEMOIO, OCKIIbKU BOHU GUKIUKAIOMb 3ANATbHI Npoyecu ma pax
wiKipu. Ak 8ioomo, aHmponozeHHi Odicepena 8yene8o0Hi8 0ysaioms 080X MUNIE. Nempo2eHHi ma
nipozenni. /o nempocennux oxcepen 8i0HOCAMbCA CUpa Haghma ma ompuMani 3 Hagpmu 8yene600Hesi
cnonyku. Ilipocenne ymeopenHs 8y2ne600HesUx CHoayK 8i00)y8acmvbCs 8 pe3yibmami HenosHO20
320pAHHA OP2AHIYHUX PEedO8UH, MAKUX AK Hagma, oepesuHa, yeinna. Ileped nompaniauHam y
giOKpume Mmope yi Ha@dmMonpoOyKmu npoxoosams uepe3 6Cio npubepedxcHy 30Hy. Bioomo, wo
NPOMUCTOBI 800U CKUOAIOMBCA Y BOOOUMU NICAS PI3HUX XIMIYHUX npoyecie. Memoto yiei pobomu 6yno
BUBHAYUMU, HACKIIbKU HeOe3NeUHUMU € 800U HAPMOBOI NPOMUCIOB0CMI OJi 600HUX eKocucmem. Y
cmammi 00CIOHNCEHO XIMIYHUL CKIAO CIMIYHUX 8600 HADMOBOI NPOMUCIO80CIE MA BUZHAYEHO 8MICT
OP2AHIYHUX MOKCUYHUX CHOLYK — NOJIYUKIATYHUX APOMAMUYHUX 8)21e800HI8 MA (HeHONbHUX CHOTYK.
Taxooic y npobax 600U 00CAIONHCEHO BMICM 8ANCKUX Memanis. [ Ximiuno2o ananizy 0yio 8idiopano
mpu npodbu 3 mepumopii HagpmonepepodbHo20 3a600y. 3acanom y npobdax 6oou eusHauerno 15
NONYUKTTYHUX APOMAMUYHUX 8V2eNe800Hi8, 13 ¢enonvnux cnonyk ma 9 easickux memanie. Ilpobu
800U ananizysanu 8ionosiono 0o koumpaxmy HS-153/2-18 mixc nagpmonepepobnum 3a600om imeni
Tetioapa Anicea ma ragedpor exonoeiunoi ximii BaKuHcvbKo20 0epiHcasHo2o yHigepcumemy.
XimiuHuil ananiz 6axicKux mMemanis, NONIYUKITYHUX APOMAMUYHUX 8V2TIe800HI8 I (DeHONbHUX CNOYK
NPOBOOUBC 3 BUKOPUCMAHHAM HAO38UYANHO dymaueux npucmpois, maxux sk Perkin Elmer
ICP/OES-2100DV ma eazosuii xpomamoepagh GC-MSD 6890N 3 sucoxoegexmuenum mac-
cenexmusnum demexmopom Agilent 5975. Kinvricnuili ananiz opeaniunux cnoiyk y npobax 6oou, a
MAKONHC BUSHAYEHHS BANCKUX Memaie 0Y10 30ilcHeHo y Xa3apcoKilli eKxono2iunill 1abopamopii.

Kniouosi cnoea: esadxcki memanu, 3a6pyOHeHHs 600U, NOMYUKIIUHI APOMAMUYHI BY2lle8OOHI,
NPOMUCTIOBE 800U, (heHoN
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