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Approaches for establishing threshold concentrations
of priority pollutants in urban ecosystem components
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Quality management of urban ecosystem components should be based on adequate determination of threshold values for
concentrations of priority pollutants, otherwise it is difficult to assess the severity of negative consequences of anthropogenic
activities. Currently, there is no officially approved or generally accepted method for setting concentration thresholds for urban
ecosystem components at the regional level in Russia. Setting such thresholds requires the use of effective indicators that
can reflect man-made multi-component and multi-factor effects. Quantitative characteristics of accumulating and dynamic
biosubstrates of sensitive representatives of the population can act as an informative marker of the response of biological
components of the urban ecosystem to anthropogenic impact. Territorial correspondence of sampling points of components
of the urban ecosystem and biosubstrates of the body will allow to establish relationships between their contents. The prior-
ity of the study of metals among the entire variety of pollutants subject to control is their stability in the components of the
urban ecosystem, their high ability to biogenic migration, and the danger of accumulation with the manifestation of toxic
effects, due to a long period of excretion from the human body. The use of modern neural network technologies and chemical
analysis of metals has allowed to define threshold concentrations of metals in depositing components of the urban ecosystem
al the upper limits of acceptable concentrations of their content in biological substrates of children and adolescents which
do not lead to an increase of regional reference values in blood and hair.
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ohuIraNIbHO yTBEPHKIAEHHOI W OOIIEITPUHATO METOMKI YCTAHOBJIEH IS TOPOTOBBIX 3HAUCH U T KOHIIEHTPAIIN I JITIST KOM-
MMOHEHTOB YPOOIKOCHCTEM HA PEIHOHATLHOM YPOBHE. ¥ CTaHOBJICHIE TAKUX TIOPOTOB TPeOyer NCmob30Banust 9(PQeRTuBHbBIX
WHINKATOPOB, CMOCOOHBIX OTPA3UTH TEXHOTEHHO0e MOJMKOMIIOHEeHTHOe MiorodaxToproe Bosjaeiictsue. Rommuecrsentinie
XapaKTePUCTUKI aKKYMYJIHPYOMIX U IMHAMUUYHBIX ONOCYOCTPATOB YYBCTBUTETbHBIX ITPEJICTABUTEICI HACETCHIS MOTYT
BBICTYIIATH MH(POPMATUBHBIM MapPKEePOM OTKJINKA OMOTOTHYCCKIX KOMIIOHEHTOB YPOOIKOCUCTEMBI Ha aHTPOIOTEHHOEe
BozfeiictBue. Teppuropuainioe cOOTBETCTBIE TOYEK TPOOOOTOOPA KOMIIOHEHTOB YPOOIKOCUCTEMBI 1 H1TOCYyOCTPaToB Op-
raHm3Ma IMo3BOJINT YCTAHOBUTH B3ANMOCBSA3M MEKLY UX cofiepsRanusamu. [[pnopurerHocTs mecieoBaHs METaII0B CPeJii
BCETO MHOTO0OPA3S HOJICKAIIIX KOHTPOJIIO 3arPA3HAION[AX BEIECTB, 00YCI0BICHA UX YCTONYHUBOCTHIO B KOMITOHEHTAX
YPOOIROCHCTEMBI, BHICOKOI CITOCOOHOCTHIO K OMOTeHHON MUTPATIIHN, OMTACHOCTHIO HAKOILIIEHNUS ¢ TIPOSIBICHITEM TOKCUYe-
CKOTO JICMCTBISA, BCJIGJCTBIE IVINTEILHOTO MTePUoJia BhIBEJIGHIS 13 OpraHn3Ma dessopeka. Vcmonb3oBaHme COBpeMeHHBIX
HeIPOCeTeBhIX TeXHOIOTUI, XIMIUKO-aHAJTUTHYeCKIX MCCIETOBAHII COMePsRAH METAJJIOB MTO3BOJIILIO OTPeeJTUTh 10-
POTOBbBIE KOHTIEHTPAIIII METAJIJIOB B ICTIOHUPYIONIX KOMIOHEHTAaX YPOOIKOCUCTEMBI 110 BePXHEH TPAHUIIE TPUeMIeMbIX
KOHTIEHTPAI[NIT X cojlepskansa B OnocybeTparax aereii-mojipocTROB, He PUBOJAIINX K IPEBBIITEHIIO X PETHOHATbHBIX

pedepeHCHBIX 3HAUEHWTT B KPOBH I BOJIOCAX.

Kaiouesole caosa: merajinl, 6uocyoeTparhl, AeHOHUPYIOINE CPejbl, IOPOrOBble KOHIEHTPAIIN, HeilpoceTeBoe

MoJleJinpoBaHue.

In the process of the formation of a large
urban agglomeration, the degradation of the
natural ecosystem and the formation of a new
anthropogenic ecosystem — the urban ecosys-
tem — are gradually taking place. Anthropogenic
flows of matter formed during the functioning
of urban ecosystems are extremely diverse and
contain high concentrations of a wide range of
chemical elements, including toxic ones. Being
included in natural migration cycles, anthropo-
genic flows lead to the rapid spread of pollutants
in the components of the urban ecosystem, where
their interaction with humans is inevitable. A
special role in this context is played by the migra-
tion flows of metals, which are not only the most
important pollutants, but also substances that
form their own biogeochemical cycles in urban
ecosystems [1, 2]. The dominant pathway for
the supply of metals to the territory of the urban
ecosyslem is the aerogenic pathway. Aerogenic
influx of metals with emissions from stationary
and mobile sources of pollution is the main input
part of their balance [2, 5, 8].

The influx of metals into the territory of
the urban ecosystem usually occurs over a long
period with low intensity, exerting a chronic
polymetallic load on organisms, especially sensi-
tive groups of the population [1-2].

It is known that metals with carcinogenic
potential have a negative effect on various organs
and systems of the human body. A high level of
input of Crand Pbis often found in the territory
of urban ecosystems of industrialized countries,
and chronic exposure to these metals is still a
serious problem [3—4].

Estimates show that the integral rather than
isolated intake of metals into the body most of-
ten occurs in the territory of urban ecosystems,
although the latter has been the subject of the
largest number of studies. Essays on assessing
the impact of the polyelement spectrum of metals

present in the components of urban ecosystems
at a level below hygienic standards are practi-
cally absent today [4—7]. The main role of the
transport of metals in the body belongs to the
blood due to binding metals by blood proleins.
The availability and simplicity of sample prepa-
ration determined the choice of blood serum as
one of the objects for investigation of the metal
conlent [6—11]. Various tissues, nails, hair, the
stratum corneum of the skin can be used as indi-
cators of chronic polymetallic exposure. Hair is
a particularly representative and easily obtained
object of research [3, 12].

The sensitivity of adolescent children to the
chronicintake of metals from their environment
differs significantly from that of young children
and adults for various reasons associated with
the physiological characteristics of metabolism
[1, 4].

Abroad, approaches based on the creation of
models and the development of scenarios for the
development of urban ecosystems are actively
practiced. Ecological and geochemical studies
based on the chemical analysis of samples of
various natural environments are traditional in
our country [8—10]. The combination of these
approaches seems to us promising for determin-
ing the threshold values of metal concentrations
in the components of urban ecosystems.

In the case of deficiency of systematic ob-
servations of the content of metalsin the surface
layer of the atmosphere, it is informative to de-
termine them in the snow cover and soils as the
depositing components of the urban ecosystem.
The advantages of studying the depositing com-
ponents of the urban ecosystem are the relative
cheapness, the characterization of the accumula-
tion of polluting components over a long period,
the ability to cover large areas by sampling, and
the accuracy of the results in terms of sensitivity
and reproducibility.
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Snow has a high sorption capacity for met-
als sedimented from the atmosphere in dissolved
and suspended forms. The composition of the
snow allows us to obtain information on the
spatial distribution of metals and the intensity
of the impact of emission sources for a certain
period — during one snowfall or for the entire
period of snow. Observations of the composition
of snow in the same territory allow us to identify
a general trend in the change in the levels of
polymetallic load, to find new foci of pollution
that are not detected by less dynamically react-
ing objects such as soils, and to quantitatively
calculate the influx of metals during a period
with a stable snow cover |2, 9].

The soil cover, being at the intersection of all
migration paths of metals, fixes the total effect of
long-term accumulation of atmospheric impuri-
ties, and is one of the most informative blocks in
the study of the urban ecosystem condition. At
the same time, the soil is a source of dust contain-
ing a certain pool of metals and forms secondary
air pollution in residential areas [2, 8].

Thus, the aim of the study was to determine
the threshold concentrations of metals in the
depositing media of the urboecosystem — soil
and snow cover, at which the content of the
same metals does not exceed regional reference
values in biosubstrates of adolescent children
(blood as dynamic medium and hair as accu-
mulating one).

Materials and research methods

To study the content of metals in the soil
and snow cover (essential Zn, Cu and toxic Pb,
Cr), 170 points of depositing media were selected
throughout the territory of Kazan city, which
are under the influence of stationary and mobile
sources of metal input. Metals of the studied
series are present in emissions of 154 out of 291
enterprisesin the consolidated database, and the
location of the sampling points was determined
after analyzing the structure of emissions and
calculating the fields of metal concentrations
with the determination of pollution epicenters
using the licensed software “Ecolog-Gorod” 4.5
with an additional module for calculating aver-
aged concentrations developed by Firma Integral
Litd, which is described in detail in [10]. Sam-
pling of snow cover was carried out according
to the recommendations [13] and was carried
out by the through-breakdown method. As a
result of the study the concentrations of metals
(wg/L) were obtained in soluble (water phase)
and suspended (solid phase) forms. At the same

time, the content of metals in the solid residue
(mg/kg dust) was calculated.

Under aerogenic pollution, the maximum
concentrations of metals are usually recorded
in the uppermost soil horizon. Down the profile,
their content usually decreases and reaches the
background level [2, 8].

At each point, one mixed sample was taken
from the surface horizon by the envelope method
from a depth of 0—20 c¢m.

Determination of the content of metals
in the obtained aqueous extracts was carried
out by atomic absorption spectrometry on the
Perkin Elmer AAnalyst 400 device. Statistical
processing of the obtained results of the study
was carried out using the “STATISTICA v.6.0”
package. The significance of the differences
in the means was determined by the standard
Student's t-test with Keuls' correction for small
samples, and using the Mann-Whitney U-test
for samples with pronounced asymmetry. The
frequency characteristics of the variational se-
ries were evaluated, with an assessment of the
normality of the distribution of samples, their
95% confidence intervals, medians and means
with standard deviations.

Results and discussion

As a result of evaluating the data series of
variations, a significant variability in the con-
tent of metals in the solid and liquid phases of
snow was established (coefficient of variation
47.4-123.5%). The distribution of gross and
mobile forms of metals in urban soils is also
subject to very large variability. The maximum
values are reached by the coefficients of variation
of mobile forms of zinc (216%), and, especially,
copper (732%). The high variability of the val-
ues, as well as the pronounced asymmetry of the
samples, indicate the presence of dynamic factors
that determine this variability. It should also be
noted that there are direct correlations between
the content of lead in hair and in the solid phase
of snow (r =0.28, p = 0.036); zinc in the blood
and in the water (r = 0.44; p = 0.005) and solid
(r=0.45; p = 0.004) phases of snow; chromium
in blood and its gross forms in soil (r = 0.33,
p=0.011). This circumstance allows us to make
an assumption about the presence of objective
prerequisites for the variability of the concentra-
tions of these metals in the body, depending on
the air route of intake, including dust.

The calculation of the threshold concentra-
tions of metals was carried out in such a way that
their content in the components of the external
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environment in the study area did not lead to
increasing regional reference values in the blood
and hair of adolescent children. The reference
values were determined statistically (as the
median of a ranked series of experimental mea-
surements) based on retrospective population
studies of the metal content in biosubstrates of
adolescent children (9—16 yearsold) in the cities
of the Republic of Tatarstan. The total sample
size was 342 people.

To calculate the threshold concentrations
of metals, it was necessary (o construct a model
capable of reflecting the relationship between
their content in human biosubstrates and de-
positing media. Input parameters of the model:
metal content in hair (r,) and in blood serum
(z,); output parameters: metal content in snow
cover (y,) and mobile forms in soils (y,).

It should be noted that the form of the re-
gression dependence is not obvious and is clearly
non-linear. At the same time, it is likely that the
content of one or another metal in the blood and
in human hair is interrelated. However, this re-
lationship has a significant time lag, determined
by the coefficients of biological accumulation of
certain metals and the rate of hair growth, which
makes it possible to identify it only with con-
stantly acting (chronic) factors of influence. Un-
der such conditions, artificial neural networks,
which are universal approximators capable of
reflecting an arbitrary implicit dependence of
any complexity with a given accuracy, are best
suited to the modeling task.

For regression tasks, the most suitable
paradigms of neural networks are multilayer
perceptrons (MLP networks) with linear (linear
MLP networks) and nonlinear neurons (neuron
activation functions). Thus, at the preliminary
stage of modeling, a team of neural network
experts is built. Under the conditions of the per-

manent influence of the factor that determines
the influx of metals into the environment, the
main calculation models should be built taking
into account the mutual influence of the inputs
during the formation of the output, that is, the
models should contain the values of the metal
content in both biosubstrates simultaneously.

To model the relationship between the con-
tent of metals in the snow and soil cover and
the content of metals in the hair and blood of
adolescent children in a given territory, MLP
type neural networks with two inputs and one
output were built. The internal structure of the
computational MLP model for each metal was
selected individually in the course of experiments
from the condition of minimizing the root mean
square error on the training set.

The simulation results are presented in the
Table. In this case, the learning error character-
izes the accuracy of the model on the training
data and is used to assess the adequacy of the
proposed neural network topology. The other
two parameters (the standard deviation and the
relative error) characterize the accuracy of the
model’s operation on data that is not involved
in direct training. The most informative is the
second of these parameters, since it gives an idea
of the deviations of the model data from the real
ones on a scale of measured values.

Thus, the models shown in the Table have
a sufficient degree of accuracy and, according
to the results of the analysis, are recognized as
adequate. Consequently, they can be used to de-
termine the threshold concentrations of metals
in soils and snow cover based on the condition
that the regional reference concentrations in the
hair and blood of adolescents are not exceeded.

For further calculations, pairs of input val-
ues were compiled, processed by sequentially
developed models 1-8 shown in the table. As a

Table

Indicators of relative errors and training errors of neural network models
for different depositing media

No. of Metal, depositing media Training error Standard deviation Relative error, %
model

1 SNow 0.21 26.37 7.82

2 Zn soil 0.19 15.87 37.65

3 . SNow 0.13 10.51 9.98

4 Cu soil 0.28 1.68 34.76

) , SNow 0.26 9.61 8.95

6 Pb soil 0.08 1.48 6.18

7 SNOW 0.06 1.06 2.30

8 Cr soil 0.12 0.16 3.98
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Regional reference concentration
in biosubstrates

Zn, hair — 135.0 mg/kg
Zn, blood — 0.91 pg/mL

Cu, hair — 11.3 mg/kg
Cu, blood — 0.96 pg/ml.

Pb, hair — 2.99 mg/kg
Pb, blood — 0.03 pg/mlL

Cr, hair - 0.51 mg/kg
Cr, blood — 0.03 pg/mL

Model Threshold concentrations
in depositing media
1 Zn, snow — 21.16 pg/L
2 Zn, soil — 2.40 mg/kg
3 Cu, snow — 13.59 pg/L
4 Cu, soil — 2.56 mg/kg
5 Pb, snow — 4.99 pg/L
6 Pb, soil — 6.92 mg/kg
7 Cr, snow — 5.10 pg/L
8 Cr, soil = 0.32 mg/kg

Fig. Threshold metal concentrations in depositing media

result, the threshold concentrations of metals in
the depositing media were obtained, which are
shown in the diagram (Fig.).

Conclusion

In conditions of constant supply of met-
als into the environment, the main calculation
models should be built taking into account the
values of the metal content in dynamic (blood)
and accumulating (hair) biosubstrates simulta-
neously. To determine the threshold concentra-
tions of metals, artificial neural networks, which
are universal approximators, have shown a good
ability to reflect an arbitrary implicit dependence
of high complexity. A small relative error, tak-
ing into account the complexity of modeling
(2-38%), allows the developed models to be used
to determine the threshold concentrations of
metals in the soil and snow covers, based on the
condition that their regional reference concen-
trations in the hair and blood of the child popula-
tion do not exceed. Determination of threshold
concentrations in the depositing components
of the urban ecosystem (soil and snow cover)
is intended for the development of an emission

control system, ecological substantiation of
schemes for the development and placement of
production facilities, master plans of cities, etc.

This work was carried out with the financial
support of the Russian Foundation for Basic Re-
search and the Government of the Republic of Ta-
tarstan within the framework of the scientific project
No. 18-41-160020.
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