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Abstract: People living on both sides of the German—Czech border are subject to episodes of odor air
pollution. A joint German—Czech air sampling and risk assessment project was established to identify
the substances responsible and their sources. Twenty-four volunteer study participants, 14 from the
NW Czech Republic and 10 from Germany (Saxony) reported odors and collected canister samples
during sampling periods in winter 2017 and 2018 and autumn 2018. Canister samples and passive
samplers were analyzed for volatile organic compounds (VOCs) and passive samplers were analyzed
for VOCs and carbonyls. OAVs (Odor Activity Values) and back trajectories were calculated with the
aim of identifying the odor sources. Calculated OAVs were in excellent agreement with perceived
smells close to an oil processing plant. Odorants identified in fifty canister samples during odor
episodes and carbonyl measurements close to the edible oil processing plant were used for health
evaluation. Odors reported by participants in Saxony frequently differed from those reported by
participants in the Czech Republic. This suggests that certain sources of odor lying on either side of
the border only affect that side and not the other with similar considerations regarding health effects.
VOCs, including carbonyls, were also sampled at two relatively remote locations during winters
of 2017 and 2018; two main sources of odorous compounds were identified at these sites. Analysis
of samples taken at sampling sites shows that VOC air pollution and, to a lesser extent carbonyl
pollution, originate from both industrial and local sources. Even though levels of sampled substances
were not associated with acute effects at any site, long-term exposures to selected compounds could be
cause for concern for carcinogenicity at some sites. Odors in Seiffen were associated with carcinogenic
compounds in can samples. Although not necessarily representative of long-term exposures to the
compounds studied, results such as these suggest that further study is needed to better quantify
long-term exposure to potentially harmful compounds, and to either confirm or deny the existence of
substantive health risk.

Keywords: odorous compounds; canister sampling; passive sampling; GC-MS analysis; health impact

1. Introduction

Odorous compounds, including many volatile organic compounds (VOCs), play an
important role in air pollution in industrial areas and the residential areas surrounding
them. Odors may cause a variety of undesirable reactions in people. The monitoring
of odorous compounds in ambient air is an important task for environmental research
because malodorous compounds could also be toxic. Even if odor causing chemicals
are not toxic, they can affect the quality of life. Exposure to noxious odors can generate
reactions ranging from emotional stresses such as unease and discomfort to headaches,
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respiratory problems, nausea, or vomiting. Generally, the impact of an odor results from a
combination of interacting factors—FIDOL, namely frequency (F), intensity (I), duration
(D), offensiveness (O), and location (L). This involves the introduction of an objective odor
limit: “Facilities that are identified as sources of offensive odors shall ensure that 10-minute
average concentration of odor resulting from all sources at the facility and determined
in accordance with accepted procedures, shall be less than 1 odor unit 99.5% of time at
the most impacted sensitive receptor” [1]. Odors are regulated to different degrees in
the European Union [2]. In Germany, all types of odors produced from industrial and
animal processing, but not traffic, residential heating, manure spreading or vegetation, are
considered to be annoying or unpleasant according to the Bundes Immissionsschutz Gesetz.
In the Czech Republic, on the other hand, there are no guidelines or regulations used at
the federal level and discretion is given to local authorities in dealing with complaints
of malodors.

A large number of studies have been conducted examining the relationships between
noxious odors and concentrations of pollutants emitted from sources, such as manufac-
turing facilities [3], motor vehicles, in particular diesels [4,5], petrochemical plants [6],
industrial facilities, landfills [7-11], water treatment plants, waste combustion, and animal
processing [12-15].

The aim of the current study is to identify compounds and their sources associated
with noxious odors, especially those that could pose health risks to the local population. In
this study, VOCs, which include hydrocarbons, aldehydes, ketones, esters, and halogenated
organic compounds were measured at several sites near the border between the North-
western Czech Republic and Saxony (Germany). Note that the emissions of many of these
compounds are regulated as hazardous air pollutants (HAPS) by the U.S. Environmental
Protection Agency (EPA); they are designated as toxic air pollutants that are known or
suspected to cause cancer or other serious health effects, such as reproductive effects or
birth defects, or adverse environmental effects [16].

The study area was chosen from a historical perspective. Prior to the early 1990s, the
German—Czech border region was characterized by very poor air quality due to intensive
industrial and domestic brown coal combustion. Even though air quality has steadily
improved since then, the region is still subjected to episodes of air pollution [17], and com-
plaints of inhabitants about odorous compounds are still registered with local authorities
in the region.

Odor episodes in the area occur on individual days, especially in winter, and often
in conjunction with stagnant weather conditions. Despite various investigations over the
years, it has not yet been possible to attribute the occurrence of odors to specific sources.
In addition to industrial facilities in the Czech Basin, power plants supplying domestic
heating in the region are also a source of pollution. According to the perception of the
citizens concerned and the reports of the authorities, it is not just one, but several different
odors that are typically involved.

There are many industrial areas of the Czech Republic in the Ore Mountains region.
Open pit brown coal mines in the vicinity of Bilina, Most and Sokolov, are sources of
fuel for the Ledvice, Poterady, Most, and Viesova lignite-fired power plants. There are
petrochemical industry facilities in ZaluZi by Litvinov, chemical industry facilities in Usti
nad Labem and Sokolov, and all told, there are about 100 industrial facilities in this region.

On the Saxon side of the Ore Mountains, the situation is significantly more diverse. A
large number of smaller companies can be found here and can be a source of odors. There
are a total of 46 manufacturing facilities in eleven municipalities in the vicinity of the border.
These include farms, livestock, gas and wood processing plants, paint shops, recycling
plants, and plants that burn and process oil, coal and fuel oil, and plastics. Heating facilities
of apartment buildings on both sides of the border, which use solid fuels such as wood and
coal, can contribute to odor problems.

Czech scientists collected VOC samples in canisters at several locations and on passive
samplers during three sampling periods, 01-03/2017, 11/2017-03 /2018 and 11-12/2018
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at two rural, background monitoring sites, Lom u Mostu (LOM) (Czech Republic) and
Deutschneudorf (DND) (Germany). Sampling at another background site, Jefabina (JER)
(on the German—Czech border), was added for passive sampling of carbonyls in the final
period, 15.11.2017-27.02.2018. These background sites were chosen because the area has
historically been characterized by poor air quality. Measurement of carbonyls in Usti nad
Labem close to the edible processing plant was added in the period 27 September—18
October 2018 as many complaints on odorous compounds were registered in this town by
local authorities. In addition, odors were also categorized to help determine compounds,
which could also pose health risks. Special attention is paid to compounds emitted by
vehicular traffic, solid fuel combustion, and industrial and agricultural sources in addition
to transboundary transport. Sampling methodology for both chemical measurements and
odor records from volunteer participants in the affected area are described in Section 2.
Results of air pollution measurements and odor characterizations by the volunteer partici-
pants are given in Section 3. A health risk assessment due to exposure to carcinogenic and
otherwise harmful compounds is given in Section 4.

2. Materials and Methods
2.1. Selection of Volunteer Participants and Their Role in the Project

Twenty-four volunteers living in the vicinity of the German—Czech border, fourteen
from the Czech Republic and ten from Germany were selected for this project to report
malodorous episodes. Demographic characteristics (age, sex) for the participants are
given in Table S1 in the Supplementary Materials. All participants were tested for their
physiological state including the sense of smell using dynamic olfactometry. The study
participants recorded odor during 3 periods (01-03/2017, 11/2017-03/2018, 11-12/2018).
The odor records comprised date and time of odor perception, locality, odor characteristics
and intensity (3-level scale), and subjective physical symptoms during odor perception until
the end of that day. If the study participants could positively determine the odor source,
they described it. Participants could choose from several predetermined characteristic
odors or they could describe the odor in their own words (item “other character” and a
description). This question had multiple responses. Similarly, there were multiple replies
to the question about physical symptoms (including the item “without symptom”), but the
respondent could describe his symptom in his own words (item “other symptom” and a
description). Individual participants varied in the intensity of their active participation.
Some recorded odors only during one period, while others during two or three periods.
Each day, participants noted when they were not actively monitoring (e.g., when they left
the study area or when they temporarily lost the sense of smell due to illness).

The average age of the ten volunteers in Germany was 61 and it was 44 for the fourteen
volunteers in Czechia. The health status of volunteers was not monitored because they
were selected based on the results of dynamic olfactometry showing they had comparable
sensitivity to odors.

Fourteen of the participants (five from the Czech Republic and nine from Germany)
were equipped with evacuated Silco-Can canisters for sampling VOCs when such odors
were noted. Samples were transported to the laboratory, where they were transferred
into adsorbent tubes, which were then thermally desorbed and analyzed by GC-MS. OAV
values and back trajectories were calculated with the aim of identifying the odor sources.

2.2. Monitoring Sites in the Study Area

A map showing the general location of the study area is given in Figure 1.
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Figure 1. Map of the Northwestern quadrant of the Czech Republic and Southern Saxony. The oval
indicates the approximate study area where data was collected. The town of Seiffen in Saxony is
denoted by the red balloon. (Background map: mapy.cz).

The terrain is generally mountainous with the Ore Mountain Range (Erzgebirge,
Krusné hory) lying along the main axis of the ellipse shown in Figure 1. Locations and
descriptions of fixed air quality monitoring sites in the study area are given in Table 1.
In addition to the long-term, stationary monitoring measurements, passive sampling of
VOCs was added at the two rural background sites (Deutschneudorf (DE) and Lom u
Mostu (LOM) for all three sampling periods; sampling was also carried out at Jefabina
(JER) (which did not have routine monitoring capability because of a lack of power) during
the third sampling period.

2.3. Sampling and Analysis of VOCs

Fifty Silco Can canisters with volume 6 L and 3 L (Restek) were cleaned and evacuated.
Volunteer participants involved in the project were trained in the use of the evacuated Silco
Can canisters for collecting VOC samples. As soon as odor was registered by one of the
volunteer participants, a sample was collected over several minutes, until the container
reached equilibrium with atmospheric pressure. Generally, this approach is used when
unknown analytes must be identified, when the air contains high concentrations of analytes
at certain (short) times, or when an odor is noticed, and a sample must be obtained quickly.
Samples were transported to the laboratory at the Zdravotni Ustav in Usti nad Labem as
soon as possible, generally within 1-3 days. Detailed laboratory procedures for extracting
and analyzing canister samples as well as procedures for carbonyl compounds are described
in the Supplementary Materials. Standards used for analyzing hydrocarbons are shown in
Table S2.

Radiello™ 120 diffusive air samplers and Radiello™ 145 BTEX/VOC cartridges
for thermal desorption were used for passive sampling of VOCs other than carbonyls.
Sampling rate values at 298 K (Qq9g) and 1013 hPa, used to derive sample volumes, were
based on experimentally measured values for 77 compounds in a standard atmosphere
chamber, which were given by the supplier [24]. The diffusion coefficients for other
compounds were calculated using the EPA calculator [25]; the sampling rate was calculated
according to Equation (1):

Q = Kd x 60D )
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where Q is the sampling rate mL-min~!, D is the diffusion coefficient cm?-s~!, and Kd is
the experimentally determined effective length 14.145 £ 0.110 cm for the RAD 120 diffu-

sive body.

Table 1. Monitoring sites, station notes, measurements made, and availability of data.

Monitoring Sites

Station Notes

Measurements

Data Availability

Deutschneudorf
(DND)-Saxony
50°36'11.75"" N, 13°27'55.68"

SE of Kurort Seiffen, located
right on German—Czech
border. Mobile sampling

container of Leipzig TROPOS

UFP, BC, and meteorological
parameters were measured.
Passive sampling of VOCs

E,767 m as.l Institute
Located on site of demolished
Lom u Mostu (LOM) village, Libkovice. Sampling Os, N.O' NO,, 50,, PM, o .
et ” oA 1 . PMjg (incl. heavy metals in), Czech Hydrometeorological
50°35'8.757" N, 13°40'24.305 container of Czech . .
. . BC (PM;), UFP. Passive Institute web portal [18,19]
E, 257 mas.L Hydrometeorological Institute sampling of VOCs
(CHMI) ping
chated on h%ll near Kjurort 03, NO, NO,, SO,, benzene,
Schwartenberg (SCH) Seiffen. Sampling container of PMjg (incl. heavy metals in) Czech Hydrometeorological
50°39/33.994” N 13°28/0.002"  Staatliche Betriebsgesellschaft 10 UNCS. heavy 5 Y J
. PAH’s and meteorological Institute web portal [20,21]
E,787 m a.s.l. fir Umwelt und arameters
Landwirtschaft of Saxony P
Located in the central district
Usti nad Labem (UL) of the city UL. Sampling 03, NO, NO,, SO,, PM;, BC .
50°39'39.941" N, 14°2'35.027" container of Czech (PMy), UFP, benzene, Hg!. (201 {IVeromeicordiog ca
E, 147 mas.l Hydrometeorological Institute Passive sampling of VOCs P ’
(CHMI).
b gy Lot o
50°61'27.167" N, & Passive sampling of VOCs This article

13°52/10.558" E, 777 m a.s.l.

and Seiffen (DE). Site lacks
electrical power

The sampling rate, Q, is a function of the diffusion coefficient D, which is a thermody-
namic property of each chemical substance. D varies with temperature (T) and pressure
(p); therefore, the sampling rate is also a function of those variables.

Sampling rates vary from the value at 298 K and the effect of temperature is expressed
by Equation (2):

Qr = Qu08(T/298)° (2)

where Qg is the sampling rate at temperature T and Qyog is the reference value at 298 K.
The correction of Q for atmospheric pressure is usually negligible [24]. Cartridges
were exposed for 8 days and the mean temperature over the sampling period was calcu-
lated. The analyses of the sample cartridges used a thermal desorption system (TD Unity
Markes) coupled to gas chromatograph (HP 6890 Agilent). Thermal desorption of VOC
was performed in several steps: The sampling tube was desorbed at 300 °C and released
VOCs were flushed to a trap. Further details of the laboratory procedures for extracting
and analyzing passive samples including standards used for analyzing hydrocarbons and
procedures for carbonyl compounds are described in the Supplementary Materials.
Radiello® 1201 diffusive air samplers and 165 Radiello® cartridge adsorbents with
2 4-dinitrophenylhydrazine (DNPH) coated FLORISIL® were used for passive sampling
of carbonyl compounds. The carbonyls were trapped, making them react with DNPH to
form the corresponding 2,4-dinitrophenyl hydrazone derivatives. Sampling rate values
at 298 K (Qq93) and 1013 hPa, for formaldehyde, acetaldehyde, acrolein, propionaldehyde,
butanal, isopentanal, pentanal, and hexanal are given by the supplier [26]. For other



Int. |. Environ. Res. Public Health 2022, 19, 1296 6 of 23

carbonyls, diffusion coefficients were calculated and the sampling rates were estimated
using Equation (3):
Qu = Qk x Dy/Dk ®)

where Qy is unknown sampling rate for analyte U, Qg is known sampling rate for the
analyte K, and Dy and D are diffusion coefficients for analytes U and K.

The Qpexanal Value was used for the aliphatic carbonyls (heptanal, octanal, nonanal,
and decanal) calculation; benzaldehyde was used for aromatic carbonyls (o-tolualdehyde,
m-tolualdehyde, p-tolualdehyde, and dimethyl benzaldehyde); acrolein was used for unsat-
urated carbonyls (methacrolein and crotonaldehyde), and butanone was used for acetone.
The sampled material was eluted from the cartridges by washing it with 2 mL acetonitrile
and diluted with 2 mL of ultrapure water. Detection was by HPLC-UV/VIS detector at
365 nm. More detailed information about the laboratory procedures for extracting and
analyzing passive samples, including standards used for analyzing carbonyl compounds,
are given in the Supplementary Materials.

Measurement of Odors

Environmental odors were quantified by chemical measurements coupled with infor-
mation for their odor thresholds. This method is more readily carried out than olfactometric
analysis, and so was used in this study for odor analysis. The method is based on trapping
compounds in a cartridge packed with sorbent. It is well developed for volatile organic
compounds and is applicable for sampling of odorous VOC compounds with subsequent
gas chromatography/mass spectrometry analysis [3,27-31].

In order to obtain information about odors based on the results of chemical analyses,
the Odor Activity Value (OAV) must be calculated. The OAV represents the sum of
the concentrations of potentially odorous compounds weighted by their odor threshold
(OT) [11,32], values for which are taken from the literature. Equation (4) was used for the
calculation of OAV:

n
OAV = ) "Ci/OTi 4)
i=1
where OAV = Odor Activity Value (ou), Ci = Concentration of compound i (ppb), OT = Odor
Threshold of compound i (ppb-ou~'), and ou = odor unit.

It should be noted here that these two approaches, i.e., pollutant measurements with
OTs and olfactometry, can give substantially different results with low correlation between
values using these two techniques. The main problem in using chemical measurements
to evaluate OAVs is that the odor threshold concentrations found in the literature often
differ by several orders of magnitude [32]. The large differences among OT values in the
literature are due to different methodologies used to obtain them, e.g., odor thresholds for
some compounds can be several orders of magnitude lower when using a dynamic system
as opposed to a static system [33]. In this study, odorant concentrations were converted to
their OAV using the OT databases in which values were generated using dynamic dilution
olfactometry [11,32-35].

2.4. Odor Data Analysis

The percentage of days with odor records over the total number of observation
days (relative frequency of odor records) for each participant was determined, and the
permutation-based t-test was used to compare the frequency between Czech and German
participants. To analyze association between geographical location and odor characteristics,
the investigated area was divided into eight spatial segments (A1 to A4, B1 to B4 in Figure 2).
Subsequently, the association of odor characteristics with the eight segments was explored
using the chi-squared test and the correspondence analysis (using the “CA” function from
the R package, FactoMineR [36]. Correspondence analysis (CA) is an ordination method
that examines the interrelationships of the categories of two qualitative variables. One of
the outputs is a biplot, which graphically illustrates these relationships to the ordination
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plane. The closer the categories are, the more they are associated with each other. The
further away the categories are from the intersection of the ordination axes, the more they
distort the model of independence of both variables, i.e., they are those categories that
are associated with each other and not with others. In order to eliminate distortion, low
frequency categories were considered as supplementary elements. This means that they
do not affect the position of the ordination axes as they are displayed in the biplot based
on the position of the active elements [37,38]. We applied the same approach to explore
the association between odor characteristic and physical symptoms of the participants.
Statistical computations were performed in R v. 3.5.1 [39].
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Figure 2. (a) Geographical distribution of study participants together with relative frequency of odor
records (%). Measuring station: MS1-Deutschneudorf, MS2-Schwartenberg, MS3-Lom. Possible
source of odor: 1-Unipetrol, 2-coal-fired power station Ledvice, 3—open pit mine CSA, 4—open
pit mine Bilina. There are drawn spatial segments (Al, ..., A4, Bl,...,B4, C = Al + Bl + B2) of
investigated area in the map, too. (Source of background map: https:/ /openstreetmap.cz, accessed on
5 December 2021 14:10); (b) CA biplots: association between odor characteristics and spatial segments
of study area; (c) CA biplots: association between odor characteristics and physical symptoms. Active
elements are displayed in color; supplementary elements are displayed in black.
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3. Results of the Sampling Program
3.1. Odor Monitoring by Volunteer Participants

Participants recorded a total of 491 observations of odor air pollution. A total rel-
ative frequency of odor records was 9.4% for all Czech participants and 13.3% for all
German participants.

The highest relative frequencies of odor reports were recorded in Olbernhau, Seiffen
(DE), and Litvinov (CZ). At some locations, we also recorded zero values (Hora Svaté
Katefiny, Kalek, etc.) The relative frequencies of odor records made by each participant
are shown in Figure 2a. The frequency of odor reports by German participants might
appear to be higher than in the Czech Republic, however, the difference was not statistically
significant (CZ: 11.8 & 10.64%, DE: 12.9 & 7.14%).

The odor characteristics are listed in Table 2.

Table 2. Percentage of records with (a) characteristic odor or (b) physical symptom item (1 = 491).
For characteristic odors, the percentage reported in either the Czech Republic or Germany are shown.
Total percentages for subjective odor descriptors and physical symptoms are greater than 100%
because of multiple reporting of odors or symptoms by individuals.

(a) Odor Descriptor % % CZ % DE
petrol, mineral oil 24.8 10.7 89.3
hydrogen sulfide (H,S) 21.1 26 74
coal burning 14.2 64.3 35.7
indeterminate character 14.0 2.9 97.1
wood burning 12.8 93.7 6.3
tar, asphalt 12.4 18 82
Katzendreck 9.2 37.8 62.2
natural gas 8.9 36.4 63.6
agricultural odor 8.7 7 93
plastic burning 6.5 65.6 34.4
other odor descriptors and associations with odors 29.5 55.9 441
(b) Subject Physical Symptoms Y%
headache 16.5
cough 16.1
shortness of breath 12.6
nausea 7.1
smarting eyes, lacrimation 6.5
faintness, weariness 49
tachycardia 3.3
vomiting 14
without symptoms 56.4

The most frequently encountered odor descriptor was “petrol, mineral oil” followed
by “hydrogen sulfide” in Table 2, part (a). However, HyS was not measured in the present
study. There were notable differences in odors perceived by participants in either Czechia
or Germany. Most reports by participants in Czechia were of coal, wood, and plastic
burning. On the other hand, most reports by participants in Germany were of petrol,
mineral oil, tar and asphalt, natural gas and Katzendreck (cat feces). (Katzendreck is a term
used mainly on the Saxon side of the Ore Mountains and originally may have included
mostly malodprous sulphur substances from coal burning such as mercaptans. It was
later adopted to describe many odors of different origins. It is in widespread use today;,
without being precisely defined. Participants in Germany responded overwhelmingly to
indeterminate odors and to those characterized as agricultural. The category “other odor
descriptors” (29.5% of records) mainly include: cowshed (12.2%); chemical odor (12.2%);
soot and smoke (9.1%); soot/chemical odor (7%); burnt gum (5%); slurry (4%); oil odor (3%);
incineration of construction waste (2%). Associations with odors include: south-easterly
wind (11.2%) and temperature inversion (3%). Physical symptoms associated with various
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odors were reported by a little less than half of participants. The major categories were
headache, cough, and shortness of breath. Apart from the more distinguishable symptoms
given in Table 2, part (b), other symptoms were actually the major category.

Exploring the association between odor descriptors and spatial segments, we faced the
problem of low theoretical frequencies in segments Al, B1, B2 (Figure 2a). Therefore, we
unified these segments into one (segment C). The same problem occurred for descriptors

oo

whose percentage was below 10% in Table 2, part (a) (i.e., “plastic burning”, “agricultural
odor”, “natural gas”, and “Katzendreck”. Therefore, we removed them from the dataset
and used them as supplementary elements in the correspondence analysis (CA). The chi-
squared test rejected independence between odor characteristics and spatial segments
(p-value < 0.001). The correspondence analysis revealed that the largest differences in the
proportion of odor descriptors were between segments A3+C and B3 (Figure 2b). These
segments were placed on the opposite extremes of the first ordination axis which described
nearly 68% of the variability in the data. In segments A3 and C, there were mainly odors
such as petrol, mineral oil, hydrogen sulfide, agricultural odor, natural gas, or indeterminate
odor. On the other hand, in segment B3, there were mainly wood burning and then also coal
burning. Between these segments was placed the segment B4 (i.e., the area around Litvinov);
there, we often encountered the item, “coal burning”, as well as items characteristic for
segments A3 and C. The first ordination axis showed a fundamental difference between
the odor pollution recorded in the Czech Republic and Germany. In the case of health
symptoms, 56% of records had a “without symptom” item. The most frequently recorded
symptoms were headache, cough, and shortness of breath. The “other symptoms” category
mainly included these entries: it is difficult to breathe (31.5%); asthmatic attack (18%);
burning in throat (14.6%); abdominal pain/nasal mucus (11.2%); metallic taste in the mouth
(5.6%); sore throat (4.5%); abdominal pain/diarrhea (3.4%); abdominal pain (2.2%). The chi-
squared test rejected the independence between physical symptoms and odor characteristics
(p-value < 0.1%). We also excluded some categories due to their low theoretical frequencies,
and they were used in CA as supplementary elements. According to the CA analysis, the
item “without symptom” is mainly associated with a “petrol, mineral oil” item (Figure 2c).
The ordination along the first axis (80.5% of the variability) was mostly affected by items
“without symptoms” and “shortness of breath”. The item “nausea” (with major effect
on the second ordination axis) was mostly associated with “hydrogen sulfide”. Other
symptoms were not significantly associated with any particular odor characteristic.

3.2. Canister Hydrocarbon Sampling

A total of 50 evacuated canister samples were collected in Deutscheinsiedel, Haj u
Duchcova, Kithnhaide, Litvinov, Marienberg, Neuhausen, Neurehefeld, Nové Ves v Horach,
Olbernhau, Sayda, Seiffen, and V¥esova. The most odor episodes registered and samples
collected were in Seiffen (17) and in Haj u Duchcova (9). Figure 3 shows the locations of the
twelve canister sampling sites.

Canisters were analyzed by TD-GC-MS; OAV values were calculated based on the
results of the chemical analysis. OAV values ranged between 0 ou and 59.75 ou. Results
are shown in Table 54 in the Supplementary Materials. Some of the volunteers’ comments,
such as, “very strong odor”, did not relate very well with the chemical analyses (e.g., H4j
u Duchcova (Site #2 in map) samples 180,111 and 181,030, as seen in Table S4). In these
samples, only traces of organic compounds were found by chemical analyses and OVA
values were 0.01 and 0.09. The possible explanation is that human response to odor may be
based on compounds that were not detected by GC-MS, or odors in mixtures may have
been enhanced (or suppressed) in term of perception [40].
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Figure 3. Canister sampling sites. Numbers in red refer to individual sites: 1—Deutscheinsiedel,
2—H3j u Duchcova, 3—Kiihnhaide, 4—Litvinov, 5—Neuhausen, 6—Marienberg, 7—Neurehefeld,
8—Nova Ves v Horach, 9—OIlbernhau, 10—Sayda, 11—Seiffen, and 12—Viesova. (Background map:
www.mapy.cz (accessed on 5 December 2021 14:19)).

Octanal was identified as the main odorant, contributing about 71.7% to the OAV value
in samples that exhibited OAV value above 20 ou in Haj u Duchcova. Most of the episodes
shown in Table 54 could not be associated with any identifiable source. These unknown
sources in Haj u Duchcova are probably situated to the SW of the sampling site as this was
the wind direction at the time odors were detected by residents. Compounds measured
during odor episodes were mainly aliphatic hydrocarbons, aromatic hydrocarbons, and
carbonyls. These compounds may originate from many sources such as biomass burning,
cooking, traffic, petrochemical production, coal combustion, biogenic VOC emissions,
manure slurry applied as fertilizer, and livestock production systems [10,41-47].

Seiffen was another location where many odorous episodes were detected and almost
all of them were registered when winds were from the SE. Many volatile organic compounds
were qualitatively identified and quantitatively determined in these canister samples
including odorous compounds such as aromatic hydrocarbons, acetic acid esters, and
carbonyls. It was clear that the source cannot be far from the sampling site and the VOCs’
source profile resembled wood furniture coating [3], perhaps originating from a nearby
furniture manufacturing plant located to the SE or from similar sources in that general area.
Perhalogenated chlorofluorocarbons (CFC) were identified in seven samples in Seiffen, and
at high concentrations up to 100 ppb determined using 1,1,2-trichloro-1,2,2-trifluoro ethane
as a quantitative standard. Chlorofluorocarbons were identified in landfill gas at waste
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disposal facilities [47]; on the other hand, CFCs may be added as a foam agent to plastic
material [48], and our hypothesis is that probably plastic material was combusted in this
manufacture. In Seiffen, 2-propenenitrile was also identified in concentrations ranging
from 1.23 to 4.35 ppb and we suppose that also ACN polymers were also combusted in this
region. The presence of these substances is surprising in ambient air and outside the scope
of European legislation.

Similar compounds were identified in samples from Deutscheinsiedel, Kithnhaide,
Litvinov Neurehefeld, and Nova Ves v Horach, see Table S4. These results are supported
by measurements in the vicinity of the German—-Czech border where garbage combustion
is widespread and up to 4% of aerosol has origin in garbage combustion in local heating
sources [17]. This result is consistent with a source apportionment study (Pinto et al.,
2001) [49], which found that burning garbage was a major PM source in Teplice and in
surrounding areas in Northwestern Bohemia. Many aliphatic and aromatic hydrocarbons
identified in Lom u Mostu, namely n-pentane, benzene, n-heptane, toluene, and octane are
the important emissions from the petrochemical industry [41].

3.3. Passive Hydrocarbon Sampling

Using passive samplers, 36 VOC samples were collected at the background sites,
18 samples in Lom u Mostu and 18 in Deutschneudorf (DND). Hydrocarbons 2-methylbutane,
pentane, heptane, benzene, toluene, ethylbenzene, styrene, m + p xylene, methylcyclopen-
tane, methylcyclohexane, and tetrachloroethylene were identified and quantitatively deter-
mined in all samples.

Mean concentrations (ppb) are summarized in Table 3.

Table 3. Mean concentrations of VOCs at DND and LOM.

DND LOM

(ppb) (ppb)

Benzene 0.137 0.222
Toluene 0.066 0.201
Ethylbenzene 0.017 0.031

m + p Xylene 0.033 0.057
Pentane 0.059 0.076
Methylcyclopentane 0.009 0.021
Heptane 0.005 0.016
Methylcyclohexane 0.006 0.014
Tetrachloroethene 0.016 0.017
2-methylbutane 0.031 0.069
Styrene 0.008 0.021

Many other analytes were tentatively identified in the collected samples and were
calculated using toluene as a reference compound in the concentration range from 103
to 107! ppb. A list of semi-quantitatively determined analytes at both sampling sites is
available online in Table S3 in the Supplementary Materials.

All concentrations were below the OT value for the measured compounds except for
butyric acid whose concentration was 0.63 ppb (calculated as butyric acid/toluene) in LOM,
vs. the OT for this compound of 0.19 ppb [35].

The impact of industrial and other sources was estimated in our study by analyzing
the benzene to toluene ratio (B/T). A ratio close to 0.6 suggests vehicular emissions as the
main source of VOCs; ratios < 0.2 are likely influenced by industrial emissions as toluene is
used in many industrial applications. Higher emissions of benzene with respect to toluene
with B/T ratio > 1 suggests that the main source responsible for the emissions of the VOCs
is possibly biofuel or coal burning [43,50]. Coal burning ratios B/ T for French coal burned
in power plants is 0.86 [51] and for Czech brown coal burning in a heating plant is 1.51 [52].
Measured B to T ratios are summarized in Table 4.
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Table 4. Ratios of selected VOCs to toluene (ppbv/ppbv) in DND and LOM.

. . Tetrachloro- Methyl- Methyl-
Sampling Site Benzene ethylene 2-Methylbutane cyclopentane cyclohexane
DND 2.08 0.28 0.47 0.14 0.09
LOM 1.10 0.09 0.34 0.11 0.06

Relatively high concentrations of benzene were measured in DND with B/T = 2.08.
Concentrations of aromatic hydrocarbons—benzene, toluene, m + p-xylene, ethylbenzene
were well correlated (R? = 0.936) with published data for pine combustion [53]. These
results are in good agreement with measurements in German—Czech border region that
soft wood combustion is an important source of aerosol in this region [17].

2-methyl butane is considered as a vehicular emission marker and the DND air shed
is probably influenced by transported emissions such as 2-methyl butane, methyl cyclopen-
tane, and methylcyclohexane ratios to toluene are in good agreement with data published
for traffic (2-methylbutane 0.68, methylcyclopentane 0.22, and methylcyclohexane 0.08) [54].

Small quantities of tetrachloroethylene are emitted by coal-fired power plants [51]
with a ratio to toluene of 0.55. Data in Table 3 indicate that coal combustion is probably
another important source of VOCs in this region. Towns and villages situated at high
elevations on the Ore Mountains (e.g., DND) are more likely to be influenced by power
plant emissions than are sites at lower elevations (e.g., LOM) due to the height of power
plant stacks in the foothills of the mountains.

3.4. Passive Carbonyl Sampling

Eight-day sampling periods were used; 14 samples were collected in LOM and DND,
and 11 samples were collected in JER. Formaldehyde was the most abundant carbonyl in
all samples and accounted for 22.2-22.9% of the total ambient air carbonyl concentrations.

Glutaraldehyde, isovaleraldehyde, 2-butanone, dimethylbenzaldehyde, and heptanal
were not detected in ambient air samples. O-tolulaldehyde (0.05 ppb), p-tolulaldehyde
(0.04 ppb), and octanal (0.33 ppb) were determined in one sample in LOM, and hexaldehyde
(0.18 ppb) in one sample in JER. Crotonaldehyde was identified in two samples from LOM
and in one sample from DND, and its concentration was close to the quantification limit,
0.1 ppb.

Total mean concentrations of carbonyls were in the range of 2.88-3.06 ppb and are
comparable with concentrations measured in an urban (Helsinki) and a remote forested
environment in Finland [55,56]. Concentrations of formaldehyde and other aldehydes
are expected to be significantly higher in summer as atmospheric photooxidation of hy-
drocarbons during summer is an important secondary source of carbonyls and involves
reactions of ozone, OH, and NOj radicals with organic compounds that are associated with
air pollution [57].

Formaldehyde to acetaldehyde (C;/C») ratios usually varied from 1 to 2 in urban
area and higher values were measured in forested areas, so the ratios can be used as
anthropogenic source of formaldehyde. C;/C; ratios in the present study ranged from
2.83 to 3.56 and are in agreement with ratios found in Finland and Guangzhou [55,56,58].
Acetaldehyde to propionaldehyde ratio can be used also as a measure of the presence of
biogenic sources as propionaldehyde is associated with anthropogenic, mainly industrial,
emissions only. C,/Cj ratios in our study ranged from 1.06 to 1.50 suggesting the possible
impact of industrial sources.

Arithmetic means and range of concentrations at sites LOM, DND, and JER together
with data reported from previous studies are listed in Table 5.
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Table 5. Arithmetic means and range of carbonyl concentrations (ppb) at three diverse sites based on
passive sampling, the Botanic Garden, and a residential area in Guangzhou, China [58], and a remote
forested area in Finland [55] and an urban area in Finland, Helsinki [56].

Carbonyl Botanic Residential Remote Urban
Compound LoM DND JER Garden ! Area 12 Area 13 Area 13
0.68 0.68 0.64
formaldehyde (0.42-1.07) (0.42-1.56) (0.34-1.10) 12.38 11.26 0.38 0.24
0.24 0.22 0.18
acetaldehyde (0.15-0.57) (0.10-0.67) (0.07-0.31) 4.25 6.03 0.19 0.07
0.14 0.16 0.16
acetone (bd 4-0.47) (bd—0.43) (bd—0.43) 6.72 7.68 0.55 0.36
. 0.23 0.29 0.25
acrolein (bd—0.32) (bd—0.38) (bd—0.38) bd bd
propion— 0.16 0.16 0.17
aldehyde (bd-0.29) (bd-0.28) (bd-0.24) 115 115 0.03 0.03
. 0.21 0.33 0.16
methacrolein (bd—0.3) (bd-0.41) (bd-0.21) bd 0.01
0.57 0.54 0.49
butyraldehyde (bd—1.32) (bd—0.85) (bd—0.68) 0.44 0.68 0.02 0.02
0.19 0.22 0.27
valeraldehyde (bd—0.44) (bd-0.38) (bd-0.39) 0.22 0.26 0.02 0.01
0.02 0.03 0.03 3
benzaldehyde (bd—0.03) (bd—0.05) (bd—0.04) 0.36 1.07 5x 10 0.02
0.19 0.14 0.16
nonanal (bd—0.53) (bd—0.18) (bd—0.22) 0.53 0.44 bd 0.02
0.24 0.19 0.27
decanal (bd-0.28) (bd-0.22) (bd-0.27) 0.13 0.06 0.01 0.02
C1-C3 1.45 151 1.40 24.57 26.12 1.15 0.7
C4—Cyp 1.52 1.55 1.48 2.47 3.06 0.05 0.09
Total 2.97 3.06 2.88 27.04 29.18 1.20 0.79
Ratio C1/C2 2.83 3.09 3.56 291 1.87 2.0 2.18
Ratio C2/C3 1.50 1.38 1.06 3.69 5.23 0.33 0.18

! Conversion from pg-m~2 to ppbv is made assuming p = 1 atm. T = 298 K. R= 0.082057 L-atm. mol~1-k1.
2 Samples collected I Guangzhou, China. ® Samples collected in background forest in Finland and Helsinki.
% bd = below detection limit.

The sum of C4—Cjg carbonyls at the sampling sites was relatively high compared with
C1—Cs aldehydes, and their ratio to the C;—C3 aldehydes was in the range of 1.03 to 1.06
and was higher than the value in studies [55,56,58] shown in Table 5. The most abundant
high molecular weight of carbonyls butyraldehyde, valeraldehyde, nonanal, and decanal
accounted for 35.6—41.3% of the total carbonyl concentrations. This agrees with results
indicating that these compounds are ubiquitous in the atmospheric environment, and that
direct emissions from plants appears to be a major source of these components in some
urban, suburban, and forested areas. In natural environments, nonanaldehyde was also
found to be one of the most abundant components where vegetation was growing [59].

3.5. Odorous Emission from Cooking Oil Processing

A cooking oil processing plant is situated in the center of the town, Usti nad Labem-
Stfekov; many complaints were registered at the local District Office. During the processing
of edible oil, many procedures that could lead to odorous emissions including deodor-
ization are used. During the deodorization process, numerous odorous substances such
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as aldehydes, ketones, hydrocarbons, furans, and terpenes are separated from the oil by
distillation. Aliphatic carbonyls (acetaldehyde, acetone, propionaldehyde, 2-butanone,
butyraldehyde, benzaldehyde, valeraldehyde, hexaldehyde, heptaldehyde, octaldehyde,
nonanaldehyde, decyl aldehyde, 2-heptenal, 2-octenal, 2-nonanal, 2,4-nonadienal, and 2,4-
decadienal) are considered as major contributors to undesirable odors from oil processing
plants [60,61].

Two monitoring sites on opposite sides and close to the plant were chosen for sampling
carbonyls using Radiello® passive samplers. Samples were collected for ten days by
volunteers whose task was to monitor and record odors in the environment. Wind speeds
and directions often changed during the 10 days of sampling. Odor intensity ranked from
1 to 3 for every odor episode: 1—weak odor, 2—strong odor, and 3—extremely strong
odor. Four samples were collected and the weighted average (W) for every sample was
calculated according to Equation (5):

W=( xt)Xt ®)

where I = intensity values from 1 to 3, t = registered time for every episode, and Xt = total
time for registered odors.

Samples were analyzed in laboratory and concentrations of carbonyls and odor thresh-
old values (OT) are shown in Table 6.

Table 6. Carbonyl concentrations (ppb) in Usti nad Labem and odor threshold (OT) values derived
from the literature [35].

Analyte/Sample (ppb) 1 2 3 4 (Pl?];[: o[isll)
formaldehyde 1.27 2.07 1.75 1.86 500
acetaldehyde 0.76 1.03 0.84 0.89 15
acetone 0.70 1.05 0.77 0.96 42,000
propionaldehyde 0.44 0.55 0.40 0.44 3.6
crotonaldehyde 0.11 0.13 0.13 0.14 1.0
methacrolein 0.20 0.33 0.21 0.29 8.5
2-butanone 0.11 0.11 0.11 <0.02 28
butyraldehyde 1.12 1.46 1.04 1.93 0.67
benzaldehyde 0.09 0.11 0.10 0.04 0.18
isovaleraldehyde 0.06 0.06 <0.02 <0.02 0.10
valeraldehyde 0.68 0.81 0.82 0.80 0.41
hexanal 0.39 0.55 0.39 0.46 0.28
heptanal 0.60 0.68 0.33 0.66 0.18
octanal 0.61 0.49 0.48 0.73 0.01
nonanal 0.41 0.89 0.61 0.98 0.34
decanal 0.47 0.84 0.82 0.90 0.40
OAV (ou) 73.7 66.5 60.3 89.4
w 2.21 2.0 1.38 2.75s

Calculated values (OAV) were in excellent agreement with perceived smell W (R? = 0.93)
and are expressed by Equation (6):

OAV =21.307 x W + 28.05 (6)

4. Health Risk Assessment

To assess possible health effects of inhaled compounds, the US EPA Health Risk
Assessment Approach was applied as shown below:

1. Hazard identification and data evaluation;
2. Exposure assessment;

3. Dose-response assessment;

4 Risk characterization.
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The methodology for assessing cancer risks, non-cancer effects, and related uncertain-
ties has been described [62,63], and this methodology was used for assessing the health
effects for many of the compounds, including odorants, that were measured. Equation (7)
was used for net intake:

Intake = (C x IR x EF x ED)/(BW x AT) @)

where C = concentration of VOC in ambient air, IR = intake ratio, EF = exposure frequency,
ED = exposure duration, BW = weight and AT = average time of exposure.

Exposure concentration (C) instead of “intake” was used for the calculation of the
Hazard Index (HI). Cumulative exposure and risk assessment generally assume exposure
paths from more than one medium. Our evaluation focused only on airborne exposure to
organic substances during odor episodes.

We based our calculation of HI for mixtures of substances on similarity of the endpoints
of species in the group of substances and additivity of the effects. Published reference
concentrations [64] were used for calculating HI in Equation (8):

HI = Intake /reference concentration. (8)
And for calculation of HI for the entire mixture, Equation (9) was used:
Hl, =X HIL,i=1n 9)

where Hl,, = Hazard Index for the whole mixture of aliphatic and aromatic hydrocarbons
and HI; = Hazard Index calculated for the ith component.

We considered chronic exposure during odor episodes in the winter months for three
years. A total of 491 episodes were described: 285 in Germany and 206 in the Czech
Republic. We assumed that the inhabitants lived in the same location for 40 years. On the
Czech side, there were approximately 2500 inhabitants in thirteen municipalities who were
likely exposed; the total number of people exposed in Germany is unknown.

Symptoms described by residents were not objectified by medical examination. Health
statistics that might have indicated the incidence of specific diseases were not available.

For carcinogenicity assessment, the concentrations of carcinogenic compounds were
used with Inhalation Unit Risk values to derive an estimate of the potential Incremental
Lifetime Cancer Risk (ILCR) associated with that exposure [63,65]. The ILCR was calculated
according to Equation (10):

ILCR = Exposure (ug / m3) x Inhalation Unit Risk (10)

We considered the load of inhaled organic substances to be chronic. Exposure time
was shortened for 5 weeks of holiday spent outside the area.

4.1. Risk Assessment

German inhabitants reported noxious odors on 16% of days in the study period
and Czech inhabitants reported odors on 12.1% of days. These values were used for the
exposure assessment.

To assess health risks, we divided analyzed substances into a complex mixture of
aliphatic and aromatic hydrocarbons [64], and we took into account the analyzed ethers,
ketones, alcohols, halogenated hydrocarbons, acids, aldehydes, esters, terpenes, uniquely
analyzed organic nitrogen, and sulfur compounds. The complex mixture was divided
into further fractions: aliphatic fraction C5—Csg, aliphatic fraction C9—Cy4, aromatic fraction
Cs—Cg (benzene, ethylbenzene, toluene, styrene, xylenes), aromatic fraction Co—Cy4 (High
Molecular Weight Aromatic Naphtha).

An overview of HI values for different classes of compounds for Czechia and Germany
is given in Table 7. HI values were calculated for every canister sample and are given in
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Table S4 in the Supplementary Materials. As can be seen from Table 7, the mean HI for
all compound classes was less than one, with generally lower values on the Czech than
on the German side of the border. However, individual values ranged from <0.001 to 3.96
in Saxony. This overall maximum value was recorded in Neuhausen on 4.3.2018. Main
contributors to this overall maximum value were: aromatic Naphtha (HI 1.3), xylenes
(HI 0.76), Low carbon Range Aliphatic Fraction (C5—Cg) (HI 0.8), and benzene (HI 0.4).
These species are mainly associated with petroleum processing and gasoline. For C3-Cy
hydrocarbons, ketones, and ethers, the risk of chronic nervous system and respiratory tract
impairment associated with chronic inhalation of gaseous hydrocarbons (propane, butane,
isobutane), ketones, and ethers, expressed by HI, never exceeded one. HI values in the
Czech Republic were generally one or more orders of magnitude lower than in Germany.

Table 7. Hazard Index (HI) for chronic, non-carcinogenic effects from exposure to VOCs during odor
episodes in the vicinity of the German-Czech border.

HC C3-Cy HAL HC ALD ALCO OA ESTERS TERP 2-PRCN
DE mean 0.153 0.041 0.148 0.541 0.028 0.135 0.171 0.001 0.645
max 3.960 0.158 1.142 1.081 0.190 0.208 0.557 0.006 1.205
min 0.000 0.002 0.000 0.000 0.001 0.075 0.000 0.000 0.332
cz mean 0.022 0.001 0.004 bd 0.002 0.478 0.002 0.003 bd
max 0.227 0.001 0.023 bd 0.007 0.908 0.003 0.007 bd
min 0.001 0.000 0.000 bd 0.001 0.049 0.002 0.000 bd

Abbreviations: DE—Germany; CZ—Czech Republic; HC—complex mixtures of aliphatic and aromatic hydrocar-
bons; C3—C4—C3-Cy4 hydrocarbons, ketones, ethers; HAL HC—halogenated hydrocarbons; ALD—aldehydes;
ALCO—alcohols; TERP—terpenes; 2-PRCN—2-propenenitrile; bd—below detection limit.

Chlorinated hydrocarbons and chlorofluorocarbons possess many local as well as
systemic toxic effects; the most serious include carcinogenicity and mutagenicity, effects on
the nervous system, and injury to vital organs, particularly the liver. Despite the relative
chemical simplicity of the group, the toxic effects vary greatly, and the relation between
structure and effect is often not clear [66]. According to our estimate these compounds
exhibited relatively low risk with mean HI values < 1. However, in Neurehefeld, one canis-
ter air sample exhibited an HI value of 1.14. In the group of ten chlorofluorocarbons, we
could evaluate only two compounds (1,2-dichloro-1,1,2,2-tetrafluoro-ethane, 1,1,2-trichloro-
1,2,2-trifluoro-ethane) that had occupational exposure medical limits [67]. Chlorinated and
chlorofluorinated substances were found in higher concentrations on the German side.

Aldehydes and acids and their esters are highly irritating to the respiratory tract and
mucous membranes exposed by inhalation. Ten aldehydes and 13 alcohols were identified
in air and were found not to pose a significant risk at the concentrations measured. Alcohols
and aldehydes were found on the German side in low concentrations; only heptanal
exhibited a Hazard Index higher than one (HI 1.08) in Seiffen.

Similarly to the aforementioned, six acids were found; in three cases, we were able
to evaluate the Hazard Index from existing reference values (acetic acid, formic acid, and
methyl propanoic acid); the highest HI = 0.9 belonged to formic acid, which was identified
in the air only once in Haj u Duchcova. Esters contributed to HI up to a maximum of 0.5 in
two samples in Olbernhau and Seiffen.

Terpenes (limonene and pinenes) were not associated with any significant health
risk as can be seen from Table 7. HI values for dimethyl sulfoxide were determined in
Neuhausen (HI 0.01), and pyridine in Haj u Duchcova (HI 0.04). 2-propenenitrile was
repeatedly identified in Seiffen and the Hazard Index was relatively high with a maximum
value = 1.25.

HI values for compounds sampled by volunteers in Seiffen are shown in Table 8. It can
readily be seen that HI for nitriles are the highest observed in this study. High maximum
HI values were also found for several other compound classes.
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Table 8. Hazard Index of chemical substances sampled by volunteers in Seiffen, 2017-2018.

AL HC

AR HC ALCO OA ESTERS HAL HC TERP CN Total

Median * 0.017
Max 0.325
Min 0.001

0.056 0.086 0.726 0.840 0.090 0.004 3.608 1.840
0.562 1.484 1.434 3.632 0.588 0.005 8.325 9.486
0.002 0.011 0.017 0.006 0.007 0.004 2.290 0.002

Abbreviations: AL HC—aliphatic hydrocarbons; AR HC—aromatic hydrocarbons; ALCO—alcohols; OA—organic
acids; HAL HC—halogenated hydrocarbons; TERP—terpenes; CN—nitriles. * Due to the small number of samples,
the median instead of the average was used.

Values for OAVs in Seiffen were compared with HI values in Table 54 of the Sup-
plementary Materials. Two-tailed Spearman’s correlation coefficient (rs = 0.87) indicated
relatively good agreement in ranks between the two variables.

4.2. Carcinogenic Risk Assessment

Twelve of the identified compounds in odor episodes: benzene, isoprene, ethylbenzene,
naphthalene, 1,4-dioxane, trichloromethane, tetrachloroethylene, 2-propenenitrile, styrene,
methylene chloride, and acrylonitrile are classified as carcinogens. Benzene is a proven
human carcinogen and is classified in group I according to IARC; the other compounds are
classified as suspected human carcinogens in group II B resp. II A. components [68].

The dose—effect relationship was obtained from the EPA IRIS database [65] and MRL
ATSDR [69] from published reference concentrations of the National Institute of Pub-
lic Health and from occupational health prescriptions for both Czech [70] and OSHA /
NIOSH [67] sources (both are identical). To estimate the carcinogenic risk, we use the risk
units published in the EPA IRIS database for benzene, 1,4-dioxane, trichloromethane, tetra-
chlorethylene, methylene chloride [65] for ethylbenzene, and naphthalene from OEHHA
California Office for Environmental Hazard Assessment [71,72].

The results are summarized in Tables 9 and 10.

Table 9. Estimated individual lifetime cancer risk (x10°) from exposure to carcinogenic compounds
during the odor episodes near the Czech-Saxon border.

Isoprene

Benzene

Ethyl
benzene

1,4- Trichloro-  Tetrachloro-  Methylene  2-Propene-

Naphthalene Dioxane methane ethylene chloride nitrile

DE mean  (0.00612

14.9

7.38 6.32 0.135 0.0978 0.171 50.2

max

61.8

344 0.505 93.7

min

1.33

0.288 0.0155 25.8

CZ mean

6.74

3.26 0.161 15.7 0.0437

max

0.191 0.185

min

0.131 0.00559

Abbreviations: DE = Germany; CZ = Czech Republic.

Table 10. Estimated individual lifetime cancer risk (x10°) of chemical substances sampled by
volunteers in Seiffen 2017-2018.

Isoprene Benzene Ethyl Naphtha- Tetrachloro- Methy.lene 2-P1:01?ene- Total
benzene lene ethylene chloride nitrile
Median* 0.0061 1.9 1.0 6.3 0.10 0.17 41 50
Max 7.3 13 0.51 94
Min 1.3 0.73 0.077 26

* Due to the small number of samples, the median instead of the average was used.
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There are carcinogens whose effects are thought to be threshold-free and which we
should always be concerned about. Benzene concentrations in four cases reached tens
of ppb. However, canister samples only lasted several minutes and so were not neces-
sarily representative of chronic exposures. The highest carcinogenic risk was associated
with the inhalation of 2-propenenitrile in Seiffen, the substance was detected repeatedly
(Supplementary Materials Table S4) and always above an ILCR level of 10~°. The proven
carcinogen benzene yielded ILCR values for the local population of >107, and in one
sample, exceeded 1073; trichloromethane in one case was associated with a risk of 107°.
All other pollutants were associated with lower carcinogenic health risk.

4.3. Hazard Indexes and Cancer Risk near an Oil Processing Plant in Usti nad Labem

Hazard Index and cancer risk are summarized in Tables 11 and 12.

Table 11. Hazard Index of aldehydes near the oil processing plant in Stiekov-Usti nad Labem
monitored between 28 September—8 October and 8-18 October 2018.

Location FORM ACET Acetone PROP CROTON 2-Butanone Total
Purkytiova 0.213 0.182 0.006 0.15 0.35 0.525 1.426
Zeleznitaiska 0.23 0.177 0.006 0.126 0.405 0.55 1.493

Abbreviations: FORM = formaldehyde; ACET = acetaldehyde; PROP = propionaldehyde; CROTON = crotonaldehyde.

Table 12. Individual lifetime cancer risk (x10°) of inhabitants of Sttekov-Usti nad Labem !.

Purkyiiova Zeleznitatska
Formaldehyde 27 29
Acetaldehyde 3.6 3.5
Total ILCR 31 33

1 JTUR—IRIS EPA used for calculation.

4.4. Uncertainty Discussion

Uncertainty is associated with the use of reference values. In the case of petroleum
hydrocarbon fractions, we performed a combined evaluation of a mixture of chemicals
using reference concentrations from the US EPA IRIS database [65], but also recommended
reference values for aliphatic fractions C5—Cg, C9—Cj¢, and similar aromatic fractions with
the same number of carbons [64]. Thus, we evaluated the whole group of hydrocarbons
from the fractions. For other hydrocarbon fractions, we did not proceed in this way and
used only reference values, or recalculated reference values from occupational medical
PELs (Czech and OSHA /NIOSH [16,67]).

The large spectrum of monitored compounds and the relatively low frequency of
sampling did not permit a rigorous statistical evaluation, which can only be performed
using a much larger data set. Our health risk assessment is associated with high degree of
uncertainty. This applies both to the assessment of the chronic non-carcinogenic effects and
to the assessment of the carcinogenic risk.

Uncertainty is also high for evaluating long-term exposures. Detected substances were
often at background levels, others corresponded to small-scale production using chlorine-
containing and non-chlorine-based solvents, e.g., processing plastics or working with
acrylic synthetic paints. Assuming the concentrations measured represent chronic exposure
levels, there would appear to be a very small inhalation risk of non-carcinogenic effects.

We did not calculate an overall Hazard Index by simply adding the values of all
individual substances shown in Table 7, as the pathophysiological and toxic effects of, e.g.,
acids and aldehydes are different from those of hydrocarbons. However, this does not
necessarily mean that synergies between different compounds or classes of compounds
do not exist. Similar considerations apply to carcinogenic effects, which is why we left the
final evaluation at the level of individual substances as shown in Table 8.
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5. Summary and Conclusions

A wide variety of VOCs were determined using canister sampling and passive sam-
pling including: aliphatic and aromatic hydrocarbons; ketones, esters; halogenated hydro-
carbons; aldehydes; alcohols; terpenes, and nitriles. The most malodorous compounds
were: heptanal, pentanal, butyl-ester, and acetic acid. The most unpleasantly smelling
compound with the highest Hazard Index was acetic acid. The riskiest substances were
(carcinogenic) benzene, tetrachloroethylene, naphthalene, 2-propenenitrile, and heptanal.

During the winter periods from January 2017 to December 2018, transport of high
levels of air pollutants across the German—Czech border were not analytically confirmed,
indicating that odorous compounds were most likely emitted from nearby local sources.
Two such sources of odorous compounds were identified: an edible oil processing plant
in Usti nad Labem (CR) and furniture production in Seiffen (DE). Odors recorded by
volunteers close to the oil processing plant were well correlated with analytical results
for carbonyls and calculated OAV values (R% = 0.93). Most complaints about odorous
compounds were registered in Seiffen. Spearman’s correlation coefficient, rs = 0.87, was
calculated for OAV and HI values in Seiffen, indicating relatively good agreement in ranks
between the two variables.

More than 60 VOCs were measured using passive sampling at the relatively remote
sampling sites, LOM and DND. The calculated ratio of VOCs to toluene indicated that
wood combustion could be an important source of VOCs in DND, and that coal combustion
in coal-fired power plants and traffic are probably other sources of VOCs in this region.
Locations at higher elevations in the Ore Mountains, such as DND, are more likely to be
influenced by emissions from power plants, given the height of the power plant stacks
located in the foothills, than are locations at lower elevations, such as LOM.

Short-term health risks associated with noxious odors described here are likely small,
however, further sampling is needed to better estimate overall, long-term health risks. Even
though levels of sampled substances were not associated with acute effects at any site,
long-term exposures to selected compounds could be cause for concern for carcinogenicity
at some sites. Odors in Seiffen were associated with carcinogenic compounds, 2-propene
nitrile, and benzene in canister samples. Although not necessarily representative of long-
term exposures to the compounds studied, results such as those presented here suggest
that further study is needed to better quantify long-term exposure to potentially harmful
compounds, and to either confirm or deny the existence of substantive health risk in the
vicinity of the Czech-Saxon border.

Supplementary Materials: The following supporting information can be downloaded at: https:
/ /www.mdpi.com/article/10.3390/ijerph19031296/s1, Table S1: Participant demographic character-
istics (average age: CZ: 44, DE: 61); Table S2. VOC standards used for external calibration; Table S3.
Canister samples, GC-MS analyses, ou values and CAS numbers; Table S4. Hazard Index (HI) for
chronic non-carcinogenic effects from exposure to chemicals during the odor episodes near the
Czech-German border.

Author Contributions: Conceptualization, J.L., LB., E.R. and DS.; Methodology, J.L., LB. and E.R.;
Software, D.S.; Investigation, I.B. and J.L.; Validation and formal analysis, T.R. and O.R.; Resources,
J.L. and I.B.; Data curation, I.B.; Writing—original draft preparation, J.L., LB., E.R. and DS.; Writing—
review and editing, J.L., I.B. and J.P.P,; Visualization, I.B. and DS,; Supervision, J.L. and I.B.; Project
administration, I.B.; Funding acquisition, J.L. All authors have read and agreed to the published
version of the manuscript.

Funding: This study was primarily supported and performed within OdCom Project “Objectivization
of Odor Complaints in Ore Mountains County and Usti District—a Contribution to the Cause
Analysis and Examination of the Health Consequences”, EU Project Number 100274582. Partners of
the project were: Technische Universitdt Dresden (TUD) (LP), Sachsisches Landesamt fiir Umwelt,
Landwirtschaft und Geologie (LfULG), Leibniz-Institut fiir Troposphédrenforschung e.V. (TROPOS),
Cesky hydrometeorologicky ustav (CHMU), Ustecky kraj, Zdravotni tstav se sidlem v Usti nad


https://www.mdpi.com/article/10.3390/ijerph19031296/s1
https://www.mdpi.com/article/10.3390/ijerph19031296/s1

Int. |. Environ. Res. Public Health 2022, 19, 1296 20 of 23

Labem, and Sachsisches Staatsministerium fiir Soziales und Verbraucherschutz. The authors also
express thanks to District Office—Usti nad Labem Stiekov for financial support.

Institutional Review Board Statement: The study has been approved by the Ethical Commission of
the Health Institute (Zdravotni Ustav), Usti nad Labem, Approval Code: ZUUL4523/2017, Approval
Date: 7 April 2017.

Informed Consent Statement: Informed consent was obtained from all subjects involved in the
study. The constitutional copy of the informed consent is disposed of at the Health Institute based
in Usti nad Labem. GDPR law was not valid that time (Regulation EU 2016/679 of the European
Parliament and of the Council, effective from 28 May 2018, Germany from the same date, Czech
Republic from 12 March 2019).

Data Availability Statement: Data are available on request.

Acknowledgments: The authors are grateful to the people living on both sides of the German-—
Czech border who volunteered to participate in this study. The authors thank Martina Strakova
from LfLUG whose collaboration in organizing collection of canister samples in Germany is grate-
fully acknowledged. The authors also gratefully acknowledge the NOAA Air Resources Labora-
tory (ARL) for providing the HYSPLIT transport and dispersion model and/or READY website
(http:/ /www.ready.noaa.gov (accessed 5 December 2021 17:00)) used in this publication.

Conflicts of Interest: The authors declare no conflict of interest. The funders had no role in the design
of the study; in the collection, analyses, or interpretation of data; in the writing of the manuscript, or
in the decision to publish the results.

References

1. Nicell, J].A. Expressions to relate population responses to odor concentration. Atmos. Environ. 2003, 37, 4955-4964. [CrossRef]

2. Dousa, ]. Comparison access to odor problems in selected European countries. Inzynieria Miner. 2019, 21, 83-87. [CrossRef]

3. Zheng,J.;Yu, Y,; Mo, Z,; Zhang, Z.; Wang, X; Yin, S.; Peng, K.; Yang, Y.; Feng, X.; Cai, H. Industrial sector-based volatile organic
compound (VOC) source profiles measured in manufacturing facilities in the Pearl River Delta, China. Sci. Total Environ. 2013,
456, 127-136. [CrossRef]

4. Partridge, P.A.; Shala, FJ.; Cernansky, N.P,; Suffet, H.I. Characterization and analysis of diesel exhaust odor. Environ. Sci. Technol.
1987, 21, 403—408. [CrossRef]

5. Corréa, S.M.; Arbilla, G. Carbonyl emissions in diesel and biodiesel exhaust. Atmos. Environ. 2008, 42, 769-775. [CrossRef]

6. Dincer, E; Muezzinoglu, A.A. Chemical characterization of odors due to some industrial and urban facilities in Izmir, Turkey.
Atmos. Environ. 2006, 40, 4210-4219. [CrossRef]

7. Seo, Y.; Suvarapu, L.N.; Baek, S. Characterization of odorous compounds (VOC and carbonyl compounds) in the ambient air of
Yeosu and Gwangyang, large industrial areas of South Korea. Sci. World ]. 2014, 2014, 824301. [CrossRef] [PubMed]

8. Heaney, C.D.; Wing, S.; Campbell, R.L.; Caldwell, D.; Hopkins, B.; Richardson, D.; Yeatts, K. Relation between malodor, ambient
hydrogen sulphide, and health in a community bordering a landfill. Environ. Res. 2011, 111, 847-852. [CrossRef] [PubMed]

9.  Héroux, M.; Pagg, T.; Gélinas, C.; Guy, C. Evaluating odour impacts from a landfilling and composting site: Involving citizens in
the monitoring. Water Sci Technol. 2004, 50, 131-137. [CrossRef]

10. Dincer, F.; Odabasi, M.; Muezzinoglu, A. Chemical characterization of odorous gases at a land(fill site by gas chromatography-mass
spectrometry. J. Chromatogr. A 2006, 1122, 222-229. [CrossRef]

11.  Dincer, F; Muezzinoglu, A. Qdor determination at wastewater collection systems: Olfactometry versus H2S analyses. Clean 2007,
35, 565-570.

12.  Leach, J.; Blanch, A.; Bianchi, A.C. Volatile organic compounds in an urban airborne environment adjacent to a municipal
incinerator, waste collection center and sewage treatment plant. Atmos. Environ. 1999, 33, 4309-4325. [CrossRef]

13.  Wing, S.; Horton, R.A.; Marshall, S.W.; Thu, K.; Tajik, M.; Schinasi, L.; Schiffman, S.S. Air pollution and odor in communities near
industrial swine operations. Environ. Health Perspect. 2008, 116, 1362-1368. [CrossRef]

14. Schinasi, L.; Horton, R.A.; Guidry, V.T.; Wing, S.; Marshall, S.W.; Morland, K.B. Air pollution, lung function, and physical
symptoms in communities near concentrated swine feeding operations. Epidemiology 2011, 22, 208-215. [CrossRef]

15. Trabue, S.; Scoggin, K.; Mc Connell, L.; Maghirang, R.; Razote, E.; Hatfield, . Identifying and cracking key odorants from cattle
feedlots. Atmos. Environ. 2011, 4, 4243-4251. [CrossRef]

16. Government Order No. 9/2013 Coll. Government Order Amending Order No. 361/2007 Coll. Which Lays Down the Conditions
for Health Protection at Work as Amended. Available online: https://www.zakonyprolidi.cz/cs/2007-361 (accessed on 5
December 2021).

17.  Schladitz, A.; Lenicek, J.; Benes, I.; Kova¢, M.; Skorkovsky, J.; Soukup, A.; Jandlovd, J.; Poulain, L.; Plachd, H.; Loschau, G.; et al.

Air quality in the German-Czech border region: A focus on harmful fractions of PM and ultrafine particles. Atmos. Environ. 2015,
122,236-249. [CrossRef]


http://www.ready.noaa.gov
http://doi.org/10.1016/j.atmosenv.2003.08.028
http://doi.org/10.29227/IM-2019-01-15
http://doi.org/10.1016/j.scitotenv.2013.03.055
http://doi.org/10.1021/es00158a011
http://doi.org/10.1016/j.atmosenv.2007.09.073
http://doi.org/10.1016/j.atmosenv.2005.12.067
http://doi.org/10.1155/2014/824301
http://www.ncbi.nlm.nih.gov/pubmed/25309959
http://doi.org/10.1016/j.envres.2011.05.021
http://www.ncbi.nlm.nih.gov/pubmed/21679938
http://doi.org/10.2166/wst.2004.0242
http://doi.org/10.1016/j.chroma.2006.04.075
http://doi.org/10.1016/S1352-2310(99)00115-6
http://doi.org/10.1289/ehp.11250
http://doi.org/10.1097/EDE.0b013e3182093c8b
http://doi.org/10.1016/j.atmosenv.2011.04.081
https://www.zakonyprolidi.cz/cs/2007-361
http://doi.org/10.1016/j.atmosenv.2015.09.044

Int. |. Environ. Res. Public Health 2022, 19, 1296 21 of 23

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.
37.

38.

39.

40.

41.

42.

43.

44.

45.

Web Portal of CHMI (Czech Hydrometeorological Institute). Available online: http:/ /portal.chmi.cz/files/portal /docs/uoco/
web_generator /locality /pollution_locality /loc_ULOM_GB.html (accessed on 16 January 2020).

Web Portal of CHMI (Czech Hydrometeorological Institute). Available online: http:/ /portal.chmi.cz/files/portal /docs/uoco/
isko/tab_roc/2018_enh/index_GB.html (accessed on 25 January 2020).

Web Portal of CHMI (Czech Hydrometeorological Institute). Available online: http://portal.chmi.cz/files/portal /docs/uoco/
web_generator/locality /pollution_locality /loc_DSCH_GB.html (accessed on 27 January 2020).

Web Portal Umwelt Sachsen. Available online: https://www.umwelt.sachsen.de/umwelt/infosysteme/luftonline /Recherche_
XML.aspx (accessed on 5 December 2021). (In German)

Web Portal of CHMI (Czech Hydrometeorological Institute). Available online: http://portal.chmi.cz/files/portal /docs/uoco/
web_generator/locality / pollution_locality /loc_ UULM_GB.html (accessed on 27 January 2020).

Web Portal of CHMI (Czech Hydrometeorological Institute). Available online: http:/ /portal.chmi.cz/files/portal /docs/uoco/
web_generator/tab_reports/automated/index_GB.html (accessed on 27 January 2020).

Merck: Radiello® Diffusive Air Sampling Application—Volatile Organic Compounds (VOCs) Thermally Desorbed. Avail-
able online: https:/ /www.sigmaaldrich.com/technical-documents/articles /analytical /radiello-air-sampler/vocs-thermally-
desorbed-applications.html (accessed on 14 March 2020).

EPA On-Line Tools for Site Assessment Calculation. Available online: https://www3.epa.gov/ceampubl/learn2model /part-
two/onsite/estdiffusion-ext.html (accessed on 2 February 2021).

Merck: Radiello® Diffusive Air Sampling Applications—Aldehydes. Available online: https:/ /www.sigmaaldrich.com /technical-
documents/articles/analytical /radiello-air-sampler/aldehydes-applications.html (accessed on 14 March 2020).

Ciccioli, P.; Brancaleoni, E.; Frattoni, M.; Marta, S.; Brachetti, A.; Vitullo, M.; Tirone, G.; Valentini, R. Relaxed eddy accumulation,
a new technique for measuring emission and deposition fluxes of volatile organic compounds by capillary gas chromatography
and mass spectrometry. J. Chromatogr. A 2003, 9, 283-296. [CrossRef]

Gallego, E.; Roca, EJ.; Peral, ].F.; Guardino, X. Comparative study of the adsorption performance of an active multi-sorbent
bed tube (Carbotrap, Carbopack X, Carboxen 569) and a Radiello® diffusive sampler for the analysis of VOCs. Talanta 2011,
85, 662-672. [CrossRef] [PubMed]

Haerens, K.; Segers, P; van Elst, T. Sampling and stability of mercaptans: Comparison between bags, canisters and sorbent tubes.
Chem. Eng. Transact. 2016, 54, 31-36.

Maceira, A.; Vallecillos, L.; Borrull, F.; Marc, R M. New approach to resolve the humidity problem in VOC determination in
outdoor air samples using solid adsorbent tubes followed by TD-GC-MS. Sci. Total Environ. 2017, 599, 1718-1727. [CrossRef]
Woolfenden, E. Sorbent-based sampling methods for volatile and semi-volatile organic compounds in air. Part 2: Sorbent selection
and other aspects of optimizing air monitoring methods. J. Chromatogr. A 2010, 1217, 2685-2694. [CrossRef]

Capelli, L,; Sironi, S.; del Rosso, R.; Guillot, ]. Measuring odors in the environment vs. dispersion modelling: A review. Atmos.
Environ. 2013, 79, 731-743. [CrossRef]

Capelli, L.; Sironi, S.; del Rosso, R.; Céntola, P.; il Grande, M. A comparative and critical evaluation of odor assessment methods
on a landfill site. Atmos. Environ. 2008, 42, 7050-7058. [CrossRef]

Schmidt, R.; Cain, W. Making scents: Dynamic olfactometry for threshold measurements. Chem. Senses 2010, 35, 109-120.
[CrossRef]

Nagata, Y. Measurement of Odor Threshold by Triangular Odor Bag Method-Odor Measurements Review. Japan Ministry of the
Environment. 2003. Available online: https:/ /www.env.go.jp/en/air/odor/measure/02_3_2.pdf (accessed on 14 March 2020).
Lé, S.; Josse, J.; Husson, F. FactoMineR: A package for multivariate analysis. J. Stat. Softw. 2008, 25, 1-18. [CrossRef]

Husson, F; Lé, S.; Pages, J. Exploratory Multivariate Analysis by Example Using R, 1st ed.; Chapman and Hall/CRC: New York, NY,
USA, 2011; pp. 59-126.

STHDA Statistical Tools for High-Throughput Data Analysis. Articles—Principal Component Methods in R: Practical Guide: CA—
Correspondence Analysis in R: Essentials. Available online: http://www.sthda.com/english/articles/31-principal-component-
methods-in-r-practical-guide/113-ca-correspondence-analysis-in-r-essentials/ (accessed on 6 November 2019).

R Core Team. R: A Language and Environment for Statistical Computing; R Foundation for Statistical Computing: Vienna, Austria,
2019; Available online: http:/ /www.R-project.org/ (accessed on 3 June 2019).

Wenyjing, J.; Zhenhan, D.; Dong, L.; Jimenes, L.M.C.; Yanjun, L.; Hanwen, G.; Hontago, W. Characterization of odor emission on
the working face of landfill and establishing of odorous compounds index. Waste Manag. 2015, 42, 74-81. [CrossRef] [PubMed]
Watson, J.G.; Chow, ]J.C.; Fujita, E.M. Review of organic compound source apportionment by chemical mass balance. Atmos.
Environ. 2001, 35, 1567-1584. [CrossRef]

Seila, R.L.; Main, H.H.; Arriaga, ].L.; Martinez, G.V.; Ramadan, A.B. Atmospheric volatile organic compound measurements
during the 1996 Paso del Norte Ozone Study. Sci. Total Environ. 2001, 276, 153-169. [CrossRef]

Akagi, S.K; Yokelson, R.J.; Wiedinmyer, C.; Alvarado, M.].; Reid, ].S.; Karl, T.; Crounse, ].D.; Wennberg, P.O. Emission factors for
open and domestic biomass burning for use in atmospheric models. Atmos. Chem. Phys. 2011, 11, 4039-4072. [CrossRef]
Huang, Y,; Steven, S.; Han, H.; Kin, EH.; Shun, C.L.; Jian, Z.Y.; Louie, K.K.P. Characteristics and health impacts of VOCs and
carbonyls associated with residential cooking activities in Hong Kong. |. Hazard. Mater. 2011, 186, 344-351. [CrossRef] [PubMed]
Feilberg, A.; Bildsoe, P.; Nyord, T. Applications of PTR-MS for measuring odorant emissions from soil application of manure
slurry. Sensors 2015, 15, 1148. [CrossRef] [PubMed]


http://portal.chmi.cz/files/portal/docs/uoco/web_generator/locality/pollution_locality/loc_ULOM_GB.html
http://portal.chmi.cz/files/portal/docs/uoco/web_generator/locality/pollution_locality/loc_ULOM_GB.html
http://portal.chmi.cz/files/portal/docs/uoco/isko/tab_roc/2018_enh/index_GB.html
http://portal.chmi.cz/files/portal/docs/uoco/isko/tab_roc/2018_enh/index_GB.html
http://portal.chmi.cz/files/portal/docs/uoco/web_generator/locality/pollution_locality/loc_DSCH_GB.html
http://portal.chmi.cz/files/portal/docs/uoco/web_generator/locality/pollution_locality/loc_DSCH_GB.html
https://www.umwelt.sachsen.de/umwelt/infosysteme/luftonline/Recherche_XML.aspx
https://www.umwelt.sachsen.de/umwelt/infosysteme/luftonline/Recherche_XML.aspx
http://portal.chmi.cz/files/portal/docs/uoco/web_generator/locality/pollution_locality/loc_UULM_GB.html
http://portal.chmi.cz/files/portal/docs/uoco/web_generator/locality/pollution_locality/loc_UULM_GB.html
http://portal.chmi.cz/files/portal/docs/uoco/web_generator/tab_reports/automated/index_GB.html
http://portal.chmi.cz/files/portal/docs/uoco/web_generator/tab_reports/automated/index_GB.html
https://www.sigmaaldrich.com/technical-documents/articles/analytical/radiello-air-sampler/vocs-thermally-desorbed-applications.html
https://www.sigmaaldrich.com/technical-documents/articles/analytical/radiello-air-sampler/vocs-thermally-desorbed-applications.html
https://www3.epa.gov/ceampubl/learn2model/part-two/onsite/estdiffusion-ext.html
https://www3.epa.gov/ceampubl/learn2model/part-two/onsite/estdiffusion-ext.html
https://www.sigmaaldrich.com/technical-documents/articles/analytical/radiello-air-sampler/aldehydes-applications.html
https://www.sigmaaldrich.com/technical-documents/articles/analytical/radiello-air-sampler/aldehydes-applications.html
http://doi.org/10.1016/S0021-9673(02)01731-4
http://doi.org/10.1016/j.talanta.2011.04.043
http://www.ncbi.nlm.nih.gov/pubmed/21645756
http://doi.org/10.1016/j.scitotenv.2017.05.141
http://doi.org/10.1016/j.chroma.2010.01.015
http://doi.org/10.1016/j.atmosenv.2013.07.029
http://doi.org/10.1016/j.atmosenv.2008.06.009
http://doi.org/10.1093/chemse/bjp088
https://www.env.go.jp/en/air/odor/measure/02_3_2.pdf
http://doi.org/10.18637/jss.v025.i01
http://www.sthda.com/english/articles/31-principal-component-methods-in-r-practical-guide/113-ca-correspondence-analysis-in-r-essentials/
http://www.sthda.com/english/articles/31-principal-component-methods-in-r-practical-guide/113-ca-correspondence-analysis-in-r-essentials/
http://www.R-project.org/
http://doi.org/10.1016/j.wasman.2015.04.030
http://www.ncbi.nlm.nih.gov/pubmed/25997990
http://doi.org/10.1016/S1352-2310(00)00461-1
http://doi.org/10.1016/S0048-9697(01)00777-X
http://doi.org/10.5194/acp-11-4039-2011
http://doi.org/10.1016/j.jhazmat.2010.11.003
http://www.ncbi.nlm.nih.gov/pubmed/21112148
http://doi.org/10.3390/s150101148
http://www.ncbi.nlm.nih.gov/pubmed/25585103

Int. |. Environ. Res. Public Health 2022, 19, 1296 22 of 23

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

57.

58.

59.

60.
61.

62.

63.

64.

65.

66.

67.

68.

69.

70.

O'Neil, D.H.; Phillips, V.R. A review of the control of odorous nuisance from livestock buildings: Part 3, properties of the odorous
substances which have been identified in livestock wastes or in the air around them. . Agric. Eng. Res. 1992, 53, 23-50. [CrossRef]
Allen, M.R; Braithwaite, A.; Hills, C.C. Trace organic compounds in landfill gas at seven U. K. waste disposal sites. Environ. Sci.
Technol. 1997, 31, 1054-1061. [CrossRef]

Jenkins, FE.; Tynan, D.G. Continuous Process for Preparing Particulate Microporous, Open-Celled Polymer Structures in a
Screw-Type Extruder. U.S. Patent 4,041,115, 9 August 1975.

Pinto, ].P.; Stevens, R.K.; Willis, R.D.; Mamane, Y.; Ramadan, Z.; Hopke, PK. Source-Receptor Relations in Teplice and Prachat-
ice. In Teplice Program: Impact of Air Pollution on Humn Health; Sram, R.]., Ed.; Academia Prague: Prague, Czech Republic,
2001; pp. 71-80.

Barletta, B.; Meinardi, S.; Simpson, L.].; Zou, S.; Rowland, S.F.; Blake, D.R. Ambient mixing ratios of nonmethane hydrocarbons
(NMHCs) in two major urban centers of the Pearl River Delta (PRD) region: Guangzhou and Dongguan. Atmos. Environ. 2008,
42,4393-4408. [CrossRef]

Garcia, J.P.; Beyne-Mascel, S.; Mouvier, G.; Mascele, P. Emission of volatile organic compounds by coal-fired power stations.
Atmos. Environ. 1992, 26, 1589-1597. [CrossRef]

Sekyra, M.; Lenicek, J.; Skybova, M.; Vrubel, ].; Heppner, P. Emise volatilnich uhlovodikii-prekurzorti ozonu ze staciondrnich a
mobilnich zdrojt. Projekt MZP-CR 1999, VaV-740-2-01. Available Only in Person at the Ministry of the Environment of the Czech
Republic. The Report Is Also Included in the Dissertation of M.Skybova: Study of Transport and Transformation of Tropospheric
Pollutants Brno, Masaryk University, Czechia, 2007. Available online: https://is.muni.cz/th/avk3s/Dizertacni_prace_Skybova.
pdf (accessed on 5 December 2021). (In Czech).

Schauer, J.; Kleeman, M.J.; Cass, G.R.; Simoneit, B.R.T. Measurement of emissions from air pollution sources. 3. C1-C3zg organic
compounds from fireplace combustion of wood. Environ. Sci. Technol. 2001, 35, 1716-1728. [CrossRef]

Schauer, ].J.; Kleeman, M.].; Cass, G.R.; Simoneit, B.R.T. Measurement of emissions from air pollution sources. 5. C1-C32 organic
compounds from gasoline-powered motor vehicles. Environ. Sci. Technol. 2002, 36, 1169-1180. [CrossRef]

Hellén, H.; Hakola, H.; Reissell, A.; Ruuskanen, T.M. Carbonyl compounds in boreal coniferous forest air in Hyytidld, Southern
Finland. Atmos. Chem. Phys. 2004, 4, 1771-1780. [CrossRef]

Jurvelin, J.; Vartiainen, M.; Jantunen, M.; Pasanen, P. Personal exposure levels and microenvironmental concentrations of
formaldehyde and acetaldehyde in the Helsinki metropolitan area, Finland. J. Air Waste Manag. Assoc. 1995, 51, 17-24. [CrossRef]
Skybova, M.; Lenicek, J.; Rychtecka, A.; Sykorova, P; Balasova, V.; Bilek, J.; Kohoutek, J.; Holoubek, I. Determination of volatile
organic compounds in the atmosphere and their influence on ozone formation. Fresenius Environ. Bull. 2006, 15, 1616-1623.
Feng, Y.; Wen, S.; Chen, Y.; Wang, X.; Lu, H.; Bi, X.; Sheng, G.; Fu, ]. Ambient levels of carbonyl compounds and their sources in
Guangzhou, China. Atmos. Environ. 2005, 39, 1789-1800. [CrossRef]

Ciccioli, P.; Brancaleoni, E.; Frattoni, M.; Cecinato, A.; Brachetti, A. Ubiquitous occurrence of semi-volatile carbonyl compounds
in tropospheric samples and their possible sources. Atmos. Environ. 1993, 27, 1891-1901. [CrossRef]

Forss, D.A. Odor and flavor compounds from lipids. Progr. Chem. Fats Other Lipids 1972, 13, 181-258. [CrossRef]

Ranau, R.; Kleeberg, K.K.; Schlegelmilch, M.; Streese, J.; Steinhart, H. Analytical determination of the suitability of different
processes for the treatment of odorous waste gas. Waste Manag. 2005, 25, 908-916. [CrossRef] [PubMed]

US EPA/600/R-06/013F; 2007 Concepts, Methods, and Data Sources for Cumulative Health Risk Assessment of Multiple
Chemicals, Exposures and Effects: A Resource Document (Final Report, 2008). US EPA: Washington, DC, USA. 2008. Available
online: https:/ /cfpub.epa.gov/si/si_public_record_report.cfm?Lab=NCEA&dirEntryld=190187 (accessed on 2 February 2021).
Risk Assessment Guidance for Superfund (RAGS) Vol. I: Human Health Evaluation Manual (Part F, Supplemental Guidance
for Evaluation Risk Assessment). US EPA: Washington, DC, USA. 2009. Available online: https://www.epa.gov /risk/risk-
assessment-guidance-superfund-rags-part-f (accessed on 19 April 2020).

EPA /690/R-09/012F; Provisional Peer-Reviewed Toxicity Values for Complex Mixtures of Aliphatic and Aromatic Hydrocarbons.
US EPA: Washington, DC, USA. 2009. Available online: https://cfpub.epa.gov/ncea/risk/recordisplay.cfm?deid=339011
(accessed on 25 October 2021).

US EPA. Iris Assessments. List A to Z. Available online: https://iris.epa.gov/AtoZ/?list_type=alpha (accessed on 19
January 2021).

Lilllmann, H.; Mohr, K.; Wehling, M. Pharmacology and Toxicology; Grada: Prague, Czech Republic, 2004.

PEL TWA Published OSHA and NIOSH (NIOSH OSHA Pocket Guide to Chemical Hazards, Department of Health and Human
Services, CDC, NIOSH, DHHS Publication No 2005—149, September 2007. Available online: https://www.cdc.gov/niosh/
(accessed on 5 December 2021).

Agency for Toxic Substances and Disease Registry, Toxic Substances Portal, Minimal Risk Levels (MRLs) for Hazardous Substances,
MRL List October 2020. Available online: https:/ /wwwn.cdc.gov/TSP/MRLS/mrlsListing.aspx (accessed on 5 December 2021).
Rfc Issued by the SZU, Based Mainly on WHO Publications—According to § 27, Paragraph 6b, of Czech Act No. 201/2012 Coll.,
Revised 2018. Available online: https://www.zakonyprolidi.cz/cs/2012-201 (accessed on 5 December 2021).

TARC. Monographs on the Identification of Carcinogenic Hazards to Humans, WHO. Available online: https://monographs.iarc.
who.int/agents-classified-by-the-iarc/ (accessed on 12 March 2021).


http://doi.org/10.1016/0021-8634(92)80072-Z
http://doi.org/10.1021/es9605634
http://doi.org/10.1016/j.atmosenv.2008.01.028
http://doi.org/10.1016/0960-1686(92)90059-T
https://is.muni.cz/th/avk3s/Dizertacni_prace_Skybova.pdf
https://is.muni.cz/th/avk3s/Dizertacni_prace_Skybova.pdf
http://doi.org/10.1021/es001331e
http://doi.org/10.1021/es0108077
http://doi.org/10.5194/acp-4-1771-2004
http://doi.org/10.1080/10473289.2001.10464251
http://doi.org/10.1016/j.atmosenv.2004.10.009
http://doi.org/10.1016/0960-1686(93)90294-9
http://doi.org/10.1016/0079-6832(73)90007-4
http://doi.org/10.1016/j.wasman.2005.07.004
http://www.ncbi.nlm.nih.gov/pubmed/16140002
https://cfpub.epa.gov/si/si_public_record_report.cfm?Lab=NCEA&dirEntryId=190187
https://www.epa.gov/risk/risk-assessment-guidance-superfund-rags-part-f
https://www.epa.gov/risk/risk-assessment-guidance-superfund-rags-part-f
https://cfpub.epa.gov/ncea/risk/recordisplay.cfm?deid=339011
https://iris.epa.gov/AtoZ/?list_type=alpha
https://www.cdc.gov/niosh/
https://wwwn.cdc.gov/TSP/MRLS/mrlsListing.aspx
https://www.zakonyprolidi.cz/cs/2012-201
https://monographs.iarc.who.int/agents-classified-by-the-iarc/
https://monographs.iarc.who.int/agents-classified-by-the-iarc/

Int. |. Environ. Res. Public Health 2022, 19, 1296 23 of 23

71. OEHHA. California Office for Environmental Hazard Assessment. Available online: https:oehha.ca.gov/chemicals/ethylbenzene
(accessed on 21 April 2021).

72. OEHHA. California Office for Environmental Hazard Assessment. Available online: https://oehha.ca.gov/chemicals/
naphthalene (accessed on 21 April 2021).


https:oehha.ca.gov/chemicals/ethylbenzene
https://oehha.ca.gov/chemicals/naphthalene
https://oehha.ca.gov/chemicals/naphthalene

	Introduction 
	Materials and Methods 
	Selection of Volunteer Participants and Their Role in the Project 
	Monitoring Sites in the Study Area 
	Sampling and Analysis of VOCs 
	Odor Data Analysis 

	Results of the Sampling Program 
	Odor Monitoring by Volunteer Participants 
	Canister Hydrocarbon Sampling 
	Passive Hydrocarbon Sampling 
	Passive Carbonyl Sampling 
	Odorous Emission from Cooking Oil Processing 

	Health Risk Assessment 
	Risk Assessment 
	Carcinogenic Risk Assessment 
	Hazard Indexes and Cancer Risk near an Oil Processing Plant in Ústí nad Labem 
	Uncertainty Discussion 

	Summary and Conclusions 
	References

