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Abstract: The genotoxicity, mutagenesis, and carcinogenic effects of polycyclic aromatic hydrocarbon
(PAH) derivatives may exceed the parent PAHs. However, their influence on the soil environment
has not been explored to a large extent. Oxygenated polycyclic aromatic hydrocarbons (OPAHs)
and nitrated polycyclic aromatic hydrocarbons (NPAHS) are typical polar substituted compounds.
We offer a review of the literature on the sources, quantification, incidence, toxicity, and transport
of these compounds in soil. Although their environmental concentrations are lower than those of
their parent compounds, they exert higher toxicity. Both types of substances are basically related to
carcinogenesis. OPAHs are not enzymatically activated and can generate reactive oxygen species in
biological cells, while NPAHs have been shown to be mutagenic, genotoxic, and cytotoxic. These
compounds are largely derived from the transformation of PAHs, but they behave differently in
soil because of their higher molecular weight and dissimilar adsorption mechanisms. Therefore,
specialized knowledge of model derivatives is required. We also made recommendations for future
directions based on existing research. It is expected that the review will trigger scientific discussions
and provide a research basis for further study on PAH derivatives in the soil environment.
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1. Introduction

Polycyclic aromatic hydrocarbons (PAHs) are ubiquitous organic pollutants. Since
Blumer [1] first reported PAHs in soil, extensive studies have been conducted to assess
PAH toxicity, environmental persistence, and stability. More than 30,000 PAHs have been
described, and 16 were listed as priority pollutants by the United States Environmental
Protection Agency. PAHs enter the environmental matrix mainly through atmospheric
emissions [2], and the global emissions of 16 priority PAHs are estimated to be 499 Gg [3].
PAHs are transported by air currents and have been recorded even in remote areas such as
Greenland and Antarctica [4,5].

These persistent organic pollutants have been well studied in the atmosphere, water,
and soil and can form related organic pollutants, termed substituted polycyclic aromatic
hydrocarbons (SPAHs). PAHs and atmospheric oxides (e.g., O3z, NO,, OH) can easily
form SPAHs, which then migrate to soil and can transform into nitrated PAHs (NPAHs),
oxygenated PAHs (OPAHSs), and chlorinated PAHs. Polar derivatives of OPAHs and
NPAHs have received recent attention [6,7]; in these compounds, the hydrogen on the
aromatic ring is replaced by carbonyl and nitro functional groups [7-9]. The formation and
release of these polycyclic aromatic compounds (PACs) are mainly caused by the incomplete
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combustion of fossil fuels, biofuels, and biomass. Multiple OPAHs and NPAHs have been
reported to exert greater toxicity and to be more stable than their parent PAHs [10], although
their sources are similar or identical. Therefore, these two types of organic pollutants are
often used in comparative studies [11,12].

OPAHSs and NPAHs are typical polar derivatives of PAHs and have been studied in various
environmental matrices. Apart from the incomplete combustion of fossil fuels and biomass,
these compounds can be formed by photochemical reactions in the air [13]. Most research
on NPAHs and OPAHs has been conducted in their particulate airborne phase [14-17] and is
relatively mature. Since water is a fluid and unstable medium, the incidence of waterborne
SPAHs is relatively low. Soil is both a source and a sink of atmospheric pollutants and especially
for PACs produced by human activities, through both dry/wet deposition and direct air—
soil exchange. A study conducted in the UK estimated that as many as 90% of PACs were
stored in soil [18]. In recent years, more and more attention has been paid to soilborne PAH
derivatives, both the less-studied polar derivatives and pure OPAHs and NPAHs, and their
toxicity [19,20]. Because polar functional groups have the effect of soil minerals and are affected
by soil chemistry, the adsorption mechanisms of OPAHs and NPAHs may be more diverse
than those of PAHs [21,22]. In short-term incubation experiments of fertile soil, the microbial
transformation of parent PAHs was shown to produce OPAHs [23]. The water solubility of
OPAHSs and NPAHs is higher than the solubility of related PAHs, which generally results in
faster vertical leaching in soil [24,25] but differing soil dynamics. In this review, we compare and
summarize the research into OPAHs and NPAHSs in the soil to provide a systematic theoretical
framework for these new organic pollutants (Figure 1).
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Figure 1. Structure diagram of this review.

This paper is a comprehensive review of journals, books, and related government
reports about OPAH and NPAH in the soil environment. It summarizes the sources,
detection, occurrence, migration and transformation, toxicity, and health risks. According
to the relevant content, representativeness, and the latest methodological progress, the
recent studies on OPAHs and NPAHs in soil are included in this review. This can provide a
research basis for studying the environmental behavior and fate of polar SPAHs.
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2. Sources

Unlike PAHs, which are mainly produced from incomplete combustion sources of
coal, biomass, and motor vehicle emissions, OPAHs and NPAHs can be released into
the environment simultaneously with PAHs or be formed by the reaction of the parent
PAH with free radicals such as OH and NOj or through homogeneous or heterogeneous
reactions [26,27]. Both NPAHs and OPAHs are mainly formed as direct or indirect products
of incomplete combustion, such as of diesel and gasoline engines, or from interactions
of gaseous air pollutants. The SPAHs produced by human activities can enter the soil
through dry/wet deposition and direct air-soil exchange or as litter from contaminated
vegetation [28,29]. The concentrations of PAHs and OPAHs in soil have been shown to
be closely related [9,25]; conversion of PAHs to OPAHs in soil involves biological activity
driven by climate and soil characteristics such as pH, nutrients, and levels of organic
matter [30]. Higher biological activity is expected to result in a higher soil OPAH/PAH
ratio [23]. The higher water solubility of OPAHs and NPAHs typically leads to faster
vertical leaching in soil [22,24,25], and although the polar functional groups of OPAHs
hinder soil transport, they can also bind more easily to soil solids [31].

Soil has great storage capacity for PAHs and their derivatives since soil organic matter
is the main adsorbent of PACs [32]. Gas/particle distribution, adsorption-desorption,
volatilization, abiotic degradation, biodegradation, leaching, and bioconcentration are
important dissipation processes that affect the concentration and spatial distribution of
PACs in soil [25,33]. These processes are affected by the physical and chemical properties
of PACs, such as the octanol-water partition coefficient, octanol-air partition coefficient,
and molecular weight [34]. Soil characteristics such as carbon concentration, moisture
content, texture, structure, mineralogy, porosity, and enzyme and microbial properties are
also important factors in the fate of OPAHs and NPAHs [23,35]. Climate factors such as
temperature, precipitation, monsoon cycle, and hours of sun exposure can also affect the
formation, concentrations, and composition of OPAHs and NPAHs in soil. Overall, the soil
concentrations and spatial distribution of these compounds cannot be predicted from the
degree of human activity.

Measurements of NPAH and OPAH concentrations in the soil must take into account
isolation, leaching, volatilization, degradation, and bioconcentration [33]. Once deposited
into the soil, these compounds will mainly adsorb to organic matter and remain in the
topsoil or be transferred elsewhere through leaching, bioturbation, or colloid-assisted
transportation [36]. However, because polar functional groups are affected by soil chemistry,
the adsorption mechanisms of OPAHs and NPAHs may be more diverse [22]. Additionally,
soil biodegradation of deposited PAHs, photodegradation, thermal degradation, and
reactions catalyzed by soil inorganic constituents may all lead to the accumulation of
OPAHSs and NPAHSs [23,37,38]. Microorganism action is another key factor in OPAH and
NPAH accumulation. For OPAHs, the situation may be even more special. Because through
the bioremediation process, the conversion of parent PAHs to OPAHs may occur, and PAHs
containing mainly hydroxyl and carbonyl groups are generated [39]. The concentration
of PAHs in the soil can be effectively reduced through the absorption and utilization of
microorganisms [9,40], but it is not completely metabolized. The final product may be more
toxic, in this regard, has not received sufficient attention. The formation of OPAHs by soil
microorganisms has been studied, but the mechanism is still unclear.

3. Quantification

Polar derivatives of PAHs may exert greater toxicity than their parent aromatic com-
pounds and may be enriched in contaminated soil but are rarely included in routine
monitoring and risk assessment procedures because of a lack of regulations and standard-
ized analysis methods. However, the more polar SPAHs have garnered research attention
over the past few years. Studies in soil have mainly focused on the simultaneous quantifica-
tion of PAHs and their derivatives [16,41]. Wilcke et al. [42] measured the sum totals of 29
PAHs, 15 OPAHSs, and four azaarenes simultaneously in surface soil in Argentina, with an
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average recovery rate of 92%. Wei et al. [43] measured the sum totals of 29 PAHs, 15 SPAHs,
4 OPAHs, and 11 NPAHs in surface soil and road dust in China using the methods of
Bandowe et al. [44]. Bandowe and colleagues measured PAHs, OPAHs, and NPAHs in
urban street dust in Africa, with recovery rates in the range of 53%-152% [45].

There is no standardized method for analyzing polar PAHs in soil, and therefore
the methods vary between study groups. Typically, the analysis is based on improved
PAHSs pre-processing and testing methods or based on airborne particle analysis methods.
It is mainly composed of three steps (Figure 2): The first step is to extract the collected
soil samples and then to carry out purification and fractionation steps. The third step
is to identify and quantify the target compound. Sampling the soil from the surface or
deeper depths, freezing or air-drying (freeze-drying) the soil sample before storing it in the
refrigerator. If the soil is stored without pre-processing, a desiccant (Nap;SO;, diatomaceous
earth) can be added to remove the water before or after extracting the chemicals. Soxhlet
extraction, accelerated solvent extraction, or ultrasonic extraction are used to remove
organic matter from the soil, and solvents differ by the type required for the procedure.
The complexity of the soil substrate typically requires additional purification [25,41]; this
is because the concentration of SPAHs in the environment is generally lower than that of
their parent PAHs and the methods are less sensitive to detecting these compounds. To
improve the chromatographic signal quality and signal-to-noise ratio, the interference must
be minimized. Solid-phase extraction columns or self-packed purification columns should
be used to fractionate the extract to remove impurities and separate the target contaminants.
The ratio and order of solvents used for elution will also differ. Internal and external
standards are used to quantify targets with improved accuracy [46—48]. Additionally, prior
to column fractionation, liquid-liquid extraction can be used to separate SPAHs with basic
properties from the extract to improve the analysis of these compounds further.

Sample preservation
Air-dried, Freeze-dried

Extraction
SOX, MAE, ASE, SFE, SPME

Fractionation

HEX/DCM MeOH l
l /DCM DCM\

PAH/MPAH OPAH NPAH

Quantification
GC-MS/ECD/FID, HPLC-MS/UV/DAD

Figure 2. Analysis and detection procedures of polar PAHs.

Finally, the fractions after rotary evaporation and drying by nitrogen, the fractions are
typically analyzed by gas or liquid chromatography, often with mass spectrometry. Target
quantification is based on the ratio of the analytical peak area to the peak area of the internal
standard [49]. Liquid chromatography sometimes harnesses diode arrays or fluorescence;



Processes 2023, 11, 52

50f16

liquid chromatography with mass spectrometry uses atmospheric pressure chemical ionization
or atmospheric pressure photoionization, while gas chromatography-mass spectrometry uses
single or triple quadrupole instruments with electron ionization. To analyze OPAHs by gas
chromatography, a derivatization step is generally included to increase the volatility and
thermal stability of the molecule and reduce its surface interaction. To analyze NPAHs, mass
spectrometry is typically operated in negative ion mode to increase the sensitivity of the
target. For quality assurance, we recommend using the same analytical method for SPAHs
and measuring blank or spiked soil samples in tandem.

4. Incidence

Environmental PAHs typically accumulate in the soil, which may also be the main
storage for SPAHs. Research has mainly focused on industrial sites such as power plants,
coking plants, and wood mills [9,20,50]. There are also some reports on SPAHs in urban
soils. Work on OPAHs and NPAHs in soil has measured surface soil, road dust, and
estimated human health risks using computational models. Because PAH derivatives are
abundant, SPAHs have garnered research attention. Brorstrom-Lundén et al. [51] first
reported that the background values of OPAHs and NPAHs in soil differed from concen-
trations in urban areas. After that, more scholars studied OPAHs and NPAHs and found
differences in their soil concentrations between land use types (Table 1). Wilcke et al. [42]
reported the concentration distribution and correlation between parent compounds and
SPAHs in surface soils in Argentina, finding close associations between parent PAHs and
their derivatives. Bandowe et al. [44] compared the soil concentrations of 15 OPAHs and
4 NPAHSs in Thailand and found relationships with trace metals and that the concentrations
and compositions of OPAHs and their parent compounds were similar, but that the ratio
of PAHs was higher, perhaps owing to strong local microbial activity and photoactivity.
Wei et al. [43] studied road dust and topsoil in Xi’an, China, and reported that PAHs and
OPAHs but not NPAHs originated mainly in combustion activities; the enrichment factor in
dust and soil was correlated with log octanol-air partition coefficient and log octanol-water
partition coefficient. A study in Ghana [45] reported the transformation of PAHs into SPAH
derivatives and the higher toxicity of OPAHs and NPAHs. Sun et al. [52] measured the
concentrations of 11 NPAHs and 4 OPAHs in agricultural soils of 26 provinces in eastern
China and reported that NPAH levels were higher than those of OPAHs, but we believe
that this study is not representative. The reason is that the number of the two types of
substances studied is quite different. Yadav et al. [53] measured SPAH concentrations in
city dust in Nepal and reported that NPAH levels were 2-5 times higher than the levels of
parent PAHs. They also concluded that the main exposure route in humans was dermal
contact. A study in surface soils in Newcastle, Australia [54] indicated that polar and
parent PAHs were widespread. Although it is an industrial city, its overall carcinogenic
risk is negligible. According to the research situation of scholars, we mainly compared
the occurrence of 14 OPAHs and 11 NPAHSs in soil. According to the research situation of
scholars, we mainly compared the occurrence of 14 OPAHs and 11 NPAHs in the soil; see
Tables 2 and 3 for details.

4.1. OPAHs

For OPAHEs, this review also lists a comparison table of different types of single
substances around the world (Table 2). Regardless of soil type, the abundance and
concentrations of 9-fluorenone are relatively high, which may be closely related to the
fate and behavior of its parent PAH. OPAH/PAH (1-INDA/FLUO, 9-FLO/FLUO, 1,2-
ACQ/ACENY, and 1,2-ACQ/ACEN) in the topsoil and subsoil in an industrial zone in
Uzbekistan ANQ/ANTH) > 1, the OPAHs concentration in the soil is higher than the parent
PAHSs. The significantly positive correlations between carbonyl-OPAHs and trace metals
in industrial waste gas support a common source for PAHs, carbonyl-OPAHs, and trace
metals [55]. Higher OPAH concentrations have been associated with human activities,
such as low-temperature combustion [42], and the lighter OPAH is detected in the south,
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while more OPAHs were detected in the north where human activities are frequent, from
north to south 9,10-ANQ/ Ant, indicating that it may originate from low-temperature
combustion. In addition, the average concentration of ) OPAHs in street dust in Kumasi,
Ghana, is 833 ng g~ 1. Furthermore, the similar spatial trend of OPAH and alkyl + parent
PAHs concentrations is determined by the strong and significantly positive difference
between ) OPAH and X alkyl + parent PAHs. The relevance is further confirmed [45]; the
composition mode of the OPAH in the street dust of Kumasi mainly consists of 9,10-ANQ,
B(A)FLUone, and 9-FLO. The largest amount of 9-FLO was detected in the soil of Newcastle,
a famous industrial city in Australia, with a range of 42.8-1818.1 ng g~ ! [54]. Among differ-
ent land types in the city, the most abundant OPAH is 9-FLO, which, respectively, accounts
for 54.5, 44.9, 37.7, and 20.0% of the 7 types of OPAHs in residential, smoking, recreational
and industrial areas, followed by 1,4-NQ that accounts for 18.0%, 25.3%, 32.7%, and 46.4%
of industrial, smoking, residential and recreational soils accordingly. In industrial soils,
BANTone is the most common oxy-PAH, covering 36.6% of 7 oxy-PAHs. However, its
contribution to the soil of smoking areas, residential areas, and entertainment venues is
relatively small, with 4.1%, 2.2%, and 4.9%, respectively. In soil, OPAH mobility is only
slightly higher than that of the low-molecular-weight parent PAHs, which is probably due
to complex interactions between OPAHs and PAHs in soil.

4.2. NPAHs

From the perspective of 11 NPAHs that scholars have studied more in recent years,
the concentration ranges of substitutes in different land use types do not remain the
same (Table 3). Wei et al. [43] investigated the concentrations of 11 NPAHs in the surface
soils of Xi’an suburbs. The average concentration was 118 + 52 ng g~ !, and the higher
concentrations were 2 + 3-NFLA and 2,7-DNFLU. Through conducting the analysis with
the combustion tracer, it is found that these substances are not derived from combustion
activities. The total concentration of 16 NPAHs in road dust in the four cities of Nepal
is 2-5 times lower than that of the parent PAHs [56]. 2-NFLUA /1-NPYR represents the
secondary contribution from photochemical reactions. Sun et al. [52] analyzed 11 types of
NPAHS in the soil of agricultural land in 26 provinces located in Eastern China, and then it
was shown that except for 5 types of NPAH, which have a low detection rate. All other
substances are logarithmically distributed. Individual NPAH is mostly higher than the
soil concentration in other cities. In the meanwhile, from the current study, it was found
that higher Kp can make the deposition flux of NPAHs from the air. There are not many
studies on polar PAHs in soil, mainly from the above scholars. It can be found that although
more scholars have participated in the research of OPAHs and NPAHs, there are still big
problems: First of all, there are no unified standards and regulations for the standard
samples of the two types of pollutants, which leads to large differences in the research
materials of scholars, and there is no way to refer; Secondly, the research on PAC in soil
mostly focuses on the occurrence and the associated risk assessment, ignoring formation
mechanisms and the dynamics of migration into deeper levels of subsoil. Standardizing
the methods and developing techniques for studying both formation mechanisms and
migration dynamics should be the next steps in the field.
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Table 1. The occurrence of OPAHs and NPAHs in different types of soils.

Region Land Use Y OPAHs (ng g~ 1) # of Oxygen-PAH Y NPAHSs (ng g 1) # of Nitro-PAH References
Gérdsjon, Sweden background area 108 3 21 9 [51]
Goteborg, Sweden urban-diffuse 42-466 11-286 -

Patagonian, )
Argentina steppe 2.4-38 15 0.05-124 4 [42]
Bangkok, Thailand urban 12-269 15 0.1-31 4 [44]
Xi’an, China suburban 854 + 447 15 118 £ 52 11 [43]
Kumasi, Ghana urban 833 (57-4202) 10 73 (3-240) 4 [45]
East China agriculture 9+38 4 50 + 45 11 [52]
Kathmandu, Nepal 99 (95-384) 646 (439-3930)
Pokhara, Nepal 95 (92-433) 568 (409-2030)
Birgunj, Nepal urban 115 (93-348) 3 832 (451-1750) 16 53]
Biratnagar, Nepal 606 (227-1150) 2100 (586-24,100)
recreation 211
Newcastle, industry 602 y
Australia smoking area 7 239 3 [54]
resident 391
Table 2. Research status of individual OPAH in soil.
Compound Abbrev Concentration References
. E 1.6-35 (industrial area), 0.05-0.54 (steppe), PP
l-indanone 1-INDA 32.4-59.7 (suburban), 10.5-56.1(street dust) [42,43,45,55]
~ . R 0.3-6.7 (industrial area), 2.2-10.7 (suburban), P
1,4-naphthoquinone 14NQ 157.7-1443.1 (industrial heritage) [43,54,55]
~ = 1.4-20.6 (industrial area), 0.16 (steppe), PP
I-naphthaldehyde 1I-NLD 7.9-35 (suburban), 2.6-37.5 (street dust) [42,43,45,55]
. 0.3-25 (industrial area), 2.15 (steppe), -
2-biphenylcarboxaldehyde 2-BPCD 10.9-22.8 (suburban) [42,43,55]
14-810 (industrial area), 1.02-2.82 (steppe),
g g 371-1243.8 (suburban), 33.2-214.4 (street dust), PR y
9-fluozenone 9-FLO 0.3-10 (farmland), 42.8-1818.1 (industrial [42,43,45,52,54,55]
heritage)
. 2.6-14 (industrial area), i
1,2-acenaphthylenedione 1,2-ACQ 1.2 (steppe), 2.4-6.7 (suburban) [42,43,55]
12-959 (industrial area), 0.88-8.9 (steppe),
. . . 36.7-92.9 (suburban), 18.1-1241.7 (street dust), PR )
9,10-anthraquinone 9,10-ANQ 0.9-26(farmland), 33.2-202.7 (industrial [42,43,45,52,54,55]
heritage)
4H-cyclopenta[d,e,f]phenanthrene-4-one CPHENone 12.2-48 (suburban), 5.6-131.2 (street dust) [43,45]
_ 2010 . ~ 2.3-18 (steppe), 7.9-27.7 (suburban), n A
2-methyl-9,10-anthraquinone 2-MANQ 7.1-1602.9 (street dust) [42,43,45]
0.13-5.2 (steppe), 7.1-37 (suburban), 1 A7
benzo[a]fluorenone B(A)FLUone 5.7-919.6 (street dust) [42,43,45]
0.43-16 (steppe), 3.5-19.2 (suburban),
7H-benz[d,e]anthracene-7-one BANTone 12.7-200.2 (street dust), [42,43,45,54]
25.8-388.3 (industrial heritage)

1o - 20 (steppe), 12.1-58.1 (suburban), Y
benzola]anthracene-7,12-dione 7,12-B(A)A 0.2-8 4(farmland) [42,43,52]
5,12-naphthacenequinone 5,12-NACQ 1.5-2.4 (steppe), 2.9-28.6 (suburban) [42,43]

6H-benzo[c,d]pyrene-6-one 6-BPYRone 1.9-37 (steppe), 2-10.7 (suburban), 6.0-66.0 [42,43,45]

(street dust)
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Table 3. Research status of individual NPAH in soil.
Compound Abbrev Concentration (ng g—1) References
0.4-1.8 (suburban), 0.2-267 (farmland),
1-Nitronaphthalene 1-NNAPH 51.9-77.6 (urban dust), [43,52-54]
49.6-205 (industrial heritage)
2-Nitrobiphenyl 2-NBP 0.4 (suburban), 0.3-66 (farmland) [43,52]
. 0.5-3.5 (suburban), 0.7-7.7 (farmland),
5-Nitroacenaphthene 5-NACEN 35.3-47.8 (urban dust) [43,52,53]
0.2-0.8 (suburban), 7.5-9.2 (farmland),
2-Nitrofluorene 2-NFLU 21.8-631 (urban dust), [43,52-54]
88.7-196 (industrial heritage)
N . 0.4-1.9 (suburban), 0.4-17 (farmland),
9-Nitrophenanthrene 9-NPHEN 7.7-84.1 (urban dust) [43,52,53]
s . 0.1-0.7 (suburban), 0.2-8.5 (farmland), N
9-nitroanthracene 9-NANT 0.14-1.24 (urban dust), 21-271(industrial heritage) [43,52-54]
(2 + 3)-Nitrofluoranthenes 2 + 3-NFLA 5.2-16.3 (suburban), 0.4-29 (farmland) [43,52]
1-Nitropyrene 1-NPYR 2.3-6.0 (suburban), 8.8 (farmland) [43,52]
i : 13.0-39.0 (suburban), 2.0-41.0 (farmland),
2,7-Dinitrofluorene 2,7-DNFLU 28.1-44.9 (urban dust) [43,52,53]
6-Nitrochrysene 6-NCHR 5.7-11.4 (suburban), 26.3-67.2 (urban dust) [43,53]
6-Nitrobenzo[a]pyrene 6-NBaP 49.9-86.1 (suburban), 50.3-65.9 (urban dust) [43,53]

5. Toxicity and Human Health Risk

Polar PACs are stable in the environment and can bioaccumulate, and exert toxic and
ecotoxicological effects [9,57]. OPAHs and NPAHs are directly mutagenic, and some are
estrogenic compounds and generate reactive oxygen species (ROS) responsible for oxidative
stress (OS) [58,59]. OPAHs, NPAHS, or the environmental matrix extracts containing
OPAHs and NPAHSs, have similar or even more obvious toxicity than the related parent
PAHs or the PAHs extracts [9,10,58]. The toxicity profile of OPAHs and NPAHs can be seen
in Figure 3 outlines the toxic effects of OPAHs and NPAHs in soil.

Polar PAH has received more attention due to its toxicity, persistence, and wide
mobility in the soil environment [60]. OPAH is an important class of polar PAHs. Compared
with the parent PAH of the same ring, OPAHs have more complex carcinogenic effects
due to the existence of negatively charged atoms [61]. Usually, these carcinogenic effects
are related to non-enzymatic activation, which will promote the abnormal expression of
genes and the mutagenesis of proteins. Similarly, certain NPAHs are also listed as human
carcinogens by the International Agency for Research on Cancer (IARC) [62,63]. The
substitution of nitrogen atoms in the fused ring structure impacts the physical, chemical,
and toxicological properties of NPAHs. In soil, nitrogen may affect the absorption rate of
NPAHSs and their toxicity to soil organisms. Unlike homocyclic PAHs, the high reactivity of
NPAHs and OPAHs may result in volatilization, low adsorption, and high degradation [64].
Relative to their parent PAHs, NPAHs, and OPAHs are weak bases, which can be protonated
in soil solution, depending on their basicity and on soil pH [56,65]. In most natural soils,
weak bases exist as molecules, and decreases in soil pH may produce the protonated form
(cations). These cations can bind with soil cation exchange sites, thereby increasing their
half-life and persistence [66].

5.1. Exposure

The exposure pathways are identical for polar PAHs and their parent compounds:
water, air, soil, and food through ingestion, inhalation, skin, and eye contact [67-69].
Ingestion of PAHs has been associated more with known morbidities than with other
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formation

DNA damage

DNA adducts ' w

Direct
toxic
effects

routes of exposure in humans [70]. NPAHs and OPAHs in the air are produced during the
combustion processes of heating, cooking, vehicular traffic, and manufacturing [71-73].
Inhalation is an important exposure route, and levels of NPAH biomarkers are higher
in urban populations than in rural ones [74,75]. Inhalation of 1-nitropyrene produced
squamous metaplasia and cytoplasmic changes in rats, with a no-observed-adverse-effect
level of 0.5 mg/ m?3. NPAHs have been detected in vegetables, fruits, tea, barbecued or
baked meat, water, and crop soil [15,76]. Yaffe et al. [70] estimated that the acceptable daily
intake of 1-nitropyrene in adults is approximately 9.7 x 10~7 mg/kg/day.
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Figure 3. Toxic effects of OPAHs and NPAHs in soil.

5.2. Mutagenicity, Carcinogenicity, and Teratogenicity

There are many PAHs exposed through the soil, which pose a great threat to human
health [77-79]. Although PAH does not cause direct DNA damage [80], it can often form
highly reactive genetic metabolites through the “activation” effect of organisms in the
soil. For example, quinone and anthraquinone, these intermediate products that have the
potential to synthesize with DNA [81].

The toxicity of NPAHs in environmental media such as soil, sediments, and air has
been studied extensively in multiple test systems. The mutagenicity of several NPAHs
and OPAHs was tested in the Salmonella Ames assay [82,83]. For instance, it is shown
by the salmonella mutagenicity test (Ames test) that the extracts of soils collected from
several Japanese areas (1 = 544) display mutagenicity. It is suspected that the mutagenicity
of these soils is related to others and shown for NPAHSs such as 3,6-dinitrobenzene, 1,3,6-
trinitropyrene, 3,9-dinitroanthracene, and 3-nitrobenzanthrone [84-88]. These research
results verify the mutagenicity, genotoxicity, carcinogenicity, and estrogen activity of the
several NPAHs [73,89]. According to the published scientific research results, the human
carcinogenic risk assessment workgroup of IARC has classified several SPAHs as the
carcinogenic group. Some SPAHs have been assigned a toxic equivalency factor far higher
than that of benzo[a]pyrene [90,91].
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The mutagenicity of OPAHs and NPAHs in airborne particulates was confirmed
in vitro [92] and can be double that of the parent PAHs [60]. In the research on human
cell mutagenic agents in air-borne inhalable particles in northeast America, OPAH is
reported as a highly mutagenic compound in vitro [92]. Although in vitro and in vivo
effects of quinones have been described, little is known about the developmental toxicity of
OPAHs. Naphthoquinone binds with biological macromolecules, and the alkylation and
oxidation/reduction of benzoquinone will produce multiple toxic effects in vivo, including
oxidative stress, acute cytotoxicity, immunotoxicity, and carcinogenicity [93,94]. Owing to
the lack of toxic equivalency factors for NPAHs and OPAHs, it is impossible to correlate the
contribution of exposure from the soil with human cancer risks. Instead, the carcinogenicity
of polar PAHs is typically compared with that of the parent PAHs [52,56].

5.3. Stress and Genotoxicity

OPAH and NPAH have similar toxicity mechanisms, both of which are related to the
ability to activate aromatic hydrocarbon receptors (AhR), and the level of AhR activation
can be used as a simple toxicity indicator [83]. The ligand-binding group AhR is an intra-
cellular ligand-activated transcription complex that can activate the transcription of genes
related to cytochromes and glutathione S-converting enzymes. The specific action path
of AhR is as follows: First, the activated AhR translocates to the nucleus and binds to the
AhR nuclear transcription protein (Arnt) in the nucleus to form a heterodimer and then
triggers the transcriptional modulation of genes containing heterogeneous response ele-
ments [62,95]. The special toxicity of OPAH is reflected in oxidative stress, which is mainly
due to the imbalance between reactive oxygen species production and antioxidants [96].
OPAH toxicity may eventually lead to mitochondrial malformations and dysfunction,
DNA breakdown, apoptosis, protein and lipid degradation, mutations, and cancer [97].
At the same time, it affects the regulation of gene expression and thus plays a role in
tumors [98,99].

The in vivo mutagenicity of 2-nitro-fluorinated uranium was also shown in the soil
nematode Caenorhabditis elegans [100]. The bioluminescent bacterium Vibrio fischeri has been
used to investigate the short-term toxicity of NPAHs such as 5-nitro-acenephthene and
5-nitronaphthalene, showing that these compounds were more toxic than related PAHs [101].
In contrast, short-term exposure to 10 NPAHs in algae, Crustacea, or trees of the Platycladus
genus did not yield evidence of toxicity. A statistically significant increase in genotoxicity
was reported in a study that used the DT 40 chicken T lymphocyte bioassay to detect the
genotoxicity of soil sample extracts after bioremediation [102]. Using a bioreactor to treat
soil contaminated by PAH will increase the genotoxicity of the entire treatment cycle [47,102].
The increase in genotoxicity is attributed to the polar products produced by bioremediation.
Due to the production of OPAH and other polar, toxic PAH conversion products, increased
mutagenicity was observed after the aerobic bioremediation of soil contaminated by PAH [47].
Using air particle samples, the mutagenicity of OPAH and NPAH components from Beijing
is twice that of the parent component [60]. Due to optimization, the bioavailability of soil
pollutants may also be improved [103]. Because polar PAHs have high toxicity and potential
genetic toxicity to microorganisms, more and more scholars have studied the developmental
behavior, fate, and behavior in soil [50,104,105].

6. Transport and Transformation

Soil adsorption of polar PAHs affects their transport, fate, and ecotoxicity. Like other
semi-volatile organic pollutants, OPAHs and NPAHs in soil are absorbed into organic mat-
ter, and black carbon through nonspecific hydrophobic interactions [28], and the adsorption
strength can be described by the compounds’ mobility. NPAHs have been shown to have
lower mobility than that of their parent PAHs [70,83]. The clay fraction, in particular, is
involved in the adsorption of polar PAHs, and the intensity of specific interaction with
soil minerals and organic matter is thought to be equal to or higher than the nonspecific
hydrophobic interaction [106]. The - interactions of the electron-deficient NPAHs and
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OPAHEs (electron acceptors) with the electron-rich soil organic matter and minerals (electron
donors) account for the strong interaction. Other mechanisms include the complexation
of a nitryl group and cation in clay (e.g., montmorillonite) or of siloxane-containing nitryl
group and surface oxygen in clay (e.g., kaolinite) [106,107]. Polar PAHs exhibit a high
adsorption efficiency to both topsoil and subsoil [19,106], and their concentrations are
generally higher in subsoil if the topsoil has been treated with sewage sludge for agri-
cultural purposes; in undisturbed soil. Polar PAHs have low water solubility and are
extensively distributed into the solid soil phase, suggesting only negligible vertical through
leaching [89]. OPAHs may be transported into the soil through inorganic and organic
colloid-assisted transport [19,28,50]. The strong adsorption of NPAHs onto the solid soil
phase might be influenced by wind and water erosion.

In addition, many scholars have focused on the biological migration and transfor-
mation of PACs in soil. Geng et al. [108] found that the fungi Neocucurbitaria, Penicillium,
Fusarium, Chrysosporium, Knufia, Filobasidium, Wallemia, and Rhodotorula were identified as
the keystone taxa, indicating that fungi also had important positions in the interdomain
molecular ecological networks of different seasons. Acenaphthylene, benzo[b]fluoranthene,
indeno [1,2,3-cd]perylene, benzo[g,h,i]pyrene, and 9-fluorenone were the key environmen-
tal factors driving the deterministic assembly processes of the interdomain microbial com-
munity in the contaminated soil. The combined bacterial, archaeal, and fungal community
structure showed no significant seasonal changes under natural attenuation [11,109]. How-
ever, for single microbial communities, bacteria were more sensitive to seasonal variations
than fungi and archaea. Similarly, bacteria have been reported to be sensitive to changes in
environmental conditions in other studies [110-112]. The differences in sensitivity between
bacteria, archaea, and fungi may be due to a large number of contaminant-degrading
species in bacteria and the distinctive differences in cellular structure and physiological
activity among them [108]. In addition, environmental filtering could govern microbial
community assembly [113,114]. These findings extend our knowledge of interdomain
microbial community assembly mechanisms and ecological patterns in natural attenuation
and provide valuable guidance in associated biotransformation strategies.

As the generation process of PAH derivatives in the soil is relatively irreversible, with
the conversion of more parent PAHs to SPAHs, the occurrence of SPAHs in the soil will be
greatly accumulated. To our knowledge, no studies have been published on the gas-phase
transport of OPAHs or NPAHs in soil, but this transport may be extremely limited because
of the compounds’ low volatility and strong adsorption to soil. The polar PAHs have
low vapor pressure, high octanol-air partition coefficient, and strong adsorption onto soil;
therefore, their volatility is estimated to be low. There are still few studies on the fate
mechanism of OPAH and NPAH in soil, and further research is needed.

7. Summary and Outlook

This review focused on the state of knowledge in the detection, incidence, toxicity,
and fate of OPAHs and NPAHs in soil. SPAHs represented by OPAHs and NPAHs are
widespread in the soil environment, and their toxicity and mutagenic properties are more
obvious, and their accumulation in organisms is also more complicated. Although their
soil concentrations are generally lower than those of their parent compounds, OPAHs and
NPAHs are persistent and may pose health risks. Unified testing standards and regulatory
control of these compounds are urgently needed, as is research on their exchange between
environmental media. The research on related pollutants in the soil also only focuses on
the occurrence of surface soil or dust and health risks, and there is a lack of research on the
exchange of other media with soil. The adsorption mechanism and vertical distribution
in soil and groundwater, as well as the partition between soil solids and pore water, have
not been reported. It is also necessary to conduct soil column experiments and infiltration
instrument research to simulate its vertical migration in the soil. Due to the lack of relevant
research data above, it is necessary to strengthen research to more clearly understand
the fate and behavior of OPAHs and NPAHs in the soil environment. According to the
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reviewed articles, we can prove that the two types of substances exist and have higher
mobility in the soil environment and may cause greater risks to organisms. It could be
concluded that PACs should be included in monitoring plans and risk assessment models
in the future.
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