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Abstract: The rapid development of industrialization and urbanization has posed serious challenges
for coastal farmland ecosystems. Source apportionment of soil heavy metals is an effective way for
the detection of non-point source pollution in farmland to help support the high-quality development
of coastal agriculture. To this end, 113 surface soil samples were collected in the coastal delta of
China, and the contents of As, Cd, Cr, Cu, Ni, Pb, and Zn were determined. A variety of models
were integrated to apportion the source of soil heavy metals, including positive matrix factorization
(PMF), geographical detector (GD), eXtreme gradient boosting (XGBoost), and structural equation
modeling (SEM). The result of PMF models revealed that there was collinearity between various
heavy metals, and the same heavy metal may have a mixed source. The XGBoost model analysis
indicated that there were significant non-linear relationships between soil heavy metals and source
factors. A synergy between air quality and human activity factors was the key source of heavy metal
that entered the study area, based on the results of the GD. Furthermore, the input path effect of
heavy metals in the soil of the study area was quantified by SEM. The balance of evidence from
the above models showed that air quality (SO2 and NO2) and factories in the study area had the
greatest impacts on Cd, Cr, and Zn. Natural sources were dominant for Pb, while As, Cu, and Ni
were contributed by soil parent material and factories. The above results led to the conclusion that
there was a cycle path in the study area that continuously promoted the migration and accumulation
of heavy metals in farmland soil; that is, the heavy metals discharged during oil exploitation and
smelting entered the atmosphere and then accumulated in the farmland soil through precipitation,
atmospheric deposition, and other paths. In this study, it is shown that a variety of models can be
used to more comprehensively assess the sources of soil heavy metals. This approach can provide
effective support for the rapid prevention and decision-making management of soil heavy metal
pollution in coastal areas.

Keywords: coastal ecosystems; XGBoost; PMF; SEM; farmland

1. Introduction

Heavy metal pollution can be a significant threat to coastal delta farmland and se-
riously threaten soil quality, food security, and human health [1–3]. Given the high cost
and difficulties associated with remediation of heavy metal pollution in soil, source ap-
portionment is an important way to identify and help prevent heavy metal pollution in
farmland soil [4,5]. Generally, the sources of heavy metals in soil include natural sources
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(i.e., soil parent material) and anthropogenic sources, such as industrial mining, sewage
irrigation, traffic emissions, etc. [6–8]. Due to global industrialization and urbanization
over the past few decades, farmland soils have been major receivers of heavy metals from
human activities. Rapid quantification of the source types and contributions of these heavy
metals is of great significance to ensuring the ecological health of agricultural systems and
the safety of agricultural products.

Source apportionment methods for soil heavy metals can be divided into three cate-
gories according to the model on which they are based: statistical and geostatistical models,
receptor models, and machine learning models. Statistical models are based on mathe-
matical calculations to apportion pollution source types of different soil heavy metals and
include principal component analysis (PCA) and cluster analysis (CA) [9–11]. Statistical
models can be used to infer several types of sources of soil heavy metals by grouping
variables that behave similarly. For example, Zhou et al. [12] used PCA to analyze the
sources of soil heavy metals in the old industrial zone in Jiangsu Province of China and
found that Cd and Pb belong to anthropogenic inputs, Hg and Cu belong to natural and
anthropogenic sources, while As, Pb, Cr, and Ni are from natural sources of soil parent
material. However, statistical identification models rely on prior knowledge; they do not
have knowledge of pollution sources, and source identification results cannot quantify
specific natural or anthropogenic source types. Geostatistical models represent a statistical
method that uses the spatial relationships of soil samples [13,14]. In such methods, an
ordinary kriging interpolation method is used to obtain the spatial distribution map of
soil heavy metals, which can be used to infer the possible sources of soil heavy metals
in high concentration areas. Similar to the traditional statistical model, the geostatistical
model only subjectively determines that one or more heavy metals may belong to natural
or anthropogenic sources, resulting in a collinearity of the sources of various heavy metals.

The receptor model approach is used to analyze the contribution of different sources
based on the chemical and physical characteristics of pollutants and can include the fin-
gerprint screening approach [15], chemical mass balance (CMB) [16], positive matrix fac-
torization (PMF) [17], and absolute principal component score/multiple linear regression
methods (APCS/MLR) [18]. For example, Wang et al. (2019) analyzed the sources of vari-
ous heavy metals using isotopic composition and PMF and found that Cd may come from
smelting or refinery emissions, while other heavy metals come from both anthropogenic
and natural sources [19]. Huang et al. (2018) used APCS/MLR to analyze the sources of
heavy metals As, Cd, Hg, and Pb in the soil of a mining area and believed that the lead-zinc
industry is the most important anthropogenic emission source, affecting nearly half of Pb
and As accumulation and about one-third of Cd accumulation [20]. However, the receptor
model also requires prior knowledge to assume that the source of all heavy metals is a
contribution matrix of multiple sources. Since the linear relationship between different
sources and soil heavy metals is assumed, the receptor model ignores the nonlinear source-
sink relationship between sources and soil heavy metals. For example, when the pollution
sources around the farmland are not obvious, a single heavy metal in the soil may exist
from multiple sources, such as natural input, industrial and mining emissions, and traffic
emissions. It is difficult to quantify the contribution of different sources to the same soil
heavy metals using the receptor model.

In order to reflect the quantitative contribution of different sources of soil heavy metals,
machine learning models have been widely applied, including support vector machines
(SVM), random forests (RF), artificial neural networks (ANN), etc. [21–24]. This method
essentially establishes a nonlinear fitting relationship between various sources and soil
heavy metals and realizes its quantitative contribution by calculating the importance of
different sources. The machine learning approach can effectively explain the nonlinear
coupling relationship between sources (such as topography, vegetation index, atmosphere,
factories, traffic, etc.) and heavy metals [25], and it is widely implemented in source
apportionment. However, the machine learning model is subject to the fitting accuracy of
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the target when calculating the contribution of different sources and does not consider the
correlation among various sources.

In fact, there is a complex linear-nonlinear coupling relationship between soil heavy
metals and their sources. The source apportionment results obtained using multiple models,
when compared with those of a single source apportionment model, show that multiple
approaches are effective for source apportionment of heavy metals in soil [26,27]. These
relationships include explaining the collinearity between soil heavy metals from multiple
perspectives, the synergistic contribution between source factors, and the linear-nonlinear
relationship between source factors and heavy metals. In other words, most studies are
limited to the results of a single analysis model for source interpretation, failing to fully
consider the advantages and limitations of different source apportionment models for a
more comprehensive judgment. To consider the above advantages and disadvantages of
source apportionment models, we propose a scientific hypothesis: can a balance of evidence
approach give a more reasonable and comprehensive assessment of the linear-nonlinear
relationship between sources and soil heavy metals? Therefore, we developed diverse
models to comprehensively assess sources of soil heavy metals (As, Cd, Cr, Cu, Ni, Pb, and
Zn) in coastal delta farmland: (1) to analyze the collinearity of heavy metals in soils using
positive matrix factorization (PMF); (2) to detect the single and interactive contributions
of topography, vegetation, air quality, and human activity factors for soil heavy metals
using a geographical detector (GD); (3) to fit the nonlinear relationship between soil heavy
metals and source factors using the eXtreme Gradient Boosting (XGBoost) model; and
(4) to quantify the synergistic contribution of source factors of soil heavy metals using the
structural equation model (SEM).

2. Materials and Methods
2.1. Study Area

The study area (118◦30′–119◦9′ E, 37◦30′–38◦8′ N) is located in the coastal delta of
China (Figure 1). The estimated area of the study area is 2.15 × 103 km2. The annual
average temperature, annual average precipitation, and annual sunshine hours are 14.1 ◦C,
665.3 mm, and 2998.5 h, respectively. The soil parent material in the study area is Yellow
River sediment, and the soil type is fluvo-aquic soil. Due to the influence of underground
high-salinity diving and human farming activities, soil salinization is serious in the farm-
lands of the study area. The terrain tilts from southwest to northeast along the Yellow
River, and the main crops include wheat, corn, and rice. In this study, the selection of the
analyte set (i.e., As, Cd, Cr, Cu, Ni, Pb, and Zn) is based on the Soil Environmental Quality
and Risk Control Standard for Soil Contamination of Agricultural Land (GB 15618-2018)
(https://www.mee.gov.cn/, (accessed on 15 October 2019)), which was published by the
Ministry of Ecology and Environment of the People’s Republic of China. In this standard,
the heavy metals and risk intervention values involved in soil contamination of agricultural
land are specified.

2.2. Sample Collection and Analysis

In the study area, 113 samples were collected from the surface soil (0–20 cm) of the
farmland in October 2020. Based on high-resolution remote sensing images, we determined
the location of the farmland and evaluated traffic accessibility. We also prepared relevant
materials, including gloves, record books, sampling tables, soil drills, soil shovels, sample
bags, etc. In each field, 4–6 samples of soil were taken, respectively. After fully mixing, the
soil (1 kg) was loaded into a sample bag, and GPS coordinates were recorded. The soil
samples were naturally dried indoors and passed through a 200-mesh nylon sieve after
being ground. The detailed sampling criteria are based on the Technical Specification for
Soil Environmental Monitoring (HJ/T 166-2004) (https://www.mee.gov.cn/, (accessed on
15 October 2019)), which was published by the Ministry of Ecology and Environment of
the People’s Republic of China.

https://www.mee.gov.cn/
https://www.mee.gov.cn/
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Soil samples (0.2 g) were weighed, and 6 mL HNO3, 2 mL HCl, and 2 mL HF (propor-
tion of 3:1:1) were added in the fume cupboard, and all operations were repeated thrice in
parallel. Pretreatment samples were then put into the microwave dissolver (CEM MARS5,
Matthews, NC, USA), and time and temperature were set in three stages: 10 min heating
to 120 ◦C for 3 min; 5 min heating to 160 ◦C for 3 min; and 5 min heating to 190 ◦C for
40 min. Each batch of samples also includes a GSS-1 standard soil sample and a blank
sample (Table S1) in order to ensure the accuracy of the measurement process by ICP-MS.
Finally, inductively coupled plasma mass spectrometry (Agilent ICP-MS 7500ce, Santa
Clara, CA, USA) was used to quantify As, Cd, Cr, Cu, Ni, Pb, and Zn. The detailed reference
is available in two standards published by the Ministry of Ecology and Environment of the
People’s Republic of China: Soil and Sediment-Determination of Aqua Regia Extracts of
12 Metal Elements-Inductively Coupled Plasma Mass Spectrometry (HJ 803-2016) and Soil
and Sediment-Determination of Total Metal Elements-Microwave Assisted Acid Digestion
Method (HJ 832-2017) (https://www.mee.gov.cn/, (accessed on 15 October 2019)).

2.3. Auxiliary Data
2.3.1. Terrain

Different terrain factors were extracted based on the digital elevation model (DEM),
which was obtained from the shuttle radar topography mission (SRTM) dataset (https:
//earthexplorer.usgs.gov/, (accessed on 10 January 2020)) with a resolution of 30 m × 30 m.
Then, the surface analysis was applied to obtain terrain factors in ArcGIS 10.7 software,
including DEM, slope (SLO), and relief (REF).

2.3.2. Vegetation

The Landsat 8 OLI image (24 October 2020) was selected to calculate vegetation factors.
The OLI image was processed by radiometric calibration, atmospheric correction, mixed
pixel decomposition, and cropping using ENVI 5.3 software. Five vegetation index factors,
including the clay index (CI), carbonate index (CAI), normalized difference vegetation index
(NDVI), and soil-adjusted vegetation index (SAVI), were calculated from the processed
images (Table S2) [28–31], which had a resolution of 30 m × 30 m.

https://www.mee.gov.cn/
https://earthexplorer.usgs.gov/
https://earthexplorer.usgs.gov/
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2.3.3. Air Quality

Air quality data from 40 air monitoring stations in Dongying city (annual average in
2020) were used to reflect the impact of the atmosphere on soil heavy metals (Figure S1).
The data were from the Dongying air quality real-time publishing system (http://218.
58.213.53:8081/dyfb_air/fb_web, (accessed on 10 January 2021)). The air quality factors
of 40 monitoring stations were interpolated by ordinary kriging in ArcGIS 10.7 software,
and the annual average raster data of NO2, PM2.5, PM10, and SO2 were obtained with a
resolution of 30 m × 30 m.

2.3.4. Human Activity

The point of interest (POI) data was obtained from the Baidu map (https://map.baidu.
com, (accessed on 10 May 2021)) using a web crawler method. Factory (FAC) (662), traffic
(TRA) (406), and residential (RES) (571) points were obtained to analyze the response
relationship between human activities and soil heavy metals. Based on the Chinese GF-1
remote sensing image (http://www.sasclouds.com/chinese/normal/, (accessed on 10
January 2021)) with a resolution of 2 m × 2 m, 701 oil well (OLW) points were acquired
by visual interpretation. All point data were analyzed by kernel density in ArcGIS 10.7
software to obtain a spatial distribution map with a resolution of 30 m × 30 m.

In order to avoid the influence of numerical range differences on the accuracy of
four source apportionment models, we normalized the values of all factors and soil heavy
metals. The normalization formula is as follows [32]:

Xi =
x− xmin

xmax − xmin
, (1)

where Xi is the rescaled data, and xmin and xmax denote the minimum and maximum
observed data. The normalized auxiliary factors in the study area are shown in Figure 2.
The spatial distribution of human activities and air quality factors is clustered, indicating
that these areas may cause a strong accumulation of soil heavy metals in the study area.
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2.4. Source Apportionment Method
2.4.1. PMF

The positive matrix factorization (PMF) model is recommended by the United States
Environmental Protection Agency (EPA) (https://www.epa.gov/, (accessed on 10 January
2021)) for matrix analysis of pollution sources based on receptor models [26,33]. It has
the advantage of not being limited by the composition of a single pollution source and
has been commonly used in the field of pollutant source analysis. The load of soil heavy
metals on PMF factors is an important basis for the quantitative distribution of heavy
metal sources [34]. The PMF model decomposes the heavy metal element concentration
matrix (X) into a source factor score matrix (G), a source factor load matrix (F), and a factor
residual matrix (E) by using correlation and covariance matrices, and then determines
the source contribution rate of different heavy metals according to prior knowledge. The
source apportionment result of the PMF model was calculated in the EPA PMF 5.0 software,
and its formula is as follows [35]:

Xij =
p

∑
k=1

GikFkj + Eij, (2)

where Xij represents the measured concentration of the j-th heavy metal element at the i-th
sampling point, Gik is the relative contribution of the source factor k to the i-th sampling
point, Fkj is the concentration of the j-th heavy metal element in the source factor k, and Eij
is the residual of the j-th element at the i-th sampling point.

The PMF model uses multiple iterations to continuously decompose the sample
concentration matrix to obtain the optimal source factor score matrix (G) and source factor
load matrix (F) such that the objective function Q is minimized. The objective function Q is
defined as:

Q =
n

∑
i=1

m

∑
j=1


xij −

p
∑

k=1
GikFkj

Uij


2

, (3)

where Uij is the uncertainty of Xij, that is, the uncertainty of the concentration of the j-th
heavy metal element in the i-th sample. The uncertainty (Unc) formula is calculated from
the species-specific method detection limit (MDL) in this study.

When the element concentration is greater than MDL:

Unc =

√
(errorfraction × concentrations)2 + (0.5×MDL)2 (4)

When the element concentration is less than MDL:

Unc =
5
6
×MDL (5)

We adopted a robust mode according to the principle that the initial eigenvalue is
greater than 1% based on principal component analysis (PCA). By trying to set different
factor numbers and operation times, we finally determined that the operation should be
conducted 20 times and that the number of factors is 4. When the factor number is 4,
Qrobust/Qtrue is in rapid decline, and the residual size is low. Then, the 4-factor scenario
was brought into the PMF model for verification. After debugging, the results showed that
the objective function Q value was the smallest at the 11th iteration. The categories of each
component in the PMF model were strong, and the S/N values were all greater than 8.8.

2.4.2. Geographical Detector

The geographical detector (GD) is applied to detect the spatial heterogeneity of soil
heavy metals and reveal the importance of their source factors, including differentiation

https://www.epa.gov/
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factor detection and interaction detection [36]. Differentiation factor detection can detect
the interpretation of source factors in the spatial variability of soil heavy metals. Interaction
detection (i.e., double-factor) can further determine the synergistic effect of dual-source
factors on the spatial variability of soil heavy metals. It has five interactive relationships:
nonlinear weakening, single-factor nonlinear weakening, double-factor enhancement, inde-
pendence, and nonlinear enhancement [36]. The double-factor method is the interaction
assessment of the two sources, which results in the interaction phenomena of multiple
source combinations. In the calculation process of the double-factor method, it can combine
multiple source factors in pairs and traverse the spatial correlation of each combination for
soil heavy metals. Finally, the synergistic effects of double factors with similar or different
sources on soil heavy metals were obtained. The detailed theory of this model is available
in previous works [37–39].

2.4.3. XGBoost Model

The XGBoost model is developed from decision tree methodology and has been
commonly applied in flash flood risk assessment [40], mineral potential mapping [41], and
winter wheat SPAD estimation [42]. The principle of the XGBoost model is to assign an
early prediction value to the root of the tree, calculate the residual value of the data set (the
difference between the predicted value and the observed value), and then distribute all the
residuals to the root of the tree so that it can process sparse data. In order to obtain the
optimal solution of the XGBoost model, we use the grid search (GS) algorithm to optimize
the hyperparameters of the XGBoost model. GS is used to optimize the XGBoost model
by traversing a given combination of hyperparameters. The GS algorithm is simple and
widely used, and it is suitable for the adjustment of small-range hyperparameters [43,44].
The source contribution to soil heavy metals was interpreted by calculating the importance
score of source factors based on an optimized XGBoost model.

In this study, the XGBoost model was established by using a Python 3.9 programming
environment and importing the XGBoost package. The source factors were used as the
input variables of the XGBoost model. All samples were randomly divided into a 70%
training set and a 30% validation set. The source contribution to soil heavy metals was
interpreted by calculating the importance score of source factors, and the accuracy was
evaluated based on the coefficient of determination (R2) [45,46].

R2 =

[
n
∑

i=1

(
p(xi)− p(xi)

)(
p̂(xi)− p̂(xi)

)]2

n
∑

i=1

(
p(xi)− p(xi)

)2 n
∑

i=1

(
p̂(xi)− p̂(xi)

)2 (6)

In the above formula, p̂(xi) and p(xi) are the measured values and predicted values
of soil heavy metal contents, respectively, with the XGBoost model, and p(xi) and p̂(xi) are
the stationary mean values of p(xi) and of p̂(xi) soil heavy metal contents at n sites.

2.4.4. Structural Equation Model

The structural equation model (SEM) is a statistical method for analyzing variables
based on their covariance matrix [47]. SEM consists of a structural model and a mea-
surement model. The structural model is used to describe the mathematical relationship
between the source factors and the soil heavy metal elements [48], and the measurement
model is used to quantify the contribution of the source factors to the soil heavy metals. Its
advantages are that it is good at solving the problem of latent variables when dealing with
the source analysis of soil heavy metals and can deal with multiple dependent variables
at the same time. With SEM, the fitting degree of the whole model can be evaluated by
estimating the factor structure and factor relationship [49], and it can be used to efficiently
and quickly reveal the complex relationship between soil heavy metals and source factors.
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In this study, soil heavy metals, vegetation (VEG), terrain (TER), air quality (AQ), and
human activity (HA) were used as latent variables of the SEM, and high driving source
factors based on GD screening were used as measurement variables. In order to ensure
the objectivity of SEM analysis, the importance of source factors in the XGBoost model is
used as the initialization weight of the SEM modeling process. Cronbach’s α and KMO
were used to verify the accuracy of SEM. Cronbach’s α values of heavy metals, VEG, TER,
AQ, and HA as latent variables are 0.615, 0.782, 0.676, 0.631, and 0.720, respectively, and
the KMO values are greater than 0.55, indicating that the data have good reliability and
validity in the modeling process of the structural equation. The SEM model is executed in
IBM SPSS Statistics 26 and IBM Amos 26 software.

3. Results
3.1. Statistical Analysis

The results for the statistical analysis of soil heavy metal contents are shown in Table 1,
and the average concentrations of As, Cd, Cr, Cu, Ni, Pb, and Zn were 22.3 mg kg−1,
0.36 mg kg−1, 122 mg kg−1, 23.0 mg kg−1, 30.1 mg kg−1, 21.8 mg kg−1, and 43.7 mg kg−1,
respectively. The coefficient of variation (CV) of the seven heavy metals is Cd (53%) > Pb
(31%) > Zn (28%) > Cr (25%) > Cu (22%) > As (22%) > Ni (19%), which indicates the large
numerical dispersion of Cd and Pb. Based on the background (BG) values of Shandong
province of China [50], the excessive rates of As, Cd, Cr, Cu, Ni, Pb, and Zn are 100%, 99.1%,
98.2%, 47.8%, 66.4%, 30.1%, and 7.08%, respectively. The statistical results of the numerical
normalization of seven heavy metals are shown in Figure 3. For all heavy metals (except
As and Cr), the values show they are mostly concentrated in the low-value area, and the
numerical structure exhibits a nonstandard distribution. In addition, the mean and median
of all heavy metals are far apart, indicating that the spatial variability of heavy metals is
strong in the study area.

Table 1. Descriptive statistics of soil heavy metals (mg kg−1).

Elements Min Max Mean SD CV (%) BG Excessive
Rate (%)

As 9.78 31.3 22.3 4.79 22 8.60 100
Cd 0.13 0.91 0.36 0.19 53 0.13 99.1
Cr 53.8 197 123 30.3 25 62.0 98.2
Cu 12.7 38.8 23.0 4.98 22 22.6 47.8
Ni 17.8 45.1 30.1 5.64 19 27.1 66.4
Pb 10.4 45.4 21.8 6.67 31 23.6 30.1
Zn 25.7 86.1 43.7 11.8 28 63.3 7.08

Figure 4 presents the numerical distribution of the vegetation index, which conforms
to a normal distribution, and other factors that present left-skewed or right-skewed distribu-
tions. The normalized values of RES, TRA, and FAC indicate aggregation in the low-value
area (0–0.2). This is because POI is mainly distributed in the city, the farmland sample
point is far away from the city, and the corresponding kernel density value is low. The
positive linear relationship between similar source factors was significant (CI–SAVI–NDVI,
FAC–TRA–RES, and SO2–PM2.5), and there is a strong negative linear relationship between
vegetation factor and air quality factor as well as between terrain factor and air quality
factor. The linear relationship between terrain, vegetation, human activity, and other fac-
tors is not obvious. This indicates that there are strong nonlinear characteristics between
different source factors, and inputting these characteristics into different source analysis
models may result in the complexity of soil heavy metal sources (multiple homologous or
homologous sources).
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3.2. Source Apportionment of Heavy Metal in Soil Using the Balance of Evidence Method

In this study, a balance of evidence method is used, including PMF, GD, XGBoost, and
SEM, to analyze the sources of heavy metals in soil. The four source apportionment models
are found to be complementary, but in different aspects. The PMF can be carried out using
a collinearity assessment of soil heavy metals from a statistical perspective. The GD and
XGBoost models quantify the driving effect of each source on soil heavy metals, whereas
the SEM expands on the accumulation path.

3.2.1. Homology Analysis of Soil Heavy Metals

The source apportionment results of soil heavy metals by the PMF model revealed
that the proportions of four pollution source factors are 36.2%, 13.8%, 23.7%, and 26.3%,
respectively. Zn (54.3%) and Cu (33.3%), Cd (57.5%) and Cr (36.1%), and Cd (42.5%) and
Pb (41.9%) had higher contribution rates in Factor 1, Factor 2, and Factor 3, respectively,
while Pb (48.1%), Cr (37.6%), Ni (30.9%), and As (34.8%) had higher contribution rates in
Factor 4 (Figure 5a). The distribution trend of high-concentration heavy metals was similar,
and they are more likely to have the same source (Figure 5b). The industrial source may
be the main source of Zn and Cu in Factor 1 [33]. In Factor 2, Cr could be contributed
by various industrial sources, including a range of mining and metallurgical smelting
and refining processes that can also result in the release of Cd into the air, water, and
soil [51]. Mining and smelting activities also discharge large amounts of dust containing
Cd and Pb [52], resulting in accumulation in the soil (Factor 3). Moreover, phosphoric
fertilizer and pesticides may contain a large amount of As; Pb was usually considered a
sign of transportation; and Ni was influenced by petrochemical and petroleum smelting
(Factor 4) [53].

In addition, the factors derived from the PMF are not necessarily indicative of external
sources but may, to some extent, reflect intrinsic geochemical associations. For example,
Ni, Cr, and As are associated with natural (i.e., lithogenic aluminosilicates) sources, and Fe
and Mn oxides adsorb heavy metals (i.e., Cr, Pb, Cu, Cd, Zn, and Ni) in strongly weathered
soils [54,55]. The results of PMF models in assessing the sources of heavy metals in soil
were quite different, indicating that the subjective source apportionment model has great
uncertainty. These complex uncertainties also indicate that the same heavy metal may
come from multiple input sources, and a variety of heavy metals may also have the same
source. It is necessary to combine the quantitative model to further infer the sources of soil
heavy metals.

3.2.2. Source Driving Effect for Soil Heavy Metals

The highest driving factors from the single-factor detection of the GD model for As,
Cd, Cr, Cu, Ni, Pb, and Zn were CI (0.70), NO2 (0.69), SO2 (0.67), CI (0.61), CI (0.64), CI
(0.72), and NO2 (0.68), respectively (Figure 6a). The driving force of OLW for all heavy
metals also exceeds 0.3. On the whole, air quality and vegetation factors have a higher
degree of total explanation for the spatial heterogeneity of heavy metals, while terrain
factors have the smallest driving force. According to the double-factor co-detection results
of the GD model (Figure 6b–h), the driving forces of the double-factor from the same source
type (i.e., CI–SAVI, CI–NDVI, CAI–SAVI, and CAI–NDVI) for seven heavy metals are all
more than 0.97, much higher than for the single-factor driving contribution. In addition,
the synergistic driving effect of different source types of factors on soil heavy metals was
also high. For example, the driving forces of vegetation (CI, CAI, SAVI, and NDVI) and air
quality factors (PM2.5, PM10, SO2, and NO2) on soil heavy metals were more than 0.92, and
the driving forces of human activity factors (OLW and FAC) and other factors were also
high. The results of double-factor synergistic detection indicated that the spatial variation
of soil heavy metals in the study area was significantly affected by multiple sources, and
the sources had complex mixed input characteristics.
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The prediction accuracies (R2) of the XGBoost model for As, Cd, Cr, Cu, Ni, Pb, and Zn
were 57.88%, 60.26%, 63.45%, 59.82%, 58.63%, 62.28%, and 58.56%, respectively (Figure 7).
The XGBoost model demonstrates good nonlinear fitting performance between source
factors and soil heavy metals and can reflect their nonlinear response relationships. The
importance of source factors exhibited that NO2 was most important for Cr (33%), As
(32%), and Ni (30%), FAC contributed the most to the prediction accuracy of Cu (30%), Cr
(30%), and Zn (29%), and Pb (18.97%) was influenced by SLO. In addition, the percentage
of cumulative importance of source types for seven heavy metals from high to low was air
quality (51%), human activity (25%), vegetation index (14%), and terrain (10%).
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3.2.3. Multi-Source Path Analysis for Soil Heavy Metals

The direct or indirect effects of four sources on heavy metals in soil determined by the
SEM model are presented in Figure 8. The loadings of the observed variables (As, Cd, Cr,
Cu, Ni, Pb, and Zn) on the endogenous latent variables (i.e., soil heavy metals) were 0.54,
0.53, 0.62, 0.87, 0.86, 0.39, and 0.67, respectively. This difference in loading indicates that
there is a homologous or mixed source relationship between soil heavy metals. The direct
effect coefficients of exogenous latent variables (i.e., topography, vegetation, air quality,
and human activity) on heavy metals were 0.19, 0.15, 0.65, and 0.57, respectively (Figure 8),
suggesting that air quality and human activities have a significant direct input effect on the
accumulation of heavy metals in farmland soil in the study area.

The largest loading factors of human activity, air quality, topography, and vegetation
sources were OLW (0.98), NO2 (0.92), REF (0.77), and NDVI (0.91), respectively, which
are indicative of their significant indirect effects on soil heavy metal accumulation. Air
quality had a negative correlation with terrain (−0.35) and vegetation (−0.15), while human
activity was positively correlated with terrain (0.09), vegetation (0.12), and air quality (0.14).
Furthermore, the highest path effect (0.091) was from human activity to air quality to
soil heavy metals, indicating that the coupling of human activity and air quality had a
significant indirect effect on the accumulation of soil heavy metals.
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4. Discussion
4.1. Response Relationship between Sources and Soil Heavy Metals

The PMF, GD, XGBoost, and SEM results have incomplete consistency, which is
caused by the differences in model mechanisms. The PMF is essentially a linear matrix
calculation of multiple heavy metals, and it has uncertainty when the potential sources
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have similar characteristic elements [19]. Moreover, characterizing the potential sources
of PMF for each heavy metal is still based on experiential knowledge [56]. This is because
the mechanism of PMF suffers from one key shortcoming, namely the assumption that the
total content of heavy metals is intrinsically equal to the sum of the contributions from all
individual sources [57–59]. There are complementary models among quantitative source
apportionment models. Many studies have found that machine learning models (SVM,
RF, XGBoost, etc.) are able to accurately reflect the driving effect of a single source on
the accumulation of heavy metals in soil [22,23,60,61]. However, they cannot quantify the
synergistic importance of multiple factors. Although the GD model was able to analyze
the contribution of double-factor synergy to the accumulation of soil heavy metals [62], it
cannot obtain the interaction path relationship among source factors. Then the SEM model
quantifies the path synergy contribution of multiple source factors for soil heavy metals.
Based on the above analysis, although we used four models to analyze the input sources
of soil heavy metals, the combination of XGBoost and SEM is the clearest expression of a
coherent source apportionment rather than keeping all four models, which can be simpler
and more efficient for application in future studies.

The results of quantitative source apportionment of soil heavy metals by GD, XGBoost,
and SEM models were similar. The sources that contributed the most to As, Cd, Cr, Cu, Ni,
Pb, and Zn were CI and NO2, NO2 and SO2, SO2 and NO2, CI and FAC, CI and NO2, CI and
SLO, and NO2 and FAC, respectively. CI is an effective indicator of soil texture and parent
material. Similar studies have shown that the accumulation of As, Cu, Ni, and Pb in soil is
largely affected by the natural background [63–65], and its enrichment in soil is also related
to the overall topography of the study area and rivers [17]. The study area was located in
the coastal delta, with rich vegetation diversity and serious soil salinization [66,67]; that
is, the high soil pH environment will inhibit the migration and transformation of heavy
metals. Hence, an important reason for the accumulation of As, Cu, Ni, and Pb in the study
area may be the dominant input from natural sources.

However, the results of quantitative source apportionment also indicate that NO2 and
SO2 greatly contribute to soil heavy metals in the study area. On the one hand, NO2 and
SO2 enter the soil through acid deposition and release heavy metal ions by changing the
acid-base environment of the soil, thereby affecting the total content of heavy metals in the
soil [68,69]. Some studies have shown that heavy metals are soluble in acidic environments,
have higher mobility, and can enter groundwater through media infiltration [70,71]. When
the soil pH is alkaline, most of the heavy metals exist in the form of low-solubility salt,
and the mobility of heavy metals is low, resulting in the enrichment of heavy metals in
the soil [72,73]. On the other hand, some studies have shown that heavy metals in traffic,
industrial emissions, and coal combustion are highly correlated with NO2 and SO2 [74,75],
which indirectly affect the accumulation of heavy metals through precipitation into the
soil. As PM2.5 enters the soil by atmospheric deposition, the heavy metals and ions it
carries will also cause changes to the original pattern of heavy metal accumulation [76–78].
There are some studies showing that particulate matter (PM), SO2, and NO2 are highly
correlated with heavy metals from industrial emissions [19,26,74,79]. This was identified
as one of the key reasons for the input of As, Cu, and Ni by some sources of human
activity. Additionally, unreasonable agricultural activities [33] may also play a role in the
accumulation and pollution of heavy metals in the soil [80].

However, according to the highest path effect of the SEM model (i.e., human activity
–air quality–soil heavy metals (HA–AQ–HMs)), human activities impact the accumulation
of soil heavy metals (i.e., As, Cd, Cr, Ni, and Zn) in the study area by promoting air
quality pollution. In other words, there is a continuous source of heavy metals deposited
in the study area, and we speculate that these sources are oil exploitation and smelting
activities. Many studies have found that Cd and Zn are mainly enriched in industrial
and mining activities [53,81–83]. Under the influence of the local prevailing wind, dust
produced by industrial activities is deposited in the surface soil through atmospheric
deposition [84]. The study area was located in China’s important petrochemical industry
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base (i.e., Shengli Oilfield). The heavy metals emitted during oil exploitation and smelting
enter the atmosphere and are then input into the soil through precipitation, atmospheric
deposition, etc. This cycle path continues to promote the migration and accumulation of
heavy metals in farmland soil in the study area.

4.2. Limitations and Implications

In this work, a variety of methods and source variables have been used to analyze
the source of heavy metals in farmland soil. However, there are some limitations and
implications for future research that still need to be considered. Firstly, the comprehensive
and three-dimensional source apportionment of farmland soil should be focused. The
influence of soil thickness on heavy metals was considered in soil sampling. Generally
speaking, the shallow soil (0–10 cm) of farmland is most affected by human activities.
When samples are too deep, the trace element signals are diluted by cleaner material
from underneath. Then, more advanced determination methods for soil heavy metal
content should be introduced. For example, use a ‘pseudo-total’ strong acid digestion
(e.g., 4 M nitric acid) for trace element determinations. The traditional determination
method (through which HF dissolves the silicate minerals) exhibited a large signal from
the naturally occurring trace elements that are locked up inside resistant minerals and are
not available to the environment. This method gets less of a signal from the anthropogenic
components. The usual approach for contaminated land work is ‘pseudo-total’ or strong
acid digestion, which focuses on the material that can be extracted without dissolving all of
the silicate minerals. In future work, we could run both HF digestion and pseudo total to
see if there is a difference.

Thirdly, more trace elements (i.e., Fe, Me, Ca, Na, etc.) and source variables (i.e.,
fertilizer, pesticide, total organic carbon, total P, total N, etc.) should be added. Land under
farming is subject to a range of direct soil amendments, including fertilizers, manures, and
pesticides. In some cases, these are the main sources of soil heavy metals. In particular,
Fe and Mn are important soil elements that control the adsorption of other elements, and
total organic carbon (TOC) is also important as a controlling phase; total P is an element
that provides an indication of phosphate fertilizer addition (which relates to a source of
Cd), and both P and total N or nitrate give an idea about the anthropogenic additions
through farming. These sources may cause some uncertainties in the source allocation and
quantification of soil heavy metals. However, quantitative fertilization and pesticide data
are difficult to obtain. For example, in the statistical yearbook of Dongying City in 2020
(Supplementary file) (http://dystjj.dongying.gov.cn/index.html, (accessed on 15 October
2021)), the amount of fertilizer applied in the whole region is only one value, and it is
difficult to distinguish the difference in the amount of fertilizer applied in each sample
point. Moreover, heavy metals produced by agricultural activities such as fertilizers or
pesticides usually require accurate pot or field experiments (Table S3) [85–89], which is a
challenge for data-hungry nonlinear model source apportionment of regional-scale soil
heavy metals. Finally, more scenario simulations and model sensitivity analyses should
be explored. For example, run some model sensitivity analyses by adding and removing
some of the key source and receptor components (i.e., with or without Fe and Me) to
test what overall effect their presence or absence has on the outcome. More interesting
results may be obtained in this case if the analysis had included an anthropogenic farming
source (fertilizer, manure, and agrichemical additions) or if the trace element suite had
been extended to include major elements and controlling trace elements.

5. Conclusions

In this study, the PMF, GD, XGBoost, and SEM models were integrated to analyze the
source of heavy metals in the farmland soil of a coastal delta. The PMF results indicate
that heavy metals have the same source, and the same heavy metals also have a mixed
source. Upon further combining these with GD, XGBoost, and SEM, it was found that
air quality (SO2 and NO2) and human activity (FAC) have the highest impact on Cd, Cr,
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and Zn. Natural sources (SLO) were the main input sources of Pb, while As, Cu, and Ni
were elevated by a combination of vegetation (CI and CAI) and human activity (FAC).
The results show that a balance of evidence approach can provide a more reasonable and
comprehensive assessment of the linear-nonlinear relationship between sources and soil
heavy metals. The accumulation of heavy metal content in soil is indirectly affected by the
coupling of multiple sources. In other words, the heavy metals discharged from long-term
oil exploitation and smelting in the study area enter the atmosphere and are then input into
the soil through precipitation, atmospheric deposition, and other ways. It is essential to
strengthen emissions control for the sources (i.e., mining and smelting) of heavy metals
so the migration and accumulation pathways of heavy metals in farmland soils in the
study area can be effectively truncated. Different models of source apportionment have
various response mechanisms for soil heavy metals, and the accumulation of heavy metals
in soil also has time properties. It is necessary to combine multiple source apportionment
models and more source factors with fine time series in future studies and to analyze the
accumulation and migration characteristics of time and space for soil heavy metals so as to
support the high-quality development of agriculture and early warning systems for soil
ecological health in coastal delta regions.

Supplementary Materials: The following supporting information can be downloaded at: https:
//www.mdpi.com/article/10.3390/jmse11051069/s1. Figure S1. 40 air quality monitoring stations
in the Dongying city. Table S1. The results for the GSS-1 standard soil sample and a blank sample.
Table S2. Vegetation indices derived from Landsat 8 OLI image. Table S3. Studies on farming practices
for soil heavy metals.
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