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Abstract: The principles of sustainable agriculture in the 21st century are based on the preservation of
basic natural resources and environmental protection, which is achieved through a multidisciplinary
approach in obtaining solutions and applying information technologies. Prediction models of
bioavailability of trace elements (TEs) represent the basis for the development of machine learning
and artificial intelligence in digital agriculture. Since the bioavailability of TEs is influenced by the
physicochemical properties of the soil, which are characteristic of the soil type, in order to obtain
more reliable prediction models in this study, the testing set from the previous study was grouped
based on the soil type. The aim of this study was to examine the possibility of improvement in the
prediction of bioavailability of TEs by using a different strategy of model development. After the
training set was grouped based on the criteria for the new model development, the developed basic
models were compared to the basic models from the previous study. The second step was to develop
models based on the soil type (for the eight most common soil types in the Republic of Serbia—RS)
and to compare their reliability to the basic models. From the total number of developed models by
soil type (80), 75% were accepted as statistically reliable for predicting the bioavailability of TEs by
soil type and 70% of prediction models had a higher determination coefficient (R?), compared to the
basic models. For the Fluvisol soil type, all prediction models were accepted, while the least reliable
prediction was for the Planosol type. As in the previous study of bioavailability prediction for TEs,
the prediction models for Cu stood out, with more than half of the models with R? greater than 0.90.
Results of this study indicated that the formation of a testing set by soil type derives models whose
predictions are more reliable than the basic ones. To improve the performance of prediction models,
it is necessary to include additional physicochemical parameters and to conduct an adequate analysis
of extensive testing sets with more comprehensive statistical techniques.
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1. Introduction

Natural resources of trace elements (TEs) in the environment consist of stone and
soil [1], where the soil has the main role in the control of their bio-presence [2]. Inter-
national legislation, as well as the guidelines for soil quality, are usually based on the
total concentration of the trace elements [3-5], apart from in individual countries such as
the Netherlands [6], Belgium, Slovakia [7], the United Kingdom [8] and the Republic of
Serbia [9], in whose regulations it is stated that the maximum amount of TEs in the soil are
modified in relation to specific soil parameters (pH levels, soil organic matter (SOM), clay
and texture class). The general opinion is that the contemporary approach to evaluating
the quality of soil and the level of risk to human health based on the total amount of TEs is
inadequate and insufficient [10,11]. This opinion is justified by the fact that only the soluble
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and mobile fraction of TEs can enter the food chain through adsorption by plants [12].
TEs in soil must be mobile before they can become bioavailable to plants and other soil
biota [13]. Bioavailable concentrations of heavy metals in soil are significantly lower in
comparison to the total concentrations and depend on the soil properties and the heavy
metal [12-16].

Bioavailability of TEs has a double effect on cultivated plant species, negative in case
of the uptake of non-essential and essential TEs in concentrations that are phytotoxic,
and desirable in the case of the intake of required amounts of essential TEs [17]. These
facts indicate that modeling of TEs” bioavailability can be used in assessing the risk of
contaminated soil exploitation, as well as in assessing the excess or deficit of essential
TEs [18]. Based on bioavailability, it is possible to conduct a risk assessment, and predict
the transport, fate and potential environmental impact of TEs [19]. Thus, the information
obtained by applying prediction models for the bioavailability of TEs is an important tool
that can be used in good agricultural practice and environmental protection.

The burdens on environmental science and engineering regarding cost, workforce,
space requirements and time consumption could potentially be reduced by prediction mod-
els [20]. The synergy of agricultural practice, science and computer technologies through
machine learning and artificial intelligence (AI) forms highly predictive mathematical
models that are based on patterns and structures hidden in large and high-dimensional
data sets [21]. One of the statistical techniques used in the formation of prediction models
for machine learning and Al is multiple linear regression [20-24]. Freundlich’s model
is obtained by applying multiple linear regression, which makes it one of the potential
models that can be used for artificial intelligence and machine learning. Models formed
based on the Freundlich equation (or Freundlich models) were used to predict the sorption
of TEs in soil [23-29], the bioavailability of TEs [30-35], and the bioaccumulation of TEs in
plants [12,36—40].

Predictive factors that influence the above mentioned processes in the soil and the
soil-plant system, such as the numerous physical and chemical properties of the soil and
the mechanisms of the adoption of TEs by the plants, are used to form the training set. The
physical and chemical properties include the content of clay fraction, organic matter (total
SOM and/or water-soluble DOM), cation exchange capacity (CEC), total DTPA, EDTA,
soluble and water-soluble forms of TEs, iron/manganese/aluminum oxide, pH, texture
class, liquid—solid ratio for TEs and chemical speciation TEs [13,18,23,24,36,41-44], and
have been used in prediction models by many authors [18,40,45-57]. The most commonly
used quantitative prediction variables are pH, SOM and total content of TEs [36,58]. The
model development in our previous study [31] included pH, clay, organic matter, and
pseudo-total forms of TEs extracted by aqua regia (TEaR) as parameters for predicting the
content of bioavailable forms of TEs:

log (TEptpa) = A + b*pH + c*log(SOM) + d*log(Clay) + e*log(TEaR). D

A study by Dini¢ et al. [31] concluded that, in order to obtain more reliable prediction
models, it is desirable to divide the tested dataset based on the chemical and physical
parameters of soil (pH values, types of SOM, carbonate content) or by the type and manner
of soil use, which is consistent with research by other authors [18,53-55,59,60]. The bioavail-
ability of TEs is also influenced by the type of soil [2,10], and since the physicochemical
properties are specific to each soil type due to the pronounced pedogenetic diversity, it is
necessary to predict the bioavailability of TEs individually for each soil type.

The type and composition of soil significantly affect the retention of TEs, which is more
pronounced in soils with a higher proportion of fine particles. This property is associated with
the high reactivity of fine particles that contain minerals of clay, iron/manganese/aluminum
oxide and humic acid [61]. The sorption strength of TEs is characteristic of soil type [62], since
the processes of sorption and bioavailability of TEs are influenced by soil mineral composition,
iron/manganese/aluminum oxide and hydroxides, silicates, phosphates, carbonates, soil and
humic acids, and organic colloids [44,61,63]. Depending on the mentioned physicochemical
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properties and processes in the soil, the mobility of TEs can vary greatly in different soil
types [15,64].

The aim of this study was to examine the influence of soil type on the reliability of the
prediction model for the bioavailability of TEs. The initial hypothesis is that the separation
into subgroups of the tested data set by soil type will provide more reliable prediction
models for individual trace elements, via the selection of soil predictive parameters with
the greatest impact on the bioavailability of TEs for each soil type. To confirm the initial
hypothesis, a tested set of data from our previous study [31] was used to form a model for
the most common soil types in the territory of RS.

2. Material and Methods

According to its geographical location and natural characteristics, the Republic of
Serbia (RS) is a Central European, Balkan, Pannonian and Danubian country [65]. The soil
cover of RS is not large in area but is significant for the variety of its systematic units, which
arose as a result of the diversity of conditions of origin and development of the soil [66].
Of the total area of the RS, agricultural soil occupies 65.2% [67]. The most common soil
types by area occupied in relation to the total number of soil types in RS are Chernozem
(17.68%), Cambisol (27.99%), Fluvisol (7.57%), Gleysol (6.25%), Regosol (2.18%), Planosol
5.54%), Arenosol (0.72%) and Vertisol (8.32%) [65].

Samples of disturbed soil were collected from agricultural soil of the Republic of Serbia
in the period 2010-2018. Each composite sample consisted of 20-25 individual samples,
which were sampled by a gouge auger from a 30 cm depth. Sampling locations covered by
model 1 were the Municipality of Veliko Gradiste, Mac¢va and Toplica districts and sections
of the E75 Highway through RS from Belgrade to Presevo, while for the model 2, locations
from sections of the E75 Highway through RS from Belgrade to PreSevo were excluded
from the total sample number (Figure 1). The total area covered by this research was
6345 km?, of which 54.8% was agricultural soil (obtained from the Corine Land Cover data
set) [68]. Preparation of samples and physicochemical analysis of the soil were conducted
and comprehensively described in the previous study [31].

2.1. Statistical Analysis

For the purposes of this research and the development of prediction models by soil
type, a total of 240 samples from our previous study [31] were grouped in order to provide
a testing set of a minimum of 10 samples for each soil type. The research was conducted
on RS agricultural soil. Soil types were determined based on the RS pedological map [69]
and national classification [70], and the harmonization of the soil type with the World
Reference Base (WRB) classification was carried out based on KneZevi¢ et al. [71]. Based on
the WRB classification, eight types of soil that were the subject of research were singled
out: Chernozem (CH), Cambisol (CM), Fluvisol (FL), Gleysol (GL), Regosol (RG), Planosol
(PL), Arenosol (AR) and Vertisol (VR).

Prediction models are formed based on the Freundlich’s model:

log(vi) = Bo + B1log(x1i) + B2 log(x2i) + B3 log(xai) + Ba log(xai) + &; ()

To examine the dependence of the content of bioavailable trace elements extracted by
buffered DTPA-TEpTpa (Vi) solution, the following independent variables were used: pH (x1),
soil organic matter (SOM) (x2), clay (x3) and soil TEaR (x4). The values of all independent
variables except pH were logarithmic. Multiple linear regression was used to model the
dependence of the content of bioavailable elements on independent variables (pH, SOM, clay
and TEAR). The reliability of the prediction model was evaluated based on the determination
coefficient value (R?). All tests were conducted at a significance level of 0.05. Models that did
not reach statistical significance cannot be used for the purpose of predicting the content of
bioavailable amounts of TEs from the examined independent variables.

IBM SPSS Statistics 25 statistical software, Armonk, NY, USA, was used to calculate the
parameters of descriptive statistics and evaluate the multiple linear regression model.
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2.2. Model Formation

From the total number of samples, two prediction models have been formed, whose
pH, SOM, clay fraction and TEaR are the independent variables. Model 1 was performed
on 213 samples and the value obtained in 1M KCl suspension was used as an independent
variable for pH. Model 2 was performed on 177 samples and the value obtained for pH
of water suspension was used as an independent variable for pH. The reliability of these
models was compared to the models from previous study, which is shown in Table 5. To
examine the influence of soil type on the bioavailability of TEs, 10 prediction models were
formed for each element, for both pH extractions, and for pH in 1M KCl suspension (model
3,5,7,9,11) and water suspension (model 4, 6,8,10,12), shown in Figure 2 and Tables 6-15.

Location of soil samples |
WRB
1 CHERNOZEM
(> CAMBISOL
/v FLUVISOL
GLEYSOL
REGOSOL
PLANOSOL
ARENOSOL
VERTISOL

<

X %

Figure 1. Soil sampling locations with soil type in the Republic of Serbia.
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Figure 2. Schematic diagram of strategy for forming prediction models by soil types. CH-Chernozem; CM-Cambisol;
FL-Fluvisol; GL-Gleysol; RG-Regosol; PL-Planosol; AR-Arenosol; VR-Vertisol.

3. Results and Discussion

3.1. Physicochemical Characteristics of Soil

According to the results obtained for pH value, SOM and clay fraction, the soils
covered by this research range from strongly acidic to alkaline reaction, low to extremely
high SOM content and very low to high clay content.
Out of 213 soil samples (model 1), 84% of soil samples had an acid reaction (pH in
KCl), 44% of samples a high to extremely high SOM content and 69% medium and high
content of clay fraction [72], as shown in Table 1. Out of 177 samples (model 2), 41% of
samples have high to extremely high SOM content and 79% have medium and high content
of clay fraction.

Table 1. Descriptive statistics of the physicochemical properties of the soil samples tested: Minimum, Maximum, Mean, Median and N

(number of soil samples tested) for model 1 and 2.

1 .
Parameters ~ Minimum Maximum Mean Median N Minimum Maximum Mean Median N M‘I;;u/e}shzgh
Model 1 Model 2

pH 3.60 7.40 5.26 4.90 213 4.50 8.30 6.12 5.80 177

SOM% 1.11 8.74 3.20 291 213 1.51 8.34 3.20 2.84 177

Clay% 5.60 56.4 28.3 29.2 213 6.30 56.4 30 30 177

Aqua regia—Extractable TE (mg kg~ 1)
Mn 201 1667 614 589 213 201 1667 606 580 177 /
Ni 20.5 194 41 317 213 205 102 36.7 31.1 177 50
Pb 4.35 128 23 14.5 213 4.35 93 16.5 13.6 177 100
Zn 17.7 160 60.9 52.8 213 17.7 136 55.8 49.7 177 300
Cu 5.52 120 22.8 18.4 213 5.52 100 21.2 16.6 177 100
DTPA—Extractable TE (mg kg’l)

Mn 5.60 232 30.4 28.3 213 5.60 232 29.3 28.1 177 13
Ni 0.11 9.31 2.12 1.86 213 0.11 6.34 1.97 1.85 177 /
Pb 1.33 14.2 2.32 1.74 213 0.33 8.2 1.94 1.65 177 /
Zn 0.24 85.9 1.72 0.82 213 0.24 10.6 1.02 0.75 177 3
Cu 0.50 30.2 3.15 2.35 213 0.50 30.2 3.08 2.22 177 13

I Maximum permittable limits (MPL) for TEs extracted by aqua regia (TEaR), according to Official Gazette of Republic of Serbia [73]; 2 High

values for TEprpa, according to Barrett et al. [74].
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TEAR values above maximum permittable limits (MPL) (prescribed by the regulations
of the Republic of Serbia) [73] were obtained for 39 samples for Ni content, 5 samples for Pb
and for 2 samples for Cu content (model 1). Based on the classification of Barrett et al. [74]
for TEptpa, 177 samples had high values of bioavailable Mn, 18 samples of bioavailable
Zn, and 198 samples of bioavailable Cu.

In accordance with less tested samples in model 2, fewer samples had TEar values
above MPL (24 samples for Ni content and 1 sample for Cu content) and high TEptpa values
(143 samples for bioavailable Mn content, 8 samples for bioavailable Zn and 164 samples
for bioavailable Cu).

3.2. Physicochemical Characteristics by Soil Type

For a clearer insight into the values of basic physicochemical parameters by soil type
whose impact on the bioavailability of TEs was examined by prediction models 3-12, the
results are shown in Table 2.

Table 2. Descriptive statistics for the basic physicochemical properties of the soil samples tested by type of soil: Minimum, Maximum,

Mean, Median, N (number of soil samples tested) and P (percentage of the soil type in the sample) for model 3-12.

Soil Type Parameters Minimum Maximum Mean Median N/P Minimum Maximum Mean Median N/P
Model for pH in KCl Model for pH in Water

pH 4.00 7.35 5.84 5.73 5.10 8.30 6.85 6.75

Chernozem SOM% 243 5.64 3.72 3.67 24/11.3 2.69 4.75 3.68 3.68 18/10.2
Clay% 15.7 50.0 28.5 30.0 23.6 36.4 30.2 30.6
pH 3.60 7.05 4.84 4.65 4.70 8.00 5.82 5.60

Cambisol SOM% 1.51 8.74 2.99 2.70 101/47.4 1.51 5.66 2.82 2.70 91/51.4
Clay% 8.90 47.6 29.3 29.7 14.2 47.6 30.4 30.2
pH 420 7.30 6.02 6.20 5.40 8.20 7.06 7.30

Fluvisol SOM% 1.11 6.01 3.09 3.00 21/9.9 2.30 529 3.26 3.16 11/6.2
Clay% 5.60 47.3 224 20.8 16.8 47.3 29.1 239
pH 4.25 7.40 5.14 4.70 5.10 8.25 6.14 5.73

Gleysol SOM% 1.51 8.34 4.03 3.92 10/4.7 1.51 8.34 4.03 3.92 10/5.6
Clay% 6.30 48.9 33.0 35.1 6.30 489 33.0 35.1
pH 4.25 7.10 5.01 453 5.20 8.15 5.99 5.65

Regosol SOM% 2.19 4.33 3.04 2.99 12/5.6 2.19 433 3.04 2.99 12/6.8
Clay% 16.2 44.0 26.7 24.6 16.2 44.0 26.7 24.6
pH 3.80 7.00 5.53 5.64 4.50 7.60 6.56 6.70

Planosol SOM% 2.09 6.04 3.46 3.03 10/4.7 2.09 6.04 3.46 3.03 10/5.6
Clay% 22.0 33.6 27.4 28.6 22.0 33.6 27.4 28.6
pH 420 7.15 5.29 4.88 5.20 8.20 6.22 5.75

Arenosol SOM% 2.06 3.95 2.75 2.53 12/5.6 2.06 3.95 2.75 2.53 12/6.8
Clay% 8.90 32.2 15.8 144 8.90 322 15.8 144
pH 420 7.10 5.86 5.80 5.20 8.20 6.81 6.91

Vertisol SOM% 1.57 7.20 3.53 3.32 23/10.8 227 4.90 3.36 3.32 13/7.3
Clay% 8.10 56.4 34.8 41.2 25.8 56.4 43.2 43.0

The acid soil reaction was determined for the following soil types: CM (97%), RG
(83%), GL and PL (80%), AR (75%), VR (74%), CH (71%) and FL (57%). Soil types with high
to very high SOM content in the largest number of samples had GL (80%), CH (79%), and
VR (61%), while in other types a significantly smaller number of samples (PL50%, RG 50%,
FL 48%, CM 29% and AR 25%). According to the number of samples with a medium and
high content of clay fraction, CM (83%), GL (80%), CH (75%), VR (74%), PL (60%) and RG
(50%) and FL (29%) were singled out, respectively, while the number of samples in type
AR (8%) is significantly smaller, which is characteristic of this soil type. For the formation
of prediction models by soil types for pH in water (model 4,6,8,10,12) for types GL, RG,
PL and AR, the same number of samples was used as for models by soil types for pH in
KCl-in (3,5,7,9,11), so that the percentage of samples with high to extremely high content
of organic matter and medium and high content of clay fraction was the same. Soil types
CH, CM and FL had a high to extremely high SOM content at a higher percentage of the
samples, compared to the pH models in KCI, while medium and high clay fraction content
at a higher volume of samples was also shown for VR soil type.

The values of the examined basic physical and chemical parameters of the samples
for soil types included in this study are within the values for the given soil types in the
territory of RS obtained in previous studies [75-78].
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3.3. Prediction Models

In order to predict the impact of predictive parameters and soil type more accurately on
the bioavailability of TEs, based on multiple linear regression we formed two basic models
(pH in KCI and water suspension) and models by soil type (also for both suspensions pH
values), whose determination coefficients (R?) were compared. Regression coefficients
that reached statistical significance at the level of 5% are indicated with * in the tables
(Tables 3,4 and 6-15).

Table 3. Prediction model 1.

Estimated Regression Model for TEptpa R? N
log(TEptpa Mn) = —1.64 — 0.08log(pH) * — 0.0310og(SOM) — 0.191og(Clay) * + 1.35log(TEar Mn) * 0.48 213
log(TEptpa Ni) = —0.71 — 0.12log(pH) * + 0.0910g(SOM) + 0.21log(Clay) + 0.791og(TEar Ni) * 0.24 213
log(TEptpa Pb) = —0.62 — 0.02log(pH) + 0.0110g(SOM) + 0.0910g(Clay) + 0.691og(TEaR Pb) * 0.52 213
log(TEpTpa Zn) = —1.93 + 0.01log(pH) + 0.33log(SOM) * — 0.63log(Clay) * + 1.46log(TEsR Zn) * 0.48 213
log(TEptpa Cu) = —0.61 — 0.06log(pH) * — 0.11log(SOM) — 0.03log(Clay) + 1.10log(TEsg Cu) * 0.72 213

* Regression coefficient that reached statistical significance at the level of 5%.

Table 4. Prediction model 2.

Estimated Regression Model for TEptpa R? N
log(TEptpa Mn) = —1.69 — 0.07log(pH) * — 0.42log(SOM) * + 0.23log(Clay) * + 1.23log(TEAR Mn) 0.56 177
log(TEptpa Ni) = —1.46 — 0.09log(pH) * — 0.45l0g(SOM) * + 1.10log(Clay) * + 0.53log(TEsr Ni) * 0.41 177
log(TEptpa Pb) = —0.88 — 0.02log(pH) * + 0.14log(SOM) + 0.02log(Clay) + 0.96log(TE R Pb) * 0.76 177
log(TEpTpa Zn) = —1.93 + 0.01log(pH) + 0.16log(SOM) — 0.75log(Clay) * + 1.64log(TEaAR Zn) * 0.36 177
log(TEptpa Cu) = —0.76 — 0.05log(pH) * — 0.22log(SOM) * + 0.02log(Clay) + 1.22log(TEsr Cu) * 0.83 177

* Regression coefficient that reached statistical significance at the level of 5%.

The reliability of the basic prediction models (R?), as well as the influence of the
examined parameters on bioavailability, are shown in Table 3 (Model 1 for pH value in 1M
KCl suspension) and Table 4 (Model 2 for pH in water suspension).

The obtained coefficients of determination for all tested TEs ranged from 0.24 to 0.72
(model 1) and from 0.36 to 0.83 (model 2). The most reliable prediction model for both
models was for Cu (R? = 0.72 and R? = 0.83). A more reliable prediction model for all TEs,
except for Zn, proved to be model 2 (pH in water suspension).

Comparison of Model Reliability from this and Previous Study

The reliability of prediction model 1 from this study was lower for all TEs, except for
Zn, while for model 2 it was lower for Pb, Zn and Cu, and higher for Mn and Ni (Table 5).
In addition to the difference in the values for the reliability of prediction models, in some
models, for certain TEs, a different statistically significant influence of the examined soil
parameters on the bioavailability of TEs was obtained. Unlike the models obtained in our
previous study [31], in model 1 clay had no statistically significant effect on Ni bioavailabil-
ity, pH had no significance on Pb bioavailability, while SOM statistically significant affected
Zn bioavailability and did not affect Cu bioavailability. For prediction model 2, a change in
the statistical significance of the influence of the examined parameters on the bioavailability
of TEs was obtained for Mn, Ni and Pb. Soil organic matter had a statistically significant
effect on the bioavailability of Mn and Ni, while for Pb it had no significance, in contrast
to the prediction model from the previous study [31]. Clay had no statistically significant
effect on bioavailability of Mn. In general, bioavailability was affected by all examined
predictive soil parameters, but TEor was a mutual variable for all elements and models
from this and previous studies.



Agronomy 2021, 11, 141

8 0of 20

Table 5. Reliability of prediction models expressed by the coefficient of determination (R?) for TEs from this and previous study.

3 RZ 5 RZ
' R? *R? Prediction Model *R? Prediction Model
Prediction Model Prediction Model rediction ode Prediction Model rediction ocde

TEs . . from the Previous A from the Previous

from this Study from the Previous Study Study from this Study Study
(Model 1) (Model 1) [31] (Model 2) [31] (Model 2) (Model 3) [31]
Prediction models based on the pH value in KCl Prediction models based on the pH value in H,O

Mn 0.481 0.50 2 0.543 0.56 4 0.54°
Ni 0.241 0.252 0.383 0414 0.38°
Pb 0.521 0.602 0.833 0.76 4 0.83°
Zn 0.481 0472 0413 0.364 0.41°
Cu 0.721 0.76 2 0.853 0.834 0.85°

1 The coefficient of determination of the prediction model from this study based on the pH value in KCI for 213 samples; 2 Coefficient of
determination of the prediction model from the previous study based on the pH value in KCI for 240 samples; 3 Coefficient of determination
of the prediction model from the previous study based on the pH value in KCl for 204 samples; * Coefficient of determination of the
prediction model from this study based on pH value in H,O for 177 samples; 3 Coefficient of determination of the prediction model from
the previous study based on pH value in H,O for 204 samples.

3.4. Prediction Models by Soil Type
3.4.1. Manganese

Prediction models for Mn by soil type are presented in Tables 6 and 7. Models for soil
type AR and VR (model 3) and AR (model 4) did not reach statistical significance for the
examined parameters and were therefore rejected. Of the accepted models, the reliability
by soil type for model 3 ranged from 0.33 to 0.89 and from 0.32 to 0.91 for model 4. In model
3 for CM, the prediction model had less reliability compared to model 1, while model 4
had lower reliability than model 2 for CM, FL and RG. The most reliable model for Mn
by soil type was obtained for GL (models 3 and 4). Observing the statistical significance
of the examined parameters on the bioavailability of Mn by soil type in relation to the
basic model (model 1), there was a change for the influence of pH value in CM and RG.
Unlike model 1, in model 3 clay had no statistically significant effect on the bioavailability
of Mn. Pseudo-total forms of TEs in PL had no statistically significant effect. Compared to
model 2, in prediction model 4 the pH value did not affect the bioavailability of Mn for the
following soil types: CM, FL and RG. Unlike model 2, SOM had no statistically significant
effect on the bioavailability of Mn by soil type, in all soil types except CM. The influence
of clay on the bioavailability of Mn differed from model 2, as well as the SOM, except for
CM and GL. The pseudo-total forms of TEs in CH, PL and VR did not have a statistically
significant effect on mobility, unlike in model 2.

Table 6. Prediction model 3.

Soil Type

Estimated Regression Model for TEprpa R? N

Chernozem
Cambisol
Fluvisol
Gleysol
Regosol
Planosol
Arenosol
Vertisol

log(TEptpa Mn) = —0.84 — 0.191log(pH) * — 0.34log(SOM) — 0.38log(Clay) + 1.45log(TEagr Mn) *  0.61 24
log(TEptpa Mn) = —1.70 — 0.02log(pH) + 0.20log(SOM) — 0.15log(Clay) + 1.22log(TEAr Mn) * 033 101
log(TEptpa Mn) = —3.70 — 0.14log(pH) * — 0.03log(SOM) — 0.10log(Clay) + 2.13log(TEAg Mn) *  0.54 21
log(TEpTpa Mn) = —6.48 + 0.16log(pH) * + 0.23log(SOM) — 0.46log(Clay) + 2.77log(TEagr Mn) *  0.89 10
log(TEpTpa Mn) = —7.97 — 0.04log(pH) + 0.60log(SOM) — 0.391og(Clay) + 3.65log(TEAr Mn) * 0.50 12
log(TEptpa Mn) = —3.35 — 0.21log(pH) * + 0.18log(SOM) + 1.130log(Clay) + 1.44log(TEAr Mn) 0.66 10
log(TEpTtpa Mn) = —1.77 — 0.091og(pH) + 0.06log(SOM) — 0.34log(Clay) + 1.48log(TEAr Mn) 0.50 12
log(TEpTpa Mn) = —0.07 — 0.07log(pH) — 0.30log(SOM) — 0.25log(Clay) + 0.90log(TEAR Mn) 0.30 23

* Regression coefficient that reached statistical significance at the level of 5%.
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Table 7. Prediction model 4.
Soil Type Estimated Regression Model for TEptpa R? N
Chernozem log(TEptpa Mn) = —0.29 — 0.21log(pH) * — 0.72log(SOM) + 1.16log(Clay) + 0.63log(TEAR Mn) 0.86 18
Cambisol iog(TEDTpA Mn) = —2.62 — 0.012log(pH) — 0.36log(SOM) * + 0.51log(Clay) * + 1.28log(TEsg Mn) 041 91
Fluvisol log(TEptpa Mn) = —4.56 — 0.091og(pH) — 0.74log(SOM) + 0.24log(Clay) + 2.33log(TEAr Mn) * 0.32 11
Gleysol log(TEptpa Mn) = —6.46 + 0.16log(pH) * + 0.311log(SOM) — 0.51log(Clay) * + 2.72log(TEagr Mn) * 091 10
Regosol log(TEpTtpa Mn) = —7.84 — 0.05log(pH) + 0.511log(SOM) — 0.32log(Clay) + 3.60log(TEAr Mn) * 0.50 12
Planosol log(TEptpa Mn) = —2.42 — 0.21log(pH) * — 0.01log(SOM) + 0.92log(Clay) + 1.34log(TEAR Mn) 0.72 10
Arenosol log(TEpTpa Mn) = —1.84 — 0.091og(pH) + 0.13log(SOM) — 0.36log(Clay) + 1.54log(TEAr Mn) 0.49 12
Vertisol log(TEpTpa Mn) = —0.48 — 0.17log(pH) * — 0.03log(SOM) + 0.80log(Clay) + 0.66log(TEAr Mn) 0.37 13
* Regression coefficient that reached statistical significance at the level of 5%.
3.4.2. Nickel
Prediction models for Ni by soil type are presented in Tables 8 and 9. Models for
soil type PL and AR (model 5) and PL, AR and VR (model 6) did not reach statistical
significance for the examined parameters and were therefore rejected. Of the accepted
models, the reliability by soil type for model 5 ranged from 0.19 to 0.88 and from 0.52 to 0.87
for model 6. In model 5 for CH the prediction model had lower reliability, in comparison to
model 1. The most reliable model for Ni by soil type was obtained for WG (models 5 and 6).
Observing the statistical significance of the examined parameters on the bioavailability of
Ni by soil type in relation to the initial models (models 1 and 2), there was a change in the
influence of pH value so that it did not affect the bioavailability of Ni in GL in models 5
and 6, as well as FL in model 6. In model 1, SOM had no effect on bioavailability, but it had
an effect in prediction model 5, for CM and GL. Unlike model 2, in model 6 SOM had no
effect, except for GL. Clay had a similar effect. In model 5, clay had a statistically significant
effect in GL, RG and VR, while in model 6 it had no effect in CH and FL. In model 5, the
pseudo-total forms of TEs in CH and GL had no statistically significant effect, as well as for
GL in model 6.
Table 8. Prediction model 5.
Soil Type Estimated Regression Model for TEprpa R? N
Chernozem log(TEptpa Ni) = 1.34 — 0.21log(pH) * + 0.54log(SOM) — 0.28log(Clay) + 0.07log(TEaRr Ni) 0.19 24
Cambisol log(TEptpa Ni) = —0.73 — 0.13log(pH) * + 0.43log(SOM) * + 0.11log(Clay) + 0.86log(TEARr Ni) * 043 101
Fluvisol log(TEptpa Ni) = —0.60 — 0.1log(pH) * — 0.480log(SOM) — 0.54log(Clay) + 1.48log(TEar Ni) * 0.53 21
Gleysol 10g(TEprpa Ni) = —0.68 + 0.06log(pH) + 1.171og(SOM) * + 0.83log(Clay) * — 0.77log(TEg Ni) 073 10
Regosol log(TEptpa Ni) = —1.65 + 0.15log(pH) * + 1.66log(SOM) + 2.23log(Clay) * — 1.971og(TEARr Ni) * 0.88 12
Planosol log(TEptpa Ni) = —6.96 — 0.24log(pH) + 1.50l0og(SOM) + 1.82log(Clay) + 3.22log(TEar Ni) 0.53 10
Arenosol log(TEptpa Ni) = —0.54 — 0.11log(pH) — 0.08log(SOM) + 0.991og(Clay) — 0.05log(TEARr Ni) 0 12
Vertisol log(TEpTpa Ni) = —0.84 — 0.17log(pH) * + 0.2910g(SOM) — 0.471log(Clay) * + 1.79log(TEsr Ni) *  0.46 23

* Regression coefficient that reached statistical significance at the level of 5%.

3.4.3. Lead

Prediction models for Pb by soil type are presented in Tables 10 and 11. Models for soil
type PL (model 7) and VR (model 8) did not reach statistical significance for the examined
parameters and were rejected. Of the accepted models, the reliability by soil type for
model 7 ranged from 0.22 to 0.98 and from 0.44 to 0.98 for model 8. In model 7 for CH, CM
and VR the prediction model had lower reliability compared to model 1, and in model 8
CH, CM and PL had lower reliability than in model 2. The most reliable model for Pb by
soil type was obtained for GL (models 7 and 8). Unlike model 1, in model 7 for types CH
and FL the pH value had an effect on the bioavailability of Pb, and in CH SOM also had an
effect. Pseudo-total forms of TEs did not statistically significant affect the bioavailability of
CH in model 7. In model 8, for all soil types, the pH value did not statistically significant
affect the bioavailability of Pb, unlike in model 2.
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Table 9. Prediction model 6.
Soil Type Estimated Regression Model for TEptpa R? N
Chernozem log(TEptpa Ni) = —0.87 — 0.22log(pH) * — 0.271og(SOM) + 0.60log(Clay) + 1.18log(TEAR Ni) * 0.80 18
Cambisol log(TEpTpa Ni) = —1.62 — 0.11log(pH) * — 0.2310og(SOM) + 0.83log(Clay) * + 0.94log(TEsg Ni) *  0.52 91
Fluvisol log(TEptpa Ni) = —3.06 — 0.03log(pH) — 0.9710og(SOM) + 0.22log(Clay) + 1.94log(TEaARr Ni) * 0.78 11
Gleysol log(TEptpa Ni) = —0.79 + 0.06log(pH) + 1.20log(SOM) * + 1.81log(Clay) * — 0.76log(TEsR Ni) 0.74 10
Regosol log(TEpTpa Ni) = —1.66 + 1.06log(pH) * + 1.86log(SOM) + 2.15log(Clay) * — 2.08log(TEar Ni) *  0.87 12
Planosol log(TEptpa Ni) = —6.31 — 0.25log(pH) + 1.311og(SOM) + 1.49log(Clay) + 3.41log(TEar Ni) 0.60 10
Arenosol log(TEptpa Ni) = —0.50 — 0.11log(pH) + 0.02log(SOM) + 1.01log(Clay) — 0.03log(TEar Ni) 0 12
Vertisol log(TEpTpa Ni) = —0.05 — 0.091og(pH) — 0.3710og(SOM) + 0.50log(Clay) + 0.38log(TEaRr Ni) 0 13

* Regression coefficient that reached statistical significance at the level of 5%.

Table 10. Prediction model 7.
Soil Type Estimated Regression Model for TEptpa R? N
Chernozem log(TEptpa Pb) = 0.33 — 0.091og(pH) * + 1.02log(SOM) * — 0.17log(Clay) + 0.01log(TEsRr Pb) 0.33 24
Cambisol log(TEptpa Pb) = —0.18 — 0.01log(pH) + 0.011og(SOM) + 0.08log(Clay) + 0.24log(TEaR Pb) * 022 101
Fluvisol log(TEptpa Pb) = 0.57 — 0.08log(pH) * + 0.36log(SOM) — 0.02log(Clay) + 0.94log(TEsR Pb) * 0.86 21
Gleysol log(TEptpa Pb) = —1.69 + 0.04log(pH) + 0.271og(SOM) + 0.191og(Clay) + 1.11log(TEar Pb) * 0.98 10
Regosol log(TEptpa Pb) = —0.59 — 0.07log(pH) + 0.0510g(SOM) — 0.77log(Clay) + 2.06log(TEsRr Pb) * 0.78 12
Planosol log(TEptpa Pb) = —1.03 — 0.04log(pH) + 0.1910g(SOM) + 0.32log(Clay) + 0.87log(TEar Pb) 0.39 10
Arenosol log(TEptpa Pb) = —1.39 + 0.02log(pH) + 0.261log(SOM) + 0.15log(Clay) + 1.07log(TEar Pb) * 0.95 12
Vertisol log(TEptpa Pb) = —1.24 — 0.06log(pH) + 0.48log(SOM) — 0.16log(Clay) + 1.45log(TEsR Pb) * 0.36 23

* Regression coefficient that reached statistical significance at the level of 5%.

Table 11. Prediction model 8.
Soil Type Estimated Regression Model for TEprpa R? N
Chernozem log(TEptpa Pb) = —1.30 — 0.07log(pH) + 0.6110g(SOM) + 0.48log(Clay) + 0.77log(TEaR Pb) * 0.59 18
Cambisol log(TEptpa Pb) = —0.62 + 0.01log(pH) — 0.15log(SOM) — 0.01log(Clay) + 0.74log(TEaR Pb) * 0.44 91
Fluvisol log(TEptpa Pb) = —0.74 — 0.01log(pH) + 0.90log(SOM) — 0.15log(Clay) + 0.70log(TEsRr Pb) * 0.77 11
Gleysol log(TEptpa Pb) = —1.72 + 0.04log(pH) + 0.28log(SOM) + 0.16log(Clay) + 1.13log(TEar Pb) * 0.98 10
Regosol log(TEptpa Pb) = —0.56 — 0.08log(pH) — 0.071og(SOM) — 0.73log(Clay) + 2.12log(TEsRr Pb) * 0.78 12
Planosol log(TEptpa Pb) = —0.91 — 0.05log(pH) + 0.16log(SOM) + 0.28log(Clay) + 0.90log(TEaR Pb) * 0.50 10
Arenosol log(TEptpa Pb) = —1.38 + 0.01log(pH) + 0.24log(SOM) + 0.14log(Clay) + 1.08log(TEaR Pb) * 0.95 12
Vertisol log(TEptpa Pb) = —0.74 + 0.05log(pH) + 0.32log(SOM) — 0.491og(Clay) + 1.00log(TEar Pb) 0.20 13

* Regression coefficient that reached statistical significance at the level of 5%.

3.4.4. Zinc

Prediction models for Zn by soil type are presented in Tables 12 and 13. Models for
soil type GL, RG, PL (model 9) and CH, GL, RG and PL (model 10) did not reach statistical
significance for the examined parameters and were rejected. Of the accepted models, the
reliability by soil type for model 9 ranged from 0.42 to 0.74 and from 0.49 to 0.60 for model 10.
In model 9 for VR, the prediction model had lower reliability compared to model 1. The most
reliable model for Zn by soil type was for FL (model 9) and VR (model 10). Unlike model 1,
in model 9 the pH value affected the bioavailability of Zn in CH. Soil organic matter and clay
had no effect on bioavailability in CH, FL and AR. Pseudo-total forms had no effect on VR
bioavailability. In model 10, in contrast to model 2, pH value and SOM had an impact on the
bioavailability of CM. Clay had no effect on bioavailability, except for CM.
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Table 12. Prediction model 9.

Soil Type Estimated Regression Model for TEptpa R? N
Chernozem log(TEptpa Zn) = —0.48 — 0.14log(pH) * + 0.73log(SOM) — 0.54log(Clay) + 0.82log(TEaRr Zn) * 0.61 24
Cambisol log(TEpTpa Zn) = —2.11 + 0.06log(pH) + 0.63log(SOM) * — 0.65log(Clay) * + 1.38log(TEsr Zn) *  0.58 101
Fluvisol log(TEpTpa Zn) = 2.59 + 0.01log(pH) — 0.571og(SOM) — 0.38log(Clay) + 1.85log(TEaRr Zn) * 0.74 21
Gleysol log(TEptpa Zn) = —0.84 + 0.03log(pH) + 0.1310g(SOM) + 1.091og(Clay) — 0.64log(TEAR Zn) 0.08 10
Regosol log(TEpTpa Zn) = —0.73 + 0.08log(pH) + 1.211log(SOM) — 1.66log(Clay) + 1.16log(TEAr Zn) 0 12
Planosol log(TEpTpa Zn) = —9.45 — 0.091log(pH) + 1.50l0g(SOM) + 1.191og(Clay) + 4.0910g(TEAR Zn) 0.53 10
Arenosol log(TEptpa Zn) = —2.60 + 0.01log(pH) + 0.5110g(SOM) — 2.97log(Clay) + 3.611og(TEAR Zn) * 0.50 12
Vertisol log(TEpTpa Zn) = —2.11 — 0.06log(pH) + 1.2710g(SOM) * — 0.63log(Clay) * + 1.64log(TEaR Zn) 0.42 23
* Regression coefficient that reached statistical significance at the level of 5%.
Table 13. Prediction model 10.
Soil Type Estimated Regression Model for TEprpa R? N
Chernozem log(TEptpa Zn) = —2.18 — 0.01log(pH) — 1.70log(SOM) + 0.68log(Clay) + 1.11log(TEAR Zn) 0.57 18
Cambisol log(TEptpa Zn) = —1.85 + 0.07log(pH) * + 0.61log(SOM) * — 1.371log(Clay) * + 1.80log(TEAr Zn) *  0.50 91
Fluvisol log(TEpTpa Zn) = —3.19 — 0.01log(pH) — 1.4110g(SOM) — 24log(Clay) + 2.28log(TEaR Zn) * 0.58 11
Gleysol log(TEpTpa Zn) = —1.01 + 0.04log(pH) + 0.13log(SOM) + 0.14log(Clay) — 0.56log(TEAR Zn) 0.10 10
Regosol log(TEptpa Zn) = —0.64 + 0.10log(pH) + 1.60log(SOM) — 1.93log(Clay) + 1.08log(TEAR Zn) 0.07 12
Planosol log(TEpTpa Zn) = —8.98 — 0.12]log(pH) + 1.4510g(SOM) + 1.00log(Clay) + 4.14log(TEaR Zn) 0.57 10
Arenosol log(TEpTpa Zn) = —2.61 + 0.00log(pH) + 0.48log(SOM) — 3.03log(Clay) + 3.70log(TEaR Zn) * 0.49 12
Vertisol log(TEptpa Zn) = —3.81 — 0.13log(pH) + 1.33log(SOM) — 0.92log(Clay) + 3.1710g(TEAR Zn) * 0.60 13
* Regression coefficient that reached statistical significance at the level of 5%.
3.4.5. Copper
Prediction models for Cu by soil type are presented in Tables 14 and 15. The models
for soil type PL (model 11) and CA and PL (model 12) did not reach statistical significance
for the examined parameters and were therefore rejected. Of the accepted models, the
reliability by soil type for model 11 ranged from 0.47 to 0.94 and from 0.54 to 0.94 for
model 12. In model 11 for CH, FL and VR the prediction model had lower reliability
compared to model 1, and for FL and VR in model 12 compared to model 2. The most
reliable model for Cu by soil type was obtained for GL and RG (models 11 and 12). Unlike
prediction model 1, in model 11 the pH value did not affect the bioavailability of Cu in GL,
RG and AR, as well as the pseudo-total forms in CH. In model 12, SOM did not affect any
soil type and pH value had no effect in FL, GL, RG and AR, unlike in model 2.
Table 14. Prediction model 11.
Soil Type Estimated Regression Model for TEptpa R? N
Chernozem log(TEptpa Cu) = 0.57 — 0.12log(pH) * + 0.1910g(SOM) — 0.17log(Clay) + 0.391og(TEar Cu) 0.47 24
Cambisol log(TEpTpa Cu) = —0.42 — 0.07log(pH) * — 0.03log(SOM) — 0.08log(Clay) + 1.02log(TEAg Cu)*  0.78 101
Fluvisol log(TEpTpa Cu) = —0.55 — 0.08log(pH) * + 0.05log(SOM) — 0.15log(Clay) + 1.16log(TEar Cu) * 0.69 21
Gleysol log(TEptpa Cu) = —1.39 + 0.03log(pH) + 0.111log(SOM) + 0.08log(Clay) + 1.15log(TEsR Cu) * 0.94 10
Regosol log(TEpTpa Cu) = —1.64 — 0.04log(pH) + 0.05log(SOM) — 0.18log(Clay) + 1.971log(TEar Cu) * 0.94 12
Planosol log(TEpTpa Cu) = 1.87 — 0.01log(pH) + 0.22log(SOM) + 0.72log(Clay) + 0.86log(TEsR Cu) 0.17 10
Arenosol log(TEptpa Cu) = —0.94 — 0.017log(pH) — 0.05l0g(SOM) — 0.24log(Clay) + 1.3910og(TEsR Cu) *  0.92 12
Vertisol log(TEpTpa Cu) = —0.91 — 0.13log(pH) * + 0.15log(SOM) — 0.05log(Clay) + 1.5910g(TEag Cu) * 0.56 23

* Regression coefficient that reached statistical significance at the level of 5%.
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Table 15. Prediction model 12.

Soil Type Estimated Regression Model for TEptpa R? N
Chernozem log(TEptpa Cu) = 0.27 — 0.10log(pH) * — 0.75log(SOM) — 0.12log(Clay) + 0.971og(TEsRr Cu) * 0.91 18
Cambisol log(TEpTpa Cu) = —0.66 — 0.036log(pH) — 0.321log(SOM) — 0.06log(Clay) + 1.191og(TEar Cu) 0.89 91
Fluvisol log(TEpTpa Cu) = —0.78 — 0.04log(pH) + 0.50log(SOM) — 0.20log(Clay) — 1.07log(TEARr Cu) * 0.54 11
Gleysol log(TEptpa Cu) = —1.45 + 0.03log(pH) + 0.12log(SOM) + 0.08log(Clay) + 1.155log(TEsR Cu) * 0.94 10
Regosol log(TEpTpa Cu) = —1.64 — 0.05log(pH) — 0.03log(SOM) — 0.111log(Clay) + 1.98log(TEsgr Cu) * 0.94 12
Planosol log(TEpTpa Cu) = —1.71 — 0.02log(pH) + 0.23log(SOM) + 0.66log(Clay) + 0.88log(TEsr Cu) 0.21 10
Arenosol log(TEptpa Cu) = —0.93 — 0.02log(pH) — 0.02log(SOM) — 0.24log(Clay) + 1.391og(TEsR Cu) * 0.92 12
Vertisol log(TEpTpa Cu) = —0.77 — 0.11log(pH) * + 0.171og(SOM) — 0.05log(Clay) + 1.491og(TEar Cu) * 0.69 13

* Regression coefficient that reached statistical significance at the level of 5%.

Tipping et al. [79] highlighted that general prediction and mapping of the state of TEs
in soil requires the formation of large representative data sets. However, many authors
obtained more useful information with different statistical effects by dividing the tested

data set into groups based on the appropriate researched parameters [53-55].

In this research, testing sets were formed for the eight most common types of soil on
the territory of RS and the division by extraction means for determining the pH value was

performed for each soil type.

Out of the total number of models grouped by soil type, pH suspension, for all TEs
(model number = 80), 75% were accepted as reliable for predicting bioavailability, of which
70% had a higher R? in comparison to the basic models (models 1 and 2), shown in Scheme 1.
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Scheme 1. Graphic summary of the improvement of prediction model results for bioavailability of TEs by soil type. CH-
Chernozem; CM—-Cambisol; FL-Fluvisol; GL-Gleysol; RG-Regosol; PL-Planosol; AR-Arenosol; VR-Vertisol; NKCl-basic
model, KCI suspension from this study; NH,O-basic model, water suspension from this study; OKCl-basic model, KCl

suspension from previous study; OH,O-basic model, water suspension from previous study; 1, 5, 9, 13, 17-Prediction

models for TEs by soil type-KCl suspensions from this study; 2, 6, 10, 14, 18-Prediction models for TEs by soil type-water

suspensions from this study; 3, 7, 11, 15, 19-Basic prediction models from this study; 4, 8, 12, 16, 20-Basic prediction models

from previous study.
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By comparing the values of R? in relation to the basic models of this and a previous
study (Table 5. R? max = 0.85), the models obtained by grouping by soil type for all TEs
except Zn had at least one model with R? greater than 0.85 (17 models in total). Some
prediction models for TEs Mn, Pb and Cu had R? greater than 0.90. Cu proved to be the
most reliable, with over 50% of accepted models with R? greater than 0.90.

Prediction model for FL stood out as one of the most reliable models by soil type, as
all models were accepted and more than 50% of models had R? higher than basic models
(models 1 and 2), as well as for CH and CA, where only 1 model was rejected as unreliable
(CH for Zn and CA for Cu). The least reliable bioavailability prediction was obtained for
PL, where only three models were accepted as statistically significant. For soil type GL and
AR, all accepted models had R? higher than the basic models (eight out of ten models and
six out of ten).

By grouping by soil type and comparing the values of R2, model for pH suspension
in KCl and water in models where this variable had a statistically significant effect on
bioavailability, significantly more reliable models were obtained in water suspension,
except for Ni for RG soil type, where the model in 1M KCl was slightly more reliable
(A R? = 0.01). By making models for subsets according to the pH range, Zhang et al. [54]
obtained more reliable predictions with R? higher than for basic models. Furthermore, by
making models with subsets in relation to the pH value and by including a new parameter,
Gandois et al. [53] obtained models with higher reliability, compared to the basic model.
In the aforementioned studies, models based on subsets, in addition to more reliable
prediction, also showed a change in the statistical significance of certain soil parameters
that affect the bioavailability of TEs. Excluding data for soil samples whose types were not
included in the testing set of this study changed the reliability of the model in relation to
the type of extraction agent for determining the pH value. Based on the obtained results, it
can be concluded that predicting the bioavailability of TEs is more reliable using the pH
value obtained in the water suspension.

The pseudo-total TEs content had a statistically significant effect on the bioavailability
of TEs in the basic models in all five examined TEs, while the influence of pH, clay and
SOM was significant for some of the TEs, as shown by the results of our previous study [31].
None of the parameters proved to be the most important for all TEs and soil types for the
bioavailability of TEs by soil type.

The number and type of soil parameters that were examined as independent variables
varied, but for most soil types it is possible to single out at least one parameter whose
impact on bioavailability per soil type is the same for all TEs. Thus, for example, the
bioavailability for CH type clay had no statistically significant effect for any TEs, while
other variables appeared inconsistent as predictive parameters. The pseudo-total content of
TEs had an impact on the bioavailability of the CA type, while SOM and clay did not, and
the pH value appeared inconsistent as a predictive parameter. The pseudo-total content of
TEs had an impact on the bioavailability of the FL type, while all other variables appeared
inconsistent. In type RG, the pseudo-total content of TEs had an effect, while SOM showed
no effect. Of the examined variables on bioavailability in the type PL, SOM and clay had
no effect, while the prediction of the parameters of pH and pseudo-total amount of TEs
was inconsistent by elements. Only the pseudo-total content of TEs was singled out as a
predictive parameter in type AR, and pH, SOM and clay had no effect on bioavailability.
The prediction of the bioavailability of TEs in most soil types was the function of several
predictive parameters, while in the AR-type it was sufficient to use only pseudo-total
forms. Sauvé et al. [80] also reported that, in some cases, the prediction of dissolved Cu
concentration is more reliable using only total concentrations of that TE.

The results showed that the influence of the predictive parameter depends on the
examined element and the soil type.

The pH value affected the bioavailability of most TEs [14], which was in accordance
with the study of Carrillo-Gonzales et al. [13], who pointed out that even small changes in
pH can strongly affect the solubility of TEs. The mobility and bioavailability of each TE
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occur within a certain pH range. Outside the given range, the mobility of TEs decreases
significantly and at some values immobilization occurs [13,81,82]. The tested soil samples
used to form the test set encompassed a wide range of pH values at which TEs can be
both mobile and immobilized. It can be assumed that this is one of the reasons for the
inconsistency of the influence of pH value on the bioavailability of TEs recorded in this
study, but also the fact that the testing set was grouped by soil type, as Naidu and Bolan [83]
suggested that pH can have a different impact on the bioavailability of TEs in the soil, with
regards to the soil nature.

Many authors have reported that pH has a statistical effect on prediction or is
correlated with bioavailable TEs (Mn: [81,84]; Ni: [48,50,54,84]; Pb: [18,48,50,79,85,86];
Zn: [18,50,51,53,79,84,86,87]; Cu: [48,50,53,84,86,88,89]), but also vice versa, that pH had no
statistical effect or was not correlated with bioavailable TEs (Mn: [55,89-91]; Ni: [51,53,90];
Pb: [51,53,84,90]; Zn: [48,89,90]; Cu: [18,51,56,79,90]).

Soil organic matter accumulates and releases TEs [92], thus acting on the mobilization
and immobilization of TEs in the soil [13,42,82]. The high content of SOM has a complex
influence on the behaviour of TEs in the soil [82]. Thus, high SOM content (solid) increases
cation sorption on the humic matter which reduces the bioavailability of TEs, while high
soluble SOM content increases the complexing of the majority of TEs, which can increase
and/or decrease the bioavailability of TEs [81]. Likewise, high molecular weight organic
compounds form insoluble complexes with TEs which removes them from the solution
as they become semi-immobile and by binding to low molecular weight compounds they
can remain in solution, which increases their mobility [13]. The double role of SOM on
the solubility of TEs is also conditioned by the pH value of the soil. Under very acidic
soil conditions, SOM builds insoluble complexes with TEs, making them immobile, and
in weakly acidic to alkaline conditions it builds soluble complexes in which TEs are
mobile [93]. Han [94] believes that in mineral soils with low SOM content, organic matter
increases the bioavailability of TEs, while in organic soils with high SOM content it reduces
bioavailability.

The dual effect of SOM on TEs behaviour is obvious, as the results of many studies
have shown an effect on TEs prediction or correlation with bioavailable TEs (Mn: [84,89,90];
Ni: [50,53,84,95]; Pb: [51,55,79,86,90]; Zn: [18,50,55,79,89,90]; Cu: [18,50,55,57,86,88,90]) and,
vice versa, there are studies in which SOM was not affected or correlated with bioavailable
TEs (Mn: [55,56,91]; Ni: [48,51,54,56,90]; Pb: [18,48,50,53,56,57,84]; Zn: [48,51,53,56,57,84,
86,87]; Cu: [48,51,53,56,79,84,89]). The influence of SOM on bioavailability in previous
literature sources indicates different mechanisms of action of this soil parameter depending
on the type of SOM, which is evident from a series of opposite effects in the aforementioned
examples. Kabata [82] also points out that in mineral soils the influence of SOM on the
behaviour of TEs cannot be expected, since the content of SOM is negligible in relation to
the total weight of the soil, while Tack [96] considers that, regardless of the presence of 2%
to 10% SOM in mineral soils, it contributes to good structure and plays an important role
in physical, chemical and biological processes including the retention of TEs.

In the solid phase of the soil, in addition to SOM, the clay mineral content also has
an impact on the behaviour of TEs. The structure of clay minerals may contain a small
part of TEs, but the main role in their retention is played by the sorption capacity of clay
minerals [82]. Negative charges of clay mineral surfaces are the main contribution to
the ability to enable cation exchange, especially in soils with high mineral content [96].
Sorption processes are significantly influenced by the properties of cations and the type of
clay minerals [13,97-99]. Different chemical composition and structural structure of clay
minerals contribute to different TEs’ binding abilities and correlate with cation exchange
capacity (CEC). These processes are positively correlated so that, with increasing CEC
values, a larger amount of cations is adsorbed on clay minerals [82]. In the most common
types of clay minerals, CEC values range in the following order: montmorillonite, imogo-
lite > vermiculite > illite, chlorite > halloysite > kaolinite [82]. High clay content at all
pH values in the soil increases the exchange of ions for trace cations, which reduces the
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bioavailability of TEs, while in soils dominated by the type of clay minerals that have the
ability to swell (swelling clays), the bioavailability of TEs is increased [81]. The process of
swelling and shrinkage in montmorillonite clay occurs in response to the charge and size
of the adsorbed cation between the clay plates. TEs adsorbed by montmorillonite are easily
released into the liquid phase of the soil and become bioavailable [82]. In their study, Rékasi
and Filep linked the impact of solid-phase soil on TEs” mobility to different characteristics
of two land uses, attributing the impact on TEs” mobility to the organic matter in forest soils
and clay in arable land. This is contrary to the opinion of Mahmoudabadi et al. [89] who
believe that soil use does not affect clay content, as the soil texture is a constant property,
so that the behaviour of TEs is more related to other factors.

Consistent with the results of this study, the results of other studies showed that clay
was a statistically significant predictive parameter, or was correlated with bioavailable
TEs (Mn: [56,89]; Ni: [56,96,100,101]; Pb: [55,90]; Zn: [48,55,89,90]; Cu: [55-57,84,89]) but,
on the contrary, it had no effect on prediction or was not correlated (Mn: [55,56,84,90];
Ni: [48,54,56,84,90]; Pb: [48,56,57,84]; Zn: [56,57,84]; Cu: [48,56,90]), which depended on
TEs and set research hypotheses.

Aqua regia digestion is used to determine the content of chemical elements in the soil
in order to solve environmental problems and it is wrong to describe the elements extracted
in aqua regia as total TEs contents, although in some cases their amounts do not differ much
from total HF digestion contents [102]. Using the predictive parameter of pseudo-total
forms, it is impossible to indicate the origin of the examined TEs, and Kabata [103] indicates
that its behaviour (bioavailability) in the soil depends on the origin of TEs. According to
Kabata [103], TEs in the solid phase of soils of lithogenic origin are very slight bioavailable,
whereas pedogenetic soils and anthropogenic soils are slightly and moderately bioavailable,
respectively. In soil solution, TEs of pedogenetic and anthropogenic origin are easily soluble
and are highly bioavailable. Due to the lack of insight into the qualitative and quantitative
analysis of the origin of the tested TEs in the soil samples of the testing set of this study;,
no reasonable conclusion can be made about the inconsistent impact of this predictive
parameter on the bioavailability of TEs. In the results of other studies, it was shown that
pseudo-total amounts of TEg show a prediction of bioavailability or are correlated with
bioavailable TEs (Mn: [89,91]; Ni: [50,51,54]; Pb: [18,50,51,53,57,85]; Zn: [18,50,57,86,89];
Cu: [18,50,51,53,57,86,88,89]), but also vice versa, that they had no effect or were not
correlated with bioavailable TEs (Ni: [53]; Pb: [86]; Zn: [51,53]).

The results of this study, as well as many others previously cited, confirm the quotation
from the beginning of this paper, that the main role in controlling the bioavailability of TEs
in the environment is played by soil, and according to Pelfréne et al. [104] the relationship
between TEs and different soil parameters is complex and cannot be represented by a single
parameter. The content of TEs differs between soil types and geographical regions since
the formation of the soil was influenced by the parent rock and the climatic conditions on
which the soil was formed [82]. Soil quality standards should be linked to soil type and its
exploitation [103], as the biogeochemical cycles of TEs are greatly accelerated by human
activity [15].

4. Conclusions

The results of this study showed that predicting the bioavailability of TEs is specific
to element and soil type. By forming a testing set according to the soil type and rejecting
models that did not reach statistical significance, models whose predictions were more
reliable than basic models were obtained, thus confirming the initial hypothesis. As in
our previous study, models for Cu and Pb were distinguished for higher reliability, in
comparison to the other TEs and basic models for this TE. Reliability of models by soil type
for Cu ranged from 0.47 to 0.94 (KCl suspension) and from 0.54 to 0.94 (water suspension),
which is higher in comparison to the previous study (0.76 KCl suspension and 0.85 water
suspension). Furthermore, values for Pb were 0.22-0.98 (KCl suspension) and 0.44-0.98
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(water suspension). These values were also higher in comparison to the R? values obtained
in the previous study (0.60 KCl suspension and 0.83 water suspension).

Multiple linear regression showed that the best models were obtained for the Fluvisol
soil type. For this soil type, all 10 models were accepted as reliable for predicting the
bioavailability of TEs. The least reliable prediction was obtained for the Planosol soil type.

The results of this study indicated that none of the prediction parameters had a
uniform statistical effect on the bioavailability of TEs by soil type, in contrast to the basic
models, which was probably related to the soil type and specific conditions that prevail in it.
In order to obtain a reliable prediction of TEs’ bioavailability depending on soil parameters,
prediction models must be formed based on a test set by soil type.

In order to improve the performance of prediction models, it is necessary to include
and examine the influence of type and form of SOM (total and soluble forms), qualitative
and quantitative content of clay minerals, the mutual interaction of TEs, the interaction
of TEs with solid soil phase and TEs’ origin (sequential analysis), to quantify TEs by
their oxidation status, and to form subgroups based on the pH, which value ranges in
accordance to the TEs’ nature (mobility and immobility of TEs). The formation of an
extensive testing set also requires the application of other statistical techniques that will be
able to adequately analyze patterns and structures hidden in large and high-dimensional
data sets. This approach to the formation of a test set will provide algorithms that can be
used for machine learning and artificial intelligence, which can be used for application in
digital agriculture after its validation.
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