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The accumulation of heavy metals in soil and crops is considered to be a severe environmental problem due
to its various harmful effects on animals and plants. Soil adsorption is an essential characteristic of mud,
which is the fundamental reason for soil to have a specific self-purification capacity and environmental
capacity for heavy metals. The adsorption of heavy metals by soil reduces the uptake of these pollutants
by crops, thereby limiting food contamination. Therefore, the adsorption of heavy metals in crop soils
was taken as the primary research object. Based on the entire reading of the literature, the previous
research results were compared and discussed from the four aspects of heterogeneity, physical and
chemical properties, competitive adsorption, and external factors. The influencing mechanism of heavy
metal adsorption characteristics in soil was reviewed. Finally, suggestions and prospects for future

rsc.li/rsc-advances

1 Introduction

Soil is one of the natural resources for human survival, and it is
also an essential part of the human ecological environment. In
the past 30 years, China has experienced a rapid industrial
revolution and urbanization, resulting in increased energy
consumption and environmental pollution problems. Among
all kinds of pollution, heavy metal pollution is one of the most
critical ecological problems. The primary heavy metal pollut-
ants in the environment are arsenic (As), cadmium (Cd),
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research on heavy metal adsorption were put forward.

chromium (Cr), copper (Cu), lead (Pb), mercury (Hg), nickel (Ni)
and zinc (Zn).' Heavy metals show great ecological significance
because of high toxicity, persistence and bioaccumulation
capacity. As shown in Fig. 1, heavy metals enter the human body
through three media: atmosphere, soil, and water. In agricul-
tural soils, with the application of fertilizers, sewage sludge
discharge, incorrect soil improvement, mining, and nearby
automobile exhaust, a large amount of heavy metals enter
agricultural soils and are adsorbed by crops and eventually
enter people's bodies. The use of fertilizers is one of the key
factors affecting the content of heavy metals in the soil, and
today most rural areas still maintain the habit of applying
“farmyard manure”. As we all know, mineral additives are
commonly used in animal feeds to meet the demand for
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minerals and to improve the growth performance of animals.
Minerals such as Cu, Zn, Fe, Cr, Mn, and Co are essential for
livestock. Due to the low purity of mineral additives used in
animal feed, non-essential trace elements such as cadmium,
mercury, arsenic, lead, and other heavy metals are introduced
into livestock. Only small amounts of heavy metals in feed are
absorbed by animals; most are excreted in manure and later
used as “farmyard manure”, thus changing the content of heavy
metals in farmland soils.? In Hubei, Shandong and other places,
the discharge of heavy metal pollutants from chemical mate-
rials and the manufacturing industry accounts for more than
90%. In addition, according to the national pollution census
data, there are more than 1.5 million heavy metal exposure
points in China. From 2005 to 2011, the total discharge of heavy
metals in wastewater, exhaust gas and solid waste was about
900 000 tons per year.® At the same time, the area of agricultural
soil polluted by Cd in China is about 2.786 x 109 m.* In 2013,
the chronic daily intake dose of residents near a lead-zinc
mining area in Jiangsu Province exceeded the safe reference
dose by 15 times.® Exposure to high concentrations of heavy
metals can also cause permanent mental health problems,
cancer, skin diseases, paralysis, tooth loss, eye problems,
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kidney and lung dysfunction, muscle and joint pain and many
other complications.*®

Heavy metal pollution is the most severe problem in farm-
land soil pollution because of its long residual time, irrevers-
ibility, small transfer amount, high toxicity, strong
concealment, complex chemical properties and strong ecolog-
ical response.” And a series of migration and transformation
processes occur in the soil, including adsorption, coordination,
oxidation and reduction, and precipitation-dissolution, among
which adsorption process as the most common characteristic is
one of the most important processes of heavy metals in the soil,
and is the fundamental reason for the soil to have a certain self-
purification capacity and environmental capacity for heavy
metals.? It also directly affects the bioavailability and ecotoxicity
of heavy metals in soil-plant system, and ultimately affects the
normal growth of animals and plants and even human health.®
Therefore, it is of great practical significance to study the
adsorption characteristics of heavy metals in soil to understand
and control the environmental behavior of heavy metals in soil-
plant-human systems and predict the ecological effects of heavy
metals. In this paper, the research results of the adsorption of
heavy metals in soil by scholars at home and abroad in recent
years were reviewed from four aspects: (1) the effect of soil
heterogeneity on the adsorption of heavy metals in soil; (2) the
effect of physical and chemical properties of soil itself on the
adsorption of heavy metal; (3) the effects of competitive
adsorption between heavy metals on the adsorption of heavy
metals in soil were discussed, and the effects of pH and ionic
strength in competitive adsorption were introduced. (4) Other
external factors affect soil's physical and chemical properties
and indirectly affect the adsorption of heavy metals in soil.

2 The heterogeneity of soil

This section focuses on the effects of significant soil heteroge-
neities, including soil type, soil texture, soil stratification, soil
organic matter and iron and aluminum oxides, and clay
minerals, on the adsorption of heavy metals in soils. The
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Fig.1 Pathway of heavy metals entering the human body.

physical and chemical properties of soil vary with soil type, soil
stratification, and texture. Similarly, clay minerals, organic
matter, iron, and aluminum oxides, organic minerals, and
natural zeolites act as “natural adsorbents” for heavy metals in
the gas field." Their physical and chemical properties are
different, and each soil adsorbent contains various functional
groups which can bind to heavy metals, which also significantly
impacts the kinetic reaction of heavy metals with soil.

2.1 Soil composition and type

Soil contains a variety of iron oxides, in which magnetite,
hematite and hematite are the most common; in addition,
ferrihydrite, lepidocrocite, and schwertmannite exist as inter-
mediate products in the transformation process.'* Due to the
differences in specific surface area and adsorption sites,
different iron oxides have different adsorption capacities for
heavy metals (amorphous iron oxides > maghemite > lep-
idocrocite > goethite).” The formation modes of iron oxides
include (1) direct precipitation of Fe** or Fe**; (2) dissolution
and reprecipitation or crystal transformation of iron oxides
under the interference of external factors." It is affected by pH,
temperature, and organic matter in the natural environment,
and there are differences in crystallinity and specific surface
area of different iron oxides. Under the interference of humic
acid (HA) and Pb**, the conversion rate of ferrihydrite to
hematite slows down, and the formed hematite has a loose and
porous structure.** On the other hand, ferrihydrite is converted
into hematite, and its ability to adsorb heavy metals is reduced.
Xu et al. conducted waterlogged incubation experiments on six
different soils. They found that Cze) and Cyy) in soil solution
were significantly positively correlated with Cy,), indicating that
the reduction and dissolution of iron and manganese oxides
released As in solid soil phase.** They found that C(re) and Cpvn)
in soil solution were significantly positively correlated with

© 2023 The Author(s). Published by the Royal Society of Chemistry
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C(as), indicating that the reduction and dissolution of iron and
manganese oxides released As the in solid soil phase. However,
when Fe®* combines with dissolved oxygen in the sediment
overlying water with high oxygen content, amorphous or
microcrystalline iron oxides with solid adsorption capacity for
free heavy metal ions can be formed.*

There are about 15 manganese oxides in the soil, and the
most common natural manganese oxide is hydromica.'” Both
vernadite and birnessite are of the layered structure, and ver-
nadite is called weakly crystalline birnessite. The synthetic
birnessite/vernadite used in many studies belongs to the bir-
nessite series, abbreviated 3-MnO,.*® 3-MnO, has low zero-point
potential and a large specific surface area, and it can adsorb
certain heavy metals; manganese has multiple valence states
and strong oxidation ability and catalytic ability. The adsorption
capacity of birnessite for several cations is Pb*>* > Cu®* > zn** >
Co*>* > Cd*. Birnessite has two kinds of adsorption sites:
vacancy sites and edge sites. Cationic heavy metals (such as
Ni**, Zn”*, and Pb*") are preferentially adsorbed on the vacancy
sites, then adsorbed on the edge site."

In soil, Se is a metal-like element with dual properties of
metal and nonmetal, which is generally divided into plant active
selenium and inorganic selenium. In soil, Se is a metal-like
element with dual properties of metal and nonmetal, which is
generally divided into plant active selenium and inorganic
selenium. Inorganic selenium generally refers to sodium sele-
nite and sodium selenate. Selenium exists in the soil in the form
of selenate, selenite, elemental selenium, selenide, organic
selenium and gaseous selenium. As one of the essential trace
elements for the human body, a large number of agricultural
products have been grown naturally in selenium-rich soil
environments or through selenium-fortified methods in China
in recent years.” It is reported that selenium can absorb heavy
metals well. Zhida et al. found that the adsorption capacity of Pb
can be significantly improved by more than 2.56 times when
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a very small amount of Se is introduced into the material.**
Gailer's blood analysis of rabbits found that Se can form Se-As
and Se-Hg compounds with As and Hg, thus reducing the toxic
effects of heavy metals on the body, but whether this mecha-
nism exists in soil remains to be further studied, and although
some progress has been made in the study of heavy metal
interaction, the mechanism of their interaction is still unclear.?

Clay minerals have large cation exchange capacities. Most
clay minerals are negatively charged, capable of absorbing both
positive and negative ions by ion exchange. They widely absorb
metal cations from solution.? At low pH (e.g., pH 3-6), it first
undergoes ion exchange with cationic heavy metals, and at high
PH, it forms surface complexes. The content of aluminum oxide
in the soil is low, so its contribution to the adsorption and
fixation of heavy metals is less than that of iron oxide. Sipos
et al. found that the swelling clay particles had the highest
absorption rate for the study product, followed by the mixed
clay structure containing swelling components and at least
pathological details.> Jensen et al. found that the affinity of Pb
to different soil components was humus > clay minerals > iron
(hydroxide) oxides.*® Covelo et al. studied the adsorption of Cd,
Cr, Cu, Ni, Pb, and Zn by kaolin, vermiculite, mica, and other
standard soil components when they competed with each
additional.®® According to the distribution coefficient, the
following conclusions were drawn: kaolin preferentially adsor-
bed Cr, vermiculite preferentially adsorbed Cu and Zn, mica
only adsorbed Cr; Kaolin cannot fix Cu. Dalacorte et al. studied
the swellable interlayer of clay minerals in the adsorption site of
basalt, founding that the desorption of Cu and Zn by basalt was
lower than that by standard clay minerals.”

The soil types in China include red earth, red-yellow earth,
yellow-brown earth, yellow-brown earth and gray-brown soil,
dark brown forest soil, podzolic soil, chernozem from northeast
to northwest, chestnut soil, brown dirt, gray-brown desert soil,
and brown desert soil. The soil types of Qinghai-Tibet Plateau
are alpine meadow soil, alpine steppe soil, alpine desert soil,
and frozen alpine soil from east to west.”® However, at present,
the influence of soil types on heavy metal adsorption in the
world is limited to typical soils in some regions, such as Nan
and Zhao, where determined heavy metal contents in grey soils
of two basins in Baiyin City** and Adhikari and Singh, which
determined heavy metal contents in five agricultural ecological
zones (AEZ) in India.** Ghrair et al. studied the adsorption-
desorption process of heavy metals in soils of karst areas in
southwest China,* and Hamidpour et al. studied the adsorp-
tion reversibility of Cd** and Pb>" on bentonite.?> Zhong et al.
studied the effects of basalt soils in tropical Hainan on Cu®*" and
Cd>".* It was found that the cation exchange capacity of the soil
decreased with the age of the basalt, and the content of free iron
oxide in the soil decreased with the age of the basalt.

2.2 Soil texture (particle size)

Soil particle size is the basic structural unit of soil. The imper-
meability of aggregates with different particle sizes is different,
and the adsorption and migration of heavy metals in soil are
further.** According to the size and nature of soil particles, the
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earth can be divided into several particle fractions. According to
the standard of the United States Department of Agriculture, the
particle size is divided into sand (50-2000 um), silt (2-50 um),
and clay (<2 pm). The sand is further subdivided into coarse
sand (250-2000 um) and fine sand (53-250 pm), and the silt is
further subdivided into rough mud (20-53 pm) and fine silt (2-
20 pm).*

Gove et al. studied the migration of Pb, Cu, Zn, and Ni in
sandy soil and sandy loam under constant flow conditions. They
found that soil particle size significantly affected the migration
of heavy metal ions.>® Acosta found that aggregates with
different particle sizes may have different abilities to adsorb
heavy metals. The larger the surface area of soil particles, the
more organic matter, and metal oxides content.’” Fine particles
have a higher capacity to carry heavy metals than coarse parti-
cles. Studied the adsorption characteristics of Cu, Zn, and Cd in
paddy soil with different particle sizes and found that the
organic matter content of soil aggregates with <0.002 mm
particle size was very large (>5%).*® The maximum adsorption
capacity of Cu, Zn and Cd was 1.14-1.49 times, 1.45-2.22 times,
and 1.21-1.44 times of other particle sizes, respectively. Simi-
larly, in the study of heavy metals relative to soil particle size,
Zhang and Zhang, Y. et al. found that heavy metal pollution
hindered the formation of large particle size (reduced by about
15%) and led to the increase of small particle size, thus signif-
icantly enhancing the distribution of heavy metals in silt and
clay aggregates.*

2.3 Soil stratification

Different disciplines have different vertical stratification of soil,
different disciplines have different vertical soil stratification,
and in agriculture, the four layers of soil are divided according
to the four layers of agricultural soil as follows:* plow layer,
plough pan, subsoil layer and parent material layer to explore
the adsorption and desorption characteristics of heavy metal Zn
in different layered soils and understand the migration law of
Zn in layered soils. The adsorption and desorption behaviors of
Zn in four soil layers were analyzed, and the adsorption capacity
of Zn in four soil layers was in the order of plough layer > plow
pan > subsoil > parent material layer. The mass fraction of soil
organic matter decreased gradually, and the adsorption
capacity of four layered soils for zinc decreased gradually. The
amount of Zn desorption decreased by 13.7%, 16.1%, 17.2%
and 17.7% in the plow layer, plow pan, subsoil, and parent
material layer, respectively. Zhong et al. studied zinc's adsorp-
tion and desorption behavior in layered chernozem with
different parent materials.*® The results showed that the soil
with the highest organic matter content had the most muscular
adsorption capacity for zinc, which was greater than that of
subsoil and parent soil, respectively. Xiao et al. once divided soil
organic matter into dissolved and pore-filling phases.** The fast
adsorption stage is the adsorption of the dissolved phase, with
a significant diffusion coefficient. The fast and slow adsorption
stage is the adsorption in the pore-filling phase, with a slow
adsorption rate. Zn has the most considerable adsorption in the
plow layer, mainly due to years of cultivation, higher organic

© 2023 The Author(s). Published by the Royal Society of Chemistry
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matter mass fraction on the soil surface, and more adsorption
sites. However, with the increase in depth, the mass fraction of
organic matter decreases gradually. The adsorption sites on the
soil surface are progressively saturated.** It was found that the
electron effect of Cd, Pb, and Zn in the surface soil was signif-
icantly higher than that in the subsoil and increased with depth.
Therefore, it is not difficult to see that the content of organic
matter causes the difference of heavy metal adsorption in each
layer of soil.

2.4 Soil organic matter (SOM)

Organic matter is one of the essential soil components for the
adsorption of heavy metals in soils. Pérez-Novo, a C. P, used
acid soils in northern Spain and two tested soils with organic
matter removed as controls to adsorb heavy metal Zn. The
results showed that the adsorption of Zn in soils with organic
matter removed was greatly reduced, which was the same as the
results of Yuan and Lavkulich.® It was proved that organic
matter was one of the main factors affecting the adsorption of
heavy metals in soil.** Jiang et al. studies found that after
removing organic matter, the adsorption capacity decreased
significantly, and the activity of Cr increased.*® Soil organic
matter can be divided into four types: free particulate organic
matter (fPOM), occluded particulate organic matter (oPOM),
intra-aggregate organic matter (iPOM) and dissolved organic
matter.*** They increase the adsorption capacity of soil to heavy
metals through surface complexation, ion exchange and surface
precipitation. The complexation of dissolved organic matter
(DOM) makes more heavy metal ions remain in the soil solu-
tion, thus reducing the adsorption of heavy metal ions by the
soil. DOM is an ill-defined term for a complex mixture of
different, partially known, water-soluble organic molecules and
partially decomposed plant matter, and is generally defined as
the proportion of organic molecules that can pass through
a 0.45 um filter.*” Kalbitz et al. believe that adsorption of DOM
on the surface of soil minerals is an important reason for the
content reduction of soluble organic matter in soil solution.*®
Humus is an integral part of SOM and a kind of natural
macromolecular organic compound which can be derived from
soil, sediment and water. Humus accounts for about 60-80% in
soil and sediment.” Humus is divided into humic substance
(HS) and non-humic substance (non-HS) according to whether
specific organic compounds with unknown chemical structures
are formed in the process of decay and decomposition.*® Non-
HS is a joint organic compound, such as amino acids, sugars,
proteins and so on. Humic acid (HA), fulvic acid (FA) and humin
(HM) are unique organic compounds that are ubiquitous in
soils. By comparison of aggregation degree and molecular
weight, HM > HA > FA. HA has the highest aggregation degree
and is insoluble in alkaline and acidic solution.”* HA is the
main active component in soil humus, which has a complex
chemical structure and contains a variety of active functional
groups (hydroxyl, carboxyl, phenolic hydroxyl, alcoholic
hydroxyl, quinolinyl, and carbonyl, etc.). Its large cation
exchange capacity in structure makes it have high affinity and
binding force to heavy metal cations in soil, and it can adsorb
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heavy metal ions in the ground.* Yang et al. found that the
ability of HA to adsorb heavy metals mainly depends on acidic
functional groups, especially carboxyl groups.> Arias et al.
measured the equilibrium isotherms of Cu and Cd on kaolinite
and found that HAs could enhance the metal adsorption
capacity of the mineral surface, especially kaolinite.>* Wang's
research has proved that HM extracted from lignite and its
calcium-based modified materials have strong adsorption and
passivation effects on heavy metal cadmium.>

3 Physical and chemical properties of
soil

The adsorption capacity of farmland soil to heavy metals is not
only related to the heterogeneity of soil but also the physical and
chemical properties of soil. In general, the soil's composition
and physical and chemical properties have a more significant
impact on the adsorption and retention capacity of heavy metals
than the nature of heavy metals themselves. The physical and
chemical properties include pH, redox potential and tempera-
ture, moisture content and cation exchange capacity, etc. Only
the first three are described here.

3.1 The pH of the soil

The pH is an important parameter to determine the adsorption
capacity of heavy metals in farmland soil, which affects the
hydrolysis of metal ions, the formation of ion pairs, the solu-
bility of organic matter, and the surface charge of the earth. The
PH of soil greatly impacts the adsorption capacity and solubility
of heavy metals in soil comminuted by heavy metals.*® It has
been found that the adsorption of most heavy metals in soil can
be increased from 0 to nearly 100% in a small pH range.”” In
general, the ability to adsorb heavy metals is positively corre-
lated with soil pHj; that, the lower the pH value, the more likely
the metal ions exist in the soil solution, so they are more easily
transported and absorbed.>®

Huang et al. found that the adsorption capacity of Cu and Zn
increased significantly with the increase of pH;** Markiewiez-
Patkowska et al. studied the adsorption behavior of heavy
metals in urban contaminated soil, and founding that the
maximum adsorption capacity of Cd in soil increased from
0.246 mg g~ to 2.294 mg g, which may be due to the increase
of pH, resulting in the increase of negative charge on the soil
surface, which is conducive to increasing the adsorption of Cd
by the s0il.*® Liu et al. proposed that the adsorption capacity of
adsorbents was closely related to pH, and pH might change the
existing form of Cr, thereby changing the leaching rate of heavy
metals in so0il.** Azeez et al. found that alkaline soil had the
highest adsorption efficiency for Zn and Pb, and slightly acidic
soil had the highest adsorption efficiency for Cd and Cu, so
somewhat acidic soil was good adsorption for heavy metals.®*
With the increase of pH, the adsorption capacity of Cr on soil
and sediment increased first and then decreased, and higher
and lower pH values were not conducive to the adsorption of Cr
on sediment and soil.** The results showed that the specific
adsorption of Cu and Pb by variable charge soils was mainly

RSC Adv, 2023, 13, 3505-3519 | 3509
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based on a coordination mechanism at low pH value, At the
same time, for cationic heavy metals, the desorption of heavy
metals was more accessible when the pH value decreased,
mainly due to the following reasons: (1) when pH value
decreased, protons competed with cationic heavy metals for
restricted sites, and heavy metals were released into soil solu-
tion; (2) the decrease of pH makes some minerals dissolve, and
the heavy metals adsorbed on the minerals are released into the
soil solution; (3) when pH > the point zero of charge (PZC) of the
component, the repulsive force between the component and the
heavy metal increases with the decrease of pH. When the pH
decreases to the PZC of the component, the component is not
charged, and when the pH further decreases, the repulsive force
between the component and the heavy metal increases. Heavy
metals quickly to decompose and adsorb from this group, and
the hydrolysis adsorption mechanism is dominant at a high pH
value.®* Cr, As, and other ions, they mainly exist in the form of
oxyanions in the soil, and their adsorption capacity decreases
with the increase of pH value, mainly because with the increase
of pH value, the amount of negative charge on the soil surface
increases, and the mutual repulsion between Cr, As, and oxy-
anions with the same charge leads to the decrease of adsorption
capacity. Some studies have also shown that the adsorption of
Cr®" by soil decreases with the increase in pH value.

3.2 Oxidation-reduction potential

Redox potential is the comprehensive embodiment of the
chemical reactions of various oxidants and reducing substances
in farmland soil, representing the relative degree of soil oxida-
tion and reduction, reflecting the index of redox state of farm-
land soil, affecting farmland soil pH, organic matter, and soil
heterogeneity, and also the key factor affecting the activity of
heavy metals.*® Khalid et al. pointed out that water-soluble
cadmium increased with the increase of redox potential in
soil-suspended matter.** For heavy metals with variable valen-
cies, such as Cr, its existing form in the soil is greatly affected by
Eh, so its adsorption capacity in the soil is greatly affected by
Eh.?

Reddy et al. found that with the increase of soil Eh, the
content of soluble lead in soil decreased due to the combination
of lead in soil with high-valent iron and manganese hydroxides
under oxidizing conditions, which reduced the solubility.*®
Therefore, Lindsay and Sadiq introduced the concept of PE + pH
to explain better the change of iron and manganese oxides at
different Eh and pH. With the decrease of PE + pH, iron oxides
change from amorphous form with strong adsorption capacity
to microcrystalline form (lepidocrocite y-FeOOH, goethite a-
FeOOH) with relatively weak adsorption capacity.®®

Guo et al. found that when Eh was (—216)-(—50) mV, large
free Fe*" appeared in the sediment. With the reduction and
dissolution of iron and manganese oxides, the original adsor-
bed and stable heavy metal ions were released into the soil
solution.®” In addition, Vodyanitskii et al. found that when Eh is
(=75)-150 mV, obligate anaerobes such as the genus desulfo-
vibrio vibrio reduce SO,*~ to H,S, which promotes the
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conversion of high-valent sulfate compounds to low-valent
sulfides, thus reducing the activity of heavy metals.®®

3.3 Temperature and freezing-thaw

The temperature of the reaction system is also one of the critical
environmental factors affecting the adsorption-desorption of
heavy metals. According to the change of adsorption-desorp-
tion caused by the change of temperature, the thermodynamic
parameters of the adsorption reaction can be calculated.
According to the thermodynamic parameters, the exothermic
process and endothermic process of the response can be
judged, as well as the reaction's spontaneity. The endothermic
or exothermic reactions of heavy metals in soils vary with soil
types, possibly due to the different components of different
farmland soils. In general, the study of adsorption-desorption
of heavy metals in soil should be carried out at a constant
temperature, and the temperature should be recorded simul-
taneously to better explain the experimental results.

Aharoni's research based on the principle of thermody-
namics showed that the adsorption of heavy metals increased
with the increase of soil temperature.* Since then, some
scholarshave used the improved Freundlich equation to
describe the effect of time and temperature on zinc adsorption,
which is as follow:"*"*

S = aCh'(A(_E/RD’)hZ (1)

where, S is the adsorption capacity (umol g '); C is the zero-
point concentration of zinc in the solution (umol L™ ')and b,
is the slope of the Freundlich adsorption curve; E is the acti-
vation energy (k] mol™); R is the gas constant; T is the
temperature (K); ¢ is the incubation time (d); @ and b, are
coefficients, where b; = 0.58283.7

Freezing-thaw also occurs when the soil temperature drops
below zero and rises above zero, resulting in freezing and
thawing. Soil freezing-thaw is a common natural phenomenon
in the high and middle latitudes of the Northern Hemisphere.
China is the world's third largest country of frozen soil, and the
frozen soil areas are mainly distributed in Northeast and the
Qinghai-Tibet Plateau.” It is generally believed that the amount
of adsorption and desorption of heavy metals in unfrozen soil is
higher than that in freezing-thawing soil,” which is the same as
Christense's finding that the destruction of soil aggregates
under the action of freezing-thawing alternation increases the
organic matter in soil.” However, Li and Wu found that under
the same solid-liquid ratio, the adsorption properties of soil to
Pb and Cr were different under different freezing-thawing
conditions, most of the adsorption kinetic models of soil to Cr
under freezing and thawing conditions were faster than those
under unfrozen conditions, and most of the adsorption
amounts of soil to Cr under freezing and thawed conditions
were higher than those under unfrozen conditions.” Dang et al.
found that the adsorption of cadmium in the soil with one,
three and six freezing-thawing cycles was 84, 74, and 70%,
respectively.” Compared with the soil without the freezing-
thaw cycle, about 33.1-50.0% of Cd in the soil without the
freezing-thaw cycle was desorbed at the same initial Cd
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concentration. However, about 32.1-73.0% of Cd was desorbed
from the freezing-thawing soil, indicating that the higher the
frequency of freezing-thawing, the higher the desorption rate of
Cd. It can be seen that freezing-thaw has a certain impact on
soil's physical and chemical properties, thus affecting the
adsorption and desorption of heavy metals.

4 Competitive adsorptions

In practice, the contaminated farmland soil often contains not
only one heavy metal, but also a mixture of multiple heavy
metals. Different heavy metal ions may interact with each other,
resulting in different characteristics from a single metal ion.”®

Abd-Elfattah and Wada studied the competitive adsorption
of several heavy metals on seven soils with different mineral
composition characteristics, and evaluated the particular
adsorption order of heavy metals in soils according to the
distribution coefficient.”” Two general selective adsorption
sequences were obtained: Cr > Pb > Cu > Cd > Zn > Ni and Pb >
Cr > Cu > Cd > Ni > Zn. The adsorption capacity of trivalent
metal Cr is more vital than that of divalent metal. Bibak studied
the competitive adsorption of Cu, Zn and Ni on oxisols, and
found that the presence of Cu seriously inhibited the adsorp-
tion of Zn and Ni, while the presence of Zn and Ni had little
effect on the adsorption of Cu.”® Jalali et al. found that compe-
tition had a specific impact on heavy metals' adsorption,
reducing the adsorption of Cd and Cu, and more Ni and Zn were
adsorbed by soil regardless of pH value and solid-liquid ratio.”
Campillo-Cora's competition experiment showed that the
retention rate of Cu, Zn, Ni and Pb was always higher than that
of the competition experiment, but Cr showed a synergistic
effect in the competition.®” According to the Langmuir constant,
the changing trend of the maximum adsorption capacity of soil
obtained by Fonseca below is: Cu = Zn > Cd > Pb > Cr. In the
dynamic system, the reaction is not in equilibrium, so the
change trend of the retardation factor is different: Zn > Cd > Pb
> Cu > Cr.** The competitive adsorption of Cu and Zn by soils
was significantly correlated with the electronegativity of ions,
the first-order hydrolysis coefficient, the ratio of charge to
a radius, and the Misono softness coefficient.®

Competitive adsorption between heavy metals does not
necessarily reduce their retention in the soil, as it depends on
the concentration, pH, and type of heavy metal involved. At the
same time, it was found that the adsorption capacity of some
metal ions decreased with the addition of ionic strength, which
may be due to the formation of outer ring compounds. The
adsorption capacity of some metal ions increased with the
increase of ionic strength or did not change with the change of
ionic strength. This may be due to the reaction of ions with soil
surface functional groups to form inner ring compound.® At the
same time, the competitive adsorption of heavy metals was also
affected by organic matter content, mineral composition, pH,
CEC and ionic composition of soil solution. Covelo et al. studied
the competitive adsorption kinetics of Cr, Cu, Pb, Cd, Ni, and Zn
ions in four humus soils, and found that the adsorption process
of Cr, Cu and Pb was very fast, while the other three were
slower.** Li's study found that the competition effect of Pb on
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Cd mainly occurred on SOM, not on clay minerals.** Therefore,
the competitive effect of Pb on Cd should not be ignored in soils
with high organic matter content. Heidmann et al. studied the
competitive adsorption of Cu and Pb on kaolinite. They found
that the presence of Pb reduced the adsorption of Cu, and the
higher the concentration of Pb, the greater the degree of
reduction.®

5 Environmental and external factors

It is well known that crop roots absorb heavy metals from the
soil and deposit them in crops. Finally, it is served on the table
and eaten by people. Similarly, microorganisms compete with
other soil components to adsorb heavy metal ions. The results
show that the adsorption of Cd** by bacterial cells is more
significant than that by minerals such as montmorillonite.
Thereby reducing the adsorption amount of the heavy metals in
the soil. Biochar can also adsorb heavy metals in soil. At
present, many researchers are studying heavy metals’ adsorp-
tion and desorption behavior on the surface of microplastics.
However, the purpose of this paper is to explore the adsorption
of heavy metals in soil. Therefore, the adsorption of heavy
metals in the soil will not be repeated.

5.1 Microplastics

In the 1950s, the plastic film began to be used in agriculture. In
the 1970s, China introduced the plastic film and promoted it in
large quantities. Now it has become the largest user of plastic
film. By 2017, the use of plastic film has reached 1.47 million
tons, accounting for 90% of the world's total. Microplastics are
a new type of non-degradable environmental pollutants with
particle size D < 5 mm, which are ubiquitous in the environ-
ment, produce a series of ecological and environmental toxicity
effects, and have become a global environmental hot issue.
Plastic fragments or particles with a particle size of <5 mm were
first proposed by the National Oceanic and Atmospheric
Administration in 2009. The soil microplastics’ sources in soil
can be divided into primary microplastics (PMPs) and
secondary microplastics (SMPs) according to their production
pathways. PMPs refer to the particles, such as plastic beads
added in cosmetics or plastic particles as industrial raw mate-
rials, discharged into soil through rivers, sewage treatment
plants, etc.;*” SMPs are plastic particles formed by the frag-
mentation of large plastic waste through weathering, which
reduces its volume.*® As shown in the Fig. 2, the microplastics
entering the soil environment through various ways are gradu-
ally distributed from the surface layer of the soil ecosystem to
the deep soil: the activities of soil animals such as feeding and
excretion and the elongation of plant roots can promote the
downward transport of plastics with small particle size.*® MPs
entering deep soil can penetrate aquifers and may enter
groundwater. On the one hand, MPs in soil can adsorb or
desorb other environmental pollutants through physical or
chemical effects, on the other hand, MPs can directly or indi-
rectly affect soil aggregates.®
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Fig. 2 Sources and distribution of plastic waste in soil environment.*°

There are few studies on the changes in soil physical and
chemical properties under the action of microplastics and their
effects on the adsorption of heavy metals. Zhang and Liu found
that 72% of the soil plastic particles were related to soil aggre-
gates and participated in the formation of soil aggregates in the
farmland soil of Dianchi Lake in Yunnan Province, and 28% of
the plastic particles were dispersed in the ground.®* The study on
the morphology of plastics further shows that fiber microplastics
are mainly involved in the aggregation of soil macro aggregates.
Film and fragment microplastics are dominant in the collection
of soil macro aggregates. Rillig and Lehmann pointed out that
microplastics have an essential impact on the structure and
function of soil microbial communities.”> Microplastics partici-
pating in soil aggregate aggregation will affect the physical and
chemical properties of soil. Bai et al. found that the formation of
soil aggregates was mainly driven by the role of microorganisms,
and this role was mutual.” Any change in totals would in turn
affect the structure and function of microorganisms, and jointly
affect soil chemical properties. Machado et al. pointed out that
microplastics of different materials have different changes in soil
porosity and interaction forces between particles, such as poly-
acrylic fiber and polyethylene fragment density, although only
86% and 71% of polyester fiber density.** At present, the effect of
microplastics on soil physical and chemical properties is not
enough to reflect its mechanism of action. The effect of micro-
plastics with different particle sizes on soil physical and chemical
properties can be considered in the future. The impact on heavy
metal adsorption in soil can be explained by the change of soil
physical, chemical properties.

5.2 Biochar

Biochar is a highly carbon-rich product produced by low-
temperature pyrolysis of biomass under anoxic or anaerobic
conditions. A certain amount of biochar will be applied to the
soil when planting crops to keep the soil fertile. Biochar has the
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characteristics of rich pore structure, large specific surface area,
high pH, diverse surface functional groups, high and stable
carbon content, etc. It has a strong adsorption capacity for heavy
metal ions.” Wu et al. found that biochar could significantly
enhance the Cd adsorption capacity of degraded alpine grass-
land soils in Northwest Sichuan.®®

Mansoor et al. have shown that biochar can increase the
adsorption capacity of heavy metals by affecting soil pH, CEC,
organic matter and mineral composition.”” The pH value of
biochar is generally above 8, which mainly depends on the ash
content in the production process of biochar. The ash contains
oxides or carbonates of Na*, K*, Mg”" and Ca*" cations, which
are alkaline when dissolved in water,”® Houben et al. deter-
mined the concentrations of heavy metals Zn, Cd and Pb in
0.01 mol L™ CaCl, extraction solution, and found that the
concentration of extraction solution decreased significantly
with the increase of biochar dosage after different proportions
of biochar were applied to soil for 1 h, which was also due to the
fact that biochar could increase the pH value of soil.*

When biochar was introduced into soil, the soil would
undergo complex aging processes, such as oxidation, surface
coverage, dissolution and destruction of pore structure, thus
changing the adsorption capacity of soil system for heavy
metals. Puga et al. applied sugarcane straw biochar to heavy
metal contaminated mining soil, and the concentrations of Zn,
Cd and Pb were reduced by 54%, 56% and 50%, respectively.'*
It also affected the activity of soil microorganisms. When bio-
char is added to soil, its porosity, surface characteristics and
some nutrients can promote microbial reproduction, enhance
microbial activity, and provide a larger space and attachment
sites for the survival of microorganisms.'** Xu et al. found that
biochar changed soil bacterial community structure and
significantly increased bacterial diversity and microbial
biomass, and there was a positive correlation between bacterial
diversity and biochar addition ratio in biochar-amended soil.***
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5.3 Vegetation-microorganisms

Different vegetation types and vegetation diversity directly or
indirectly affect soil moisture, temperature, particle size and
soil organic matter.'” Othert vegetation types and vegetation
diversity directly or indirectly affect soil moisture, temperature,
particle size and dirt organic matter.'® However, after contin-
uous planting of the same crop, the structure of soil aggregates
will be destroyed, making the soil hardened seriously, the soil
PH generally shows a downward trend, soil fertility decreases,
soil bulk density will also decrease, and even cause the
phenomenon of soil salinization. Fischer et al. pointed out that
species richness and plant functional groups had significant
effects on soil moisture, and the composition of plant func-
tional groups (species, richness of functional groups, appear-
ance of a particular active group).’® And the content of soil
organic carbon affects the soil water content. Wang et al. added
three kinds of crop straws to two variable charge soils (pH
values of 4.30 and 4.59) and a constant charge soil (pH value of
6.11).'° The results showed that the pH values of the two vari-
able charge soils increased rapidly within 3 days of incubation,
and then increased slightly. The pH values of the constant
charge soil decreased with the extension of incubation time. At
the same time, due to plant root respiration and root microbial
trophic respiration, some studies have found that the Eh value
of root soil is generally lower than that of non-root earth, but
there are also some vegetation, such as rice and some wetland
plants, whose roots have a particular function of oxygen secre-
tion, and vice versa. Moreover, rhizosphere minerals also
changed, affecting heavy metals adsorption.'”” Courchesne and
Gobran found that the abundance of rhizosphere minerals was
significantly different from that of non-rhizosphere. After root
action, the color of amorphous iron minerals became dark,
while goethite became yellow.'*®

Regarding microorganisms, Huang et al. found that the
surface area of kaolinite and soil colloids increased by 3.0-8.8%
after mixing with bacteria, and bacteria could promote the
adsorption of heavy metals Cu and Cd by kaolinite and soil
colloids.*® At the same time, in the soil environment, especially
in the micro-domain environment of the root-soil interface of
vegetation, there is always a synergistic effect between roots and
microorganisms. James reported that in the root-soil interface
of vegetation, Cr® was not easily adsorbed by soil, while Cr**
was readily adsorbed by soil or formed chromium hydroxide
precipitate.™® Moreover, due to microbial metabolism, root
secretion, decomposition of organic matter, dissolution of
minerals, application of fertilizers and decomposition of
organisms, there are a number of low molecular weight anionic
ligands in soil, which can complex with heavy metals, thus
affecting the adsorption process of heavy metals in soil. Such as
oxalic acid, tartaric acid, citric acid, phthalates, water, salicy-
lates, phosphates, and sulfates'"'> Ping et al concluded
through adsorption experiments that the presence of chloride
ions in soil can increase the availability of lead and cadmium,
while phosphate is a good stabilizer for lead and cadmium.™?
Under the action of microorganisms, the decomposition of
vegetation litter and the decay of plant roots can increase soil
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fertility, and also affect soil structure and properties. Xu et al.
found that the decomposition process of plant residues in soil
can lead to changes in soil organic matter properties."**
Similarly, the content of heavy metals in soils can affect
vegetation-microorganisms. In general, the toxicity of heavy
metals affects the species, biomass, population structure and
physiological and biochemical properties of soil microorgan-
isms and disrupts the normal composition of microbial
compartments. The correlation between heavy metals Pb, Cd,
Zn and As and microbial C-cycle related amylase, P-cycle related
acid phosphatase and redox related catalase activities were
found to be significant and positive (P < 0.05)."** When heavy
metal contamination is severe, the effect on microorganisms in
the environment changes from stimulation to toxicity, inhibit-
ing their biomass. For example, Jose et al. found that heavy
metal pollution reduced the diversity of bacterial distribution
and the expression of microbial enzymes, and when the
concentration of heavy metals (Zn, Co, Ni, Cu) was at 5 mmol
L', the diversity of isolated bacteria decreased from 90-100%
to 40%, and the secreted hydrolases decreased by 25%.*® At the
microscopic level, the toxicity of heavy metals to microorgan-
isms includes damage to cell membranes, alteration of enzyme
specificity, disruption of cellular functions, and damage to the
structure of DNA. For example, Zhou et al. found that bacterial
cyclic DNA was damaged to varying degrees at concentrations of
As**: 0.05 mg L', Hg>: 0.2 mg L', ¢d**, ¢d** and Cu":
0.5 mg L', and Pb*>" and Zn**: 1 mg L', respectively, when
bacteria were isolated from contaminated water bodies for

culture experiments.""’

6 Conclusion and prospect

With the rapid development of the social economy and the
improvement of people’s living standards, heavy metal pollu-
tion in farmland soil and related ecological problems have
become the focus of attention. So how to effectively repair heavy
metal pollution has attracted more and more attention. At the
same time, soil is a rich ecosystem, containing metal oxides,
organic matter, clay minerals, pore water, microorganisms and
so on. Adsorption-desorption, precipitation-dissolution,
oxidation-reduction and other reactions occur, of which
adsorption-desorption is the basis of these reactions, affecting
the environmental behavior of heavy metals. It is closely related
to the availability of nutrient elements in soil and the trans-
formation and fate of pollutants. It can also characterize the
process of soil genesis and formation and provide an essential
basis for soil classification. Therefore, understanding the
adsorption and desorption mechanism of heavy metals in
farmland soil can provide theoretical basis and control
measures for studying the environmental effects of heavy
metals in farmland soil. To sum up, the current research
progress on the influencing factors of heavy metal adsorption
and desorption in the soil is reviewed from four aspects, and we
believe that future research on freezing and thawing, micro-
plastics and microorganisms should focus on:

(1) Freezing-thaw is a typical seasonal phenomenon in
northern  China's  soil affecting

area, ecosystems’
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biogeochemical processes in many ways. As abiotic stress,
freezing-thaw can directly change soil aggregate, permeability,
mechanical properties and microbial communities, and indi-
rectly affect the cycling of carbon, nitrogen, phosphorus and
other nutrients. However, there are still many gaps in the
specific research on the impact of freezing-thaw on the
adsorption and desorption of heavy metals in soil. However,
with the change of global climate, the freeze-thaw phenomenon
may not only exist in the northern region.

(2) Pay attention to the adsorption and desorption of heavy
metals in soil by microplastics. In recent years, plastic products
have been produced in large quantities. In 2017 alone, global
plastic production reached 348 million tons, an annual increase
of about 5%. These plastic wastes are degraded into tiny plastic
particles by physical or photochemical processes and eventually
form microplastics, but the research on the distribution char-
acteristics of MPs in terrestrial environment, pollution status
and the mechanism of adsorption and desorption of heavy
metals is still about ten years behind the research on MPs in
water environment. Therefore, strengthening the study on the
adsorption and desorption of heavy metals in soil by micro-
plastics may help to solve a series of current problems.

(3) In the real natural environment, there are many kinds of
microorganisms, which are distributed in both bacterial and
archaeal domains. At the same time, various “secretions”
produced by microorganisms in the soil environment will also
affect the adsorption and desorption of heavy metals in the soil.
Therefore, this is a vast and unknown field that needs to be
explored and studied.
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