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Addressing heavy metal pollution is one of the hot areas of environmental research.
Despite natural existence, various anthropomorphic sources have contributed to an
unusually high concentration of heavy metals in the environment. They are characterized
by their long persistence in natural environment leading to serious health consequences
in humans, animals, and plants even at very low concentrations (1 or 2 jLg in some cases).
Failure of strict regulations by government authorities is also to be blamed for heavy metal
pollution. Several individual treatments, namely, physical, chemical, and biological are
being implied to remove heavy metals from the environment. But, they all face challenges
in terms of expensiveness and in-situ treatment failure. Hence, integrated processes are
gaining popularity as it is reported to achieve the goal effectively in various environmental
matrices and will overcome a major drawback of large scale implementation. Integrated
processes are the combination of two different methods to achieve a synergistic and
an effective effort to remove heavy metals. Most of the review articles published so
far mainly focus on individual methods on specific heavy metal removal, that too from
a particular environmental matrix only. To the best of our knowledge, this is the first
review of this kind that summarizes on various integrated processes for heavy metal
removal from all environmental matrices. In addition, we too have discussed on the
advantages and disadvantages of each integrated process, with a special mention of
the few methods that needs more research attention. To conclude, integrated processes
are proved as a right remedial option which has been detaily discussed in the present
review. However, more research focus on the process is needed to challenge the in situ
operative conditions. We believe, this review on integrated processes will surely evoke a
research thrust that could give rise to novel remediation projects for research community
in the future.

Keywords: integrated approaches, heavy metal, environment, toxicity, review, remediation

Frontiers in Environmental Science | www.frontiersin.org 1

May 2019 | Volume 7 | Article 66


https://www.frontiersin.org/journals/environmental-science
https://www.frontiersin.org/journals/environmental-science#editorial-board
https://www.frontiersin.org/journals/environmental-science#editorial-board
https://www.frontiersin.org/journals/environmental-science#editorial-board
https://www.frontiersin.org/journals/environmental-science#editorial-board
https://doi.org/10.3389/fenvs.2019.00066
http://crossmark.crossref.org/dialog/?doi=10.3389/fenvs.2019.00066&domain=pdf&date_stamp=2019-05-22
https://www.frontiersin.org/journals/environmental-science
https://www.frontiersin.org
https://www.frontiersin.org/journals/environmental-science#articles
https://creativecommons.org/licenses/by/4.0/
mailto:selvi.a2013@vitalum.ac.in
mailto:seljeev@gmail.com
https://orcid.org/0000-0002-1422-6794
mailto:rajasekargood@gmail.com
mailto:rajasekargood@tvu.edu.in
https://orcid.org/0000-0001-5324-3290
https://doi.org/10.3389/fenvs.2019.00066
https://www.frontiersin.org/articles/10.3389/fenvs.2019.00066/full
http://loop.frontiersin.org/people/123359/overview
http://loop.frontiersin.org/people/729293/overview
http://loop.frontiersin.org/people/120035/overview

Selvi et al.

Integrated Processes for Heavy Metals

INTRODUCTION

Environment comprises of complex variables that includes air,
water, and land. Their positive correlation forms a basis for the
existence of humans along with other living creatures, namely,
plants, animals, and microbes (Kalavathy, 2004). But, the science
and technological advances in the form of industrial societies
has contributed to severe environmental pollution of air, soil,
and water, which are considered to be the indispensable part
of human life. Increasing population, urbanization and rapid
industrialization are recognized as significant challenges to the
groundwater resources management in developing countries.
Many research reports have confirmed the heavy metals pollution
existence in several countries, thus signifying it as a worldwide
problem. Significant concentrations of toxic heavy metals (Cd,
As, Fe, Cr, Zn, Cu, Mn, Pb, Nij, etc.) in soil, surface, and ground
water have been reported in various countries like China, Italy,
Germany, Hong Kong, India, Turkey, Bangladesh, Greece, Iran
etc. (Wuana and Okieimen, 2011; Kaonga et al., 2017). Above
all these, lack of knowledge on the proper effluent disposal and
failure to imply strict regulatory standards has added to the cause
of environmental deterioration (Khalid et al., 2017). Therefore,
these factors have ended up in generation of huge amounts of
solid waste in various toxic forms which ultimately pollute the
entire ecosystem. The disposed wastewaters will also affect the
quality of surface water and soil, which on continuous proceeding
without proper care may cross permissible limits prescribed by
international regulatory agencies (E.P.A, 1992, 2002).

Heavy metals are regarded as significant environmental
pollutants due to high density and high toxicity even at low
concentrations (Lenntech Water treatment Air purification,
2004). According to United States Environmental Protection
Agency (USEPA) compilation, eight heavy metals, namely, lead
(Pb), chromium (Cr), arsenic (As), zinc (Zn), cadmium (Cd),
copper (Cu), mercury (Hg), and nickel (Ni) are listed to be
the most widespread heavy metals in the environment (Moore
and Ramamoorthy, 1984; Wang and Chen, 2006). According to
coordination chemistry of heavy metals, the above said heavy
metals are also categorized as class B metals that are non-essential
(highly toxic) trace elements (Nieboer and Richardson, 1980;
Rzymski et al., 2015). Broad classification of heavy metals with
examples is tabulated in Table 1. Heavy metals constitute an ill-
defined group that is most commonly found at contaminated
sites. They are characterized by their long persistence in natural
environment leading to serious health consequences in humans,
animals, and plants even at very low concentrations (1 or 2 pg
in some cases) (Atkinson et al, 1998). A wide array of toxic
heavy metals like Cr, Cd, Hg, Pb, etc., disposed by industries
will remain as non-degradable and contaminate the soil and
water to a greater extent (Aksu and Kutsal, 1990). Because
of the high propensity nature of the heavy metals, they tend
to accumulate in various environmental matrices, resulting of
misleadingly higher concentrations than the prescribed average
safety levels (Jarup, 2003; Rzymski et al, 2014). According
to Comprehensive Environmental Response Compensation and
Liability Act, USA, the maximum permissible limit of heavy
metals in aqueous medium is as follows, Cr-0.01 mg/L, Ar-0.01

mg/L, Cd-0.05 mg/L, Hg-0.002 mg/L, Pb-0.015 mg/L, and Ag-
0.05 mg/L, respectively (Jaishankar et al., 2014). If the heavy metal
concentration exceeds than those recommended, it can be major
sources of many human life-threatening complications such
as atherosclerosis, cancer, Alzheimer’s disease, and Parkinson’s
disease, etc. (Muszynska and Hanus-Fajerska, 2015).

This has urged various researchers to develop many
technological processes of remediation to bring these
contaminant levels within the regulatory limit in the
environment (Table 2). Most of the industrial scale remediation
involving, physical, chemical, and biological methods are
employed as single methods remediation strategies. Despite the
success of these processes, they do face certain disadvantages
like low efficiency, high cost and toxic sludge generation, etc.
However, this can be overcome by upgrading them as integrated
processes, which has exhibited more efficiency for heavy metal
remediation as reported by many researchers in recent years
(Huang et al., 2012; Mao et al., 2016; Selvi and Aruliah, 2018).

During recent years, many treatment options like physical,
chemical, and biological were implied to remediate heavy metal
contaminated soil, water, and sediments. Such methods include
thermal treatment, adsorption, chlorination, chemical extraction,
ion-exchange, membrane separation, electrokinetics, bioleaching
etc. (Table 3). As reported, most of the above said processes
are implied as single methods of remediation only. Despite the
success of these processes, they do face certain disadvantages like
efficiency, cost and failure during large scale implementation,
etc. (Volesky, 1990; Selvi et al.,, 2015). However, these can be

TABLE 1 | Classification of heavy metals with examples.

Class of heavy metals Examples

Macro-nutrient elements Cobalt, Iron

Micro-nutrient elements Copper, Nickel, Chromium, Iron, Manganese,

Molybdenum
Highly toxic elements Mercury Cadmium, Lead, Silver, Gold, Palladium,
Bismuth, Arsenic, Platinum, Selenium, Tin, Zinc
Precious elements Platinum, Silver, Gold, Palladium, Ruthenium

Radio nuclides Uranium, Thorium, Radium, Cerium, Praseodymium

TABLE 2 | Indian and European standards (EU) standards for heavy metals in soil,
food and drinking water (Source: Awashthi, 2000).

Heavy metal Soil Food Water EU
(ng/Kg) (mg/Kg) (mg/L) standards soils
(ng/g)
Cd 3-6 1.5 0.01 3
Cr - 20 0.05 150
Cu 135-270 30 0.05 140
Fe - - 0.03 -
Ni 75-150 1.5 - 75
Pb 250-500 25 0.1 300
Zn 300-600 50.0 5.0 300
As - 1.1 0.05 -
Mn - - 0.1 -
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TABLE 3 | Existing methods of heavy metal removal.

Type of remediation = References

Adsorption Feng et al., 2010; Hu et al., 2011; Gomez-Eyles et al.,
2013

Chlorination Fraissler et al., 2009; Nowaka et al., 2010; Nagai et al.,
2012

lon exchange Vilensky et al., 2002; Lin and Kiang, 2003; De Villiers
etal., 2005

Chemical extraction Marinos et al., 2007; Sigua et al., 2016
Qdais and Moussa, 2004; Al-Rashdi et al., 2011

Virkutyte et al., 2002; Zhou et al., 2004; Violetta and
Sergio, 2009

Pathak et al., 2009; Peng et al., 2011
Gomez-Sagasti et al., 2012; Shabani and Sayadi, 2012

Membrane separation
Electrokinetics

Bioleaching methods
Phytoremediation

overcome by upgrading them as integrated processes, which has
various advantages, such as effectiveness, economic feasibility,
short duration, versatile, eco-friendliness, on-site adaptability,
and large scale treatment options etc. (Huang et al., 2012; Mao
etal., 2016). Correlating to these factors, combined or integrated
treatment processes were reported to be more effective by many
researchers worldwide (Wick, 2009; Kim et al, 2010; Peng
et al., 2011). But, integration of two different processes needs
careful understanding and the purpose of the processes. Two
processes should to be integrated in such a way that, they should
be experimentally feasible even under large scale applications,
economically viable and relatively efficient than the individual
processes. Owing to these outcomes, integrated processes are
gaining popularity toward heavy metal removal from various
environmental matrices (Huang et al., 2012; Chen et al.,, 2013).
Therefore, we, here in this review have focussed to discuss on
various integrated or combined treatment options implied for
heavy metal removal in soil, sediment, sludge, and aqueous
matrices. To the best of our knowledge, this is the first review that
summarizes different integrated remediation options for heavy
metal removal.

METALS AS ENVIRONMENTAL
POLLUTANTS

Heavy metals are naturally occurring elements that are found
throughout the earth’s crust. Heavy metal pollution is caused
as a result of both natural and anthropomorphic activities
like mining, smelting, industrial production, using of metals,
and metal containing compounds for domestic and agricultural
applications. These sources were reported to contribute to
human exposure and environmental contamination by various
researchers (Herawati et al., 2000; Goyer, 2001; Zouboulis
et al, 2004; He et al, 2005; Rahman and Bastola, 2014).
The potential sources of environmental contaminations are
shown in Figure 1. Toxicological properties of heavy metals
are characterized by persistence of metal (long half-life), soil
residence time (>1,000 years), chronic, and sub-lethal effects of
the metal, bioaccumulation, biomagnification, teratogenic, and
carcinogenic properties of the metal (Manzetti et al., 2014).

HEAVY METALS DISTRIBUTION
IN ENVIRONMENT

Natural Sources

Heavy Metals in Rocks

Rocks are one of the natural sources for heavy metals in
the environment. Rocks are classified into magmatic rocks,
sedimentary rocks, and metamorphic rocks. Magma is a molten
rock that contains various chemical elements transported to
the earth surface by geological process such as volcanism or
plate tectonics (Press and Sievers, 1994). Heavy metals are
incorporated via isomorphic substitution into the crystal lattice
of primary minerals while magma cools down. Variations in
natural weather conditions cause physical damage to the rocks
and disintegrate into particles as sediment that can hold water,
gas, and oil since it is porous in nature. Mineral calcite present
in the sediment is precipitated by living organisms or chemical
reaction. This isomorphic substitution is decided by ion radius,
charge, and electro negativity. The most common heavy metals
occur in rock are Ni, Co, Mn, Li, Zn, Cu, Mo, Se, V, Rb, Ba, Pb,
Ga, Sr, E etc. (Mitchell, 1964).

Heavy Metals in Soils

Rocks disintegrate into fine particles or soil by the influence of
ice, water, temperature, etc. The soil matrix is a major reservoir
or transporting media for heavy metals, because soil and heavy
metals associations have rich and diverse binding characteristics.
Metals do not biodegrade like organic pollutants, rather they
bioaccumulate in the environment. Soil matrix may adsorb,
oxidize, exchange, catalyze, reduce, or precipitate the metal ions
(Hashim et al., 2011). These processes depend on several factors
such as pH, water content, temperature, particle size distribution,
nature of metal, and the clay content. This composition will
determine the mobility, solubility, and toxicity of heavy metals
present in the soil.

Generally, the minerals are dissolved by interacting with
carbonic acid and water. The insoluble minerals are dispersed
into fine particles. Soils are contaminated by metals and
metalloids from metal wastes, gasoline, animal manure, sludge,
waste water irrigation, atmospheric deposition, etc. (Khan et al,,
2008). Typical sources of ground water contamination are given
in Table4 (Spiegel and Maystre, 1998). The most common
heavy metals found in soils are Pb, Cr, Zn, Cd, and Hg.
Due to bioaccumulation and biomagnification, these metals
decrease the crop production and affects the food chain. The soil
concentration ranges and regulatory guidelines for some heavy
metals are given in Table 5 (Wuana and Okieimen, 2011).

The heavy metals present in the soil become contaminant due
to the following reasons, (i) Rapid generation via man made cycle,
(ii) Direct exposure of mine samples due to transportation from
mines to environmental location, and (iii) High metal dispose,
etc. The heavy metal balance in the soil can be expressed in the
form of equation shown below,

Miotal = (Mp + M, + Mf + Mag + Mow + Mip) — (Mg + M)

(1)
where “M” is the heavy metal, “p” is the parent material, “a” is the
atmospheric deposition, “f” is the fertilizer sources, “ag” are the
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FIGURE 1 | Potential sources of heavy metals in the environment (Source: Garbarino et al., 1995).

TABLE 4 | Typical sources of inorganic substances contributing for ground water
contamination (Source: Spiegel and Maystre, 1998).

TABLE 5 | Soil concentration ranges and regulatory guidelines of heavy metals
(Wuana and Okieimen, 2011).

Source Inorganic contaminants

Agricultural areas Heavy metals

Salts (CI~, NO, S027)
Heavy metals (Pb, Cd, Zn) Salts
Heavy metals, metalloids, Salts

Salts (CI~, NH;)
Heavy metals

Urban areas
Industrial sites
Land fills

Mining disposal sites Heavy metals, Metalloids, Salts

Dredged sediments Heavy metals, Metalloids
Hazardous waste sites Heavy metals, Metalloids
Leaking storage tanks -

Line sources (Motorways, sewerage,
railway systems, etc.)

Heavy metals

agrochemical sources, “ow” are the organic waste sources, “ip”
are other inorganic pollutants, “cr” is the crop removal, and “I”
is the losses by leaching, volatilization (Alloway, 1995; D’amore
etal., 2005).

Heavy Metals in Water
Metal composition in surface water like rivers, lakes, ponds,
etc. is influenced by the type of soil, rock and water flow.

Metal Soil concentration range (mg/kg) Regulatory
limitst
(mg/kg)

Pb 1.00-69,000 600

Cd 0.10-345 100

Cr 0.05-3,950 100

Hg <0.01-1,800 270

Zn 150-500 1,500

*Non-residential direct contact soil clean up criteria.

Metals present on the surface of soil are carried out from
its path, which ends up in sewage and reservoirs (Salem
et al,, 2000). The rain water gets contaminated while passing
through the atmosphere. Water sources get contaminated
by the flow of various industrial effluents into it. These
industrial effluents were reported to contain many heavy
metals as stated in Table 6. Ground waters are contaminated
from landfill leachates, deep well liquid disposal, industrial
wastes, etc. (Oyeku and Eludoyin, 2010). Factors such as
temperature, pH, living organism, cation exchange, evaporation,
absorption, etc., will also influence the metal composition in
the water.
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TABLE 6 | Occurrence of metals or their compounds in effluents from various industries (Source: Nagajyoti et al., 2010), Copyright 2018 Springer Nature.

Al Ag As Au Ba Bi Cd Co

Cr Cu Fe Hg Mn Mo Pb Ni Sn Zn

Mining X X X
Metallurgy X X X X
Dyes and Pigments X X X
Alloys

Leather X X X

Textiles X X X X
Petroleum X X X
Fertilizer X X X

X X X X
X X X X X
X X X
X X X X X
X X X X
X X X X X X
X X X X X X X

Heavy Metals in Atmosphere

Heavy metals are released into the atmosphere as gases and
particulates by surface erosion and colloid loss. Sources of heavy
metals in the atmosphere include, mineral dusts, sea salt particles,
volcanic eruption, forest fires (Colbeck, 1995). Other than these
natural sources, heavy metal air pollution can also originate
from various industrial processes that involve the formation of
dust particles, e.g., metal smelters and cement factories. Volatile
metals such as Se, Hg, As, and Sb are transmitted in gaseous
and particulate form in the atmosphere. Metals such as Cu, Pb,
and Zn are transported as particulate form. The presence of
heavy metal depends upon number of site-specific factors such
as (1) the quantity and characteristics of the industrial pollutants,
(2) environmental sensitivity, (3) potential for environmental
release, (4) proximity of these heavy metals in humans and its
effect on their health (Hassanien, 2011).

Anthropogenic Sources of Heavy Metals
Heavy metals are released into environment by various
anthropogenic activities. The introduction of heavy metals due to
continuous input of pesticides and fertilizer for food production
is transported to surface water by infiltration (Darby et al,
1986). Zn and Cd are commonly present in phosphate fertilizers
and the input of these fertilizers is directly proportional to
the concentration of heavy metals. In addition to Zn and Cd,
pesticides used in agriculture have elements such as Hg, As and
Pb too. Thought he metal based pesticides are no longer in use,
the earlier unregulated pesticide application has led to increased
accumulation of heavy metals in various environmental matrices.
Added to these, various industrial activities such as mining, coal
combustion, effluent streams, and waste disposal has increased
the heavy metal contamination in the environment (Herawati
et al., 2000; Goyer, 2001; He et al.,, 2005). The most common
anthropogenic sources contributing to heavy metals into the
environment are listed in Figure 2.

Need for Remediation of Metals in

the Environment

The presence of heavy metals released from various sources
is either directly or indirectly released into the environment
that affects humans, animals, and plants. The main pathways
of exposure are through inhalation, ingestion, and dermal
contact. Due to increased risk of human exposure to heavy
metals, it leads to serious health implications and environmental

deterioration (Rzymski et al, 2015). Hence, these metals are
categorized as systemic toxicants that can induce adverse
health effects in humans that include cardiovascular diseases,
developmental abnormalities, neurologic and neurobehavioral
disorders, diabetes, hearing loss, hematologic and immunologic
disorders, and various types of cancer (IARC, 1993; Mandel et al.,
1995; Hotz et al,, 1999; Steenland and Boffetta, 2000; WHO,
2001; Jarup, 2003). Human health implications of heavy metal are
shown in Figure 3. The severity of adverse health effects differs
with the type of heavy metal, the chemical form, time of exposure,
and the dosage. These heavy metal contaminants in soil were also
reported to affect the ecosystem by disturbing the food chain,
reducing the food quality due to phytotoxicity, and loss of soil
fertility etc. (McLaughlin et al., 2000a,b).

In India, the heavy metal concentration in industrial areas
is much higher than the permissible level as reported by
World Health Organization (WHO), thus exposing humans to
occupational hazards (Manivasagam, 1987). This scenario of
the serious health hazards due to heavy metal pollution can
be contributed to negligence of the industries in the form of
direct discharge of untreated effluent into environment, failure to
imply strict regulations by government environmental protection
agencies in developing countries, and the non-reliability of the
present individual remediation methods toward in situ and large
scale applications.

TYPES OF INTEGRATED PROCESSES

Chemical-Biological Remediation
Approach

This process of chemical-biological integrated treatment is
considered to be a highly economical and eco-friendly alternative
to treat heavy metals containing wastewater. Implementation
of this integrated treatment than the individual chemical or
biological treatment has been reported to be advantageous and
has shown significant results of heavy metal removal by many
researchers worldwide (Rahman and Murthy, 2005; Abdulla
et al,, 2010; Rahman and Bastola, 2014; Greenwell et al.,, 2016;
Mao et al, 2016; Pradhan et al., 2017). When implied alone,
both the treatments face, their merits, and demerits. In case
of chemical method of remediation, its simple operation and
quick results have made this method as one of the most
widely used remediation worldwide. However, the production
of insoluble metal precipitates and toxic by-products has greatly
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FIGURE 2 | Anthropogenic sources of heavy metals. (Source: https://www.slideshare.net/tutan2009/heavy-metal- pollution-in-soil-and-its- mitigation-aspect-by- dr-

limited this method (Fu and Wang, 2011). On the other hand,
biological treatment is considered advantageous due to its
environmental friendliness and economic feasibility. But their
limitations include, long acclimatization time, changes in the
biodegradable efficiency of the isolate and generation of sludge
(Lohner and Tiehm, 2009). However, these limitations can
be ruled out by integrating both the methods with a proper
understanding of individual method’s mechanism. Generally, this
type of integrated system involve biological treatment followed
by chemical treatment and vice-versa, that acts as a polishing step
due to its effectiveness and economic feasibility as reported by few
researchers (Ayres et al., 1994; Goswami and Mazumder, 2014).
In one of the study by Ahmed et al. (2016), a combined approach
of chemical precipitation and biological treatment toward Cr(VT)
removal from tannery effluent was reported with a successful
recovery of 99.3 and 98.4% of total Cr and Cr(VI), respectively.
It was also shown to reduce 77% of chemical oxygen demand
(COD) and 81% of turbidity. A similar study of combined process
of chemical precipitation and biological system using Fusarium
chlamydosporium was reported to reduce 64.69% of turbidity,

71.80% of COD, and 62.33% of total chromium (Sharma and
Malaviya, 2014). Though this method has gained popularity
among researchers, a responsible and an eco-friendly choice of
non-toxic chemicals will surely aid in the success of this method.

Electro-Kinetic Microbial Remediation
Approach

In this kind of remediation process, the organic matter is
electrochemically converted to generate useful by-products,
produce bioelectricity, and fuel by the action of microbial
metabolic processes (Logan and Rabaey, 2012). As soil contains
the majority of heavy metal in insoluble form, their removal rate
was minimum, so the solubility can be achieved by coupling
electrokinetic with other techniques. On the other hand, if the
metal ion was in “soluble” form in the soil, then the remediation
rate will be maximized. Based on these implications, electro-
kinetic (EK) technique was introduced around 1980s and was
widely employed to manage heavy metal contaminated fine-
grain soils of low hydraulic conductivity (Maini et al., 2000).
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Here a direct electric current was used to remove fine and low
permeability heavy metal particles from the soil with minimum
disturbance to the surface. As voltage was applied between two
sides of the electrolytic tank containing contaminated soil, an
electric field gradient was created. This low-level electric current
aid as a cleaning agent by stimulating the pollutants to transport
toward recovery wells involving mechanisms such as electro-
osmotic flow, electromigration, and electrophoresis thereby
inducing electrochemical reactions (Acar and Alshawabkeh,
1993). The main advantage of this method is its simple operation,
cost-effective, and no subsequent pollution (Zhou et al., 2004;
Deng et al., 2009; Violetta and Sergio, 2009; Ma et al., 2010).
But, EK method has also certain restrictions like, bioavailability
of the heavy metal and mass transfer between the electrode and
pollutants (Simoni et al., 2001; Lohner and Tiehm, 2009).

In order to increase its overcome these restrictions and
to achieve high efficiency, an interesting idea of integrating
EK remediation with biological method was used and got
succeeded by many researchers. This integration was reported to
promote increased bioavailability of the pollutants, enhancement
in biodegradation efficiency by generating oxidization and
reduction zones, releasing of soil/sediment bound pollutant,
improved nutrient transport, improved performance, and
availability of terminal electron acceptors (Maini et al., 2000; Luo
et al., 2005; Wick, 2009; Kim et al., 2010; Peng et al., 2011; Selvi
and Aruliah, 2018). As a biological counterpart, both acidophilic
and alkalophilic microbes were employed. If the acidic bacterium
is involved, it will favor EK, whereas the alkalophilic will aid
in metal precipitation. In a few instances, few microbes may
require additional nutrients as an energy source (glucose, starch
etc.) to survive in the EK cell (Choi et al., 2013). Some of the

interesting works on Bio-EK integrated system, implied by the
scientific community were discussed in detail here. One such
study by Rosestolato et al. (2015) on bio-electrokinetic method
was reported in which, 400 kg of mercury contaminated soil was
successfully remediated by with a maximum removal of 60%.
In a study of EK assisted bioremediation carried out by Azhar
et al. (2016a) removal of mercury from the contaminated soil
was reported. Electrokinetic study was conducted using electric
current of voltage 50V for a period of 7 days, which was followed
by microbial remediation using Lysinibacillus fusiformis bacteria.
The result concluded that higher removal rate of mercury to 78%
was achieved within a shorter period of 7 days. In another study
of zinc removal, EK assisted bioremediation using Pseudomonas
putida showed 89% removal in 5 days (Azhar et al., 2016b).

With a future perspective of symbiotic combination strategies
using electrochemically active bacterial cells and electrified
interfaces, Varia et al. (2013) reported on bioelectrochemical
remediation of gold, cobalt, and iron metal ions using
gamma Proteobacteria, Shewanella  putrefaciens CN32.
Their demonstration concluded on microbial influenced
electronation thermodynamics of the metal ion, with an
outcome of prospective energy savings. A similar study by
Kim et al. (2012) demonstrated removal of heavy metals
such as arsenic, copper, and leads using an integrated system
of bioelectrokinetics (bioleaching-electrokinetic). They have
employed Acidithiobacillus ferrooxidans species to carry out
bioleaching process as it was capable to oxidize the reduced
sulfur and ferrous ions. This creates an acidic environment in the
soil, which was reported to as a suitable condition for removal of
heavy metals (Nareshkumar et al., 2008). Peng et al. (2011) too
reported on significant reduction of 296.4 to 63.4 mg/Kg of Cu
and 3,756 to 33.3 mg/kg of Zn in sewage sludge, within 10 days
using an indigenous iron-oxidizing bacteria and EK remediation.

In this Bio-EK integrated remediation, bioleaching process
was carried out initially to convert the metal to soluble
form which favors a faster and higher rate of remediation in
electrokinetic method a follow up process in bioelectrokinetics.
From the obtained results they have concluded that the
maximum removal of heavy metal was achieved with minimal
power consumption, than used for conducting individual EK
remediation. A similar bioelectrokinetics remediation work was
reported by Huang et al. (2012) to remove copper, zinc,
chromium and lead from the polluted soils. In this experiment,
soil samples were collected and oxidized using iron containing
bacterial species and the soil was further treated by electrokinetic
method, by which, the metals will start to eliminate with change
in the pH of soil. The corresponding elimination of metal ions
of copper, zinc, chromium, and lead was monitored and reported
with maximum removal rate.

Dong et al. (2013) used electrokinetic coupled biostimulation
method to remove lead from Pb-oil co-contaminated soil. A pilot
study was conducted for a period of 30 days in which surfactant
(Tween 80) and chelating agents (EDTA) was added to enhance
EK operating conditions. The addition of EDTA was found to
play a role in eliminating the heavy metal toxicity in soil and
this coupled technique reported 81.7% removal of lead from
the soil.
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Electrokinetic-Phytoremediation Approach
This is an emerging method of remediation that has proved to
be more effective in terms of metal recovery and being more
economical than the other integrated approaches discussed
previously. This combination was initiated with the outstanding
results of EK remediation and its compatible operation with
phytoremediation (Figure4). When phytoremediation is
employed as an individual process, they may offer an economical
solution, but, its in situ application is limited by climatic
conditions, metal bioavailability, and shallow depths (Barber,
1995). The recovery yield and process rate also require a
significant improvement. However, this can be enhanced
by combining phytoremediation with different strategies
like transgenic technology, bioaugmentation, remediation
with electrokinetics, permeable reactive barrier (Cameselle et al.,
2013). Laboratory studies on EK and phytoremediation approach
has exhibited a respectable vision in heavy metal remediation of
Zn, Pb, Cu, Cd, and As. Electrokinetics was also found to play
an important role in phytoremediation. A direct current passed
between electrodes which placed vertically in soil separates
organic and inorganic molecules (Cao et al, 2003; Santos
et al., 2008). Depending on the plant’s uptake mechanisms,
different strategies like, phytoextraction, phytoevaporation,
phytostabilization, rhizodegradation, and rhizofiltration were
employed for phytoremediation (Halim et al., 2003; Cui et al.,
2007; Kotrba et al., 2009; Ghosh, 2010; Lotfy and Mostafa, 2014;
Mao et al., 2016).

Bhargavi and Sudha (2015) used an electrokinetic assisted
phytoremediation process to reduce the levels of chromium and
cadmium. In their study, the samples were taken from Bharathi
Nagar and Tandalam village of the Ranipet Industrial area.
The collected samples were first remediated using EK method,
followed by phytoremediation by extruding the remediated soil
samples from the electrokinetic cell. The EK remediated soil

FIGURE 4 | Schematic diagram of electro-kinetic coupled/enhanced
phytoremediation (Source: Mao et al., 2016) Copyright 2018, Elsevier.

was potted to grow the plant Brassica Juncea. For electrokinetic
treatment, 50V of electric current was applied and the removal
rate was monitored at a regular interval of time from 5 to 25
days. They reported on 67.43 and 59.78% removal efficiency
of cadmium and chromium after 25 days of treatment. This
EK remediated soil, employed for phytoremediation showed a
promising accumulation of cadmium and chromium in single
harvest, which was further increased in subsequent harvests. A
similar study was conducted by Lim et al. (2004) to remove
lead from polluted soil using mustard plant. Compared to
controls, the electric field assisted phytoremediation showed
2-4 times effective removal of lead in the soil. Cang et al
(2012) have remediated cadmium, copper, lead and zinc from
the soil by using integrated methods of electrokinetic assisted
phytoremediation. They concluded that the property of the soil
was directly influenced by the voltage applied and the growth
of plant increased the enzymatic activity of soil to achieve a
maximum heavy metal remediation.

Electrokinetic coupled phytoremediation using species Lemna
minor was tested by Kubiak et al. (2012) to remediate toxic
arsenic in water. For this test, artificial arsenic water was prepared
using sodium arsenate at a concentration of 150 g L™!. Their
preliminary results showed a higher removal rate of 90% at the
end of the experiment. In an another study of lead removal
from soil was reported by Hodko et al. (2000), in which the
EK remediation was carried out by applying several electrode
configurations to enhance phytoremediation by increasing the
depth of soil to prevent the leaching of mobile metals on the
ground surface.

Phyto-electrokinetic remediation under laboratory scale was
studied by O’Connor et al. (2003) in which the soil samples
were contaminated artificially with metal ions followed by
the measuring of removal rate. One of the soil samples was
contaminated by copper and the other by cadmium with arsenic.
The test soils were filled in the reactor in two separate chambers.
An electric current of 30 V was applied simultaneously by seeding
with rye grass. A significant removal rate was reported over a
period of 98 and 80 days for Cu and Cd-As soil, respectively.
EK enhanced phytoextraction demonstrated by Mao et al. (2016)
removed lead, arsenic and caesium from soil by lowering the pH
of soil to 1.5, which resulted in dissolution of heavy metals to
a larger extent with an increased solubility and bioavailability
of heavy metals. It was then followed by phytoextraction using
plants that enhanced the effectiveness of metal removal from
the soil.

Phytobial Remediation Approach

Phytobial remediation is an efficient and eco-friendly solution to
remove heavy metals from soil and water. Phytobial remediation
utilizes plants as well as microbes to remove heavy metals
from soil and water. As mentioned in literature, phytobial
based remediation utilizes the plants to uptake the heavy
metals and the microbes will help in degradation of those
metallic substances (Lynch and Moffat, 2005). Figure 5 portrays
different mechanism viz., (i) Bioprecipitation of metals, (ii)
Bioaccumulation of metal by metal binding proteins, (iii) Binding
of metals on the cell surface, (iv) Biotransformation of metals,
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FIGURE 5 | Various microbial interaction with heavy metals (Source: Ahemad, 2015) Copyright 2018, Springer Nature.

(v) Methylation of metals, (vi) Solubilisation of metals, (vii)
Biosorption of metals, (ix) Metal reduction, (x) Siderophores
secretion, (xi) DNA-mediated interaction toward heavy metal
removal (Ahemad, 2015). These mechanisms can be enhanced
by integrating a suitable bacterium that can secrete multiple
plant growth promoting substances (PGPS) (Martin and Ruby,
2004). These substances include organic acids, ACC deaminase,
siderophores, and biosurfactants that will transform the metals
into a bioavailable form (Roy et al., 2015). Table 7 summarizes the
PGPS secreted by various phosphate solubilizing bacteria (PSB).

Phytobial remediation is recognized as cleanest and cheapest
approach unlike other invasive technologies. It also has an
advantage of being applied to vast areas of contaminated
groundwater, soil and sediment. In addition, its in situ
application option was found to decrease the heavy metal
distribution in the soil and aids in preserving the top soil. Despite
these advantages, this method is restricted to shallow aquifer and
soil due to plant root length restriction, potential fear of transfer
of heavy metals to the food chain, long duration (may require
several seasons), regular monitoring (due to litter fall), lack of safe
proper disposal method, tough metal recovery procedures, and
high recycle economy. Roy et al. (2015) has offered few solutions
to overcome these issues by using deep rooted plants, designing
of transgenic plants that distracts herbivores, development of
suitable evaluation methods, to integrate with other methods like
bioremediation, EK, and bioaugmentation, etc. Different types of
microbes involved in phytobial remediation are discussed here
in detail.

Phytobial Remediation Using Free Living Organism
Free living microbes assist phytoremediation by mobilization,
immobilization, and volatilization. Mobilization of metals
occurs by different reactions such as volatilization, redox
transformation, leaching, and chelation. The microbes like
Sulfurospirillum barnesii, Geobacter, and Bacillus selenatarsenatis
are used for arsenic removal. Lee et al. (2009) developed a hybrid
method by using anaerobic bioleaching and electrokinetics.
The plant used for phytoremediation accumulates heavy metals
as harvested tissue, which can be disposed off. Introducing
mobilizing microbes into contaminated water speed up the
process of heavy metal accumulation (Wang et al., 2005). During
the immobilization process, the mobility of the contaminant
is prohibited by altering the physical and chemical properties
(Leist et al, 2000). The oxidase enzymes present in the
microbes oxidize the metals and make them immobilize and
less toxic. The microbes such as Sporosarcina ginsengisoli,
Candida glabrata, Bacillus cereus, and Aspergillus niger were
used in immobilization technique to remove heavy metals
(Littera et al., 2011; Giri et al.,, 2012). In a biotransformation
process, a large number of bacteria, fungi, and algae were
employed in heavy metal removal using biomethylation process
(Frankenberger and Arshad, 2002).

Endophyte Remediation

Certain bacteria and fungi that live within the plants are called
endophytes. They live within the plant for at least a part of
their life cycle without damaging the host. They are ubiquitously
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TABLE 7 | Plant growth promoting substances realeased by phosphate
solubilizing bacteria (Source: Ahemad, 2015), Copyright 2018 Springer Nature.

PGPR

Plant growth promoting traits

Pseudomonas aeroginosa strain
0OSG41

Pseudomonas sp.

Acenetobacter haemolyticus RP19
Pseudomonas putida

Pseudomonas fluorescens strain Psd

Bacillus thuringiensis
Pseudomonas aeroginosa
Pseudomonas sp. TLC 6-6.5-4
Bacillus sp.

Klebsiella sp.

Enterobacter asbariae

Bacillus species PSB10

Arthrobacter sp. MT16,
Microbacterium sp. JYC17,
Pseudomonas chloraphis SZY6,
Azotobacter vinelandii GZC24,
Microbacterium lactium YJ7

Pseudomonas sp.

Enterobacter aerogenes NBR1 24,
Ravanella aquatilis NBRI K3

Enterobacter sp.
Burkolderia
Pseudomonas aeroginosa

IAA, siderophores

IAA, HCN
IAA
IAA, Siderophore, HCN, ammonia

IAA, Siderophore, HCN, antibiotics,

biocontrol activity

IAA

IAA, Siderophore, HCN, ammonia
IAA, Siderophore

IAA, HCN

IAA, Siderophore, HCN, ammonia
IAA, Siderophore, HCN, ammonia
IAA, Siderophore, HCN, ammonia
ACC deaminase, IAA, Siderophore

IAA, Siderophore, HCN, biocontrol
potentials

ACC deaminase, IAA, Siderophore

ACC deaminase, IAA, Siderophore
ACC deaminase, IAA, Siderophore
ACC deaminase, IAA, Siderophore

ACC 1- aminocyclopropane 1-carboxylate, HCN-hydrogen cyanate, IAA-Indole-3-
acetic acid.

associated with most of the plant, of which some can promote
plant growth (Ryan et al, 2008). Few fungal endophytes will
produce secondary metabolites too. Methylobacterium strains
from Pteris vittata herb was reported to exhibit heavy metal
tolerance (Dourado et al., 2012). However, this endophyte
remediation needs more research to explore the potential of
unstudied endophytobiome.

Rhizomicrobe Remediation

Rhizosphere refers to the root region of the plant. Certain
microbes present in this region forms a symbiotic association
with the plant by secreting exudates, secretions, mucilages,
mucigel, and lysates that help in plant growth (Kirk et al., 1999).
For example, siderophores secreted by microbes will help in
chelation and solubilisation of metals. Based on these secretions,
rhizo-remediation can induce plant growth, immobilize heavy
metals, and accumulation of metals. Siderophores having
different ligand binding groups can bind to different metals.
Siderophores produced by Pseudomonas azotoformans reported
to mobilize and remove arsenic (Diaz de Villegas et al., 2002).
Since the root microbes are aerobic in nature, the increased pH
at the rhizosphere zone favors the mobilization and uptake of
heavy metals. The increased pH is due to the cation and the anion
uptake ratio in rhizospheric region (Nair et al., 2007). Yang et al.

(2012) reported that the plant-microbial consortium secretes
biosurfactants that helps in immobilizing metals by increasing
the pH of the rhizosphere.

Fungal Phytoremediation

Many plants have an association with mycorrhizal fungi which
increase the surface area of plant roots and help them to
get more water and nutrients (Sylvia et al., 2005). Recent
studies demonstrated that the mycorrhizal fungi can enhance
the accumulation and uptake of heavy metals by plants.
Glomus mosseae, Glomus geosporum, and Glomus etunicatum are
mycorrhizal fungi present in Plantago lanceolata L, that were
reported to enhance arsenic (As) accumulation by few researchers
(Wu et al., 2009; Ortowska et al., 2012).

Algal Phytoremediation

Algae are regarded as an important component of aquatic system
that plays a significant role in bio-geochemical cycle. It has
received immense attention of researchers worldwide due to
their exceptional absorption and sequestration capability. It also
possesses high tolerance to heavy metals, selective removal,
ability to grow both autotrophically and heterotrophically,
synthesis of metallothioneins and phytochelatins, and can serve
as potential agents for genetic alterations (Hua et al., 1995). Algal
species such as microalgae (e.g., Dunaliella salina), macroalgae
(Ulva sp., Enteromorpha sp., Cladophora sp., and Chaetomorpha
sp), green algae (Enteromorpha, Cladophora), and brown
algae (Fucus serratus) were extensively reported to accumulate
appreciable quantities various heavy metals (Rainbow, 1995;
Gosavi et al., 2004; Al-Homaidan et al., 2011). Aquatic plants
such as Eichhornia crassipes, Pistia stratiotes, Colocasia esculenta,
Spirodela polyrhiza, and Lemna minor have also been widely
studied toward heavy metal remediation.

Enhanced Phytoremediation Approaches

It is quite obvious that an extensive technology is needed to
remove heavy metals from the environment to bring them
down to the permissible levels. Though it can be achieved by
various integrated processes as discussed above, recombinant
genetic engineering of bacteria and plants has also proved
to be worthy in terms of heavy metal removal applications.
Microbes have tremendous remediation potential when they are
subjected to genetic modification, by which they can perform
better than the wild type. Similarly, phytoremediation can also
be triggered by genetic engineering to enhance the accumulation
and uptake of heavy metals. The “ars” operon in “arsR” gene
code for a regulatory protein which aid in sensing arsenic
contamination. Kostal et al. (2004) prepared a recombinant E.
coli with “ars,” gene which accumulated 60-fold higher level of
arsenic than the control organism. “Ars” operon incorporated
recombinant strain is best suited for in sifu remediation option to
perform bioremediation under real conditions (Ryan et al., 2007).
Transgenic canola plants incorporated with Enterobacter cloacae
CAL2 has accumulated four times more heavy metals than the
control cells. Introduction of transgenic plant was reported to
enhance the capacity of the plant toward heavy metal removal
from soil (Eapen et al., 2003).
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Other Integrated Approaches

With the successful remediation of the integrated processes
discussed above, there are few other novel research attempts on
integrated processes. Jones (1996) was the first person to conduct
an electrokinetic-geosynthetic approach to remove metals from
the contaminated soil. Geosynthetic material increases the
mobility of pollutants and so the remediation rate using electric
current will also be increased. This method was also proven
to be successful for heavy metal removal from the soil. An
integrated approach of using permeable reactive barrier along
with microbes is a technique where the dissolved contaminants
filter out as it flows. The removal occurs when the contaminated
water flows through the permeable reactive barrier treated area
in its flow path (Kober et al., 2005). This material is incorporated
with microbes and/or plants which have the capability to absorb
heavy metal present in ground water. Peng et al. (2015) have
conducted integrated electrokinetic remediation coupled with
membrane filtration to reduce the level of iron, zinc and calcium.
They have made a comparative study and reported on the
nanofiber assisted removal, which showed a maximum efficiency
of metal ion removal than the individual electrokinetic method.
An electric voltage of 25V and 50 V were applied to carry out the
electrokinetic study followed by filtration using polyacrylonitrile
nanofiber (PANN) membrane. The removal rates of Zn?t, Fe3*+
and Ca?t were about 99.15, 98.03, and 99.73%, respectively.
Vocciante et al. (2016) have conducted electrokinetic coupled soil
washing to remediate heavy metal as it will convert insoluble
metal ions in the soil to mobile forms and thereby facilitating
the rate of metal removal to a greater extent. Using this coupled
technique heavy metals such as antimony, arsenic, cadmium,
chromium and mercury was removed effectively. The process
occurs based on in situ soil washing. However, this technique
needs to be validated in large scale (Aboughalma et al., 2008).

Future Projections

Implementation of biotechnological approaches is gaining
increasing prominence in the field of remediation, as they
are often considered as a promising strategy for the eventual
treatment of contaminated sediments. As far as heavy metal
removal is concerned, a detailed understanding of metal-
induced mechanisms are imperative to devise an effective
remediation option, because the heavy metals are known to cause
serious health implications such as fertility impairment, genetic,
epigenetic, and biochemical alterations as discussed in above
sections of this review (Rzymski et al., 2015). This is due to the
complexity and uniqueness of the contaminated sites caused by
heavy metals.

Remediation methods in general use include physical
separation, isolation, immobilization, toxicity reduction, and
extraction. But, implementation of two or more techniques in a
synergistic mode had resulted in better results, which were quite
evident with the results discussed in the present review. Based
on the wide literary review, any integrated processes involving
EK processes had shown promising results. However, the more
research focus is needed on the right remedial option that can
challenge in situ operative conditions such as site characteristics
(geographical location, pH levels, particle size, clay, soil type,

depth, water content, climate, types of co-contaminants, etc.).
Hence, remediation projects of the future should be capable
of assessing the ecological impact, an important environmental
criterion. And research innovations in terms of more integrated
processes are in great demand. Owing to their wide application,
effectiveness, and economic feasibility, few processes viz.,
phytobial remediation, chelate extraction, and chemical soil
washings processes needs more research evaluations. Therefore,
more attention should be paid to the evaluation methods for
assessing the remediation effectiveness while developing new
remediation technologies in future research. Above all, a strict
implementation of standard regulations by government agencies
and stern action against industries that are responsible for toxic
environmental discharges will certainly make a noticeable change
in levels of heavy metals in the environment.

CONCLUSION

This review discusses on different sources, need for removal,
and related health hazards due to heavy metal in the
environment. From the study, it is quite obvious that the
anthropogenic activities have been significantly contributing
to high concentrations of heavy metal discharge into the
environment. Therefore, a serious and strict monitoring of
these activities is suggested as an effective solution to address
heavy metal pollution. However, a complete background
knowledge on the sources of heavy metal, their chemistry,
and potential risks posed to environment and humans are
needed to select an appropriate remedial option. In this regard,
many research investigations of various integrated options
that are available for heavy metal removal/recovery from
the contaminated environment are systematically summarized
in this review. Based on our reviewed literature, processes
with an integrated approaches were found to a serve as an
effective alternative for removal of toxic heavy metals and
recovery of valuable metals from highly contaminated industrial
sites. Therefore, we conclude that the integrated processes
involving EK processes and phyto-remediation had shown
astonishing results of considerable reduction in the level and
toxicity of heavy metals, with minimal disturbance to the
natural environment. We also believe that these integrated
technologies can be highly applicable for in situ operations in
both developed and developing countries where, urbanization,
agriculture, and industrialization are leaving an inheritance of
environmental degradation.
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