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Abstract: Nanotechnology has been widely used in many fields including in soil and groundwater
remediation. Nanoremediation has emerged as an effective, rapid, and efficient technology for
soil and groundwater contaminated with petroleum pollutants and heavy metals. This review
provides an overview of the application of nanomaterials for environmental cleanup, such as soil
and groundwater remediation. Four types of nanomaterials, namely nanoscale zero-valent iron
(nZVI), carbon nanotubes (CNTs), and metallic and magnetic nanoparticles (MNPs), are presented
and discussed. In addition, the potential environmental risks of the nanomaterial application in
soil remediation are highlighted. Moreover, this review provides insight into the combination of
nanoremediation with other remediation technologies. The study demonstrates that nZVI had been
widely studied for high-efficiency environmental remediation due to its high reactivity and excellent
contaminant immobilization capability. CNTs have received more attention for remediation of organic
and inorganic contaminants because of their unique adsorption characteristics. Environmental
remediations using metal and MNPs are also favorable due to their facile magnetic separation
and unique metal-ion adsorption. The modified nZVI showed less toxicity towards soil bacteria
than bare nZVI; thus, modifying or coating nZVI could reduce its ecotoxicity. The combination
of nanoremediation with other remediation technology is shown to be a valuable soil remediation
technique as the synergetic effects may increase the sustainability of the applied process towards
green technology for soil remediation.

Keywords: environmental ecotoxicity; nanoremediation; nZVI; CNTs; remediation process;
soil remediation

1. Introduction

Contaminated soil and groundwater, especially in industrialized and urban areas, is
a widespread problem that presents extreme risks to the environment and humans [1,2].
Numerous studies have focused on the remediation of soil, groundwater, wastewater, and
landfill leachate polluted by various contaminants [3,4]. Soil and groundwater remediation
can be broadly classified according to the place of remediation, which can be ex situ or in
situ. For ex situ remediation, the polluted soil or groundwater is recovered from the subsur-
face and treated on the same site or transferred to another site for treatment [5]. In contrast,

Water 2021, 13, 2186. https://doi.org/10.3390/w13162186 https://www.mdpi.com/journal/water

https://www.mdpi.com/journal/water
https://www.mdpi.com
https://orcid.org/0000-0001-6957-4131
https://orcid.org/0000-0002-4343-4760
https://orcid.org/0000-0002-7152-531X
https://orcid.org/0000-0002-3086-0568
https://orcid.org/0000-0002-4807-7790
https://orcid.org/0000-0003-0589-1490
https://orcid.org/0000-0001-7625-9172
https://doi.org/10.3390/w13162186
https://doi.org/10.3390/w13162186
https://creativecommons.org/
https://creativecommons.org/licenses/by/4.0/
https://creativecommons.org/licenses/by/4.0/
https://doi.org/10.3390/w13162186
https://www.mdpi.com/journal/water
https://www.mdpi.com/article/10.3390/w13162186?type=check_update&version=3


Water 2021, 13, 2186 2 of 26

in situ remediation is when the contaminated soil or groundwater is remediated directly
in the subsurface. The in situ remediation process is often preferred because it is cheaper
than the ex situ remediation process [2,6]. For example, according to Chany et al. [7], the
remediation cost of removal and replacement of contaminated soil is very expensive (on
the order of $3 million/ha), which is considered a big challenge for developing countries
in terms of environmental sustainability practice [7].

Reducing pollution to a desirable and safe level is the main target of soil and ground-
water remediation processes. Physical, chemical, and biological technologies have been
used to achieve this goal for soil and groundwater remediation. In general, several factors
play a significant role in the selection of the optimal soil and groundwater remediation,
including soil properties and contaminants and the nature of selected and designed reme-
diation technology [8]. Conventional methods such as pump-and-treat involve pumping
groundwater by wells and removal of contaminants from the extracted groundwater by ex
situ methods such as carbon adsorption, air stripping, chemical oxidation/precipitation,
or biological reactors. However, these methods are associated with high operating costs
and contaminated waste production [4]. For groundwater and soil contaminated with
organic contaminants in the form of dense nonaqueous phase liquids (DNAPLs), emergent
remediation technology such as surfactant enhanced remediation (SER) has been shown to
be effective. Nevertheless, these technologies are associated with risks; with the decrease
in interfacial force of DNAPLs, uncontrolled vertical movement may occur [9].

In recent years, nanotechnology has been increasingly considered in a broad range
of fields. Nanoparticles (NPs) have many essential and promising properties due to their
enabled functions in many sectors [10–13]. NPs are produced by combining multidisci-
plinary fields such as molecular level manufacturing principles and engineering. Generally,
nanotechnology is a technique that constructs particles in a size range of 1–100 nanometers,
studies the physical phenomena related to those particles and applying these in many
sectors [4]. Nanotechnology is being used in many sectors such as the chemical, electrical,
biomedical, and biotechnology industries. While many industries produce and use various
forms of nanomaterials, there are many attempts to use nanotechnology for environmen-
tal protection activities such as water and wastewater treatment, pollution control, and
treatment/remediation of contaminated soil and groundwater [14].

Technologies that apply nanoremediation for contaminated sites have been used in
recent years (2009 till now). Studies conducted to evaluate nanoremediation technologies
are mostly bench-scale with few field-scale applications [2]. The main advantages of
using nanoremediation for soil and groundwater remediation, especially for extensive site
cleaning, are reduced cost and cleanup time, complete degradation of some contaminants
without the need for the disposal of polluted soil and without the need to transfer the soil
or pump groundwater [14,15].

Nanoremediation technologies involve the use of reactive NPs for conversion and
detoxification of contaminants. The main mechanisms for remediation by NPs are catalysis
and chemical reduction [14,16]. In addition, adsorption is another removal mechanism facil-
itated by the NPs since NPs have high surface-area-to-mass ratios and different distribution
of active sites, increasing the adsorption ability [17]. Many engineering NPs have highly
feasible characteristics for in situ remediation applications due to their innovative surface
coating and minute size. In addition, NPs can diffuse and penetrate the tiny spaces in the
subsurface and be suspended in groundwater for a long time; compared to microparticles,
NPs can potentially travel long distances and achieve larger spatial distribution [14].

The physical movement of NPs and/or transport in groundwater is dominated by
random motion or Brownian movement rather than the wall effect as a result of their
nanoscale characteristics [18]. Thus, compared to microscale particles, which are strongly
influenced by gravity sedimentation due to their density and large size, the movement
of NPs is not controlled by gravity sedimentation, remaining suspended in groundwater
during the remediation process. Thus, NPs afford a functional treatment approach allowing
direct injection into the subsurface where pollutants are present [14].
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Several studies have revealed the potential use of nanoremediation for soil and ground-
water [19–22]. However, the environmental effects of those NPs are still unclear and need
more investigation to understand the environmental fate and toxicity of NPs, as these
issues are crucial for environmental protection practice.

The use of nanomaterials for soil and groundwater remediation has been widely
tested at the laboratory level against a large number of contaminants, offering promising
results [23,24]. However, nanomaterials may pose positive or negative impacts on living
organisms, the environment, society, and the economy, which should be evaluated in a
case-specific context. Appropriate documentation of nanoremediation risks, field-scale
validation of remediation results, science–policy interface consultations, and suitable
market development initiatives are ways to increase the popularity and acceptability of
nanoremediation technologies [25]. Savolainen et al. [26] stated that the fundamental
elements of risk assessment are likely to remain and will continue to include the elements
designed for other chemicals and particles, notably (1) hazard identification, (2) hazard
characterization, (3) exposure assessment, and (4) risk characterization, which are the four
steps of the risk assessment process [26]. However, the environmental effects of those NPs
are still unclear and need more investigation to understand the environmental fate and
toxicity of NPs as these issues are crucial for environmental protection practice [15,27].

Various nanomaterials have been investigated for soil and groundwater remediation,
such as metal oxides, nanoscale zeolites, enzymes, carbon nanotubes and fibers, titanium
dioxide, and noble metals [14]. Generally, zero-valent iron (nZVI) is most widely used for
soil and groundwater remediation as nZVI is considered a suitable electron donor and
highly reactive [28]. The use of these different nanomaterials will be discussed in detail in
this review.

The main objective of this review is to present the recent studies and development
regarding the application of nanotechnology for the remediation of soil and groundwater
that are contaminated by a wide range of compounds such as hydrocarbons and heavy
metals. The focus is primarily on the developments of the last decade, which has witnessed
a substantial increase relating in the number of studies examine nanotechnology for the
remediation of soil and groundwater. The potential impact of NP use on the environment
is also presented and discussed. Finally, the feasibility of combining nanoremediation with
other remediation technologies is also discussed.

2. Relationship between Soil and Groundwater: Contaminants and Remediation

Soil and groundwater are susceptible to pollution by a wide array of pollutants such
as petroleum hydrocarbon, chlorinated solvents, and heavy metals. [29]. Selecting a proper
remediation technology for a contaminated environment usually depends on contaminant
characteristics and contaminated site characteristics such as physical, chemical, and bio-
logical properties. All these factors should be considered during the remediation process,
design, and implication. Moreover, the time/cost constraints, the regulatory requirements,
and the remediation mechanisms should be considered in the selection process.

Nevertheless, adopting risk-based management approaches is increasingly a focus
of environmental researchers due to the high demand for sustainable responses to en-
vironmental pollutions [14,30]. The polluted environments are usually surface water,
sediments, soil, and groundwater, which are mainly contaminated with low and high
molecular weight petroleum hydrocarbon compounds, semi-volatile organic compounds,
volatile organic compounds, polycyclic aromatic hydrocarbons (PAHs), polychlorinated
biphenyls, persistent organic pollutants, organochlorinated pesticides, NAPL, hydrophobic
organic compounds, heavy metals, and xenobiotics [31–33]. These pollutants may migrate
or spread far from the source and seriously affect flora, fauna, and the ecosystem [30].
Managing the polluted environments requires the selection of the proper remediation
technology for the pollutants, destruction, and separation methods according to many ex
situ and in situ remediation methods for surface water, sediments, soil, and groundwater
comprising physicochemical, biological, chemical, thermal, electromagnetic, electric, and
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ultrasonic remediation technologies [34–36]. Remediation in an aqueous environment in-
cludes remediation of groundwater and surface water polluted by contaminants, whereas
soil remediation includes remediation of sediment subsoil and topsoil polluted by contami-
nates [37]. Soil and groundwater remediation could be conducted separately or together,
depending on the concentration of contaminants and the extent of pollution. The efficiency
of remediation technology depends on the design and implication based on the characteris-
tics of polluted soil and the remediation technique. Combining one remediation technology
with others sequentially or simultaneously may enhance the overall remediation process
through combined or synergistic effects [38].

3. Nanomaterials

NPs are particles with a dimension between 1 and 100 nm, whereas nanomaterials are
materials with a dimension of 100 nm or less in one dimension at least [39–46]. NPs have
many reaction/adsorption sites on their surface due to the large proportion of atoms [10,47].
This unique property makes NPs highly reactive with surrounding contaminants cumbered
to the composition materials in the macro scale [2]. Nanomaterials can be classified as
natural or manufactured. Clay, iron oxide, and organic matter are examples of naturally
occurring NPs in soil composition. Manufactured NPs are either developed or synthesized
with a unique property to enhance their industrial or technological applications [32,48–50].
Generally, nanomaterials can be produced by two methods; the first method is from outside
to inside or from top to bottom, whereby a significant part transfers into the minor parts.
The second method is from bottom to top, whereby small parts are buildup into more
extensive parts [51].

Several nanomaterials have been developed for contaminant remediation, such as
nZVI, nanoscale zeolites, carbon nanotubes, metal oxides, bimetallic nanoparticles (BNPs),
enzymes, and titanium dioxide (TiO2) [52–57]. Soil remediation using these three nanore-
mediation materials (nZVI, TiO2, and CNTs) can be found in [58].

The unique characteristics of the nanomaterials, such as high surface area, quantum
size effect, ease of separation and recycling, etc., support their usage as adsorbents. For
example, the ferromagnetism of iron-doped nanomaterials supports their recycling and
reuse [11,59]. The potential for nanomaterials recyclability makes them economically
attractive. The hydrophobicity of fullerene is the key factor for its adsorption properties
and ease of recycling [60].

4. Nanoremediation

Many researchers have focused on the use and development of nanoremediation
technologies for soil and groundwater remediation [4]. Nanoremediation is considered an
eco-friendly technology. As a result, it is considered a feasible choice for conventional site
remediation technology [4,17,61].

Nanoremediation may provide a cost-effective and faster solution for site remediation.
Various NPs have been used for nanoremediation, such as metal oxides, nanoscale zeolites,
nanometals, carbon nanotubes, and titanium dioxide. In this section, recently published
studies relating to soil and groundwater remediation using four nanotechnologies are
presented. The four technologies are nanoscale nZVI, carbon nanotube, metal nanoparticle,
and magnetic nanoparticle.

4.1. Soil Nanoremediation

The first implementation of NPs on the field scale for soil and groundwater remedia-
tion was reported 20 years ago and revealed that NPs could remain active in injected soil
for up to 56 days and move with groundwater for more than 20 m [62]. Zhang et al. [62]
reported that more than 99% of trichloroethene (TCE) could be removed from contaminated
sites within a few days.
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4.1.1. Nanoscale Zero-Valent Iron

Injection of nZVI is well-suited to soil remediation because of its limited disruption
to the environment, fast kinetics, cost-effectiveness, and non-toxic nature [63]. Accord-
ing to Karn et al. [63], the first synthesis and use of nZVI were reported in the 1990s.
Iron nanoscale was synthesized from Fe2+ and Fe3+ to produce particles ranging from
10 to 100 nm [14]. nZVI was used to remove many contaminants from water, mainly halo-
genated organic compounds that usually contaminate soil and groundwater. They reported
for the first time the effectiveness of using nZVI for detoxification and transformation of
many environmental contaminants such as chlorinated organic solvents, polychlorinated
biphenyls, and organochlorine pesticides.

Moreover, the authors also showed that modifying nZVI may increase process speed
and efficiency. In a recent study, Tian et al. [64] characterized and investigated the ap-
plication of polyvinylpyrrolidone (PVP)-enhanced nZVI to remediate TCE-contaminated
soil [64]. The results showed that the size of prepared PVP-nZVI was around 70 nm when
the isoelectric point was around 8.5. In terms of TCE removal efficiency of the investigated
system, the removal of TCE was around 84.73%. They concluded that the PVP-nZVI technol-
ogy was promising to remediate TCE-contaminated soil. Subsequently, Reginatto et al. [65]
investigated the performance of nZVI for the removal of hexavalent chromium (Cr(VI))
from clayey residual soil [65]. Five different nZVI materials to contaminant ratios were
used, and three different nZVI injections pressure were applied. The result showed that
the ratio between nZVI and Cr(VI) significantly affected removal efficiency. The removal
efficiency at (1000/11) mg mg−1 ratio was 98%, whereas at (1000/140) mg mg−1, it was
18%. As the pressure increased, the contaminant leaching increased; thus, the pressure of
30 kPa was more efficient.

In another study, Shubair et al. [66] investigated nitrate removal in porous media
using nZVI and modified nZVI using Cu in upflow packed sand column containing a
multilayer system [66]. The results revealed the optimal condition for high nitrate removal
when 10 cm of nZVI/sand was used, where the nitrate removal efficiency was around
97%. On the other hand, for Cu-modified nZVI/sand, the best condition was noted when
a double 5 cm layer was used, where complete nitrate removal was observed. The result
suggests that using nZVI in a single layer or Cu-modified nZVI in a multilayer could
achieve high nitrate removal. In a subsequent study, Xue et al. [67] investigated the
performance of rhamnolipid modified nZVI (R-nZVI) to reduce lead (Pb) and cadmium
(Cd) in river sediments by immobilization [67]. They demonstrated that after 42 days,
R-nZVI transformed unstable Pb and Cd to stable fractions as the residual percentage of Pb
and Cd increased to reach 43.10 and 56.40%, respectively. In a recent study, Blundell and
Owens [19] investigated the performance of nZVI for 1,1,1-Trichloro-2,2-bis(4-chlorophenyl)
ethane (DDT) removal from contaminated soil [19]. They compared the efficacy of nZVI to
microscale zero-valent (µZVI). They found that samples treated with nZVI showed around
85% reduction in DDT concentration, whereas about 11% reduction in DDT was observed
when µZVI was used. The result clearly shows the superiority of using nZVI over µZVI on
DDT removal from contaminated soil. Table 1 summarizes the main results of the recent
studies conducted for soil remediation by nanoremediation technologies. The mechanism
of metal ions removal using nZVI which involve reduction, oxidation, adsorption and/or
precipitation, as shown in Figure 1 [19].
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Table 1. Recent studies that employed nanoremediation methods for soil remediation.

Nanomaterial Contaminant Experimental Condition Important Results Ref.

PVP-nZVI Trichloroethylene TCE initial concentration 1 mg kg−1;
PVP-nZVI dosage 0.01 g g−1

The size of papered PVP-nZVI was around 70 nm. The isoelectric
point was around 8.5.
In terms of TCE removal efficiency of the investigated system, the
removal of TCE was around 84.73%.

[64]

nZVI Cr(VI)

Five ratios were tested (1000/140; 1000/70; 1000/35; 1000/23,
1000/11 mg mg−1);
nZVI injection pressure (10,30,100) kPa;
Cr(VI) initial concentration 800 mg kg−1

The removal efficiency at (1000/11) mg mg−1 ratio was 98%
whereas at (1000/140) mg mg−1 was 18%. As the pressure
increased, the contaminant leaching increased, thus the pressure
of 30 kPa was more efficient.

[65]

nZVI and Cu modified nZVI Nitrate

Initial nitrate concentration (45 mg L−1); NO3-N
nZVI and Cu modified (10 g per layer);
Flow rate (5 mL min −1);
Residence time (99 min)

One layer nZVI removed more than 97% of nitrate, whereas
two-layer Cu-modified nZVI achieved complete removal. [66]

Rhamnolipid modified nZVI Cd(II), Pb(II)

Sediment wight 0.5, 2 g;
R-nZVI concentration 2.5, 10 mL with 0.01, 0.03, 0.05,0.1,
0.2 wt%;
Reaction time 0, 7, 14, 21, 28, 35, 42 days

R-nZVI was effective for heavy metal immobilization on
river sediment. [67]

nZVI DDT nZVI dosage (5% w/w);
reaction time (60 min)

DDT removal by nZVI and µZVI was 85% and 11%, respectively,
thus revealing the superiority of using nZVI over µZVI on DDT
removal from contaminated soil.

[19]

Multi-walled carbon nanotubes
(MWCNTs)

Total petroleum hydrocarbons
(TPH)

TPH initial concentration 11 000 mg kg−1;
microwave treatment 15, 30, 60 s; CTNs concentration 1, 2.5,
5 wt%

Microwave irradiation time and CTNs concentration significantly
affect the removal of TPH from contaminated soil. [68]

MWCNTs Cr(VI)
Cr(VI) initial concentration 5–60 mg L−1;
Citric acid concentration 25–250 mg L−1;
MWCNTs concentration 1.25 mg L−1

At pH 5.0, Cr(VI) adsorption capacity could reach 8.09 and
7.85 mg g−1 by MWCNT-COOH and MWCNT-OH, respectively.
All these data suggest that the catalysis function of CNTs on the
reduction of Cr(VI) was decreased by increasing pH

[69]

Modified carbon black
nanoparticle (MCBN) Heavy metal and petroleum

Cd initial concentration 10 mg kg−1;
Ni initial concentration (100 mg kg−1);
Petroleum initial concentration (2000 mg kg−1);
Remediation time 60 days;
MCBN dosage (1% w/w)

The result showed that the availability of heavy metals could
significantly decrease by using MNCB in Cd and Ni contaminated
soil and enhance the growth of the plant

[70]

Single-walled carbon nanotubes
(SWCNTs) and MWCNTs

dichlorodiphenyltri-
chloroethane (DDT) and

hexachlorocyclohexane (HCH)

SWCNTs and MWCNTs dosage 0.058, 0.145, 0.29 wt%;
DDT initial concentration 3 mg kg−1;
HCH initial concentration l mg kg−1

CNTs could effectively treat DDTs and HCHs, and the optimum
condition for the SWCNTs was 0.29 wt% dosage for 4 months. The
results suggest that the efficiency of CNTs remediation was highly
dependent on dose, type, and sediment–sorbent contact time

[71]

MWCNTs crude oil
MWNTs concentration 0.1, 0.5, 1 wt%;
Crude oil concentration 0.5, 1, 2.5, 5 wt%;
Remedation time 30 days

The results showed that using MWCNTs can enhance the
degradation of hydrocarbons by increasing the total
microbial population

[72]
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Table 1. Cont.

Nanomaterial Contaminant Experimental Condition Important Results Ref.

MWCNTs and AC DDT, HCH

DDT initial concentration 14 ng g−1;
HCH initial concentration (5.5 ng g−1);
AC dosage (1, 2) wt%
MWCNTs dosage (1, 2) wt%
Reaction time (30, 45, 150) days

The results suggest that the Ac was more effective than MWCNTS
due to its great specific surface area. These findings revealed the
promising of using carbon materials as in situ soil remediation

[73].

Al2O3, SiO2, TiO2 Zn, Ni, Cd Metal NPs (Al2O3, SiO2, TiO2) dosage 1, 3 wt%;
Remediation time 30 days

The results showed that SiO2 NPs were feasible sorbent for
reduction of the three metals (Zn, CD, Ni) in calcareous soils,
whereas Al2O3 NPs were effective for immobilizing Cd and Zn in
non-calcareous soil

[74]

Biochar-supported iron
phosphate nanoparticle Cd Remediation time 28 days;

Cd initial concentration (4.25–132.23) mg kg−1 The results indicated that after 25 days, 81.3% of Cd was reduced. [75]

Goethite nanospheres
(nGoethite) and nZVI As

nZVI dosage (0.5, 2, 5,10) wt%;
nGoethite dosage 0.2, 1, 2.5 wt%;
As initial concentration 85 mg kg−1

Both nGoethite and nZVI are promising nanomaterials for As
immobilization from contaminated soil. Moreover, remediation by a
small dosage of nGoethite seems a promising nanoremediation for
effective reduction of As in soil.

[76].

MNPs Cd, Pb Cd initial concentration 10.91 mg kg−1;
Pb initial concentration 190 mg kg−1

The results showed that the organic content of the soil negatively
affected the removal of the residual heavy metals, whereas the use
of MNPs did not change the chemical composition of the soil.

[77]

Fe3O4@C-COOH MNPs Pb

Pb initial concentration (737.34) mg kg−1;
Fe3O4@C-COOH MNPs dosage (0.6,
1.3, 2.0, 2.6, 3.3, 4.0) wt%;
Remediation time 10 days

The migration of Pb was highly reduced, achieving a high degree of
remediation of Pb-contaminated soil.
The results suggest that Fe3O4@C-COOH MNPs was a promising
remediations technology for lead-contaminated soil

[52]

MNPs As, PAH, TPH

MNPs dosage 0.2, 1, 2, 5 wt%;
As initial concentration 1305 mg kg−1;
PAHs initial concentration 6777 µg kg−1;
TPH initial concentration 384 mg kg−1

MNPs dosage of 1% could immobilize 42% of As, whereas 92.3%
was immobilized at 5% dosage. In terms of organic pollutants, at
the lowest MNPs dosage, the reductions of PAHs and TPH were
89% and 49%, respectively

[78]
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4.1.2. Carbon Nanotubes

Since the beginning of their application in the water treatment industry, carbon nan-
otubes (CNTs) have received significant attention from many researchers due to their
superior properties, especially their adsorption properties, since CNTs have a strong abil-
ity to be attached to the functional groups of pollutants [79]. CNTs can be classified as
single-walled carbon tubes and multi-walled carbon nanotubes.

Many studies have been carried out to investigate the performance of CNTs in
terms of soil and groundwater remediation. One such attempt has been conducted by
Apul et al. [68], who evaluated the performance of microwave-assisted CNTs for remov-
ing total petroleum hydrocarbons (TPH) from the soil [68]. Results showed that after
using microwave treatment for 60 s, an 82% removal efficiency of TPH was achieved.
Zhang et al. [69] assessed the remediation of Cr(VI) contaminated soil using carboxylate
or hydroxylated multi-walled carbon nanotubes (MWCNT-COOH or MWCNT-OH) [69].
In addition, the effect of their catalytic activity on the reduction of Cr(VI) by citric acid
was evaluated. The results showed that at pH 5, Cr(VI) adsorption capacity was 8.09 and
7.85 mg g−1 by MWCNTs-COOH and MWCNT-OH, respectively. In a subsequent study,
Cheng et al. [70] studied the efficiency of modified carbon black NPs (MCBN) for petroleum
biodegradation and heavy metal immobilization in contaminated soil remediated by plant–
microbe combined remediation [70]. The result showed that 65% of petroleum degradation
increased in petroleum-Ni co-contaminated soil, whereas in petroleum-Cd co-contaminated
soil, the increase in petroleum degradation was 50%. Moreover, the result showed that
heavy metals’ availability could significantly decrease by using MNCB in Cd- and Ni-
contaminated soil, leading to enhancing the plant’s growth.

In another study, Gong et al. [80] investigated the performance of single-walled carbon
nanotubes (SWCNTs) and multi-walled carbon nanotubes (MWCNTs) for the reduction
of dichlorobiphenyls- chloroethane (DDT) and hexachlorocyclohexane (HCH) [80]. The
authors used different concentrations of SWCNTs and MWCNTs as well as different
remediation times. The result showed that CNTs could effectively treat DDTs and HCHs.
Optimum conditions for the SWCNTs were 0.29 wt% dosages for 4 months. In addition, the
results suggest that the efficiency of CNTs remediation was highly dependent on dosage
and sediment–sorbent contact time. Abbasian et al. [72] used MWCNTs to enhance the
bioremediation of crude oil-contaminated soil [72]. They mixed different concentrations of
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crude oil with MWCNTs for 30 days, and then the microbial diversity of these samples was
identified by fluoxetine (FLX) pyrosequencing. The results revealed that using MWCNTs
can enhance the degradation of hydrocarbons by increasing the total microbial population.
MWCNTs were also used to examine the performance of carbon materials to remediate
DDTs and HCHs from sediment. The results showed that sediment remediated with 2 wt%
activated carbon (AC) and MWCNTs showed 93% and 59% decrease for DDTs, respectively,
and 97% and 75% for HCHs in aqueous equilibrium [73]. The results suggest that the AC
was more effective than MWCNTs due to its great specific surface area. These findings
revealed the promising of using carbon materials as in situ soil remediation.

4.1.3. Metal and Magnetic Nanoparticles

The use of metal NPs to remediate and immobilize the contaminant from soil and
groundwater has attracted much attention recently [74]. Many recent studies examined
the performance of using metal NPs for soil remediation. One such attempt has been
presented by Peikam and Jalali [74], who studied the remediation of Zn, Ni, and cadmium
(Cd) from two contaminated non-calcareous and calcareous soils by SiO2 NPs [74]. The
result showed that the reduction of Cd was maximum with 3% SiO2 (56.1%) and 1% Al2O3
(38.3%) for the calcareous and non-calcareous soils, respectively. In terms of Zi, the highest
reduction in calcareous and non-calcareous soil was 57.1% for 3% TiO2 and 28.8% for
3.0% Al2O3. In an earlier study, Qiao et al. [75] examined the performance of biochar-
supported iron phosphate NPs stabilized by a sodium carboxymethyl cellulose composite
for Cd remediation from contaminated soil [75]. A batch experiment with composite
(soil-to-solution ratio 1 g: 10 mL) was used. The results indicated that after 25 days, 81.3%
of Cd was reduced. The results suggest that the investigated composite could enhance
the immobilization of Cd in soil by reducing bioaccessibilty and leachability. In a recent
study, Baragano et al. [76] compared the performance of goethite nanospheres (nGoethite)
and nZVI for contaminated soil remediation [76]. The result showed that for 2% nZVI
dosage, the decrease was 89.5%. The soil phytotoxicity was reduced in general, and the
soil parameters were not negatively affected by using nZVI to remediate the contaminated
soil. On the other hand, the use of nGoethite showed an excellent result as a small dosage
of nGoethite (0.2%) could decrease the As by 82.5%. However, at high dosage, the soil
phytotoxicity increased as the electrical conductivity of the soil increased due to using high
dosage. The results suggest that both nGoethite and nZVI are promising nanomaterials for
As immobilization from contaminated soil.

Environmental remediation using magnetic NPs (MNPs) has received attention re-
cently because of their facile separation using a magnet and special metal-ion adsorption.
Several studies investigated the performance of MNPs for soil and groundwater remedi-
ation. Fan et al. (2016) examined new MNPs (core–shell Fe3O4@SiO2 NPs coated with
iminodiacetic acid chelators) for contaminated soil remediation by non-magnetic heavy
metals [77]. The mechanism of removal was chelation and separation by magnetic force.
The results indicated that the removal rates of Cd and Pb were 84.9% and 72.2%, respec-
tively. In addition, the results demonstrated that the organic content of the soil negatively
affected the removal of the residual heavy metals, whereas the use of MNPs did not change
the chemical composition of the soil.

4.2. Groundwater Nanoremediation

The use of NPs in water treatment started in the 1990s and is therefore considered
one of the newer technologies. Gillham and Hannesin (1964) were the first researchers to
use the idea of using NPs on decontamination of contaminated water. They used nZVI
for remediation of the halogenated group [81]. Nevertheless, Wang and Zhang (1997)
conducted the first study that used NPs to remediate organo-chlorines from contaminated
groundwater. They observed complete and rapid removal of several aromatic chlorinated
using bimetallic NPs [82].
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4.2.1. Nanoscale Zero-Valent Iron

Since 1997, various nanomaterials have been used for groundwater remediation.
However, the application of nZVI for groundwater remediation has received more focus
due to their low cost of production and low toxicity [2,63,83]. Figure 2 represents the
remediation process by injection of nZVI for DNAPLs. It is reported that nZVI could be
used for chlorinated organic compound remediation. Lin et al. (2018) studied the perfor-
mance of polyethyleneimine (PEI)-coated nZVI (PEI-nZVI) to remediate three DNAPLs
(perchloroethene (PCE), trichloroethylene, and 1,2-dichloroethene (1,2-DCE)) by direct
injection in the field test [84]. The result showed that after one day of injection, a re-
markable reduction in the DNAPLs was recorded. The result showed complete removal
(>99%) of the three DNAPLs after one day from the (PEI-nZVI) injection [84]. In a recent
study, Chen et al. (2020) investigated the performance of sulfide-modified nZVI (S-nZVI)
supported on biochar (BC) for TCE removal from groundwater. In addition, the effect of
many factors such as the mass ratio of S-nZVI to BC, pyrolysis temperature of biochar, and
initial pH on the TCE removal were examined [20]. The results indicated that the mass
ratio of S-nZVI to BC could satisfy the amount of degradation and adsorption of TCE. The
pyrolysis temperatures could influence the TCE degradation and adsorption by changing
the physicochemical properties of BC. The initial pH had no significant effect on the total
TCE removal, whereas the degradation was enhanced at high pH. Moreover, the result
showed that within 2 h reaction time, 100% of the TCE was removed at S-nZVI@BC500,
where at S-nZVI@BC300 and S-nZVI@BC700, the removal efficiencies of TCE were 79.97%
and 86.4%, respectively [20]. In a similar study, Chen et al. [20] studied the effects of
Fe/S molar ratio, dissolved oxygen, initial pH, and particle aging on TCE remediations by
S-nZVI [20]. The result indicated that Fe/S molar ratio and initial pH remarkably affected
the TCE removal, where a higher TCE removal was obtained at Fe/S molar ratio of 60 at
pH above 7. A slight decrease in TCE decolorization was observed when S-nZVI was aged
up to 20 days, whereas a remarkable decrease was observed at an aging time of 30 days.
Finally, dissolved oxygen had a small effect on TCE removal S-nZVI [85]. In another study,
Zhu et al. [86] used green technology to synthesize nZVI/Cu from green tea for Cr(VI)-
contaminated groundwater remediation [86]. The result showed that the removal efficiency
of Cr(VI) was enhanced by decreasing the initial Cr(VI) concentration and initial pH and
increasing the temperature, while the presence of humic acids in groundwater decreased
the activity of nZVI/Cu. In addition, the result indicated that at optimum conditions
(pH = 5, temperature 303 K), the Cr(VI) removal efficiency was 94.7%. Finally, the results
suggest that nZVI/Cu is a promising green technology for contaminated groundwater by
Cr(VI) [86]. Díaz et al. [21] evaluated the performance of two dosages of commercial nZVI
(1 and 5%) for Cu and/or Ni immobilization from water and acidic soil. The results showed
that the presence of Cu affected the immobilization of Ni, whereases the presence of Ni did
not affect the immobilization of Cu. The efficiency of nZVI was better in water than in soil.
The use of 5% dosage completely removed Cu and Ni from water samples, where in soil
samples, 5% dosage achieved 54% and 21% embolization for Ni and Cu, respectively [21].

4.2.2. Carbon Nanotubes

In recent years, the use of CNTs for water and groundwater remediation has been in-
creasingly attractive due to their high adsorption affinity. Many recent studies investigated
the performance of CNTs for contaminated groundwater remediation. Mpouras et al. [22]
investigated Cr(VI) removal from groundwater by MWCNTs. In addition, the effect of
operating conditions such as MWCNTs and Cr(VI) concentration, pH, and contact time
were examined [22]. The results showed that pH has a significant effect on the adsorption
efficiency of MWCNTs; for pH higher than 7, the adsorption process remarkably increased.
The adsorption process increased by increasing the MWCNTs concentration. At pH 8, the
adsorption percentage increased from 85% to 100% as the concentration of MWCNTs in-
creased from 10 to 50 g L−1 [22]. In another study, Lico et al. [87] examined the performance
of MWCNTS for the removal of unleaded gasoline from water [87]. They used a lab-scale
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experiment by adding 20 mL of unleaded gasoline to 30 mL of water and adding different
MWCNTs. The results indicated that a small amount of MWCNTs (0.7 g) could remove
within 5 min a high percentage of unleaded gasoline. In another study, Liang et al. [88]
investigated the efficiency of using alumina-decorated MWCNTs (Al2O3/MWCNTs) for
simultaneous remediations of cadmium (Cd(II)) and TCE from groundwater [88]. They
conducted a batch experiment for a wide range of conditions. The result showed that
the maximum adsorption capacities achieved by Al2O3/MWCNTs were 19.84 mg g−1 for
Cd(II) and 27.21 mg g−1 for TCE. The results suggest that Al2O3/MWCNTs could be a
promising technology for Cd(II) and TCE-contaminated groundwater remediations [88].
Table 2 summarizes the recent works conducted in water and groundwater remediation by
nanoremediation technologies.
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4.2.3. Metal and Magnetic Nanoparticle

The use of metal and magnetic NPs in water and groundwater remediation has
received significant attention due to their unique properties. Ou et al. [90] studied the
performance of iron-coated aluminum (Fe/Al) BNPs and aluminum-coated iron (Al/Fe)
BNPs for the remediations of Cr(VI) from contaminated groundwater [90]. The results
indicated that the Cr(VI) removal rate depended on reactive sites and the saturation
concentration when (Fe/Al) was used. Moreover, the results showed that the investigated
NPs could decrease Cr(VI) to Cr(III). The removal efficiency was 1.47 g g−1 when (Fe/Al)
BNPs were used and 0.07 g g−1 when (Al/Fe) BNPs were used [90]. In a subsequent
study, Wang et al. [91] examined the removal of Cr(VI) from contaminated groundwater
using iron sulfide NPs (FeS NPs) [91]. The batch test results indicated that a high removal
efficiency (1046.1 mg Cr(VI) per gram FeS NPs) was achieved when FeS NPS was used. This
high removal efficiency could be attributed to three mechanisms: reduction, adsorption,
and co-precipitation. In addition, they found that the pH significantly affected the Cr(VI)
removal using FeS NPs. The results suggest that the synthesized Fe NPs could be a
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promising remediation technology for in situ remediations of Cr(VI) contaminated soil
and groundwater [91]. In another study, Xie et al. [92] investigated the immobilization of
selenite (Se(IV)) in soil and groundwater using Fe-Me binary oxide NPs [92]. The results
showed that high Se(IV) uptake was noticed at a pH range of 5–8, the typical groundwater
range. According to Langmuir’s maximum capacity, the adsorption capacity was 109 mg
Se(IV) per g Fe-Me NPs [92]. In another study, Dong et al. [93] examined the effect of
the aging time of Fe/Ni BNPs on particle activity [93]. Moreover, they investigated the
reactivity of aged Fe/Ni BNPs by examining their performance in removing tetracycline
(TC). The results showed that the aged time plays a significant role in TC removal. The
removal efficiency of TC was in the range of 82.3–92.5%. As the aged time increased to
5–15 days, the removal efficiency of TC decreased by 20–50% to reach around 50%, due to
oxidation and aggregation of the particles. Finally, the removal efficiency of TC by 90 days
using aged Fe/Ni BNPs was around 30% [93].

Groundwater remediations using MNPs have received attention recently because of
their facile separation using a magnet and unique metal-ion adsorption. Many studies re-
cently investigated the performance of MNPs for groundwater restoration. Gong et al. (2017)
investigated the performance of FeS-coated iron (Fe/FeS) magnetic NPs (MNPs) for the
remediation of Cr(VI)-contaminated groundwater (Figure 3) [80]. The results showed that
the molar ratio of S/F has a significant effect on the Fe/FeS MNPs. Increasing the S/Fe
molar ratio to 0.138 decreased Cr(VI) removal by 42.8%. However, a further increase of
0.207 increased the removal efficiency by 63% within 72 h.

Moreover, the results indicated that the adsorption process of Cr(VI) by Fe/FeS at S/F
molar ration of 0.207 fitted with a pseudo-second-order kinetic model and the sorption
capacity was 69.7 mg g−1, which was simulated by the Langmuir isotherm model [80].
Huang and Keller [94] developed a regenerable magnetic ligand nanoparticle (Mag-ligand)
to rapidly remove Cd and Pb from contaminated water [94]. The results showed high
performance of mega-ligand as Cd and Pb were removed from contaminated water quickly,
and Cd was removed in less than 2 h where Pb in less than 15 min. The performance of
mega-legend in terms of Cd and Pb was not affected by pH (3–10). In addition, the whole
regeneration process can be achieved by washed Mega-legend easily by 1% HCl. The
results suggest that modified mega-legend is a feasible nanoparticle for efficient, rapid,
and convenient removal of Cd and Pb from the contaminated aquatic system [94]. In a
recent study, Alani et al. [96] successfully synthesized zero-valent Cu NPs and examined
their performance for dye removal from water [96]. The results showed that the removal
time was between 5 and 13 min and over 90% removal efficiency was achieved, indicating
that the synthesized zero-valent Cu nanoparticle has a great catalytic ability [96]. In
another study, Li et al. [95] examined the performance of magnetic mesoporous silica NPs
(MMSNPs) for the remediation of uranium (U(VI)) from high and low pH [95]. The result
showed that MMSNPs were efficient for U(VI) removal in the pH range of (3.5–9.6) for
artificial groundwater. They found that MMSNPs adsorption capacity can reach 133 g U(VI)
per g MMSNPs; these results indicate that MMSNPs are a promising solution for treating
U(VI) contaminated groundwater at extreme pH [95]. In a recent study, Ari et al. [97]
successfully synthesized α-Fe2O3 NPs via a biosynthesis method using leaf extracts of
Azadirachta indica (neem) and a non-toxic precursor salt (FeCl3·6H2O). In addition, they
investigated the potential of using α-Fe2O3 NPs as heterogenous catalyst for tetracycline
degradation. The result showed that α-Fe2O3 NPs demonstrated excellent performance as
a heterogenous catalyst for degradation of tetracycline aqueous solution by the synergistic
effect of the UV/Fenton system [97].
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Table 2. Recent studies that employed nanoremediation methods for water and groundwater remediation.

Nanomaterial Contaminant Experimental Condition Important Results Ref.

(PEI-nZVI)
Perchloroethene (PCE),
trichloroethylene (TCE) and
1,2-dichloroethene (1,2-DCE)

TCE initial concentration 94,000 µg L−1;
1,2-DCE initial concentration 2800 µg L−1

The result showed full removal of the three DNAPLs after one
day from the (PEI-nZVI) injection. [84,89]

Sulfide-modified nanoscale
zero-valent iron (S-nZVI) Trichloroethylene (TCE)

TCE initial concentration 20 mg L−1;
S-nZVI to BC mass ratio 1:1, 1:3, 3:3;
Initial pH 3, 5, 7, 9; pyrolysis temperatures 300, 500, 700 ◦C.

The results indicated that the mass ratio of S-nZVI to BC could
satisfy the amount of degradation and adsorption of TCE. The
pyrolysis temperatures could influence the TCE degradation
and adsorption by changing the physicochemical properties of
BC. The initial pH has no significant effect on the total TCE
removal, whereas at high pH, the degradation was enhanced.

[20]

S-nZVI Trichloroethylene (TCE)
Initial pH 5.57, 7.10, 8.02;
TCE initial concentration 30 mg L−1;
Aging time 10, 20, and 30 days

The result indicated that Fe/S molar ratio and initial pH
remarkably affected the TCE removal, where a higher TCE
removal was obtained at Fe/S molar ratio of 60 at pH above
than 7.

[85]

nZVI/Cu Cr(VI) Cr(VI) initial concentration 10, 10, 15 mg L−1; nZVI/Cu
concentration 0.4 g L−1; pH 5, 7, 9; temperature 293, 303, 313 K

At optimum condition (pH = 5, temperature 303 K, the Cr(VI)
removal efficiency was 94.7%. [86]

nZVI Cu(II), Ni(II)
nZVI dosage 0, 1, 5 wt%;
Cu initial concentration 1000 mg kg−1;
Ni initial concentration 2000 mg L−1

the presence of Cu affected the immobilization of Ni, whereases
the presence of Ni did not affect the immobilization of Cu.
The use of 5% dosage completely removed Cu and Ni from
water samples, where in soil samples, 5% dosage achieved 54%
and 21% immobilization for Ni and Cu, respectively.

[21]

MWCNTs Cr(VI)
MWCNTs dosage 10–50 g L−1;
Cr(VI) initial concentration 11 mg L−1 and 250 µg L−1; Contact
time 24 h; pH 3–9

The adsorption process was increased by increasing the
MWCNTs concentration. At pH 8, the adsorption percentage
increased from 85% to 100% as the concentration of MWCNTs
increased from 10 g L−1 to 50 g L−1.

[22]

MWCNTs Unleaded gasoline MWCNTs dosage 0.2–0.8 g;
Reaction time 5–120 min

The result indicated that a small amount of MWCNTs (0.7 g)
within 5 min could remove a high percentage of unleaded
gasoline.

[87]

Al2O3/MWCNTs Cd(II), TCE
Al2O3/MWCNTs dosage 1 g L−1;
Cd(II)/TCE initial concentration 1 mg L−1;
pH (4–10)

The result showed that the maximum adsorption capacities
achieved by Al2O3/MWCNTs were 19.84 mg g−1 for Cd(II) and
27.21 mg g−1 for TCE. The results suggest that
Al2O3/MWCNTs could be a promising technology for Cd(II)-
and TCE-contaminated groundwater remediations.

[88]

Fe/Al BNPs Cr(VI) Cr(VI) initial concentration 4–200 mg L−1; (Fe/Al) BNPs and
(Al/Fe) BNPs dosage (2.5) g L−1

Removal efficiency was 1.47 g g−1 when (Fe/Al) BNPs were
used and 0.07 g g−1 when(Al/Fe) BNPs was used.

[90]
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Table 2. Cont.

Nanomaterial Contaminant Experimental Condition Important Results Ref.

Iron sulfide NPs (FeS NPs) Cr(VI)
Cr(VI) initial concentration 204.84,
3464 mg kg−1; FeS NPs dosage (28.2, 42.3, 67.7, 84.6 m
117.0) mg L−1

The batch test results indicated that a high removal efficiency
(1046.1 mg Cr(VI) per gram FeS NPs) was achieved when FeS
NPS was used. This high removal efficiency could be attributed
to three mechanisms: reduction, adsorption, and
co-precipitation. In addition, they found that the pH
significantly affected the Cr(VI) removal using FeS NPs.

[91]

Fe-Me binary oxide NPs. Selenite (Se(IV))
Se(IV) initial concentration 0–10 mg L−1;
Fe-Mn NPs dosage 0.05 g L−1;
pH 7

The results showed that high Se(IV) uptake was noticed at a pH
range of 5–8, a typical groundwater range. The adsorption
capacity was determined according to Langmuir maximum
capacity, where it was 109 mg Se(IV) per g Fe-Me NPs.

[92]

Fe/Ni BNPs Tetracycline
Ageing time 5–90 days; Fe/Ni BNPs dosage 1 g L−1; Ni content
(1,3,5) wt%;
TC initial concentration 100 mg L−1

The results showed that the aging time plays significant roles in
TC removal. The reactivity of Fe/Ni BNPs stayed the same up
to 2 days as the removal efficiency of TC was in the range of
(82.3–92.5)%. As the aging time increased to 5–15 days, the
removal efficiency of TC decreased by 20–50%, to reach around
50%, due to oxidation and aggregation of particles. Finally, the
removal efficacy of TC by 90 days aged Fe/Ni BNPs was
around 30%.

[93]

FeS-coated iron (Fe/FeS) MNPs Cr(VI) S/Fe molar ratio 0, 0.070, 0.138, 0.207; pH 3.5, 5, 7.1, 9; Cr(VI)
initial concentration 10, 15, 25, 35, 50, 80 mg L−1

Increasing the S/Fe molar ratio to 0.138 decreased Cr(VI)
removal by 42.8%. However, a further increase to 0.207
increased the removal efficiency by 63% within 72 h. Moreover,
the results indicated that the adsorption process of Cr(VI) by
Fe/FeS at S/F molar ratio of 0.207 was fitted a
pseudo-second-order kinetic model, and the sorption capacity
was 69.7 mg g−1, which was simulated by the Langmuir
isotherm model

[80]

Magnetic ligand nanoparticle Cd(II), Pb(II) Cd, Pb initial concentration 1–100 mg L−1;
pH 4–10; Mag-Ligand dosage 0.2 g L−1

The results showed high performance of Mega-ligand as Cd
and Pb were removed from contaminated water quickly, Cd
was removed in less than 2 h, and Pb in less than 15 min. The
performance of Mega-legend in terms of Cd and Pb was not
affected by pH (3–10). In addition, the full regeneration process
could be achieved by washed Mega-legend easily by 1% HCl.
The results suggest that modified Mega-legend is a feasible
nanoparticle for efficient, rapid, and convenient removal of Cd
and Pb from the contaminated aquatic system.

[94]

MMSNPs U(VI) U(VI) concentration 2.5 × 10−5 M;
MMSNPs dosage 0.075 g in 7.5 mL artificial groundwater

The result showed that MMSNPs were efficient for U(VI)
removal in the pH range of (3.5–9.6) for artificial groundwater.
They found that MMSNPs adsorption capacity can reach 133 g
U(VI) per g MMSNPs

[95]
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5. Environmental Risk and Ecotoxicology

Although nanomaterials have been used effectively for soil and groundwater remedia-
tion, exposure to nanomaterials may have deleterious effects on humans and environments.
Toxicological risk assessments need data on both uptake and exposure of nanomaterials
and the immediate effects of NPs when they enter the human system. However, to form a
conclusion and recommendations, there are limited data in this domain. The process and
factors influencing ecotoxicity are complex. Thus, many factors may determine the impact
of synthesized NPs on organisms, such as dissolution potential, particle surface properties,
aggregation potential, exposure environment properties, and the physiological, biological,
and organism behavior when exposed to NPs [14].

Many studies highlighted the impact of nanomaterials on both humans and environ-
ments. For example, iron oxide NPs has a mutagenic impact as it may damage organisms’
ability to develop or reproduce [98]. Results indicated exposure to subinhibitory concentra-
tions of amoxicillin-bound iron oxide NPs, in the presence of humic acid, and increased
bacterial growth in pseudomonas aeruginosa and Staphylococcus aureus [99]. The joint
effects of NPs and other contaminants on terrestrial plants are increasingly investigated
but still limited. To provide a sound basis for risk assessment, more research should
evaluate the joint effects under realistic conditions [100]. The size and shape of NPs ulti-
mately determine the degree of toxicology. Therefore, not only is monitoring of NPs in
soil–plant systems is not essential, but more information is needed on their size allocation
and physical properties [101]. Most of the reviewed nano-risk assessment approaches
are designed to serve as preliminary risk screening and/or research prioritization tools
and are not intended to support regulatory decision making. Although the conventional
risk assessment framework is a valuable approach, it may fail to adequately estimate the
health and environmental risks from engineering nanomaterials in the near term due to
overwhelming methodological limitations and epistemic uncertainties [102]. In this section,
an overview of the recent studies about concerns related to the environmental risk of using
nanomaterials for soil and groundwater remediation is presented.

Gómez-Sagasti et al. [103] conducted a 3 months experiment to investigate the influ-
ence of nZVI concentration (ranging from 1 to 20 mg L−1) on soil microbial properties in
two types of soil: sandy-loam and clay-loam soils [103]. The results presented evidence
that soil type may affect the degree of potential toxic effects on soil microbial communi-
ties by nZVI. The results showed that the accentuated inhibitory impact of nZVI on soil
microorganisms in sandy-loam soil was more obvious than clay-loam soil. This can be
attributed to the high organic content in clay-loam soil, which acts as a protective agent
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when nZVI was added to the soil by rendering nZVI inactive, thus prohibiting interaction
with soil microorganism cells. Bacterial biomass and arylsulphatase activity, diversity,
and richness were negatively influenced by remediation of sandy-loam soil by nZVI. In
terms of concentration, they found no obvious concentration–response effect on the soil
by nZVI application. The study suggests that many investigations are required using
a wide range of soil types and soil proprieties to have clear insight into soil properties’
effect and type on the impact of nZVI on soil bacteria communities [103]. In another study,
Dong et al. [104] investigated the effects of carboxymethyl cellulose (CMC) surface coating
on the cytotoxicity and colloidal stability of nZVI towards Escherichia coli (E. coli) and
studied the interrelation between cytotoxicity and particle stability [104]. In addition, they
examined the influence of CMC ionic strength (Ca2+), concentration, and aging treatment
on particle cytotoxicity. The results indicated that nZVI without coating harms E. coli and
time- and concentration-dependent.

On the other hand, the cytotoxicity of nZVI decreased when the nZVI particles were
coated with CMC. This can be attributed to the cell membrane that kept intact in CMC-
modified nZVI, whereas cell membrane disruption could be observed when bare nZVI
contact with E. coli. The aged nZVI and CMC-nZVI did not affect E. coli due to the Fe0

transformation to less toxic iron oxide. The toxicity of nZVI and CMC-nZVI related to the
existence of Ca2+ was concentration-dependent as it can either decrease or increase. The
presence of Ca2+ could decrease the toxicity of nZVI by causing aggregation and settling
of nZVI.

However, the presence of Ca2+ could also increase the toxicity of nZVI by facilitating
the adhesion of NPs onto the bacteria surface, forming a more toxic effect [104]. In another
study, Chaithawiwat et al. [105] studied the effect of nZVI on the bacterial growth phases
on four bacterial strains [105]. The results showed that lag and stationary phases for all
bacterial strains were resistant to nZVI, whereas the bacterial strains in exponential and
decline phases showed less resistance than lag and stationary phrases. In addition, the
results indicated that increasing the nZVI concentration increased bacterial inactivation.
The results suggest that it is necessary to consider the bacterial growth phase and nZVI
concentration when studying the influence of nZVI on the bacteria [105]. In a subsequent
study, Cheng et al. [106] examine the toxicity of S-nZVI to E. coli in an aqueous solution [106].
The result indicated that the toxicity of nZVI could be reduced by sulfidation as S/nZVI
showed less toxicity at a lower F/S molar ratio, coming out from the higher iron oxide and
sulfate and lower Fe0 content. The results suggest that the typical groundwater contents
(i.e., Ca2+, HCO3−, SO4

2−, and humic acid) could drop the toxicity of nZVI. In addition,
in the presence of groundwater mix components, the S/nZVI toxicity was negligible. The
results suggest that the implication of S/nZVI could present a low toxicity risk in the
ecosystem [106]. In a recent study, Li et al. [107] conducted a long-term study to examine
the effect of zeolite-supported nZVI (Z-nZVI) on farmland soils on bacterial communities
during the remediation of metals (Cd, As, Pb) [107]. The result indicated that temporary
shifts in pH-sensitive, iron resistance/sensitivity, metal resistance, and denitrifying bacteria
after adding Z-nZVI were eliminated due to the soil characteristics that drove the re-
establishment of the indigenous bacterial community Z-nZVI and restored the bacterial
DNA replication and denitrification activity in the soil. The results suggest that Z-nZVI is a
promising nanoremediation technology for long-term metal-contaminated soil remediation
without ecotoxicity effects [107].

The toxicity of using CNTs in soil and groundwater remediation has been studied
by many researchers [108]. However, there are insufficient data related to the effect of
CNTs on both humans and the environment. Song et al. [109] studied the effects of
MWCNTs different dosages (0.5, 1.0, 2.0, wt%) on bacterial communities, especially the
metabolic function, in phenanthrene contaminated sediment [109]. The results indicated
that the metabolic function of microbial communities could be significantly changed by the
application of high dosage (0.5–2.0, wt%). This can be attributed to the utilization of carbon
sources on Biolog ECO microplate. Remotion of phenanthrene-contaminated sediment
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with 0.5% MWCNTs presented the best microbial activity and Shannon–Wiener diversity
index [109].

6. Combined Nanoremediation with Other Remediation Technology

The combination of nanoremediation technologies with other mitigation methods
has attracted significant research in recent years. Synergetic studies can be characterized
as combining multiple nanoremediation methods simultaneously or combined with soil
flushing or with biotreatment. In this section, an overview of the recent work in this domain
is presented.

Several studies combined many nanoremediation methods at the same time.
Vilardi et al. [110] examined the combination of nZVI and CNTs for the remediation
of Cr(VI), selenium (Se), and cobalt (Co) from aqueous solutions by conducted a batch
experiment [110]. The result indicated that for Cr(VI), the main removal mechanism the
reduction, whereas adsorption was the predominant mechanism for other metals. The
results showed that the Cr(VI) removal efficiency was 100% when nZVI was used alone
without pH change, whereas it decreased to around 90% when CNTs-nZVI nanocomposite
was used. On the other hand, using CNTs-nZVI showed high removal efficiency for Se
and Co at 90% and 80%, respectively. The results suggest that the CNTs–nZVI nanocom-
posite showed high adsorption efficiency for remediation of heavy metals-contaminated
water [110]. In another study, Zhang et al. [111] studied the performance of carboxymethyl
cellulose (CMC)-stabilized nZVI composited with BC (CMC-nZVI/BC) for remediation of
Cr(VI)-contaminated soil [111]. The results indicated that, after 21 days, the immobilization
efficiency of Cr(VI) was 19.7, 33.3, and 100% when the dosage of CMC-nZVI/BC was 11,
27.5, and 55 g Kg−1, respectively. The results suggest that the addition of BC to CMC-nZVI
could decrease the Cr(VI) transformation slightly, as a small part of CMC-nZVI could
be adsorbed to biochar. The Crtotal removal efficiency was high because the reduction
reaction continued to remediation [69]. In a recent study, Qian et al. [112], for the first
time, investigated the performance of biochar-nZVI for the remediation of chlorinated
hydrocarbon in the field [112]. They used direct-push and water pressure-driven packer
techniques. The field study results demonstrated a sharp reduction of chlorinated solvents
in the 24 h after the first injection of nZVI, but within the next two weeks, a rebound
of the concentrations in groundwater was observed. However, the implementation of
biochar-nZVI highly improved the removal of the chlorinated solvent from groundwater
for 42 days (Figure 4). The results suggest that biochar-nZVI is a promising combined
technology for chlorinated solvent contaminated groundwater remediation [112].

Galdames et al. [29] developed a new approach combining nanoremediation with
bioremediation for hydrocarbon and heavy metals remediation from contaminated soil [29].
Specifically, the method uses a combination of nZVI and compost from organic waste. The
results indicated that the combination of nZVI and compost could decrease the aliphatic
hydrocarbons concentration up to 60% even under uncontrolled conditions. In addition,
they observed a remarkable decrease in ecotoxicity in the bio-pile of soil [29]. In another
study, Alabresm et al. [113] studied the combination of PVP-coated magnetite NPs with oil-
degrading bacteria for crude oil remediation at the lab scale [113]. The result indicated that
NPs alone removed around 70% of high oil concentration after 1 h. However, the removal
efficiency did not increase due to the saturation of NPs. On the other hand, bioremediation
by oil-degrading bacteria removed 90% of oil after 48 h. Finally, the combination of NPs
and oil-degrading bacteria could completely remove the oil within 48 h. This was attributed
to the sorption of oil components to NPs and following degradation by bacteria. Further
investigation is needed to understand the oil removal mechanism when combining NPs
with oil-degrading bacteria are used for oil remediation [113].
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Recently, Czinnerova et al. [114] conducted a long-term field study that investigated
the degradation of chlorinated ethenes (CEs) by using nZVI supported by electrokinetic
(EK) treatment (nZVI-EK) [114]. EK may enhance the nZVI impact on soil bacteria and
increased the migration and longevity of nZVI. The results indicated a rapid decrease in cis-
1,2-dichloroethene (cDCE) at around 70%, followed by setting new geochemical conditions
as a degradation product of CE (ethene, ethane, and methane) was observed. These new
conditions enhanced the growth of soil and ground bacteria, such as organohalide-respiring
bacteria. The results suggest that nZVI-EK remediation technology is a promising method
for CE remediation from soil and groundwater and enhanced bacteria availability in soil
and groundwater [114]. In another study, Sierra et al. [115] studied a combination of soil
washing and nZVI for the removal and recovery of toxic elements (As, Cu, Hg, Pb, Sb) from
polluted soil (Figure 5) [115]. The results showed that a high recovery yield was obtained
for Pb, Cu, and Sb in the magnetically separated fraction, whereas Hg was concentrated
in a non-magnetic fraction. Taking everything into account, the soil washing efficiency
was enhanced by adding nZVI, especially for a larger fraction. The results suggest that the
investigated methodology opens the door for NPs’ use in soil-washing remediation [115].
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Qu et al. [116] studied the implication of an activated carbon fiber (ACF)-supported
nZVI (ACF-nZVI) composite for Cr(VI) remediation from groundwater [116]. In addition,
they examined the effect of the operation condition such as nZVI amount on activated
carbon fiber, initial Cr(VI) concentration, and pH value on the Cr(VI) removal by conducting
a batch experiment. The results indicated that the aggregation of nZVI could be inhabited
by ACF, which increases the nZVI reactivity and Cr(VI) removal efficiency. The removal
efficiency of Cr(VI) decreased with increasing Cr(VI) initial concentration, whereas, in an
acidic environment, complete removal (100%) of Cr(VI) was observed in 1 h reaction time.
The proposed removal mechanism consisted of two steps: the first step was the physical
adsorption of Cr(VI) on the ACF-nZVI surface area or inner layer, where the second step
was a reduction of Cr(VI) to Cr(III) by nZVI [116]. In another study, Huang et al. [117]
studied the activation of persulfate (PS) by using a zeolite-supported nZVI composites (PS-
Z/nZVI) system and examined its efficiency for TCE degradation. The results indicated
that Z/nZVI showed high ability towards PS activation (1.5 mM), and high removal
efficiency (98.8%) of TCE was observed at pH 7 within 2 h. Moreover, the PS-Z/nZVI
system showed high efficiency in terms of TCE for a wide range of pH (4–7) [117]. Table 3
summarizes the recent works conducted in soil and groundwater remediation by combining
nanoremediation technologies with other remediation methods.

Table 3. Recent studies employed the combination of nanoremediation technologies with other remediation methods.

Nanomaterial Contaminant Experimental Conditions Important Results Ref.

CNTs-nZVI Cr(VI), Se, Co Dosage 3 g L−1
; Initial

concentration 1–10 mg L−1; pH 6–8

The result indicated that for Cr(VI), the main removal
mechanism was reduction, whereas adsorption was
the predominant mechanism for the metals. The
results showed that the Cr(VI) removal efficiency was
100% when nZVI was used alone without the effect of
pH change, whereas it decreased to around 90%
when CNTs–nZVI nanocomposite was used. On the
other hand, using CNTs-nZVI showed high removal
efficiency for Se and Co at 90% and 80%, respectively.

[110]

CMC-nZVI/BC Cr(VI)
CMC-nZVI/BC dosage 11, 27.5,
55 kg g−1; Cr(VI) initial
concentration 800 mg kg−1

The results indicate that, after 21 days, the
immobilization efficiency of Cr(VI) was 19.7, 33.3, and
100% when the dosage of CMC-nZVI/BC was 11,
27.5, and 55 g Kg−1, respectively.

[69]

Biochar-nZVI Chlorinated
solvents

nZVI dosage (30) g L−1; injection
depth (3.5, 4.5, 5.5) m

The field study results demonstrated a sharp
reduction of chlorinated solvents in the 24 h after the
first injection of nZVI, but within the next two weeks,
the re-bond of the concentrations in groundwater was
observed. However, the implementation of
biochar-nZVI highly improved the removal of the
chlorinated solvent from groundwater for 42 days.
The results suggest that biochar-nZVI is a promising
combined technology for
chlorinated-solvent-contaminated groundwater
remediation.

[112]

nZVI combined
with compost from
organic waste

Hydrocarbons
(TPH, PAHs)
and heavy
metals

TPH initial concentration
(104.3) mg kg−1; PAHs initial
concentration (2.25) mg kg−1

The results indicated that the combination of nZVI
and compost could decrease the aliphatic
hydrocarbons concentration by up to 60% even under
uncontrolled conditions. In addition, they observed a
remarkable decrease in ecotoxicity in the biopile of
the soil.

[29].

PVP-coated
magnetite NPs with
oil-degrading
bacteria

Crude oil
Oil initial concentration
(375) mg L−1; NPs dosage
(18) mg L−1

The result indicated that NPs alone removed around
70% of high oil concentration after 1 h. However, the
removal efficiency did not increase due to the
saturation of NPs. Bioremediation by oil-degrading
bacteria removed 90% of oil after 48 h. Finally, the
combination of NPs and oil-degrading bacteria could
completely remove the oil within 48 h

[113]



Water 2021, 13, 2186 20 of 26

Table 3. Cont.

Nanomaterial Contaminant Experimental Conditions Important Results Ref.

nZVI-EK Chlorinated
ethenes (CEs)

nZVI dosage 3 g L−1; DC voltage
24 V

The results indicated a rapid decrease in
cis-1,2-dichloroethene (cDCE) by around 70%,
followed by new geochemical conditions as a
degradation product of CE (ethene, ethane, and
methane) was observed. These new conditions
enhanced the growth of soil and ground bacteria such
as organohalide-respiring bacteria. The results
suggest that nZVI-EK remediation technology not
only is a promising method for CE remediation from
soil and groundwater but also enhanced the bacteria
availability in soil and groundwater.

[114]

Soil washing
assessed nZVI

As, Cu, Hg,
Pb, Sb nZVI dosage (16) wt%

The results showed that a high recovery yield was
obtained for Pb, Cu, and Sb in the magnetically
separated fraction, whereas Hg concentrated in the
non-magnetic fraction. Taking everything into
account, the soil washing efficiency was enhanced by
adding nZVI, especially for a larger fraction. The
results suggest that the investigated methodology
open the door for the use of NPs in soil washing
remediation.

[115]

ACF-nZVI Cr(VI) Cr(VI) initial concentration
(5, 10) mg L−1

The results indicated that the aggregation of nZVI
could be inhabited by the presence of ACF, which
increases the nZVI reactivity and Cr(VI) removal
efficiency. The removal efficiency of Cr(VI) decreased
with increasing Cr(VI) initial concentration, whereas,
in an acidic environment, full removal (100%) of
Cr(VI) was observed in 1 h reaction time. The
proposed removal mechanism consisted of two steps:
the first step was the physical adsorption of Cr(VI) on
the ACF-nZVI surface area or inner layer, while the
second step was a reduction of Cr(VI) to Cr(III)
by nZVI

[116]

PS-Z/nZVI TCE

TCE initial concentration
(0.15) mM; Z/nZVI dosage
(84) mg L−1;
PS concentration (1.5) mM

The results indicated that Z/nZVI showed high
ability for PS activation (1.5 mM), and high removal
efficiency (98.8%) of TCE was observed at pH 7
within 2 h. Moreover, the PS-Z/nZVI system showed
high efficiency in terms of TCE for a wide range of
pH (4–7).

[117]

7. Conclusions

This review aims to present the latest advances in nanoremediation of contaminated
soil and groundwater. The main advantages of using nanomaterials in soil remediation
are reduction in cleanup time and overall costs, decreased pollutants to nearly zero in
the site, and no need to dispose of polluted soil. The wide use of nZVI nanomaterials
in environmental cleanup is due to their high reactivity and high ability to immobilize
heavy metals such as Cd, Ni, and Pb. Modifying and/or coating nZVI may decrease the
toxicity effects on soil microorganisms. The high adsorption capacity of CNTs is from
the large surface area, which makes CNTs a great nanomaterial for organic and inorganic
remediation. More studies are needed to investigate the effect of CNTs on the environment.

Soil and groundwater remediation using metal and MNPs is a promising technology
due to the unique separation mechanism. Full-scale application of nanoremediation needs
further evaluation, particularly in terms of efficiency and potential adverse environmental
impacts. Combining nanoremediation with other remediation technology appears to be the
future of soil remediation as the combination process increases the sustainable remediation
practice towards green environmental protection practice.

8. Recommendation and Future Prospective

This review provides readers with a general overview of using nanoremediation for
environmental cleanups, particularly soil and groundwater remediation. More work is
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needed to developing smarter nanomaterials for soil remediation. For instance, more
advanced development could produce NPs with a high ability to work with several
functions, such as interacting with hydrophilic and hydrophobic materials or catalyzing
many pollutant reactions on the same particle. In addition, further research is needed to
design and synthesize NPs that can remediate a wide range of contaminants; and enhance
the injecting systems.

Most existing research on nanoremediation is confined to laboratory studies and
modeling. Transferring these studies to in situ conditions is a challenge. Thus, more
investigations are required in order to develop standard protocols and doses for the
application of nanomaterials at the field level. Moreover, efforts should also focus on the
application of nanoremediation in the field to understand nanoparticle’s fate and transport
behavior in soil, water, and sediments and how they affect the environmental variables.

Nanoremediation has been developed and evaluated over the last 20 years. There
is, however, concern about its effects on both humans and the environment. With the
rapid advancement of nanoremediation techniques, proper evaluation needs to be done to
prevent or mitigate any potential environmental or ecological hazards.

In addition, the need for a more thorough understanding of the contaminants’ removal
processes and the nanomaterials behavior in nature has led to experimentation where no
contaminant is present. Many researchers have examined the impacts of nanoremediation
on the soil and groundwater bacteria, yet a clear insight into the interaction between
nanoremediation materials such as nZVI and microbial activity is still unclear.
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