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Preparation and characterization 
of nano‑galvanic bimetallic Fe/Sn 
nanoparticles deposited on talc 
and its enhanced performance 
in Cr(VI) removal
Mitra Bayat, Bahram Nasernejad* & Cavus Falamaki 

In this study, talc‑supported nano‑galvanic Sn doped nZVI (Talc‑nZVI/Sn) bimetallic particles were 
successfully synthesized and utilized for Cr(VI) remediation. Talc‑nZVI/Sn nanoparticles were 
characterized by FESEM, EDS, FTIR, XRD, zeta potential, and BET analysis. The findings verified the 
uniform dispersion of nZVI/Sn spherical nanoparticles on talc surface with a size of 30–200 nm, and 
highest specific surface area of 146.38  m2/g. The formation of numerous nano‑galvanic cells between 
nZVI core and Sn shell enhanced the potential of bimetallic particles in Cr(VI) mitigation. Moreover, 
batch experiments were carried out to investigate optimum conditions for Cr(VI) elimination and 
total Cr(VI) removal was achieved in 20 min using Sn/Fe mass ratio of 6/1, the adsorbent dosage of 
2 g/L, initial Cr(VI) concentration of 80 mg/L, at the acidic environment (pH = 5) and temperature of 
303 K. Besides, co‑existing of metallic cations turned out to facilitate the electron transfer from the 
nano‑galvanic couple of NZVI/Sn, and suggested the revolution of bimetallic particles to trimetallic 
composites. The aging study of the nanocomposite confirmed its constant high activity during 
60 days. The removal reaction was well described by the pseudo‑second‑order kinetic and the modified 
Langmuir isotherm models. Overall, due to the synergistic galvanic cell effect of nZVI/Sn nanoparticles 
and full coverage of active sites by Sn layer, Talc‑nZVI/6Sn was utilized as a promising nanocomposite 
for fast and highly efficient Cr(VI) elimination.

With the rapid development of industrial activities, large amount of heavy metals have been released into the 
natural environment, which their continuous accumulation and high permeability have posed great threats to 
living organisms and environment  safety1,2. The toxicity or carcinogenicity of heavy metal ions, such as Cr(VI), 
Pb(II), Cd(II), Cu(II), Zn(II), Hg(II), and Ni(II) can cause long-term damage to humans and other  species3.

Chromium mainly exists in two oxidation states of Cr(VI) and Cr(III) among which Cr(VI) is a hundred 
times more toxic than the latter. Cr(VI) has been classified as priority controlled contaminant and could cause 
cancers and respiratory diseases in case of excessive  exposure4,5. On the other hand, Cr(III) is significantly less 
toxic and even is known as an essential nutrient for humans and living organisms at trace levels. Due to low 
aqueous solubility and subsequent low mobility of Cr(III), the reduction of Cr(VI) to Cr(III) and successive 
in-situ Cr(III) adsorption or precipitation has been acknowledged as the most suitable approach for Cr(VI) 
 mitigation6–9. Consequently, the employment of the improved treatment technology for fast and complete Cr(VI) 
reduction has drawn lots of  attention10–13.

Technologies based on adsorption techniques have been known as adequate and straightforward approaches 
for Cr(VI) elimination, due to their wide adaptability and cost-effectiveness14,15. Various classes of adsorbents are 
utilized in Cr(VI) sequestration, including activated  carbon16,17, carbon nanotube based  materials18, graphene-
based  materials19, layered double  hydroxide20,21, polymers and  biopolymers22–24,  Silica25,26 and  biosorbents27,28. 
Among different adsorbent for heavy metal remediation, nanoscale zero-valent iron (nZVI) particles which have 
combined large specific surface area, high reactivity, abundant surface binding sites, low toxicity, and absence of 
secondary pollution, has been proved as an efficient and environmental-friendly materials. Accordingly, nZVI 
has been emerged as a promising material Cr(VI) remediation from aqueous solutions, in recent  years29–31.
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Regardless of their high efficiency in the removal of contaminants, nZVI particles have faced some limitations, 
including instability, strong tendency for agglomeration, and rapid oxidation. To address these issues, different 
modifications such as metal doping, coating the surface of nZVI particle, or immobilization of nZVI particles 
onto support are  applied32,33. The wide availability, cost-effectiveness and long-term stability of clay minerals 
(e.g., montmorillonite, kaolinite, Bentonite, talc) have introduced them as great supporting materials for nZVI 
 particles6,14,32,34–36.

Besides utilizing the preferences of clay-supported nZVI particles, the reactivity of nZVI particles has been 
enhanced through the deposition of a second metal catalyst (e.g., Pd, Pt, Ag, Ni, Cu) onto nZVI particles’ 
 surface10,37–40. The addition of other metals would provide hydrogen catalysts or reactive electron donors, and 
subsequently would lead to the enhanced properties of bimetallic particles, including slower passivation of  Fe0 
surface and faster reaction  kinetics41. Besides, bimetallic nanoparticles could form numerous nano-galvanic cou-
ples which speeded up the electron transfer of galvanic corrosion. In this regard,  Fe0 acted as the electron donor 
and the deposited second metal functioned as the electron collector. Despite the enhanced performance, the wide 
application of bimetallic particles has been limited due to the high expense of the coated metals. Alternatively, 
the application of a low-cost and efficient coating metal would be an advantageous  approach37.

Clay-supported iron based bimetallic nanoparticles, which have combined both advantages of supported and 
coated nanoparticles, have proved great potential in heavy metals  elimination41–43. Despite their effectiveness in 
heavy metal removal, only little researches have been conducted using limited kind of clays (mainly kaolinite and 
montmorillonite) and metals (Ni, Pd). Talc with the chemical formula of  Mg3Si4O10(OH)2 is one of the non-ionic 
clays with a 2:1 structure, which is composed of a sheet of magnesium hydroxide (MgO.H2O) located among two 
sheets of silicate  (SiO2) layers. Although showing high performance as supporting material for nanoparticles, 
talc has been studied  intensively44,45.

To the best of our knowledge, the application of nanocomposites containing talc as supporting surface and 
Sn as a coating material for Cr(VI) remediation has not been reported to date. Sn as an non-toxic, and cost-
efficient metal with higher redox potential 
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 is 
a superior alternative as the coating metal and the medium for enhanced electron transfer between  Fe0 and 
contaminants. Herein, novel talc-supported nano-galvanic Fe/Sn bimetallic nanoparticles (Talc-nZVI/Sn) were 
prepared and applied for the Cr(VI) remediation from aqueous solution. A successive two-step synthesis tech-
nique was employed to achieve core–shell bimetallic nanoparticles deposited on talc. The removal of Cr(VI) 
was evaluated using talc, nZVI, nZVI/Sn and talc-supported nZVI/Sn with various Sn/Fe ratios. In addition, the 
effects of different environmental conditions such as initial Cr(VI) concentration, Talc-nZVI/Sn dosage, initial 
pH, and temperature on Cr(VI) removal were explored. The influence of co-existing of different metallic cation 
in Cr(VI) aqueous solution on the galvanic cells performance was also investigated. Moreover, the reusability and 
aging study of the Talc-nZVI/Sn particles were surveyed. Finally, the adsorption kinetics, adsorption isotherm, 
and reaction mechanism of Cr(VI) removal using Talc-nZVI/Sn were studied.

Results and discussion
Characterizations. The morphology and surface structure of different materials, including talc, Talc-
nZVI/1Sn, Talc-nZVI/4Sn, and Talc-nZVI/6Sn before and after reaction with Cr(VI) were analyzed by FESEM 
(Fig. 1). Talc (Fig. 1a) is primarily characterized by its smooth surface and layered structure. The FESEM images 
of the synthesized nanoparticles of Talc-nZVI/1Sn, Talc-nZVI/4Sn, and Talc-nZVI/6Sn, displayed approxi-
mately spherical particles, with a size of 30 to 200  nm, which was uniformly dispersed on the talc surface. 
Also, with an increase of the Sn/Fe mass ratio from 1 to 6, some changes in average particle size appeared. The 
enhancement in the Sn/Fe mass ratio, has yielded in slightly larger particles. Particles in Talc-nZVI/1Sn were 
mainly in the range of 30 to 100 nm, while Talc-nZVI/6Sn exhibited particles in the range of 50–200 nm. The 
bigger particles in Talc-nZVI/6Sn compared to Talc-nZVI/1Sn were ascribed to the increased loading of Sn, 
which created a thicker shell layer on nZVI cores.

Figure 1d, e display the morphological changes of Talc-nZVI/6Sn before and after Cr(VI) removal process. 
The unreacted Talc-nZVI/6Sn showed particles with their explicit borders, while the reacted composite exhib-
ited a more porous surface. This difference in surface structure could be attributed to the settlement of reaction 
precipitates on the outer surface of nanoparticles and within pores of talc structure. Meanwhile, the appearance 
of Cr-containing species is confirmed by the EDS elemental mapping of chromium on Talc-nZVI/6Sn after the 
removal process (Fig. 2d).

The EDS analysis was applied to clarify the elemental distribution of the different synthesized samples. EDS 
mapping of the adsorbents with different Sn/Fe loading of 1/1, 4/1, and 6/1 illustrated the uniform distribution 
of Fe and Sn over the Talc surface (Fig. 2). As can be seen, all samples showed a similar amount of Fe, whereas 
Sn quantity intensified significantly from 17.32 wt% in Talc-nZVI/1Sn to 64.56 wt% in Talc-nZVI/6Sn. Further-
more, the identical distribution pattern of Sn and Fe indicated the deposition of Sn shell layer on Fe fine  cores46, 
becoming thicker with the increase in Sn loading from Fig. 2a–c. Also, EDS mapping of Talc-nZVI/6Sn after 
Cr(VI) removal process illustrated in Fig. 2d, revealed the presence and distribution of chromium on nZVI/Sn 
bimetallic particles.

Additionally, the elemental distribution of Talc-nZVI/6Sn before and after Cr(VI) removal was analyzed by 
EDS (Fig. 3). The comparison of the elemental distribution of the fresh and reacted nanocomposite pointed out 
the meaningful rise in oxygen content from 17.23 to 24.39% along with the appearance of Cr among the elements, 
in spite of the nearly constant Fe and Sn loading. The increase in O and Cr content suggested the formation and 
deposition of Cr(III) hydroxides precipitates on the Talc-nZVI/6Sn  surface47,48.

The specific surface area (SSA) and total pore volume of talc and different synthesized talc-supported bime-
tallic particles was measured and presented in Table 1. It was revealed that the deposition of nZVI/Sn bimetallic 
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particles on talc surface enhanced the specific surface area of the nanocomposites to such an extent that lead to a 
SSA of 146.38  m2/g (in talc-nZVI/1Sn), which was 13.5 times higher than the talc itself (10.84  m2/g). The highly 
achieved value of SSA after loading nanoparticles on talc surface was consistent with the similar clay-supported 
nZVI bimetallic  particles7,41,42,49. Despite the high value of SSA and total pore volume in all the synthesized 
talc-supported nZVI/Sn bimetallic particles, results demonstrated that the increment of Sn loading in bimetal-
lic nZVI/Sn particles from Sn/Fe mass ration of 1 (Talc-nZVI/1Sn) to 8 (Talc-nZVI/8Sn), would decrease the 
SSA and total pore volume from 146.38  m2/g and 0.27  cm3/g to 24.07  m2/g and 0.09  cm3/g, respectively. The 
decrease in SSA and total pore volume is ascribed to the overfilling of pores in the nanocomposite structure by 
the excessive Sn layer.

The FTIR spectra of talc, Talc-nZVI/6Sn before and after reaction with hexavalent chromium are presented in 
Fig. 4a. Compared to FTIR spectrum of talc, the freshly synthesized Talc-nZVI/6Sn showed significant changes 
in peaks including weakening of the bands at 1420 and 3640  cm-1 corresponding the –OH group in talc. Also, the 
bands at 710 and 870  cm-1 in talc corresponding Mg–O and Si–O bands, reduced after the impregnation of Fe/
Sn bimetallic particles. This was ascribed to the destruction of Mg–O and Si–O bands by alkali, produced during 
the synthesis of Fe/Sn bimetallic particles through the reaction between  NaBH4 and  H2O50. Furthermore, the 
appearance of a sharp peak at 460  cm-1 in the spectrum of fresh Talc-nZVI/6Sn, which was attributed to Fe–O 
stretches of  Fe2O3 and  Fe3O4, and Sn–O stretches of  SnO2, demonstrated the impregnation of Fe/Sn bimetallic 
particles on talc surface and partial oxidation of particles’  surface51,52. Despite the similarity in the spectrum of 
both nanocomposites, the reacted Talc-nZVI/6Sn exhibited changes in the characteristic peaks. The enhancement 
in the intensity of bands corresponding to the Fe–O and Sn–O stretches at 533  cm-1, indicated an abundance of 
iron oxides and tin oxides after Cr(VI) removal. Furthermore, the band at 870  cm−1 was intensified due to the 
formation of Cr–O bond, implying the precipitation of Cr on the adsorbent  surface53.

XRD spectra of talc, fresh and reacted Talc-nZVI/6Sn is represented in Fig. 4b. XRD pattern of talc, which 
has been used as supporting material mainly included major peaks at 2θ values of 18°, 28°, 34°, 47°, and 51° for 
talc and 29.5° for CaMg(CO3)2/dolomite47. The synthesized Talc-nZVI/6Sn XRD pattern primarily composed of 
the weakened characteristic peaks of talc and quartz and also newly formed peaks of  Fe0 at 2θ of 44.9° and  Sn0 

Figure 1.  FESEM images of (a) talc (b) Talc-nZVI/1Sn (c) Talc-nZVI/4Sn (d) Talc-nZVI/6Sn (e) Talc-
nZVI/6Sn after reaction with Cr(VI).
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at 2θ of 30°, 32°, 43.9° and 44.9°. The appearance of characteristic peaks of  Fe0 and  Sn0 indicated the successful 
formation and deposition of Fe/Sn bimetallic nanoparticles on talc surface. Furthermore, some new diffraction 
peaks emerged, which mainly indicated the formation of a layer of  Fe2O3 (2θ = 23°, 35°, 37°) and  SnO2 (2θ = 26°, 
27°, 35°, 37°) on Fe/Sn bimetallic  particles54. After Cr(VI) removal, peaks corresponding Fe/Sn bimetallic par-
ticles was weakened considerably, which confirmed the occurrence of redox reaction between Talc-nZVI/6Sn 
and Cr(VI) and precipitation of the reaction product on adsorbent  surface55. Meanwhile, peaks at 2θ of 25° and 
37.8° suggested the formation of  Cr2O3 after Cr(VI) removal. Consistent with the results obtained from EDS and 
FTIR, these findings verified that Fe/Sn bimetallic nanoparticles has been successfully loaded on talc surface and 
also, chromium has been appeared on adsorbent surface after Cr(VI) removal reaction.

Also in attempt to get an insight of the adsorbent surface charge, zeta potential of the synthesized adsorbent 
was investigated at various pH values of 1–11 and illustrated in Fig. 4c. The results revealed that Talc-nZVI/6Sn 
have positive surface charge in pH range of 1–10 which is significantly beneficial towards Cr(VI) removal due 
to the electrostatic attraction between the nanocomposite and chromium negative oxyanions. The zero point 
charge  (pHzpc) of the nanocomposite was approximately at pH of 10.3, which conformed with the result of a 
similar  research56.  Ji56 demonstrated that the deposition of a second metal on nZVI particles with higher standard 

Figure 2.  EDS mapping of Fe, Sn, and Cr in (a) fresh Talc-nZVI/1Sn (b) fresh Talc-nZVI/4Sn (c) fresh Talc-
nZVI/6Sn and (d) Cr-treated Talc-nZVI/6Sn.
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redox potential that Fe, would lead to higher values of isoelectric point  (pHzpc > 10). Elevated zeta potential of 
Talc-nZVI/6Sn (+ 34 mV) at pH of 5 and high isoelectric point contributed to its stability in aqueous solution 
and also its great potential for elimination of negative oxyanions in a wide pH  range36,57.

Cr(VI) removal performance of talc‑nZVI/Sn. Effects of Sn/Fe mass ratio. As mentioned previously, 
Sn coating is used in attempt of decreasing the oxidation of nZVI particles’ surface and also facilitating the 

Figure 3.  EDS spectra of (a) Talc-nZVI/6Sn and (b) Talc-nZVI/6Sn after reaction with Cr(VI).

Table 1.  BET characteristics of different talc-supported nZVI/Sn bimetallic particles.

Nanocomposite Specific surface area  (m2/g) Total pore volume  (cm3/g) Pore size (nm)

Talc 10.84 0.07 27.10

Talc-nZVI/1Sn 146.38 0.27 7.38

Talc-nZVI/2Sn 117.12 0.21 7.17

Talc-nZVI/3Sn 73.59 0.18 9.78

Talc-nZVI/4Sn 32.91 0.09 10.88

Talc-nZVI/5Sn 30.67 0.1 13.04

Talc-nZVI/6Sn 26.45 0.1 15.12

Talc-nZVI/7Sn 25.86 0.1 15.40

Talc-nZVI/8Sn 24.07 0.09 15.81
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electron transfer through formation of many nano-galvanic cells between nZVI and Sn coating. So in order 
to investigate the extent of enhancement in Cr(VI) removal performance by the effect of Sn/Fe mass loading, 
a series of composites with varying Sn/Fe mass ratios were prepared, and batch experiments were carried out 
using 0.15 g (1 g/L) of the composites at initial chromium(VI) concentration of 80 mg/L. Furthermore, Cr(VI) 
elimination using talc, nZVI, nZVI/Sn, and talc-nZVI was investigated to elucidate the effectiveness of Sn load-
ing. As shown in Fig. 5a, results revealed the weak performance of nZVI in 36.65% Cr(VI) mitigation, caused by 
the agglomeration of nZVI nanoparticles and surface passivation. However, immobilization of nZVI particles 
on talc surface and deposition of small amount of Sn coating contributed to nearly 10% and 7% enhancement in 
Cr(VI) removal efficiency, respectively. Additionally, results indicated that increasing Sn mass loading from Sn/
Fe mass ratio of 1/1 (Talc-nZVI/Sn) to 8/1 (Talc-nZVI/8Sn) would lead to an increase in removal efficiency from 
50 to 85%, respectively. Although nanocomposites with lower Sn/Fe mass ratio offered greater specific surface 
area (Table 1), their inefficient performance in Cr(VI) mitigation pointed out the surface passivation of the nZVI 
particles due to the formation of iron oxides layer. Therefore, it was clarified that addition of a second metal as 
coating layer played an influential part in the enhanced performance of the nanocomposite.

Talc-nZVI/Sn showed low efficiency in Cr(VI) removal. This was ascribed to the low amount of Sn coating 
and fast and easy oxidation of nZVI, leading to the formation of a passive layer and inhibition of electron transfer 
between iron nanoparticles and Cr(VI)58. The performance of composite enhanced gradually with increment 
in Sn/Fe mass ratios from 1/1 to 6/1. However, the constant Cr(VI) removal efficiency in nanocomposites with 
Sn/Fe mass ratios of 6/1, 7/1, and 8/1 implied that the Sn/Fe mass ratio of 6/1 had achieved the full coverage of 
nZVI particles, and addition of an excessive amount of Sn mass loading wouldn’t improve the performance of 
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Figure 4.  (a) FTIR spectra and (b) XRD patterns of Talc-nZVI/6Sn before and after Cr(VI) removal, (c) Zeta 
potential of Talc-nZVI/6Sn at different pH values.
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nanocomposite. So Talc-nZVI/6Sn, which provided the Cr(VI) removal efficiency of 85% along with the least 
Sn loading, was selected as the optimum adsorbent for further experiments.

Effects of talc‑nZVI/Sn dosage. The influence of Talc-nZVI/6Sn dosage on the Cr(VI) sequestration from aque-
ous solution was investigated using various amount of nanocomposite (1–2.5 g/L) at a constant initial Cr(VI) 
concentration of 80 mg/L (Fig. 5b). It was verified that by the enhancement in Talc-nZVI/Sn dosage from 1 to 
2.5 g/L, removal efficiency of Cr(VI) increased gradually from 87 to 99.7% after 60 min, while removal capacity 
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decreased from 69.6 to 31.9 mg/g, respectively. The reason behind the improvement of removal efficiency is that 
applying a higher dosage of composite would provide larger surface area and more available active adsorption 
sites and abundant galvanic couples, which could enhance available electrons for Cr(VI)  reduction58. However, 
the reduced removal capacity in higher dosage was ascribed to inter-particle aggregation, overlapping of adsorp-
tion sites, and subsequently less active surface  area15,59.

The constant removal efficiency in the dosage of 2 and 2.5 g/L, affirmed that Talc-nZVI/6Sn dosage of 2 g/L 
was capable of providing sufficient active reaction sites for Cr(VI) elimination. Thus considering efficient per-
formance on Cr(VI) removal of over 99% and low material consumption, a dosage of 2 g/L was selected as the 
optimum amount of adsorbent.

Effects of pH. The effect of initial pH as an impressive factor on adsorption characteristics was explored within 
the range of 1–9 at initial Cr(VI) concentration of 80 mg/L, the temperature of 303 K, and adsorbent amount of 
2 g/L. As shown in Fig. 5c, despite the high Cr(VI) removal at alkaline and neutral conditions, the acidic envi-
ronment was more conducive for Cr(VI) elimination. It was found that removal efficiency reached to its highest 
value (99.7%) at pH of 5, and reduction ability of Talc-nZVI/6Sn declined with increasing initial pH solution to 
7 (97%) and 9 (91%). Similar to the great removal performance at pH of 5, the more acidic environments favored 
Cr(VI) sequestration and Cr(VI) removal efficiency of 99% was achieved at pH of 1. Moreover, the Cr(VI) elimi-
nation under initial pH of 2 was also investigated and Cr(VI) removal efficiency of 99% was obtained.

Since the initial solution pH strongly affects both surface charge of adsorbent and distribution of Cr(VI) 
species, it is among the most important influential factors on Cr(VI) removal efficiency. Solution pH impresses 
the process in these ways:

 (i) In an aqueous solution, Cr(VI) exists in different ionic species which their relative distribution depend 
on total chromate concentration and the solution pH. In an acidic environment, HCrO−

4  is the dominant 
species, and in alkaline and neutral conditions, CrO2−

4  is the main form of hexavalent  chromium60–62. 
HCrO−

4  is more favorable for sorption than CrO2−
4  due to its lower adsorption free energy and higher 

oxidizing capacity (Eqs. (1)-(2))58,63:

 (ii) The surface charge of the adsorbent is influenced by solution pH. According to the zeta potential meas-
urement in pH range of 1–11 (Fig. 4c), adsorbent is positively charged in both acidic and alkaline 
environments, in pH values lower than 10.3. The electrostatic attraction between the positively charged 
Talc-nZVI/6Sn and Cr(VI) oxyanions facilitated the contact between adsorbent and contaminant, and 
was conductive to a better removal performance. Results showed that zeta potential and electrostatic 
attraction reached to its greatest value at pH of 5, which provided Cr(VI) removal efficiency of 99.7%. 
The positive values of zeta potential and consequently electrostatic attraction between adsorbent and 
Cr(VI) decreased with the increasing pH, which was consistent with the obtained results in Fig. 5c.

Considering the high removal performance of nanocomposite at both pH values of 1 and 5, and the common 
pH values of aquatic environment in range of 5–92, the pH value of 5 was selected as optimum acidic condi-
tion for further experiments. Furthermore, Table S1 represented the reduction in solution pH values after the 
removal process. The decrease in the final solution pH suggested that significant OH− consumption through the 
precipitation process has happened.

Effects of temperature. To investigate the effect of temperature on Cr(VI) removal, 2 g/L of Talc-nZVI/6Sn was 
added to the Cr(VI) aqueous solution with various temperatures of 298, 303, 308, and 313 K. Results shown in 
Fig. 5d revealed that higher temperature conducted to more favorable removal performance which demonstrated 
that Cr(VI) removal was an endothermic process. With increasing solution temperature from 298 to 303 K, the 
removal rate of Cr(VI) reached from 98.5 to 99.8%, respectively. However, the further temperature rise, led to the 
same removal rate of Cr(VI), but in a remarkably faster process. So that at temperatures of 303 K, the removal 
efficiency of 99.8% is achieved after 50 min of reaction, but the time of reaching the same removal efficiency at 
temperatures of 308 and 313 K was 30 and 6 min, respectively. This can be ascribed to the higher mobility and 
diffusion rate of Cr(VI) oxyanions at elevated temperatures of 308 K and 313 K, which consequently added to 
the possibility of contact between chromium ions and the adsorption  sites59,64. Therefore, results suggested that 
Talc-nZVI/6Sn exhibited substantial performance in removing Cr(VI) under a broad temperature range. Over-
all, the complete removal of Cr(VI) was obtained at the temperature of 303 K, and more temperature raised only 
shortened the process time. So the temperature of 303 K is selected as the optimum temperature in the following 
experiments.

Effects of initial Cr(VI) concentration. Figure 5e represents the effects of initial Cr(VI) concentration on the 
performance of Talc-nZVI/6Sn. The results demonstrated that increasing the initial Cr(VI) concentration from 
60 to 120 mg/L, led to lower removal efficiency, whereas provided higher removal capacity. The complete Cr(VI) 
removal (99.8%) was achieved at initial Cr(VI) concentration of 60 and 80 mg/L, but with increasing initial 
Cr(VI) concentration to 100 and 120 mg/L, Cr(VI) removal declined to 96% and 95%, respectively. Obviously, 

(1)7H+ +HCrO−
4 + 3e− → 4H2O+ Cr3+ E0 = 1.35(V)

(2)CrO2−
4 + 4H2O+ 3e− → 5OH− + Cr(OH)3 E0 = −0.12(V)
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a constant amount of Talc-nZVI/6Sn provided a definite amount of adsorption active sites, which would be 
occupied eventually by increasing Cr(VI) concentration. Furthermore, higher Cr(VI) concentration conducted 
to more precipitation of removal products on the adsorbent surface, hindering the electron transfer between 
talc-nZVI/6Sn and Cr species. Overall, both terms contributed to decreased removal efficiency in higher Cr(VI) 
concentrations. However, the removal capacity of 56 mg/g at Cr(VI) concentration of 120 mg/L, exhibited the 
great ability of Talc-nZVI/6Sn for Cr(VI)  elimination6,65.

Galvanic performance of Fe/Sn bimetallic nanoparticles. To elucidate the galvanic performance of 
nZVI/Sn nanoparticles, four different metallic cations were added to the aqueous solution of Cr(VI), and their 
effects on Cr(VI) removal was illustrated for Talc-nZVI/3Sn (Fig. 6a) and Talc-nZVI/6Sn (Fig. 6b). Despite the 
expectation about the competence between the co-existing metallic cations and C(VI) anions for the limited 
amount of galvanic cells, results demonstrated that addition of metallic cations mainly increased the Cr(VI) 
removal efficiency, which confirmed their synergistic role in facilitating electron transfer to chromium oxy-
anions. While using Talc-nZVI/3Sn, the most enhanced Cr(VI) removal performance was achieved by the addi-
tion of metallic cations in order of Cu(II) > Hg(II) > Co(II) > Cd(II). In case of using Talc-nZVI/6Sn, the presence 
of Cu(II) and Hg(II) caused the Cr(VI) removal efficiency to increase from 86 to 96% and 89%, respectively. 
The improved performance of both nanocomposites in Cr(VI) removal could be ascribed to the adsorption 
and deposition of the added cationic metals to the nZVI/Sn bimetallic particles and the formation of trimetallic 
nZVI/Sn/M particles (M: Hg(II), Cu(II), Co(II), Cd(II)), which could facilitate and enhance the electron transfer 
to Cr(VI)43. The maximum enhanced catalytic performance of the metallic cations was related to the presence of 
Cu(II), which caused 14% and 10% growth in Cr(VI) removal efficiency of Talc-nZVI/3Sn and Talc-nZVI/6Sn, 
respectively. Additionally, the higher improvement in Cr(VI) removal capacity of Talc-nZVI/3Sn in compared to 
the Talc-nZVI/6Sn, could be attributed to the less coverage of nZVI particles in Talc-nZVI/3Sn which provided 
more nZVI cores for the deposition of metallic cations. Moreover, it was verified that the presence of Co(II) and 
Cd(II) lead to the decline in Cr(VI) elimination in case of using Talc-nZVI/6Sn. This decrease was related to the 
lower standard reduction potentials of Co(II) 

(

E0
(

Co2+/Co
)

= −0.28 V
)

 and Cd(II) 
(

E0
(

Cd2+/Cd
)

= −0.4 V
)

 
in compared to the Sn shell layer 

(

E0
(

Sn2+/Sn
)

= −0.13 V
)

 which ultimately would eliminate the electron flow 
of the nZVI/Sn nano-galvanic cells.

Aging study and reusability of talc‑nZVI/Sn. Regarding the protective role of Sn coating on nZVI par-
ticles, an aging study of Talc-nZVI/6Sn was carried out every 10 days to reveal the effect of time on nZVI activity 
(Fig. 7a). As shown in Fig. 7a, Talc-nZVI/6Sn was found to keep its high removal capacity for 2 months, which 
provided considerably high stability compared to previous  studies48,64. The significant stability of Talc-nZVI/6Sn 
could be attributed to the full coverage of Sn coating on nZVI particles, which provided an inhibitive layer to 
nZVI oxidation.

Furthermore, Talc-nZVI/6Sn was repeatedly used and regenerated to investigate its reusability (Fig. 7b). 
Results indicated that after the first regeneration, the bimetallic nanocomposite displayed a remarkable decline 
in Cr(VI) removal efficiency (68%). Additionally, the second regeneration led to Cr(VI) removal efficiency of 
less than 50%. The low removal efficiency in Cr(VI) removal suggested the deposition of precipitates on nano-
composites, which eliminated the regeneration process.
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Figure 6.  The effects of metallic cation’s presence on the Cr(VI) removal using (a) Talc-nZVI/3Sn and 
(b) Talc-nZVI/6Sn (Cr(VI) initial concentration: 80 mg/L, metallic cations initial concentration: 40 mg/L, 
nanocomposite dosage: 1 g/L).
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Adsorption kinetics. Adsorption kinetic study provides an estimation of adsorption rates along with pos-
sible reaction  mechanisms60. Regarding the rate of solute adsorption and reactant concentration, various kinetic 
models can be applied to describe the rate of the adsorption process. Here, three kinetic models were used, 
including the pseudo-first-order (Eq. (3)), pseudo-second-order (Eq. (4)), and intraparticle diffusion (Eq. (5)) 
models, represented as  follows15:

where qe and qt (mg/g) represent the adsorption capacities at equilibrium and at time t (min), respectively;  k1 
and  k2 are the rate constants for the pseudo-first-order and pseudo-second-order;  ki expresses the rate constant 
for the intraparticle diffusion and C is the intercept.

The Cr(VI) elimination kinetics was studied using 2 g/L talc-nZVI/6Sn at different initial Cr(VI) initial 
concentrations of 60, 80, 100, and 120 mg/L, and the calculated model parameters were displayed in Table 2. As 
result shown, the Cr(VI) removal process was in accordance with the pseudo-second-order model  (R2 > 0.999) in 
compared to the other models. Also, the calculated Cr(VI) removal capacity was consistent with the experimental 
results. With increasing Cr(VI) concentration from 60 to 120 mg/L, the pseudo-second-order rate constant  k2 
mainly declined from 0.317 to 0.080 (g/mg min), respectively. The results revealed that chemisorption was the 
rate-limiting step in Cr(VI) removal process, and chemisorptive bonds, including sharing or exchanging electrons 
between Cr(VI) and Talc-nZVI/6Sn were  involved47,66. The result is consistent with the FTIR and XRD findings.
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Figure 7.  (a) Aging study and (b) reusability of Talc-nZVI/6Sn.

Table 2.  Kinetic parameters for Cr(VI) removal by Talc-nZVI/6Sn.

Kinetic model Initial Cr(VI) concentration (mg/L) Parameters

Pseudo-first order

qe (mg/g) k1 (1/min) R2

60 29.826 1.545 0.9995

80 39.024 1.324 0.9940

100 48.123 3.955 0.9976

120 55.261 1.485 0.9849

Pseudo-second order

qe (mg/g) k2 (g/mg min) R2

60 30.078 0.317 0.9998

80 39.760 0.117 0.9988

100 48.565 0.519 0.9999

120 56.470 0.080 0.9905

Intraparticle diffusion

C ki (mg/(g  min0.5)) R2

60 19.336 1.959 0.2199

80 24.336 2.784 0.2789

100 24.161 4.387 0.3385

120 33.998 4.090 0.3035
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Adsorption isotherm analysis. In an attempt to better understand the adsorption of Cr(VI) by Talc-
nZVI/6Sn, four common isotherm models were applied to fit the experimental data, and the results were sum-
marized in Table 3. Due to some shortcomings of the Langmuir isotherm model for describing the interaction 
mechanisms of the pollutant and adsorbent in the liquid phase, the modified Langmuir model was  employed67. 
So, adsorption isotherm models including modified Langmuir (Eq. (6)), Freundlich (Eq. (7)), Sips (Eq. (8)), and 
Temkin (Eq. (9)) were used, as  following68,69:

where  qe is the adsorption capacity at equilibrium (mg/g),  qm is the maximum adsorption capacity, and  Ce repre-
sents the equilibrium concentration of Cr(VI) (mg/L).  KML and  KF  (mg1−1/nF  L1/nF/g) are the modified Langmuir 
and Freundlich constants, respectively, and 1/nF is the heterogeneity factor. Also, in modified Langmuir model  Cs 
represents saturated concentration of solutes. In Sips model, which is a combination of Langmuir and Freundlich 
isotherm models,  KS expresses the Sips constant, and ns is the Sips isotherm exponent. Also, in the Temkin equa-
tion, b is the Temkin constant related to the heat of adsorption (J/mol); R represents the universal gas constant 
(J/mol K); T is the temperature (K); and  KT expresses the Temkin isotherm constant (L/g).

Results verified that the modified Langmuir isotherm model yielded the best fitting results  (R2 = 0.97958) in 
compared to the other models (Table 3). The results are in agreement with previous studies on Cr(VI) removal 
using similar adsorbents. Similar to the conventional Langmuir model, the modified Langmuir isotherm model 
indicates that adsorption of Cr(V) on the Talc-nZVI/6Sn occurred through monolayer adsorption, and all active 
sites were homogeneous and energetically equivalent. However, the modified Langmuir model takes the role of 
adsorbate concentration into consideration, and emphasizes that the desorption rate is highly affected by the 
bulk adsorbate  concentration69. Furthermore, the modified Langmuir isotherm model assumes that each site 
can bind a single adsorbate molecule, and there is no interaction between two adsorbed pollutant molecules. 
Also, the modified Langmuir model implies that adsorption processes are controlled by chemical  reactions29,70.

Cr(VI) removal mechanism. The variations in Cr, Fe, and Sn concentrations and valence states in aqueous 
solution during reaction time using Talc-nZVI/6Sn was illustrated in Fig. 8a. Total Cr concentration showed 
a sharp decrease after 4  min of the reaction, and reached to the constant value of 22  mg/L, suggesting that 
58 mg/L of chromium was combined with Talc-nZVI/6Sn in forms of Cr(VI) and/or Cr(III). Likewise, hexava-
lent chromium followed a similar trend to total chromium, but reached to a much less value of 0.1 mg/L after 
60 min. Meanwhile, Cr(III) increased gradually and became the dominant form of chromium in the solution. In 
addition, the presence of Fe (13 mg/L) and Sn (15 mg/L) in the solution indicated that Fe and Sn was oxidized 
and released to the solution. According to Fig. 8b on the valence distribution of chromium in aqueous solu-
tion and nanocomposite, it is revealed that following the adsorption of Cr(VI) on the nanocomposite surface, 
approximately 60% of Cr(VI) was reduced to Cr(III) and the other fraction remained in their adsorbed form. 
Meanwhile, the produced Cr(III) existed in forms of both precipitations on the adsorbent and dissolved in aque-
ous solution.

Thus, considering the above discussions and the findings from XRD, FTIR, and SEM–EDS analysis of the 
nanocomposite before and after reaction with pollutant, it was concluded that Cr(VI) removal by Talc-nZVI/6Sn 
involved multiple processes of adsorption-reduction and precipitation, reinforced by the numerous nano-gal-
vanic cell effects of nZVI/Sn bimetallic particles (Fig. 8c). The reduction of contaminant occurred through two 

(6)qe =
qmKMLCe

(Cs − Ce)+ KMLCe

(7)qe = KFC
1/nF
e

(8)qe =
qm(KSCe)

nS

1+ (KSCe)nS

(9)qe =
RT

b
lnKT +

RT

b
lnCe

Table 3.  Adsorption isotherm model parameters for Cr(VI) removal by Talc-nZVI/Sn.

Isotherm model Parameters R2

Modified Langmuir
qm (mg/g) KML ×  106

53.52428 0.708157 0.97958

Freundlich
KF  (mg1−1/n  L1/n/g) 1/n

43.67506 0.121405 0.97581

Sips
qm (mg/g) KS (L/mg) ns

43.4401 24.95368 1.05354 0.97309

Temkin
KT (L/g) b (J/mol)

5036.517 480.5157 0.97692
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approaches. First, numerous nano-galvanic Fe/Sn cells was formed, wherein Fe 
(

E0
(

Fe2+/Fe
)

= −0.44 V
)

 and 
Sn 

(

E0
(

Sn2+/Sn
)

= −0.13 V
)

 acted as anode and cathode, respectively. The galvanic cell effects catalytically 
enhanced the electron transfer from Fe to Sn and ultimately to Cr(VI) ions. Simultaneously, the transferred 
electron reduced Cr(VI) to Cr(III)71. The possible reactions dominated by galvanic interactions are suggested 
by Eqs. (10)-(11) as follows:

Secondly, the presence of dissolved Fe(II) and Fe(III) suggested that nZVI particles directly participated in 
Cr(VI) reduction (Eqs. (12)–(13)), leading to the diffusion of Fe species into the solution. Also, based on the 
above results, nearly half of the produced Cr(III) remained as precipitations on the nanocomposite surface and 
the other fraction was released to aqueous solution ultimately (Eq. (14)).

Comparison of Cr(VI) removal by similar nZVI‑based materials. A comparison between the removal 
capacity of Talc-nZVI/6Sn and some similar previous researches using supported-nZVI particles is presented at 

(10)3Fe0 − Sn0 + 2HCrO−
4 + 14H+ → 3Fe0 − Sn2+ + 2Cr3+ + 8H2O

(11)3Fe0 − Sn0 + 2CrO2−
4 + 16H+ → 3Fe0 − Sn2+ + 2Cr3+ + 8H2O

(12)3Fe0 + 2HCrO−
4 + 14H+ → 3Fe2+ + 2Cr3+ + 8H2O

(13)3Fe2+ +HCrO−
4 + 7H+ → 3Fe3+ + Cr3+ + 4H2O

(14)2Cr3+ + 6OH− ↔ 2Cr(OH)3(s) ↔ Cr2O3(s)+ 3H2O
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Figure 8.  (a) The variation of Cr, Fe, and Sn concentrations in aqueous solution (initial Cr(VI) concentration: 
80 mg/L, temperature: 30 °C, pH: 5, adsorbent dosage: 2 g/L) (b) valence states of Cr in aqueous solution and 
nanocomposite after Cr(VI) removal process (c) Proposed mechanism of Cr(VI) removal by Talc-nZVI/6Sn.
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Table 4. It could be found that Talc-nZVI/6Sn provided higher and in some cases similar Cr(VI) removal capac-
ity. The high removal capacity (56 mg/g), great longevity, simplicity of synthesis method, and affordable raw 
materials used as support and coating of nZVI particles, demonstrated the high capability of Talc-nZVI/6Sn in 
remediation of Cr-contaminated resources.

Conclusions
Talc supported nano-galvanic nZVI/Sn bimetallic particles were prepared and utilized for hexavalent chromium 
elimination. Nanocomposites with various Sn/Fe mass ratios from 1/1 to 8/1 were synthesized and optimized for 
Cr(VI) removal reaction. FESEM analysis, EDS mapping, and EDS spectra of the nanomaterials indicated that 
the core–shell bimetallic nZVI/Sn particles were deposited on talc layered structure while the shell thickness 
increased with increment in Sn/Fe mass ratio. Furthermore, the effects of other influential factors, including 
nanocomposite dosage, pH, temperature, and initial Cr(VI) concentration on the process efficiency were investi-
gated. The highest Cr(VI) removal efficiency of 99.8% was achieved using Sn/Fe mass ratio of 6/1, the adsorbent 
dosage of 2 g/L, pH of 5, the temperature of 303 K, and initial Cr(VI) concentration of 80 mg/L, after 10 min of 
reaction. Monitoring the impacts of co-existing metallic cations on the galvanic performance of Talc-nZVI/3Sn 
and Talc-nZVI/6Sn revealed the synergistic effects of cations through formation of trimetallic particles which led 
to 14% and 10% increase in Cr(VI) removal efficiency, respectively. Talc-nZVI/6Sn preserved the high capacity 
for Cr(VI) elimination for 60 days due to the thick and protective layer of Sn on nZVI active sites. However, the 
ability of nanocomposite for regeneration was limited, and its efficiency declined to less than 50% after 2 times 
of regeneration. The reaction results were in accordance with the pseudo-second-order kinetic model and the 
modified Langmuir isotherm model in which Cr(VI) removal was controlled by chemical reactions. Finally, the 
Cr(VI) removal process was speculated to follow adsorption, reduction, and precipitation of products, which 
was enhanced by the galvanic cell effects of nZVI/Sn bimetallic particles.

Materials and methods
Chemicals. A commercial Iranian talc with a mesh size of 325 was used. All chemicals including ferric chlo-
ride hexahydrate (FeCl3.6H2O) , tin(II) Chloride dihydrate (SnCl2.2H2O) , potassium dichromate (K2Cr2O7) , 
sodium borohydride (NaBH4) , diphenylcarbazide (C13H14N4O) , 1,10-phenanthroline (C12H8N2) , etha-
nol (99.7%), sodium hydroxide (NaOH) , hydrochloric acid (HCl) , sulfuric acid (H2SO4) and metallic cations 
( HgCl2 , CuCl2.2H2O , CoCl2.6H2O , CdCl2.H2O ) were of analytical grade and were purchased from Merck. All 
the chemicals were used as received from the supplier without further purification.

Preparation of nZVI and talc‑nZVI/Sn nanoparticles. Chemical reduction, as the most frequent syn-
thesis technique of nZVI has been utilized to prepare the bimetallic particles, due to its simplicity and homoge-
neous structure of the  products33. Based on their synthesis method, bimetallic nanoparticles would have differ-
ent structures such as alloy, core–shell, and contact  aggregate39. Since this study aimed to achieve a core–shell 
structure deposited on talc, a successive two-step reduction method was employed. In this approach,  Fe0 cores 
are formed primarily on the talc surface and second metal (Sn) with higher redox potential is added subse-
quently. The second metal reduction happened through the redox process between  Fe0 and  Sn2+, and the precipi-
tation of the Sn on the  Fe0 cores ultimately formed Fe/Sn core–shell bimetallic  structures71.

At first, talc was washed, filtered, and dried at 90 °C overnight prior to the experiment. FeCl3.6H2O and 
talc (mass ratio of talc:Fe3+ at 2:1) were dissolved in 100 mL solution of ethanol and deionized water (70%, v/v) 
and mixed for 30 min and 200 rpm in a three-neck flask. Then, the freshly prepared reducing agent  (NaBH4, 
50 mL, 1.07 M) was added dropwise (1–2 drops in every second) into the solution along with vigorous stirring. 
Immediately with the addition of the first drop of the sodium borohydride, the color of the solution turned black. 
After addition of all of  NaBH4 solution, mixing continued for another 30 min to ensure the maximum yield in 
nZVI production and deposition on talc. Theoretically, the reaction in the process occurred in three following 
steps [Eqs. (15) to (17)]34:

Table 4.  Comparison of maximum removal capacity of Cr(VI) by supported-nZVI materials.

Materials Material dosage (g/L) pH Removal capacity (mg/g) Source

Bentonite-supported nZVI 10 6 7.3 72

Sepiolite-supported nZVI 1.6 6 43.86 6

Amino-functionalized vermiculite-supported nZVI 0.625 5 59.17 36

Montmorillonite-supported nZVI 0.22 5.5 31.65 73

Kaolin-supported nZVI 2 4 33.39 74

Bentonite-supported organosolv lignin-stabilized nZVI 1 3 50 75

Graphene nanosheets-supported nZVI 1 7 21.72 5

Biochar-supported nZVI 1.5 4 35.30 76

Biochar-supported nZVI – 4 40 77

Talc-supported nZVI/Sn 2 5 56 This study
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Afterward, SnCl2.2H2O was added to the mixture with different Sn/Fe mass ratios (1/1, 2/1, 3/1, 4/1, 6/1, 
7/1, 8/1) and stayed under continuous stirring for 30 min. Finally, the prepared nanoparticles were separated 
using vacuum filtration, washed three times with ethanol, and dried for 12 h at 60 °C. The whole process was 
performed under continuous nitrogen gas purging.

Batch experiments. The batch experiments were conducted in duplicates in a glass beaker containing 
150 mL of Cr(VI) solution. Basically, the synthesized nanocomposite were added to the beaker that contained 
Cr(VI) solution at 303 K and pH of 5, under continuous stirring (300 rpm) for 60 min. At specific time inter-
vals, the supernatant was taken out and immediately filtered to separate the particles through a 0.45 mm filter 
membrane. Afterward, dilution and acidification of the sample were carried out to measure the residual con-
centrations of Cr(VI). The effects of Sn/Fe mass ratio (1/1, 2/1, 3/1, 4/1, 6/1, 7/1, 8/1), Talc-nZVI/Sn dosage 
(1–2.5 g/L), pH (1–9), temperature (298–313 K) and initial Cr(VI) concentration (60–120 mg/L) on the removal 
performance were studied.

A stock solution of Cr(VI) (1000 mg/L) was prepared and diluted with deionized water to achieve the desired 
concentration of Cr(VI) solution. The initial pH values of the Cr(VI) solution was adjusted using 0.1 M HCl or 
0.1 M NaOH.

The removal efficiency and the removal capacity of Cr(VI) at equilibrium were determined by the following 
Eqs. (18)–(19):

where R is the removal efficiency of Cr(VI), and  C0 and  Ct (mg/L) are the initial and equilibrium concentrations 
of Cr(VI), respectively. Also,  qt (mg/g) represents the removal capacity of hexavalent chromium at a contact time 
of t (min). Finally, V (L) is the volume of Cr(VI) solution tested, and m (g) represents the weight of Talc-nZVI/
Sn added to the solution.

In attempt to clarify the valence distribution of chromium between aqueous solution and adsorbent, the 
reacted nanocomposite was washed 3 times with deionized water and then was added to 1 M HCl solution and 
stirred. The concentration of the chromium species was determined in the samples, after  filtration58.

In addition, the effects of co-existing metallic cations with different redox potentials on the performance of 
nanocomposite in Cr(VI) elimination were investigated. In these experiments, the presence of metallic cations 
including Hg(II), Cu(II), Co(II) and Cd(II) with initial concentration of 40 mg/L and Cr(VI) with initial con-
centration of 80 mg/L were evaluated using nanocomposite amount of 1 g/L at pH of 5 and T of 303 K.

Also, the reusability of the synthesized adsorbent was investigated through sequential Cr(VI) remediation 
and adsorbent regeneration. In this regard, after Cr(VI) removal reaction, Talc-nZVI/Sn was collected and 
chemically reduced using  NaBH4 solution (50 mL, 1.07 M) under continuous stirring for 60 min. Afterwards, 
the regenerated adsorbent was washed with ethanol for three times, dried for 12 h at 60 °C, and used for Cr(VI) 
remediation. Finally, the effect of aging on the activity of the synthesized Talc-nZVI/Sn was investigated for 
60 days (every 10 days). All of the experiments were conducted in duplicate.

Characterization and analysis methods. The surface morphology and elemental distribution of the dif-
ferent synthesized nanocomposites were obtained using field emission scanning electron microscopy (FESEM, 
MIRA3 TESCAN, USA) equipped with energy dispersive spectroscopy (FESEM-EDS) system. The crystal struc-
ture of the fresh and reacted nanocomposites were analyzed by X-ray diffraction (XRD, X-Ray Explorer, GNR, 
Italy) using Cu-Kα radiation. An infrared spectrometer was used to obtain the Fourier transform infrared spec-
troscopy (FTIR) spectra of Talc-nZVI/6Sn before and after Cr(VI) removal reaction (Nicolet iS10, Thermo Sci-
entific, USA). Zeta potentials were measured at various pH values by Wallis zeta potential analyzer (Cordouan 
Technologies, France) at 25 °C.

Brunauer–Emmett–Teller (BET)  N2 adsorption analysis was performed to determine the specific surface 
area, total pore volume, and pore size of the particles using a surface area analyzer (Autosorb-1-MP, Quan-
tachrome Instruments, USA). The Cr(VI) concentration was detected by the 1,5-diphenylcarbazide method 
with a UV–vis spectrophotometer at a wavelength of 540 nm. Also, the concentration of Fe(II) was determined 
through the 1,10-phenanthroline method using UV–vis spectrophotometry at wavelength of 510 nm. Total Cr, 
total Fe, and Sn concentrations were determined using flame atomic absorbance spectrometer. The Cr(III) and 
Fe(III) concentrations were calculated by subtracting Cr(VI) from total Cr concentration, and Fe(II) from total 
Fe concentration, respectively.

(15)4Fe3+ + BH−
4 + 3H2O → 4Fe2+ +H2BO

−
3 + 4H+ + 2H2 ↑

(16)2Fe2+ + BH−
4 + 3H2O → 2Fe0 ↓ +H2BO

−
3 + 4H+ + 2H2 ↑

(17)4Fe3+ + 3BH−
4 + 9H2O → 4Fe0 ↓ +3H2BO

−
3 + 12H+ + 6H2 ↑

(18)R =
C0 − Ct

C0
× 100%

(19)qt =
(C0 − Ct)× V

m



15

Vol.:(0123456789)

Scientific Reports |         (2021) 11:7715  | https://doi.org/10.1038/s41598-021-87106-0

www.nature.com/scientificreports/

Received: 24 January 2021; Accepted: 24 March 2021

References
 1. Wu, Y. et al. Environmental remediation of heavy metal ions by novel-nanomaterials: a review. Environ. Pollut. 246, 608–620 

(2019).
 2. Zou, Y. et al. Environmental remediation and application of nanoscale zero-valent iron and its composites for the removal of heavy 

metal ions: a review. Environ. Sci. Technol. 50, 7290–7304 (2016).
 3. Fu, F. & Wang, Q. Removal of heavy metal ions from wastewaters: a review. J. Environ. Manag. 92, 407–418 (2011).
 4. O’Carroll, D., Sleep, B., Krol, M., Boparai, H. & Kocur, C. Nanoscale zero valent iron and bimetallic particles for contaminated site 

remediation. Adv. Water Resour. 51, 104–122 (2013).
 5. Li, X., Ai, L. & Jiang, J. Nanoscale zerovalent iron decorated on graphene nanosheets for Cr(VI) removal from aqueous solution: 

surface corrosion retard induced the enhanced performance. Chem. Eng. J. 288, 789–797 (2016).
 6. Fu, R. et al. The removal of chromium (VI) and lead (II) from groundwater using sepiolite-supported nanoscale zero-valent iron 

(S-NZVI). Chemosphere 138, 726–734 (2015).
 7. Kadu, B. S. & Chikate, R. C. NZVI based nanocomposites: role of noble metal and clay support on chemisorptive removal of 

Cr(VI). J. Environ. Chem. Eng. 1, 320–327 (2013).
 8. Vilardi, G., Ochando-Pulido, J. M., Verdone, N., Stoller, M. & Di Palma, L. On the removal of hexavalent chromium by olive stones 

coated by iron-based nanoparticles: equilibrium study and chromium recovery. J. Clean. Prod. 190, 200–210 (2018).
 9. Zhu, F., Li, L., Ma, S. & Shang, Z. Effect factors, kinetics and thermodynamics of remediation in the chromium contaminated soils 

by nanoscale zero valent Fe/Cu bimetallic particles. Chem. Eng. J. 302, 663–669 (2016).
 10. Jiang, D. et al. Difunctional chitosan-stabilized Fe/Cu bimetallic nanoparticles for removal of hexavalent chromium wastewater. 

Sci. Total Environ. 644, 1181–1189 (2018).
 11. Vardhan, K. H., Kumar, P. S. & Panda, R. C. A review on heavy metal pollution, toxicity and remedial measures: current trends 

and future perspectives. J. Mol. Liq. 290, 111197 (2019).
 12. Joseph, L., Jun, B. M., Flora, J. R. V., Park, C. M. & Yoon, Y. Removal of heavy metals from water sources in the developing world 

using low-cost materials: a review. Chemosphere 229, 142–159 (2019).
 13. Bolisetty, S., Peydayesh, M. & Mezzenga, R. Sustainable technologies for water purification from heavy metals: review and analysis. 

Chem. Soc. Rev. 48, 463–487 (2019).
 14. Yadav, V. B., Gadi, R. & Kalra, S. Clay based nanocomposites for removal of heavy metals from water: a review. J. Environ. Manag. 

232, 803–817 (2019).
 15. Wadhawan, S., Jain, A., Nayyar, J. & Mehta, S. K. Role of nanomaterials as adsorbents in heavy metal ion removal from waste water: 

a review. J. Water Process Eng. 33, 101038 (2020).
 16. Niazi, L., Lashanizadegan, A. & Sharififard, H. Chestnut oak shells activated carbon: preparation, characterization and application 

for Cr (VI) removal from dilute aqueous solutions. J. Clean. Prod. 185, 554–561 (2018).
 17. Mahmoud, M. E., Yakout, A. A., Halbas, A. M. & Osman, M. M. Remediation of Cr(VI) via combined self-reduction and adsorp-

tion by chemically modified carbon sorbents. Turk. J. Chem. 40, 906–920 (2016).
 18. Anastopoulos, I., Anagnostopoulos, V. A., Bhatnagar, A., Mitropoulos, A. C. & Kyzas, G. Z. A review for chromium removal by 

carbon nanotubes. Chem. Ecol. 33, 572–588 (2017).
 19. Zhang, L. et al. Efficient removal of hexavalent chromium and congo red by graphene oxide/silica nanosheets with multistage 

pores. J. Chem. Eng. Data 65, 4354–4368 (2020).
 20. Ou, B., Wang, J., Wu, Y., Zhao, S. & Wang, Z. Efficient removal of Cr (VI) by magnetic and recyclable calcined CoFe-LDH/g-C3N4 

via the synergy of adsorption and photocatalysis under visible light. Chem. Eng. J. 380, 122600 (2020).
 21. Zhang, B. et al. Rapid and effective removal of Cr(VI) from aqueous solution using exfoliated LDH nanosheets. Colloids Surf. A 

Physicochem. Eng. Asp. 520, 399–408 (2017).
 22. Liang, Q., Geng, J., Luo, H., Fang, W. & Yin, Y. Fast and selective removal of Cr(VI) from aqueous solutions by a novel magnetic 

Cr(VI) ion-imprinted polymer. J. Mol. Liq. 248, 767–774 (2017).
 23. Mahmoud, M. E., Abdou, A. E. H. & Sobhy, M. E. Engineered nano-zirconium oxide-crosslinked-nanolayer of carboxymethyl 

cellulose for speciation and adsorptive removal of Cr(III) and Cr(VI). Powder Technol. 321, 444–453 (2017).
 24. Allam, E. A., El-Sharkawy, R. M., Gizawy, M. A. & Mahmoud, M. E. Assembly of  CeO2–MoO3–SiO2(CH2)3-(Alginate)2 As A novel 

nanocomposite for removal of MnII/CrVI and 56Mn/51Cr radionuclides from water. Mater. Chem. Phys. 262, 124278 (2021).
 25. Choi, K. et al. Chromium removal from aqueous solution by a PEI-silica nanocomposite. Sci. Rep. 8, 1–10 (2018).
 26. El-Mehalmey, W. A. et al. Metal-organic framework@silica as a stationary phase sorbent for rapid and cost-effective removal of 

hexavalent chromium. J. Mater. Chem. A 6, 2742–2751 (2018).
 27. Mahmoud, M. E., Mohamed, A. K. & Salam, M. A. Self-decoration of N-doped graphene oxide 3-D hydrogel onto magnetic shrimp 

shell biochar for enhanced removal of hexavalent chromium. J. Hazard. Mater. 408, 124951 (2021).
 28. Bayuo, J. An extensive review on chromium (vi) removal using natural and agricultural wastes materials as alternative biosorbents. 

J. Environ. Heal. Sci. Eng. https:// doi. org/ 10. 1007/ s40201- 021- 00641-w (2021).
 29. Yang, J. et al. Nanomaterials for the removal of heavy metals from wastewater. Nanomaterials 9, 424 (2019).
 30. Burakov, A. E. et al. Adsorption of heavy metals on conventional and nanostructured materials for wastewater treatment purposes: 

a review. Ecotoxicol. Environ. Saf. 148, 702–712 (2018).
 31. Agarwal, M. & Singh, K. Heavy metal removal from wastewater using various adsorbents: a review. J. Water Reuse Desalin. 7, 

387–419 (2017).
 32. Wu, L., Liao, L., Lv, G. & Qin, F. Stability and pH-independence of nano-zero-valent iron intercalated montmorillonite and its 

application on Cr(VI) removal. J. Contam. Hydrol. 179, 1–9 (2015).
 33. Stefaniuk, M., Oleszczuk, P. & Ok, Y. S. Review on nano zerovalent iron (nZVI): from synthesis to environmental applications. 

Chem. Eng. J. 287, 618–632 (2016).
 34. Ezzatahmadi, N. et al. Clay-supported nanoscale zero-valent iron composite materials for the remediation of contaminated aque-

ous solutions: a review. Chem. Eng. J. 312, 336–350 (2017).
 35. Wang, J., Liu, G., Zhou, C., Li, T. & Liu, J. Synthesis, characterization and aging study of kaolinite-supported zero-valent iron 

nanoparticles and its application for Ni(II) adsorption. Mater. Res. Bull. 60, 421–432 (2014).
 36. Zhao, R., Zhou, Z., Zhao, X. & Jing, G. Enhanced Cr(VI) removal from simulated electroplating rinse wastewater by amino-

functionalized vermiculite-supported nanoscale zero-valent iron. Chemosphere 218, 458–467 (2019).
 37. He, Y., Sun, H., Liu, W., Yang, W. & Lin, A. Study on removal effect of Cr(VI) and surface reaction mechanisms by bimetallic system 

in aqueous solution. Environ. Technol. 41, 1–23 (2018).
 38. Wu, Y., Yue, Q., Gao, Y., Ren, Z. & Gao, B. Performance of bimetallic nanoscale zero-valent iron particles for removal of oxytetra-

cycline. J. Environ. Sci. (China) 69, 173–182 (2018).
 39. Sharma, G. et al. Novel development of nanoparticles to bimetallic nanoparticles and their composites: a review. J. King Saud. Univ. 

Sci. 31, 257–269 (2019).

https://doi.org/10.1007/s40201-021-00641-w


16

Vol:.(1234567890)

Scientific Reports |         (2021) 11:7715  | https://doi.org/10.1038/s41598-021-87106-0

www.nature.com/scientificreports/

 40. Taghipour, S., Hosseini, S. M. & Ataie-Ashtiani, B. Engineering nanomaterials for water and wastewater treatment: review of clas-
sifications, properties and applications. New J. Chem. 43, 7902–7927 (2019).

 41. Shi, L., Du, J., Chen, Z., Megharaj, M. & Naidu, R. Functional kaolinite supported Fe/Ni nanoparticles for simultaneous catalytic 
remediation of mixed contaminants (lead and nitrate) from wastewater. J. Colloid Interface Sci. 428, 302–307 (2014).

 42. Kadu, B. S. et al. Efficiency and recycling capability of montmorillonite supported Fe-Ni bimetallic nanocomposites towards 
hexavalent chromium remediation. Appl. Catal. B Environ. 104, 407–414 (2011).

 43. Cai, X. et al. Removal of co-contaminants Cu (II) and nitrate from aqueous solution using kaolin-Fe/Ni nanoparticles. Chem. Eng. 
J. 244, 19–26 (2014).

 44. Shameli, K., Ahmad, M. B., Al-Mulla, E. A. J., Shabanzadeh, P. & Bagheri, S. Antibacterial effect of silver nanoparticles on talc 
composites. Res. Chem. Intermed. 41, 251–263 (2013).

 45. Kalantari, K. et al. Rapid adsorption of heavy metals by  Fe3O4/talc nanocomposite and optimization study using response surface 
methodology. Int. J. Mol. Sci. 15, 12913–12927 (2014).

 46. Fu, F., Cheng, Z., Dionysiou, D. D. & Tang, B. Fe/Al bimetallic particles for the fast and highly efficient removal of Cr(VI) over a 
wide pH range: PERFORMANCE and mechanism. J. Hazard. Mater. 298, 261–269 (2015).

 47. Zhang, Y., Jiao, X., Liu, N., Lv, J. & Yang, Y. Enhanced removal of aqueous Cr(VI) by a green synthesized nanoscale zero-valent 
iron supported on oak wood biochar. Chemosphere 245, 125542 (2020).

 48. Zhou, X., Jing, G., Lv, B., Zhou, Z. & Zhu, R. Highly efficient removal of chromium(VI) by Fe/Ni bimetallic nanoparticles in an 
ultrasound-assisted system. Chemosphere 160, 332–341 (2016).

 49. Liu, X., Chen, Z., Chen, Z., Megharaj, M. & Naidu, R. Remediation of Direct Black G in wastewater using kaolin-supported bime-
tallic Fe/Ni nanoparticles. Chem. Eng. J. 223, 764–771 (2013).

 50. Zhang, X., Lin, S., Chen, Z., Megharaj, M. & Naidu, R. Kaolinite-supported nanoscale zero-valent iron for removal of  Pb2+ from 
aqueous solution: reactivity, characterization and mechanism. Water Res. 45, 3481–3488 (2011).

 51. Zhu, F., Ma, S., Liu, T. & Deng, X. Green synthesis of nano zero-valent iron/Cu by green tea to remove hexavalent chromium from 
groundwater. J. Clean. Prod. 174, 184–190 (2018).

 52. Feng, Y. S., Zhou, S. M., Li, Y., Li, C. C. & Zhang, L. D. Synthesis and characterization of tin oxide nanoparticles dispersed in 
monolithic mesoporous silica. Solid State Sci. 5, 729–733 (2003).

 53. Xiang, K., Pandey, R., Recio, J. M., Francisco, E. & Newsam, J. M. A Theoretical study of the cluster vibrations in  Cr2O2,  Cr2O3, 
and  Cr2O4. J. Phys. Chem. A 104, 990–994 (2000).

 54. Hadia, N. M. A., Ryabtsev, S. V., Seredin, P. V. & Domashevskaya, E. P. Effect of the temperatures on structural and optical proper-
ties of tin oxide  (SnOx) powder. Phys. B Condens. Matter 405, 313–317 (2010).

 55. Zhang, W. et al. Effective removal of Cr(VI) by attapulgite-supported nanoscale zero-valent iron from aqueous solution: enhanced 
adsorption and crystallization. Chemosphere 221, 683–692 (2019).

 56. Ji, Y. Ions removal by iron nanoparticles: a study on solid-water interface with zeta potential. Colloids Surf. A Physicochem. Eng. 
Asp. 444, 1–8 (2014).

 57. Wu, H. et al. Polyethylene glycol-stabilized nano zero-valent iron supported by biochar for highly efficient removal of Cr(VI). 
Ecotoxicol. Environ. Saf. 188, 109902 (2020).

 58. Wu, J. et al. Preparation of highly dispersive and antioxidative nano zero-valent iron for the removal of hexavalent chromium. 
Chemosphere 262, 127733 (2021).

 59. Qiu, Y. et al. Removal mechanisms of Cr(VI) and Cr(III) by biochar supported nanosized zero-valent iron: synergy of adsorption, 
reduction and transformation. Environ. Pollut. 265, 115018 (2020).

 60. Li, Y. et al. Hexavalent chromium removal from aqueous solution by adsorption on aluminum magnesium mixed hydroxide. Water 
Res. 43, 3067–3075 (2009).

 61. Barrera-Díaz, C. E., Lugo-Lugo, V. & Bilyeu, B. A review of chemical, electrochemical and biological methods for aqueous Cr(VI) 
reduction. J. Hazard. Mater. 223–224, 1–12 (2012).

 62. Marinho, B. A., Cristóvão, R. O., Boaventura, R. A. R. & Vilar, V. J. P. As(III) and Cr(VI) oxyanion removal from water by advanced 
oxidation/reduction processes—a review. Environ. Sci. Pollut. Res. 26, 2203–2227 (2019).

 63. Xu, C. et al. Performance and mechanism of Cr(VI) removal by zero-valent iron loaded onto expanded graphite. J. Environ. Sci. 
(China) 67, 14–22 (2018).

 64. Lv, D. et al. Mechanism and in fluence factors of chromium (VI) removal by sulfide-modified nanoscale zerovalent iron. Chemos‑
phere 224, 306–315 (2019).

 65. Lv, X. et al. Nanoscale zero valent iron supported on MgAl-LDH-decorated reduced graphene oxide: enhanced performance in 
Cr(VI) removal, mechanism and regeneration. J. Hazard. Mater. 373, 176–186 (2019).

 66. Azzam, A. M., El-Wakeel, S. T., Mostafa, B. B. & El-Shahat, M. F. Removal of Pb, Cd, Cu and Ni from aqueous solution using nano 
scale zero valent iron particles. J. Environ. Chem. Eng. 4, 2196–2206 (2016).

 67. Chen, Y. et al. A facile sol–gel synthesis of chitosan–boehmite film with excellent acid resistance and adsorption performance for 
Pb(II). Chem. Eng. Res. Des. 161, 332–339 (2020).

 68. Al-Ghouti, M. A. & Da’ana, D. A. Guidelines for the use and interpretation of adsorption isotherm models: a review. J. Hazard. 
Mater. 393, 122383 (2020).

 69. Azizian, S., Eris, S. & Wilson, L. D. Re-evaluation of the century-old Langmuir isotherm for modeling adsorption phenomena in 
solution. Chem. Phys. 513, 99–104 (2018).

 70. Shao, F. et al. Detoxification of Cr(VI) using biochar-supported Cu/Fe bimetallic nanoparticles. Desalin. Water Treat. 158, 121–129 
(2019).

 71. Fu, F., Cheng, Z. & Lu, J. Synthesis and use of bimetals and bimetal oxides in contaminants removal from water: a review. RSC Adv. 
5, 85395–85409 (2015).

 72. Shi, L. N., Zhang, X. & Chen, Z. L. Removal of chromium (VI) from wastewater using bentonite-supported nanoscale zero-valent 
iron. Water Res. 45, 886–892 (2011).

 73. Yin, Y., Shen, C., Bi, X. & Li, T. Removal of hexavalent chromium from aqueous solution by fabricating novel heteroaggregates of 
montmorillonite microparticles with nanoscale zero-valent iron. Sci. Rep. 10, 1–12 (2020).

 74. Wang, C. et al. Comprehensive study on the removal of chromate from aqueous solution by synthesized kaolin supported nanoscale 
zero-valent iron. Desalin. Water Treat. 57, 5065–5078 (2016).

 75. Wang, Z. et al. Removal of hexavalent chromium by bentonite supported organosolv lignin-stabilized zero-valent iron nanoparticles 
from wastewater. J. Clean. Prod. 267, 122009 (2020).

 76. Li, S. et al. High dispersions of nano zero valent iron supported on biochar by one-step carbothermal synthesis and its application 
in chromate removal. RSC Adv. 9, 12428–12435 (2019).

 77. Qian, L. et al. Nanoscale zero-valent iron supported by biochars produced at different temperatures: synthesis mechanism and 
effect on Cr(VI) removal. Environ. Pollut. 223, 153–160 (2017).

Author contributions
M.B. designed and conducted the experiments, and wrote the manuscript. B.N. and C.F. supervised the whole 
study. All authors contributed in reviewing and editing the article and approved the final manuscript.



17

Vol.:(0123456789)

Scientific Reports |         (2021) 11:7715  | https://doi.org/10.1038/s41598-021-87106-0

www.nature.com/scientificreports/

Competing interests 
The authors declare no competing interests.

Additional information
Supplementary Information The online version contains supplementary material available at https:// doi. org/ 
10. 1038/ s41598- 021- 87106-0.

Correspondence and requests for materials should be addressed to B.N.

Reprints and permissions information is available at www.nature.com/reprints.

Publisher’s note Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.

Open Access  This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 

format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the 
Creative Commons licence, and indicate if changes were made. The images or other third party material in this 
article are included in the article’s Creative Commons licence, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons licence and your intended use is not 
permitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from 
the copyright holder. To view a copy of this licence, visit http:// creat iveco mmons. org/ licen ses/ by/4. 0/.

© The Author(s) 2021

https://doi.org/10.1038/s41598-021-87106-0
https://doi.org/10.1038/s41598-021-87106-0
www.nature.com/reprints
http://creativecommons.org/licenses/by/4.0/

	Preparation and characterization of nano-galvanic bimetallic FeSn nanoparticles deposited on talc and its enhanced performance in Cr(VI) removal
	Results and discussion
	Characterizations. 
	Cr(VI) removal performance of talc-nZVISn. 
	Effects of SnFe mass ratio. 
	Effects of talc-nZVISn dosage. 
	Effects of pH. 
	Effects of temperature. 
	Effects of initial Cr(VI) concentration. 

	Galvanic performance of FeSn bimetallic nanoparticles. 
	Aging study and reusability of talc-nZVISn. 
	Adsorption kinetics. 
	Adsorption isotherm analysis. 
	Cr(VI) removal mechanism. 
	Comparison of Cr(VI) removal by similar nZVI-based materials. 

	Conclusions
	Materials and methods
	Chemicals. 
	Preparation of nZVI and talc-nZVISn nanoparticles. 
	Batch experiments. 
	Characterization and analysis methods. 

	References


