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Abstract. Nanoparticles of zero-valent iron (nZVI) represent a promising agent for
environmental remediation. This is due to their core-shell structure which presents the
characteristics of both metallic and oxidised iron, leading to sorption and reductive
precipitation of metal ions. Nevertheless, nZVI application presents some limitations
regarding their rapid oxidation and aggregation in the media which leads to the
delivery of the ions after some hours (the “aging effect”). To address these issues,
modifications of nZVI structure and synthesis methods have been developed in the last
years. The aging problem was solved by using nZVI encapsulated inside carbon
spheres (CE-nZVI), synthetized through Hydrothermal Carbonization (HTC). Results
showed high heavy metals removal percentage. Furthermore, CE-nZVI were activated
with nitrogen in order to increase the metallic iron content. The aim of this study was
to test CE-nZVI post-treated with nitrogen at different temperatures in heavy metals
removal, demonstrating that the influence of the temperature was negligible in
nanoparticles removal efficiency.

1. Introduction

Urban wastewater contains a variety of organic and inorganic substances from domestic and industrial
sources. This means that wastewater reuse is associated with certain risks. Even if toxic materials are
not present in concentrations likely to affect humans, they might well be at phytotoxic levels and this
would limit their agricultural reuse [1, 2]. Agricultural reuse concerns mainly tertiary treated effluents.
However, recent research has shown that micropollutants such as pharmaceuticals, heavy metals and
other emerging pollutants are variably removed by wastewater treatments and thus, they can be found
in treated wastewater even after advanced secondary and tertiary treatments.

In the last two decades nanoparticles of zero-valent iron (nZVI) have proven to be effective at the
sequestration of heavy metals from aqueous solutions [3, 4, 5, 6], thanks to both reducing (metallic
iron in the core) and adsorbing (iron oxides in the shell) properties [7]. In general, the states of the
metals on the nZVI surface exhibit three distinctive responses, depending on their standard oxidation-
reduction potential (E”) [8]:
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- Sorption only: for metal cations with E° more negative than or close to E°(Fe); e.g. Zn*", Cd*’,

Ba2+;

- Sorption + reduction: for metal cations with E slightly more positive than E’(Fe); e.g. Ni*",
Pb2+;

- Reduction only: for metal cations with E° substantially higher than E°(Fe); e.g. Ag’, Cu®’,
Hg™".

Nevertheless, nZVI application presents some limitations: they rapidly age in water (oxidation
reactions) [9, 10] and, as consequence, a thicker and crystalline shell originates [11]. This structural
change leads to a decrease in removal efficiency and metals ions re-dissolve after some hours [9].

To address this issue, a new way of using nZVI is in combination with carbon materials by
encapsulation of them (5-10 nm) inside micro- or nano-carbon spheres (6-8 pm) through
Hydrothermal Carbonization (HTC) from a moist biomass. HTC is a thermal treatment of an aqueous
solution or dispersion of a carbon-containing organic material at moderate temperatures and under
pressure, which produces a carbon-rich black solid as an insoluble product [12].

An alternative source to produce carbon substrate is biomass waste, making the synthesis green,
sustainable and also inexpensive. A previous research [13] reported the synthesis of carbon-
encapsulated nZVI (CE-nZVI) from olive mill waste (OMW) and compared nZVI and CE-nZVI in
heavy metals removal. Results showed that using CE-nZVI there was no delivery of heavy metals
again to the water. It can be supposed that using CE-nZVI the carbon matrix blocked the delivery and
so heavy metals remained adsorbed onto the nanoparticles surface.

The aim of this study was to synthetize CE-nZVI via HTC and activate them with nitrogen at
different temperatures in order to increase the Fe(0) content. The synthetized particles were
characterized, determining the iron content, the zero-valent iron content, the surface area, the
morphology and the crystallinity. The influence of the activation temperature on nanoparticles
removal efficiency was investigated.

2. Materials and methods

2.1. Chemicals
The reagents used for CE-nZVI synthesis were Fe(Ill) as source of iron (22.83 g iron(Ill) nitrate
nonahydrate salt) and clarified olive mill waste (OMW) as source of carbon (300 mL) (CE-nZVI with
molar ratio 0.05 nFe/nC).

In order to simulate wastewater conditions, this study was performed with a solution containing a
mixture of five heavy metals ions (Zn>", Cd**, Ni*", Cu®" and Cr(VI); 10 ppm each). All the solutions
were prepared using purified water.

2.2. nZVI synthesis

During the HTC process, the mixture of iron salts and OMW was heated in a high-pressure reactor at
relatively low temperatures (200°C) for 3 hours under inert atmosphere. When the reactor had reached
the HTC operating temperature (50 minutes/1 hour), measurement of the residence time (3 hours)
began.

The reaction products were gases (mainly carbon dioxide, carbon monoxide, hydrogen, methane,
ethane and propene) and a mixture of solid and liquid solution mechanically easy to separate on filter
paper (0.2 um cellulose acetate filter) under vacuum.

Then the filtered part was washed 2 times with a 50/50 ethanol-water solution. After washing, the
sample was transferred to an oven (under inert atmosphere to avoid oxidation of Fe(0)) and allowed to
dry at 80°C until all water was removed. After being taken out of the oven, the sample was ground
into a fine powder.
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2.3. Post-treatment with nitrogen

About 1.5 g of sample were put in a quartz tube and blocked with glass wool, then positioned inside a
tubular oven and, after having reached the desired temperature (about 1 hour), the nanoparticles were
heated under a nitrogen atmosphere (500 mL/min) for 3 hours. The presence of the nitrogen gas
created a reducing atmosphere, leading to the reduction of Fe(Ill) / Fe(Il) to Fe(0). Furthermore, the
post-treatment also caused the evaporation of tars that may block the pores of the carbon matrix.

After the reaction, zero-valent iron became very reactive and it suddenly burnt in contact with air.
Therefore, when the sample was taken out from the oven (after cooling), it was immediately wetted
with water in order to protect the zero-valent iron by formation of a thin oxide layer on it.

In this work, temperatures of post-treatment of 600°C, 700°C and 800°C were investigated.

2.4. Batch tests

The post-treated CE-nZV1 were added to 700 mL solution containing the mixture of the five metals.
About 2 mL of sample from the reaction mixture were taken at different times and filtered through a
0.2 pm cellulose acetate filter (about 20 samples, with a decreasing rate, in about 220 hours, in total).
At last nitric acid was added until 2-3% acid concentration to avoid the formation of solid particles.

2.5. Analytical methods
CE-nZVI were characterized using different techniques: zero-valent iron content determination (based
on the measurement of hydrogen gas volume, which is evolving during the redox reaction of zero-
valent iron and hydrochloric acid), thermogravimetric analysis (to determine the total iron content), X-
ray diffraction (to determine the crystalline structure), transmission electron microscopy and scanning
electron microscopy (to determine the size, the aggregation and the composition of the nanoparticles
and the iron location within the carbonaceous structure) and surface area determination.

The concentration of heavy metals in aqueous samples was determined by inductively coupled
plasma-mass spectrometry.

3. Results and discussion

3.1. CE-nZVI characterization
The non-post-treated sample showed a high surface area and a high Fe(0) percentage (4.46%), thanks
to the presence of polyphenols in OMW having reducing properties (Table 1). All these features led to
an improving of adsorption and reduction mechanisms in heavy metals removal. Furthermore, the total
iron percentage was also high (Table 1), index of a good work of encapsulation by carbon from OMW.
The post-treatment with nitrogen proved to increase the Fe(0) content. Results showed that the
reduction of the iron increased with the increase of the temperature of the post-treatment (Table 1);
however, at 800°C the surface of the nanoparticles became highly crystalline and iron formed
agglomerations that led to a decrease in surface area. No great differences were shown in samples
post-treated at 600°C and 700°C, both in Fe(0) content and surface area (Table 1). Thus the
temperature of 600°C is preferred as it requires less energy and, as a consequence, less costs.

Table 1. CE-nZVI characterization.

T of post-treatment Tot Fe content Fe(0) in tot Fe Fe(0) in Surface area
(°C) (%) (%) sample(%) (m*/g)
Non-post-treated 42.46 10.51 4.46 168.268
600 52.99 12.72 6.74 194.581
700 56.43 19.49 11.00 219.281
800 73.12 21.05 15.39 161.087
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3.2. Influence of CE-nZVI activation temperature in heavy metals removal.

The test aimed to assess how different temperatures of post-treatment with nitrogen could influence
the nanoparticles application; the assessed temperatures were 600°C and 800°C. For comparison, the
total iron concentration was about the same in both samples (1.018 g/L in 600°C-CE-nZVI and 1.017
g/L in 800°C-CE-nZVI).

Results did not show significant differences, both in heavy metals concentration and in removal
rate (Figures la, b). To be more precise, there was a slightly higher removal percentage using
nanoparticles post-treated at 600°C. This was probably due to the more crystalline surface of 800°C-
CE-nZVI, which led to a decrease in adsorbing capacity.
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Figure 1. Heavy metals removal using (a) 600°C and (b) 800°C post-treated CE-nZVI.

4. Conclusion
In conclusion, the effectiveness of CE-nZVI in the elimination of heavy metals contaminants has been
successfully demonstrated at lab-scale.

The temperature of CE-nZVI post-treatment with nitrogen slightly influenced the removal
performance. Even if both satisfactory, the removal percentages using nanoparticles post-treated at
600°C presented slightly higher values, probably due to the more crystalline surface of 800°C CE-
nZV]I, which led to a decrease in adsorbing capacity. Thus the use of nanoparticles with post-treatment
at 600°C is preferred, also because it involves lower synthesis costs, thus economic benefits.

The utilization of Fe-C nanomaterials for the treatment of secondary and tertiary treated effluents is
a new technological concept for wastewater remediation, which reflects the originality and the
innovative technological character of the project.

Acknowledgments
This work was financially supported by University of Milano-Bicocca fund (2016-ATESP-0597) and

University of Alicante (UAFPU2013-5791).

References

[1] I K. Kalavrouziotis, P. Kokkinos, G. Oron, F. Fatone, D. Bolzonella, M. Vatyliotou, D. Fatta-
Kassinos, P. H. Koukoulakis, S. P. Varnavas, Current status in wastewater treatment, reuse
and research in some mediterranean countries, Desalin. Water Treat. 53 (2015) 2015-2030.

[2] E. Collina, M. Lasagni, D. Pitea, A. Franzetti, P. Di Gennaro, G. Bestetti, Bioremediation of
diesel fuel contaminated soil: effect of non ionic surfactants and selected bacteria addition,

Annali di Chimica 97 (2007) 799-805.



International Symposium on Resource Exploration and Environmental Science IOP Publishing

IOP Conf. Series: Earth and Environmental Science 64 (2017) 012070 doi:10.1088/1755-1315/64/1/012070

(3]

[4]

[5]
(6]
o
(9]
[10]
[11]

[12]

B.

I. Kharisov, H. V. R. Dias, O. V. Kharissova, V. M. Jiménez-Pérez, B. O. Pérez, B. M.
Flores, Iron-containing nanomaterials: synthesis, properties, and environmental applications,
RSC Adv. 2, (2012), 9325-9358.

A. N. Bezbaruah, S. S. Shanbhogue, S. Simsek, E. Khan, Encapsulation of iron nanoparticles in

A.

alginate biopolymer for trichloroethylene remediation, J. Nanopart. Res. 13, (2011), 6673—
6681.

B. Cundy, L. Hopkinson, R. L. D. Whitby, Use of iron-based technologies in contaminated
land and groundwater remediation: A review, Sci. Total Environ, 400 (2008) 42-51.

F. Fu, D. D. Dionysiou, H. Liu, The use of zero-valent iron for groundwater remediation and

wastewater treatment: a review, J. Hazard. Mater, (2014).

R. A. Crane, T. B. J. Scott, Hazard. Mater, (2012) 211, 2931-2942.

X.

B.

Q.

Q. Li, W. Zhang, Sequestration of Metal Cations with Zerovalent Iron Nanoparticles — A
Study with High Resolution X-ray Photoelectron Spectroscopy (HR-XPS), J. Phys. Chem. C
2007, 111, 6939-6946.

Calderon, A. Fullana, Heavy metal release due to aging effect during zero valent iron
nanoparticles remediation, Water Research 83 (2015) 1-9.

Wang, S. Lee, H. Choi, Aging study on the structure of FeO-nanoparticles: stabilization,
characterization, and reactivity, J. Phys. Chem. C114 (5) (2010) 2027-2033.

S.R. Kanel, B. Manning, L. Charlet, H. Choi, Removal of arsenic(Ill) from groundwater by

nanoscale zero-valent iron, Environ. Sci. Technol., 39 (5) (2005) 1291-1298.

Sevilla M., Fuertes A. B. (2009). Chem. Eur. J. 15, 4195—-4203.
[13] B. Calderon, F. Smith, I. Aracil, A. Fullana, “Synthesis of Carbon Encapsulated Iron

Nanoparticles from Olive Mill Wastewater for Water Remediation” in proceedings of the 2™
World Congress on New Technologies (NewTech’16), Budapest, Hungary, 2016, Paper
ICNFA 144-1, DOI: 10.11159/incfal6.144.



