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Abstract

Thallium as a highly toxic metal element has been listed as one of priority drinking water contaminants. In this study, manganese
oxide nanoparticles were synthesized through a simple hydrothermal method and applied for the removal of thallium(I). The
adsorbent was composed of numerous needle-like nanorods and had an average volume diameter of 230 nm after heat-drying
procedure. The crystal form of adsorbent was determined as a-MnO,. The adsorbent exhibited a much faster adsorption rate than
most of previously reported adsorbent, achieving over 66.4% of equilibrium adsorption capacity in the first 10 min. The
adsorption process was found to be highly affected by solution pH and higher than 100 mg/g of adsorption capacity could be
obtained in a wide pH range of 6.0—10.0. The isotherm study indicated that the adsorption of TI(I) on the adsorbent was favorable
and governed by a chemisorption process, with the maximum adsorption capacity of 505.5 mg/g at pH 7.0. The adsorption
process was confirmed to be thermodynamically spontaneous and endothermic. The presence of Na*, K*, Mg**, Ca**, and Cu**
cations had certain negative effects on the uptake of TI(I). Based on the batch experiments and XPS analysis, the deprotonated
hydroxyl groups that bonded to manganese atoms worked as the binding sites for the effective removal of TI(I) ions and no redox
reaction occurred during the adsorption process.
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Introduction

Due to its high toxicity, thallium (T1) is listed as one of priority
drinking water contaminants by the US Environmental
Protection Agency (USEPA), with the maximum contaminant
level (MCL) of 2 pg/L. The concentration of thallium in nat-
ural waters is normally detected at the nanogram per liter level
(Cheam et al. 1995), while unacceptable concentration, up to
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several milligrams per liter, of thallium in water can be caused
by anthropogenic activities, e.g., mining and smelting (Peter
and Viraraghavan 2005). It has been reported that the chronic
exposure to thallium even at the low concentration can cause a
series of serious health issues (Mulkey and Oehme 1993).

In water, thallium exists in two major inorganic forms:
thallium(I) and thallium(III). The effective removal of TI(I)
becomes the main challenge because of its higher stability
and solubility than TI(III) (Mulkey and Oechme 1993).
Various technologies including chemical precipitation
(Davies et al. 2016; Forchheimer and Epple 1951),
coagulation/oxidation (Zhang et al. 2013), ion exchange
(Horne 1958), biological treatment (Zhang et al. 2017), and
adsorption (Chen et al. 2017; Deng et al. 2016) have been
reported for the removal of TI(I) from water. Practically speak-
ing, adsorption is always believed as the most favorable meth-
od due to its low cost, simple operation, high efficiency, and
wide applicability. Although a large number of adsorbents
have been developed for removing TI(I) from surface water
or wastewater (Khavidaki and Aghaie 2013; Liu et al. 2014,
Rehman et al. 2013; Wan et al. 2014; Yin et al. 2007; Zhang


http://crossmark.crossref.org/dialog/?doi=10.1007/s11356-019-06659-w&domain=pdf
https://doi.org/10.1007/s11356-019-06659-w
mailto:yuyang@jnu.edu.cn

Environ Sci Pollut Res (2019) 26:36776-36785

36777

et al. 2018), more efforts are still needed to be devoted on the
development of more effective adsorptive materials, especial-
ly in terms of the adsorption capacity and rate which are key
parameters for the application potential.

Better adsorption performance of thallium removal has
been observed for several nano-sized adsorbents owing to
their higher specific surface area and/or porosity, stronger af-
finity towards target contaminants and more abundant func-
tional groups (Huangfu et al. 2014; Zhang et al. 2008). The
high affinity of manganese oxide adsorbent towards thallium
has been recognized and reported in the literature (Huangfu
et al. 2014; Li et al. 2018; Wan et al. 2014). The amorphous
hydrous manganese dioxide synthesized through a simulta-
neous oxidation-precipitation method had the maximum
TI(I) adsorption capacity of 353.6 mg/g at pH 5.0 (Wan
et al. 2014). Despite the presence of a magnetic core, the
flower-like manganese dioxide-coated magnetic pyrite cinder
still performed a maximum TI(I) adsorption capacity of 320
mg/g at pH 12.0. The hydrothermal synthetic route is consid-
ered as the most attracting method for the preparation of nano-
sized materials. The formed particles from hydrothermal reac-
tion generally have smaller particle size, more uniform size
distribution, and better dispersibility in water (Liu et al. 2014;
Yu et al. 2016). As reported by Liu et al. (2014), titanate
nanotubes synthesized through a simple hydrothermal method
exhibited a maximum adsorption capacity as high as 709.2
mg/g towards TI(I) at pH 5.0. To our knowledge, the hydro-
thermally synthesized manganese oxide nanoparticle has not
yet been reported in the literature for the effective removal of
TI(I) ions from water.

In this study, a new manganese oxide nano-sized adsorbent
with strong affinity and rapid adsorption rate towards TI(I)
ions was prepared by a one-step hydrothermal method. The
physiochemical properties of the adsorbent were investigated
by scanning electron microscope (SEM), X-ray diffraction
(XRD), transmission electron microscopy (TEM), dynamic
light scattering (DLS), and X-ray photoelectron spectroscopy
(XPS). The adsorption performance of the adsorbent on the
removal of TI(I) was studied by a series of batch experiments
and the adsorption mechanism was proposed as well. The
findings from this study would be beneficial for promoting
the development of more effective and economical treatment
techniques for thallium decontamination.

Materials and methods

Materials

Potassium permanganate (KMnQOy), sulfuric acid (H,SOy),
sodium hydroxide (NaOH), nitric acid (HNO3), thallium(I)

nitrate (TiNOs), sodium chloride (NaCl), potassium chloride
(KCI), magnesium chloride hexahydrate (MgCl,-6H,0),

calcium chloride dihydrate (CaCl,-2H,0), and copper chlo-
ride dihydrate (CuCl,-2H,0) were purchased from Aladdin
Chemicals (Shanghai, China). All chemicals used in this study
were of analytical grade without further purification.

Adsorbent preparation

The manganese oxide nanoparticles were synthesized via a
one-step hydrothermal method. In brief, 0.2 g of KMnQO,4
was dissolved into 60 mL of deionized (DI) water under
ultrasonication. Then, 2.0 mL of 5% H,SO, was added into
the solution. After agitation for 30 min, the solution was trans-
ferred into a 100-mL Teflon-line autoclave at 160 °C for 8 h.
The formed particles were collected, washed by DI for several
times, and dried in oven at 60 °C.

Characterization

The surface morphology of manganese oxide nanoparticles
was investigated by SEM (ZEISS EVO18, Germany). The
crystal structure of the adsorbent was visualized through
XRD (Bruker D2 Phaser, Germany) using copper K« radia-
tion with 26 scan range of 10-80° and a step size of 0.02°.
TEM was performed on the JEOL 2100F equipment. The zeta
potential and size distribution of the particles were determined
by dynamic light scattering (Zetasize nano ZSE, Malvern,
UK). The surface element composition and oxidation states
of key elements were analyzed by XPS (Kratos XPS system-
Axis His-165 Ultra, Shimadzu, Japan) at 15 kV, 10 mA, and a
base pressure of 3 x 10® Torr in the chamber with an Al K X-
ray source (150 W). All XPS results in binding energy forms
were fitted using a nonlinear least squares curve fitting pro-
gram (XPSPEARK Software, Version 4.1).

Batch experiments

All the batch adsorption experiments were carried out on a
rotary shaker at the room temperature (25 + 1 °C). For the
adsorption kinetics study, 1 L of TI(I) solution with the initial
concentration of 12.5 mg/L was prepared by dissolving TI(I)
stock solution into DI water. The solution pH was adjusted to
7.0 and maintained throughout the adsorption by adding a
certain amount of HNO; or NaOH. After adding 0.1 g of the
adsorbent, samples were taken at different time intervals and
filtered through 0.45 um PES membranes. For the pH effect
study, the pH of 12.5 mg/L TI(I) solutions was adjusted to
different values in the range of 3.0-10.0. The solution pH
was controlled during the experiment and the adsorbent dos-
age was 0.1 g/L. After agitation for 24 h, samples were taken
for concentration measurement. In order to evaluate the stabil-
ity of adsorbent under different solution pH, the concentration
of manganese ions in solution after the adsorption was also
measured. For the isotherm study, the initial concentrations of
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TI(I) solutions were varied from 1 to 50 mg/L. The solution
pH was controlled at 7.0. Samples were taken after shaking for
24 h. In order to evaluate the influence of co-existing cations
in the uptake of TI(I), different amounts of Na*, K*, Mg**,
Ca”*, and Cu”* were respectively added into 12.5 mg/L TI(I)
solutions. The solution pH was controlled at 5.0 during the
adsorption process. Other procedures were the same as those
in aforementioned experiments. Four-cycle adsorption and
desorption experiments were carried out to evaluate the regen-
eration ability of the adsorbent. 0.1 g of virgin adsorbent was
added into 1 L of 12.5 mg/L TI(I) solution under stirring and
the solution pH was controlled at 7.0. After the adsorption, the
spent adsorbent was regenerated using 0.1 M HNO; solution
under stirring for 3 h. The regenerated adsorbent was washed
by DI water and then used for the next cycle of adsorption
experiment.

The concentration of TI(I) in samples was determined
using an inductively coupled plasma mass spectrometry
(ICP-MS). The adsorption capacity of TI(I) was calculated
as follows:

q: = (CO 4 (1)
m

where ¢, is the adsorbed amount of TI(I) at time ¢ (mg/g), C,

and C, are the concentrations of TI(I) at initial and time ¢,

respectively (mg/L), V is the solution volume (L), and m is

the mass of the adsorbent in solution (g).

Results and discussion
Characterization of the adsorbent

As shown in Fig. 1a, the adsorbent is aggregated by needle-
like nanorods after the heat-drying procedure, resulting in a
high surface area and porous structure. This should be bene-
ficial for the diffusion of TI(I) to all the adsorptive sites on the

Fig. 1 SEM image (a) and
particle size distribution (b) of
manganese oxide nanoparticle
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adsorbent. The hydrothermally synthesized adsorbent was di-
rectly collected by vacuum filtration, washed by DI water for
several times, and then homogeneously dispersed in water for
the particle size distribution analysis. As shown in Fig. 1b, the
particle size of adsorbent is in the range of 100—1000 nm, and
the mean volume diameter is approximately 230 nm.

XRD was employed for the analysis of the crystal structure
of adsorbent. Figure 2a shows that characteristic peaks at
18.4°, 29.0°, 37.7°, 50.4°, 56.8°, 60.5°, 65.5°, 69.7°, and
72.6° can be observed in the XRD pattern of adsorbent, typ-
ical of pure @-MnO, phase (PDF No. 44-0141). The surface
element composition of adsorbent was determined by XPS.
As seen from Fig. 2b, the characteristic peaks of manganese
and oxygen elements including Mn 3p, Mn 2p, Mn 2s, O 1s,
and O KL1 can be detected in the wide scan spectrum of the
virgin adsorbent.

The low-magnification TEM image shows manganese ox-
ide nanoparticles have a long needle-like shape (Fig. 3a). It is
further confirmed from the TEM image as shown in Fig. 3b
that the crystals are layer structured.

Adsorption kinetics

As well known, the adsorption rate is a key parameter for the
practical application of adsorbents. As demonstrated in Fig.
4a, approximately 66.4% of equilibrium TI(I) adsorption ca-
pacity can occur within the initial 10 min. This means that a
shorter hydraulic retention time (HRT) is required when the
prepared adsorbent is applied for treating thallium-
contaminated water. The adsorption equilibrium can be ob-
tained in 10 h.

To better understand the adsorption process, the pseudo-
first-order, pseudo-second-order, and intraparticle diffusion
models were employed for fitting the experimental data. The
mathematical equations of models are expressed as follows:
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Fig. 2 XRD pattern (a) and wide
scan XPS spectrum (b) of
manganese oxide nanoparticle
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where ¢, and ¢, are adsorption capacities of TI(I) at equilibri-
um and time ¢ (mg/g), respectively. K; (™), K, (g mg_1 hh,
and K;; (mg g_1 h™'?) are the related rate constants of the
pseudo-first-order, pseudo-second-order, and intraparticle dif-
fusion models, respectively. o (mg/g) represents to effect of
the boundary layer, and ¢ is the time (h).

The rate constants and correlation coefficients from models
are illustrated in Table 1. The pseudo-second-order model
seems to have better fitting of experimental data than the
pseudo-first-order model according to correlation coefficients,
suggesting that the chemisorption process is mainly involved
in the uptake of TI(I). A comparison of previously reported
adsorbents for TI(I) removal is summarized in Table 2. The
manganese oxide nanoparticles show a more excellent perfor-
mance in terms of the adsorption rate (K;) and adsorption
capacity in 30 min than most of adsorbents. This indicates that
the prepared adsorbent has great application potential for ef-
fectively and economically treating thallium-contaminated
water.

The intraparticle diffusion model was used to investigate
the adsorption rate limiting step of the TI(I) adsorption pro-
cess. It can be seen from Fig. 4b and Table 1 that two linear
stages are involved in the adsorption process. The adsorption
rate of the first linear stage corresponding to the intraparticle

Fig. 3 TEM images of needle-
shaped manganese oxide
nanoparticle
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diffusion is determined as 23.30 mg g ' h™""%. The value of oy
is found to be as high as 61.7 mg/g (equal to 59.5% of equi-
librium adsorption capacity), suggesting that the adsorption
rate of TI(I) is highly affected by boundary layer effect or
external diffusion process. Increasing agitation intensity can
effectively reduce the thickness of boundary layer and accel-
erate the diffusion of adsorbate through the liquid film (Kyzas
etal. 2012). The second linear stage represents the equilibrium
process of which rate constant drops significantly due to the
reduction of TI(I) concentration in solution.

Influence of solution pH

As chemical properties of adsorbent and adsorbate can be
highly affected by solution pH, it is important to evaluate the
influence of solution pH on the uptake of TI(I). As shown in
Fig. 5a, the basic condition is more favorable for the adsorp-
tion process and the optimal adsorption takes place in the pH
range of 6.0-10.0.

The dissociation constant for TI(I) hydroxyl complexes
used in MINEQL+4.5 Software is expressed as below:

TI* + OH «<TI(OH) log K = —13.207 (5)

Based on Eq. (5), the dominant species of TI(I) are T1* ions
in the tested pH range of 3.0-10.0. The zeta potential of ad-
sorbent under different solution pH was measured in this
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Fig. 4 Kinetics of TI(I) adsorption on manganese oxide nanoparticle.
Fitted by the pseudo-first-order and pseudo-second-order models (a)
and fitted by the intraparticle diffusion model (b). [TI(D)]o = 12.5 mg/L;
adsorbent dosage = 0.1 g/L; p=7.0; T=25+1°C

study. The isoelectric point (IEP, solution pH at which the zeta
potential equals zero) is widely applied for characterizing net
charge of the adsorbent surface. At the pH value of IEP, the
adsorbent surface is considered to be neutrally charged due to
the equilibrium of protonation and deprotonation of surface
functional groups on the adsorbent. The value of IEP of ad-
sorbent is determined as 5.6 as shown in Fig. 5b. Therefore, a
positive surface charge would be formed on the adsorbent at
pH below 5.6, leading to the enhancement of electrostatic
repulsion between the adsorbent and TI(I) ions. The adsorp-
tion capacity of TI(I) is obviously depressed at pH below 5.0.

Table 1

In contrast, the negatively charged adsorbent surface at pH
above 5.6 would be beneficial for the diffusion and adsorption
of TI(I) towards the adsorptive sites on the adsorbent due to
the electrostatic attraction between the adsorbent and TI(T).
Noted that the adsorption capacity is above 100 mg/g in a
wide pH range of 6.0-10.0 because of its high affinity towards
TI(D) ions. The adsorbent can be therefore potentially applied
for the wastewater treatment where pH may vary a lot depend-
ing on the industrial types.

The stability of adsorbent was evaluated through measuring
the concentration of manganese ions in the solution after the
adsorption. As seen from Fig. 5a, more obvious dissolution of
the adsorbent can be observed under acidic condition. However,
even at pH 3.0, the dissolved manganese mass was only approx-
imately 1.15% of the virgin adsorbent, indicating that the adsor-
bent can maintain a good stability in the tested pH range.

Adsorption isotherm

The adsorption isotherm of TI(I) on the adsorbent was studied
at pH 7.0 and the experimental data together with the fitting
results from the Langmuir and Freundlich models are shown
in Fig. 6. The mathematical equations are given as follows:

qmaxbce
= 6
9 1+06C, (6)
g = kyC.t" (7)

where ¢.(mg/g) and C,(mg/L) are the adsorbed amount of
TI(I) at equilibrium and the relative equilibrium concentration
of TI(I) in solution, respectively, gmax (Mg/g) is the maximum
adsorption capacity, b is the Langmuir isotherm constant re-
lating to the strength of adsorption (L/mg), k,is a constant for
relative adsorption capacity (mg"'""""L"/g), and n is an af-
finity constant.

According to the constants illustrated in Table 3, the
Langmuir isotherm model seems to be more suitable for sim-
ulating the experimental data than the Freundlich isotherm
model. The maximum adsorption capacity of the adsorbent
is 505.5 mg/g at pH 7.0, much higher than most of previously
reported adsorbents (Table 2). The favorability of the adsorp-
tion process is further evaluated by the dimensionless constant
separation factor (R;) as the expression below:

1

R ———
LT 146G,

(8)

Kinetics parameters for TI(I) adsorption on manganese oxide nanoparticle

Pseudo-first order Pseudo-second order

Intraparticle diffusion

q.(mglg) Ky () 7 g (mglg) Kr(gmg'hh)

K1 mgg 'h"?) o (mgg) 7

K> (mgg 'h"?) o, (mgg)

99.59 5.99 092 103.7 0.089 0.98 23.30

61.7 095 2.043 97.3 0.96
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Table 2  Comparison of adsorption rate and capacity of different adsorbents
Adsorbent pH Adsorption rate® Gmax (Mg/g)° Reference

K™ Gos 1 (mg/

2)

Treated sawdust 7.0 - - 13.2 Memon et al. (2008)
Polyacrylamide-zeolite 5.0 - - 378.1 Senol and Ulusoy (2010)
Polyacrylamide-bentonite 5.0 - - 73.6 Senol and Ulusoy (2010)
Titanium peroxide 7.0 94.05 (18.5) ~85(18.5) 356 Zhang et al. (2017)
Titanate nanotubes 5.0 0.015 (50.0) ~ 251 (50.0) 709.2 Liu et al. (2014)
Modified fungal biomass 5.0 1.27 (10.0) ~2.2(10.0) 159.7 Peter and Viraraghavan (2008)
Multiwalled carbon nanotube 7.0 -- ~22(0.1) 0.42 Puetal. (2013)
Prussian blue-alginate capsules 4.0 1.02 (20) ~25(20) 103.0 Vincent et al. (2014)
Manganese oxide nanoparticle 7.0 5.99 (12.5) 75.7 (12.5) 505.5 This study

#Initial TI(I) concentration (mg/L) is listed in parentheses

® go.5 » refers to the adsorption capacity within 0.5 h

€ Gmax Tefers to the maximum adsorption capacity given by the Langmuir isotherm

where R; is the dimensionless constant separation factor relat-
ing to the type of the Langmuir isotherm (Hall et al. 1966), and
Co (mg/L) is the initial concentration of TI(I) in solution.
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Fig. 5 Effect of solution pH on TI(I) adsorption and adsorbent stability
(a) and zeta potential of manganese oxide nanoparticle (b). [Tl(I)]y = 12.5
mg/L; adsorbent dosage = 0.1 g/L; T=25+1°C

The adsorption would be irreversible and linear when R; is
respectively equal to 0 and 1, favorable when 0 < R; < 1, and
unfavorable as R; > 1 (Memon et al. 2008). The values of R;
calculated in this study are varied between 0.07 and 0.77,
demonstrating that TI(I) can be favorably adsorbed on the
adsorbent.

The Dubinin-Radushkevich model was also employed for
simulating the isotherm experimental data. The equation is
described as below:

Ing, = Ing,,, B> 9)
e = RTIn(1 +1/C,) (10)
E=(28)" (11)

where 3 (mol*/J?) is the constant related to mean adsorption

400
_
L0
eb 300 4
g
N’
=
=
5 200+
o
=
<
—_
=
= 100+
, —— Langmuir model
- - Freundlich model
04

4 6
Tl equilibrium concentration (mg/L)

Fig. 6 Adsorption isotherm of TI(I) on manganese oxide nanoparticle at
pH 7.0. Adsorbent dosage = 0.1 g/lL; T=25+1°C
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Table 3 Isotherm constants for

the adsorption of TI(I) Langmuir isotherm

Freundlich isotherm

Dubinin-Radushkevich isotherm

G (mg/g) b (L/mg) 77

k/.(mg(lflln)L]/n/g)

1/n 7 E kJ/mol) B (mol’/kI?) 2

505.5 0.309 0.98

126.0

0.525 096 8452 0.007 0.93

energy, ¢ is the Polanyi potential related to the equilibrium
concentration, R (8.314 J/(mol'K)) is molar gas constant, T
(K) is the thermodynamic temperature, and £ (J/mol) is the
mean free energy of the adsorption process.

As shown in Fig. S1, the linear Dubinin-Radushkevich
isotherm model was constructed via the plot of Ing, versus
2. It can be seen from Table 3 that the values of E and 3
calculated from the slop are 8.452 kJ/mol and 0.007 mol?/
kJ?, respectively. This confirms that the adsorption of TI(I)
ions on the adsorbent surface is dominated by a chemisorption
process (Ali et al. 2014; Lu et al. 2014; Sakir et al. 2018).

The thermodynamic studies were conducted at 298, 308,
318, and 328 K at pH 7.0. The values of corresponding pa-
rameters such as Gibbs free energy change (AG®), enthalpy
change (AH"), and entropy change (AS°) were calculated ac-
cording to the following equations:

Cad

K=_ (12)
eq
AG® = —RTInK (13)
AG® = AH°-TAS® (14)
0 0

where K is the adsorption equilibrium constant, C,q (mg/L)
and C,q (mg/L) are the TI(I) concentrations on the adsorbent
and solution, respectively.

As shown in Fig. S2 and Table 4, the values of free energy
change under different temperature are negative and decrease
with the increase of reaction temperature, suggesting that the
adsorption process is thermodynamically spontaneous and be-
come more feasible at high temperature. Similar to other stud-
ies (Zhang et al. 2008), the AH and AS° values are found to be
positive during the TI(I) adsorption. Since the TI(I) ions are
hydrated in solution, previously bonded water molecules need
to be released prior to the adsorption of TI(I) ions on the

Table 4 Thermodynamic parameters for TI(I) adsorption

TXK) LnK AG®(KJImol)  AH®(kJ/mol)  AS° (kl/mol)K)
298 1.37 -339 22.04 0.085
308 1.57 -4.03
318 1.88 -497
328 2.26 -6.20

@ Springer

adsorbent surface, leading to the endothermic nature of the
adsorption process.

Adsorption selectivity

The adsorption selectivity of TI(I) on the adsorbent was stud-
ied by respectively adding a certain amount of Na*, K*, Mg**,
Ca**, and Cu®" into TI(I) solutions at pH 5.0. As shown in Fig.
7, the presence of aforementioned cations can cause some
interference in the uptake of TI(I). It is worthwhile to note that
K* ions are found to have more significant influence on the
adsorption than Na* ions. When 10 mg/L K" ions are present
in water, the uptake of TI(I) decreases by 11.2%. The more
notable competitive effect of K* ions might be due to its sim-
ilar ionic radii with TI(I) ions (Galvan-Arzate and SantamariA
1998). The effect of divalent cations (e.g., Mg”*, Ca®*, and
Cu?") on the adsorption follows the order of Cu®* > Ca** >
Mg>*. The higher electronegativity of Mg**, Ca®*, and Cu?
than TI(I) ions would cause stronger competition towards the
active sites on the adsorbent (Kinraide and Yermiyahu 2007).

The regeneration performance of the adsorbent was evaluat-
ed by using 0.1 M HNO3 as the regenerant and the results are
shown in Fig. 8. It can be seen that the adsorption capacity can
be respectively restored to 87.6% and 54.3% of original adsorp-
tion capacity after the first and forth regeneration cycles.

Adsorption mechanism

The XPS analysis was applied for better understanding of the
chemical interaction between the adsorbent and TI(I). As seen
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Fig. 7 Adsorption selectivity of TI(I) on manganese oxide nanoparticle.
[TI(D]o = 12.5 mg/L; adsorbent dosage = 0.1 g/L; T=25+1°C;pH=5.0
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Fig. 8 Regeneration studies of manganese oxide nanoparticle. [TI(I)]o =
12.5 mg/L; adsorbent dosage = 0.1 g/L; T=25+1°C;pH="7.0

from Fig. 9a, the appearance of new peaks assigned to T1 4f
and T1 4d on the Tl-loaded adsorbent indicates that TI(I) has
been successfully adsorbed on the adsorbent.
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2
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As shown in Fig. 9b, the high-resolution XPS spectrum of
thallium element on the adsorbent after the adsorption consists
of two component peaks corresponding to T14f7/2 and T14£5/
2, with the binding energies of 117.5 and 121.9 eV, respec-
tively. The oxidation state of the adsorbed thallium ions is still
+I and there is no oxidation of TI(I) occurred on the adsorbent
surface (Wan et al. 2014; Zhang et al. 2018).

Since the functional groups on the adsorbent may play a
key role in the uptake of TI(I), the composition of oxygen-
containing groups was analyzed by the O s high-resolution
XPS spectra of the adsorbents before and after the adsorption
and the results are shown in Fig. 9c. Specifically, the O 1s
spectra can be decomposed into three component peaks, of
which peaks at the binding energies of 529.2, 530.2, and
532.3 eV can be attributed to the manganese—oxygen bond
(Mn-0), hydroxyl groups bonded to manganese atoms
(Mn—OH), and adsorbed water (H,O), respectively. After the
adsorption, the contents of Mn—O and adsorbed H,O increase
from 56.7 to 64.4% and 11.2 to 11.9%, respectively.
Meanwhile, the relative content of Mn—OH decreases from
32.1t023.7 %. This finding confirms that the hydroxyl groups

(a) Virgin adsorbent

(b) Tl-loaded adsorbent
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Fig. 9 Wide scan (a), Tl 4f (b), and O 1s (¢) XPS spectra of virgin and Tl-loaded adsorbents
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bonded to manganese atoms are involved in the adsorption
process of TI(D).

Based on the aforementioned results, the abundant hydrox-
yl groups bonded to manganese atoms are highly involved in
the uptake of TI(I) ions. Under different solution pH, the sur-
face charge of the adsorbent would be varied due to the pro-
tonation or deprotonation of hydroxyl groups, which can ob-
viously affect the diffusion of TI(I) ions towards the adsorp-
tive active sites and the adsorption process. During the adsorp-
tion, TI(I) ions can be rapidly adsorbed on the adsorbent sur-
face through the formation of the linkages of Mn—O-T]1.

Conclusions

The hydrothermally synthesized manganese oxide nanoparti-
cles with a loose structure were aggregated by numerous
needle-like nanorods. TEM images showed that the crystals
were observed to be layer structured. The average volume
diameter of adsorbent was 230 nm. The isotherm study dem-
onstrated that maximum adsorption capacity of the adsorbent
could reach 505.5 mg/g at pH 7.0, much higher than most of
previously reported adsorbents. A rapid adsorption rate was
observed in adsorption kinetics study in which approximately
66.4% of equilibrium TI(I) adsorption capacity could be
achieved within the initial 10 min. The adsorbent showed an
excellent adsorption performance in a wide pH range of 6.0—
10.0. The uptake of TI(I) on the adsorbent was found to be
thermodynamically spontaneous and endothermic. The pres-
ence of co-existing cations could cause some negative impact
on the adsorption process. The hydroxyl groups bonded to
manganese atoms played a key role in the adsorption process.
The prepared adsorbent with extremely high adsorption ca-
pacity and rate would become a potential adsorptive material
for the removal of thallium from water.
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