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ABSTRACT

In recent years, TNS has attracted wide attention because of its simplicity in synthesis and high efficiency in ion exchange. The
adsorption of cesium ions in aqueous solution by TNS was investigated in this study. Results show that the removal rate of Cs (I)
is about 88% when pH=5.00 + 0.05, Co =10 ppm and Cyys = 0.1 g/L. The adsorption equilibrium is reached in about 20 min-
utes and best fits the pseudo-second order model, R? = 0.9998; compared with the Freundlich isotherm adsorption model and
Temkin model, the Langmuir model has the best fitting effect, R? = 0.9903. The fitting results show the maximum adsorption
capacity of TNS for Cs (1) is 200.00 mg/g. The main adsorption mechanism of TNS to cesium ion is ion exchange. Therefore,
TNS can be used as a potential adsorbent for effectively adsorbing Cs-containing wastewater.
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HIGHLIGHTS

® The removal of Cs () from aqueous solutions by TNS was firstly studied.

® TNS showed a high adsorption capacity for Cs ().

® The solution pH played a significant role in the adsorption process of Cs ().

® TNS exhibited an excellent selectivity for Cs (I) in the interference of common cations.

® The adsorption mechanism was the ion exchange between the interlayer Na (I) of TNS and Cs (I).

1. INTRODUCTION

In the environment, radioactive materials inevitably produce harmful radiation to organisms, and the permanent
damage caused by radioactive cesium at the cellular level may cause cancer, genetic mutations, genetic diseases
and other diseases (Sangvanich et al. 2010b; Thammawong ef al. 2013; Kadam ef al. 2016; Debnath ef al. 2017).
Persistent cesium also accumulates through the food chain and eventually poses a threat to humans. In the radio-
active wastewater, 137Cs is a toxic nuclide with a half-life of 30.17 years, so the treatment of Cs pollution is
urgent. The chemical properties of 137Cs are similar to potassium and sodium, so the radionuclide 137Cs in
the water body mainly exists in the form of Cs (I) rather than elemental matter (Yi et al. 2014; Grandjean
et al. 2016; Li et al. 2016).

At present, the methods for removing low-concentration cesium in wastewater mainly include chemical pre-
cipitation (Abusafa & Yiicel 2002; Thammawong et al. 2013) ion exchange (Iwanade ef al. 2012), solvent
extraction method (Chen 2007), membrane separation (Zakrzewska-Trznadel et al. 2001), electrochemical
method (Chen et al. 2013), adsorption, and so on. Among them, the inorganic ion exchange adsorbent has
better mechanical properties, the ion exchange position is more uniform, and the adsorption selectivity for
metal ions is high. Therefore, it has been often studied in the treatment of high level liquid waste. Commonly
used inorganic adsorbents mainly include inorganic minerals (Chen & Li 2019), heteropoly acid salts (Zhang
& Tan 2013), metal ferricyanide (Jiang et al. 1995), hydrous metal oxides (Thanabalasingam & Pickering
1990), iron-based composite materials (Pekarek & Vesely 1972) and so on. With the rapid development of nano-
technology, many researchers have begun to pay attention to the development of new nanomaterials, such as
nanosheets, nanotubes, and several hybrid nanocomposites as adsorbents to remove heavy metals from waste-
water (Deb ef al. 2020). The abundance of active sites makes these nanoparticles potential adsorbents for the
removal of radioactive contaminants from aqueous media (Bhowmik ef al. 2019; Debnath et al. 2020). In
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recent years, titanate nanomaterials have developed in the field of adsorption due to their wide range of raw
materials and low prices, simple synthesis process, and unique physical and chemical properties such as large
specific surface area. Various forms of titanate nanomaterials have been synthesized and applied to the field
of heavy metal adsorption. After the first discovery that TiO, has a strong adsorption capacity for radioactive
uranium (Amadelli et al. 1992), the scientific community discovered that titanate nanomaterials also have excel-
lent adsorption effects on radionuclides in water. The adsorption effect of the synthesized anatase TiO, on more
than ten kinds of metal cations proves that the TiO, series materials can quickly adsorb a large amount of cations
(Vassileva et al. 1996). Through the study of titanate nanotubes and protonated titanate nanotubes, titanate nano-
materials were found to have a large number of exchangeable cations between the layers, and there are abundant
adsorption sites on the surface, which can quickly adsorb and remove nuclide ions in water (Yang ef al. 2003).
However, the adsorption effect of TNS on Cs (I) has not been reported before. Therefore, in this study, a layered
titanate material was prepared using titanium dioxide and sodium chloride as raw materials, and the adsorption
capacity for Cs (I) was increased by increasing its specific surface area. For the adsorption capacity for cesium the
layered titanate nanomaterials were used as adsorbents to study its adsorption characteristics for cesium, which
provides a new idea for removing cesium from water in the future.

2. EXPERIMENTAL WORK

2.1. Materials used in the experiment

Nano titanium dioxide (TiO,), sodium hydroxide (NaOH), ethanol (C;HgO), cesium chloride (CsCl), ammonia
(NHj3-H,0), hydrochloric acid (HCI).

2.2. Preparation of TNS

0.8 g of nano titanium dioxide (TiO,) and 25.6 g of sodium hydroxide (NaOH) were accurately weighed into a
250 mL beaker, and then 80 mL of ultrapure water was added into the beaker with a measuring cylinder and stir-
red for 12 h. The beaker was placed in an ultrasound machine for 12 hours, and then transferred to a 100 mL
ptFE reactor and reacted in an oven at 130 °C for 3 hours. After the reaction, the products were centrifuged,
cleaned with anhydrous ethanol and ultra-pure water 3 times respectively, and dried in a vacuum drying oven
at 60 °C to obtain titanate nanometer tablets. The dried titanate nano-flakes were ground into fine powder,
then sieved through 100 mesh, then put into a sample bag, and stored in the dryer for later use.

2.3. Batch adsorption experiments

In order to determine cesium ion adsorption, a cesium solution with a concentration of 5-40 mg/L was prepared
from cesium chloride. In the intermittent adsorption experiment, a 250 mL glass conical flask was used, and
0.01 g TNS was added to 100 mL Cs(I) solution with an initial concentration (Cy) of 5-40 mg/L.The reaction
temperature of 25 °C, stirring speed of 150 RPM and time of 2 h were selected. The suspension was then filtered
by a 0.45 m filter, and the amount of cesium ions in the liquid phase before and after adsorption was determined
by atomic absorption spectrometry. The adsorption capacity and removal rate of metal ions were obtained by the
following method:

Q. = (Co—Ce) x V/m 1)
R = (Cy — C¢)/Co x 100% @)

where Q. is the adsorption capacity (mg/g), V is the volume of the solution (mL), and m is the mass of TNS (mg);
R is removal percentage of Cs (I) (%), Cy is the initial Cs (I) concentration (mg/L), C. is the equilibrium Sb (III)
concentration (mg/L).

To test the effect of pH on the adsorption of Cs (I), 0.01 g TNS was added to a 100 mL solution with an initial
cesium concentration of 10 mg/L, and a negligible 0.1 mol/L HCI or NaOH solution was added to adjust the con-
centration of each solution. The pH value ranged from 2 to 9. Other conditions such as temperature, rotation
speed, and reaction time were the same as the above conditions.

In order to study the effect of TNS dosage on the adsorption of Cs (I), 0.005, 0.010, 0.015, 0.020, 0.025, 0.030,
0.035, and 0.040 g TNS was added to 100 mL of Cs (I) neutralization solution with a concentration of 10 mg/L.
Other conditions such as temperature, rotation speed, reaction time and pH were the same as the above
conditions.
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To investigate the effect of the ionic strength of the solution on the adsorption of Cs (I), 0.01 g TNS was added
to the cesium concentration of 5, 10, 15, 20, 25, 30, 35, and 40. Other conditions such as temperature, rotation
speed, reaction time and pH were the same as the above conditions.

For the test of equilibration time, the initial pH of a solution with a Cs (I) concentration of 10 mg/L and 0.01 g
adsorbent was adjusted to 5.00 + 0.05 with 0.1 mol/L HCI or 0.1 mol/L NaOH. Then, the Erlenmeyer flask con-
taining these mixtures was put into an air bath constant temperature shaker to react for 5, 10, 15, 20, 25, 30, 60,
90, and 120 minutes, and then taken out. Other conditions such as temperature, speed, and PH were the same as
the above conditions.

3. RESULTS AND DISCUSSION

3.1. Characterization of TNS

Figure 1 is a transmission electron microscope image of TNS under different magnifications. It can be clearly seen
from the figure that TNS is a flake structure. Under a high-power transmission electron microscope (Figure 1(a)),
it can be seen that there is a layered structure between the TNS. It shows that by changing the synthesis con-
ditions (temperature, time and ratio), the flake titanate nanomaterials were successfully synthesized. The
reason is that the granular TiO, exfoliates into a flake structure under alkaline hydrothermal conditions.
During the reaction, a large number of Ti-O bonds are broken, causing the TiO, nanoparticles to be peeled off
into smaller planar nanoplates. These smaller planar nanoparticles flakes are combined together to form
larger flat nano flakes (Lu et al. 2015), and finally Na (I) is embedded in the titanate nano-layers by NaOH alka-
lization, which provides a site for ion exchange.

Figure 1 | TNS powders with different magnification, (a) 5 nm; (b) 10 nm; (c) 20 nm; (d) 100 hm.

The N, adsorption/desorption isotherm of TNS is shown in Figure 2. The specific surface area of TNS
measured by nitrogen adsorption is 325.08 m?/g, and the main mesopore volume is 1.1 cm>/g, which is almost
consistent with the existing research (Lu ef al. 2015). According to the graph, the nitrogen adsorption/desorption
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Figure 2 | N, sorption/desorption isotherm of TNS.

isotherm of TNS is of type IV, with a larger H3 hysteresis loop, classified by IUPAC, which represents the meso-
porous structure. The mesopores are mainly derived from the gaps of aggregated nanosheets (Pekarek & Vesely
1972), indicating that TNS is a mesoporous material. The ion exchange schematic diagram of adsorption process
was illustrated in Figure 8.

3.2. Influence of pH value of solution

It can be seen from Figure 3(a) that when pH = 5, the adsorption effect of TNS on Cs (I) is best; the removal rate is
87.91%, and the adsorption capacity can reach 87.91 mg/g. The stronger the acidity or alkalinity of the solution, the
worse the removal rate. The Zeta potential diagram of TNS shows (Ting et al. 2015) that it is positively charged
under acidic conditions and produces a repulsive force with Cs (I) in the solution, so the adsorption effect is
poor. In addition, under acidic conditions, the HsO+ in the solution will compete with Cs (I), resulting in poor
adsorption. Na+ is embedded in the layers of TNS adsorbents, and ion exchange occurs with Cs (I) during the
adsorption process. Therefore, the main adsorption mechanism of TNS on Cs (I) is ion exchange.

3.3 Effect of adsorbent dosage

Figure 3(b) shows that as the concentration of TNS increases, Cs (I) removal efficiency increases, the increase
becoming smaller and smaller. When the concentration is 0.05 g/L of TNS, Cs (I) removal rate was 41.98%,
with an adsorption quantity of 83.86 mg/g; when the concentration increased from 0.05 g/L to 0.2 g/L, the Cs
removal rate increased by 42.46% and the adsorption capacity decreased by 41.93 mg/g. When the concentration
increased from 0.2 g/L to 0.4 g/L, the change of removal efficiency and adsorption capacity decreased significantly,
with the increase and decrease of 12.05% and 17.95 mg/g respectively. The main reason is that as the concentration
of TNS increases, the adsorption sites are increased, thus increasing the effective collision, so the removal rate also
increases. On the contrary, the unit adsorption capacity of TNS decreases with the increase of the concentration,
mainly because the content of Cs (I) is constant, the concentration of the adsorbent becomes larger, and there will
be redundant active sites in the solution to a certain extent. Studies have also shown that, when the adsorbent con-
centration increases, collisions and focusing with each other are increased, and there are fewer active sites per unit
mass of the adsorbent, so the unit adsorption capacity will also decrease (Sangvanich et al. 2010a). After compre-
hensive consideration, it was finally determined that the concentration of TNS in this experiment was 0.1 g/L.

3.4. Effect of temperature

The effect of temperature on the adsorption performance of TNS is shown in Figure 3(c). As the temperature
increases, the removal rate of Cs (I) by TNS increases. When the temperature is 5 °C, the removal rate of Cs (I)
is 81.04%. When the temperature rises to 45 °C, the removal rate is 89.9%, and the removal rate increase is
8.86%. The overall analysis increase is not very large. The main reason why the removal rate increases with the
increase of temperature is that the activation energy of the adsorbate increases with the increase of temperature,

Downloaded from http://iwa.silverchair.com/wpt/article-pdf/16/4/1128/944500/wpt0161128.pdf

bv auest



Water Practice & Technology Vol 16 No 4, 1132

() (b) —=—B
100 100
90 1 E/I ¥ i ]
80 /\ 80 //’
. 704 =
< 60 < 604
2 2
£ 504 g
= = 404
2 40 g 40
£ E
£ 304 2
204
204
10
T ad T T T 2 T v T b3 T v T 0 T T T T T T
2 3 4 S 6 7 8 0 20 40 60 80 100 120
(C) PH (d) time (min)
100 65 150
100 4 3
90 4 601 } S L 125.~.
L80 ]
80+ o 55 5 g
. 2 3 — v 2 L 100=
X 704 Lo = 5. &
= g2 + 504 2
E 60- g8 3 -5 &
— (=19 o 3
£ 50 L40 8 297 2
= (= = =
=] = o 50 &
E 40+ 2 40 5
Ly & ~
E 0g 35 L5
—=— removal rate(%) 22 —a&— removal rate (%) ._—i—__i
20 - —e— adsoptive capacity (mg/g) —e— adsorptive capacity (mg/g)
SR SNGE I B VIS S SN« A S 17 30 - . . . - v . : 0
000 005 010 015 020 025 030 035 040 045 0 5 10 15 20 25 30 35 40 45
concentration of TNS (g/L) initial concentration of Cs+
(e) 100
90 s F
i—’—_—_i
4 /i/
% go{ F
L
i
'Fé 704
E 4
g
60 4
4
50 T T T T
] 10 20 30 40 50

temperature (°C)

Figure 3 | Effect of (a) solution pH; (b) adsorbent dosage; (c) reaction time; (d) initial concentration; (e) temperature.

which intensifies its movement speed and increases the effective collision of Cs (I) with the adsorbent (Lu et al.
2018). Based on practical applications, 25 °C was selected as the experimental temperature of this study.

3.5. Influence of initial concentration of cesium ions in solution

The effect of the initial concentration of Cs (I) on the adsorption performance of TNS is shown in Figure 3(d). The
removal rate of Cs (I) by TNS gradually decreases as the initial concentration increases. However, with the
increase of the initial concentration of Cs (I), the unit adsorption capacity of TNS increases instead, which is con-
sistent with the description of many adsorption-related studies (Rangwani et al. 2018; Sunil et al. 2018). It can be
seen from the figure that when the initial concentration of Cs (I) is 5 mg/L, the removal rate of Cs (I) by TNS is
60.52%, and its unit adsorption capacity is 30.26 mg/g; when the initial Cs (I) concentration in the reaction
system increased to 40 mg/L, the removal rate of Cs (I) by TNS dropped to 34.27%, but the unit adsorption
capacity of TNS increased to 137.08 mg/g. This is because as the initial concentration of Cs (I) in the reaction
system increases, the effective collision with the adsorbent TNS will increase. In addition, its concentration gra-
dient (AQ = Qe — Qt) also increases accordingly, and it produces a stronger effect under the action of external
force shaking, which provides energy for Cs (I) to move between TNS layers. These two effective forces increase
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the unit adsorption capacity of TNS (Lu et al. 2018); the active sites for Cs (I) in the quantitative adsorption
material TNS are also certain, when the limited active sites are all occupied by Cs (I) or the concentration is
too low, when it fails to collide with the adsorbent effectively, the removal efficiency decreases instead.

3.6. Effect of reaction time

The effect of reaction time on TNS adsorption performance is shown in Figure 3(e). It is roughly divided into
three stages, initial stage (0-20 min), very fast TNS adsorption of Cs (I), removal rate of 81.27%; with the increase
of CS (I) content on the surface of TNS, the mass transfer power decreases and the adsorption rate also decreases,
and the reaction is in the intermediate stage (20-30 min); after an adsorption time of 30 min, the adsorption rate
was basically unchanged, and the removal rate was stable at about 88%, which was in the adsorption equilibrium
stage. In the initial stage the surface diffusion has a leading role, a large number of Cs (I) with Na + ion exchange
complexation with titanium keys; in the intermediate stage, the content of adsorbents and the adsorption sites on
the surface of the adsorbents became less, the adsorbents began to diffuse inward, and the reaction rate slowed
down. Finally, the reaction reaches adsorption equilibrium and the removal efficiency does not change.

3.7. lon exchange experiment analysis

In order to explore the amount of Na (I) released during the adsorption process, this experiment measured the
Na (I) concentration before and after the adsorption of Cs (I), and was measured three times to get the average
value. The test results are shown in Table S1 (Supplementary Information). The contribution rate of Na (I) in the
adsorption reaction was 97.6%, indicating that the main mechanism of TNS adsorption of Cs (I) is ion exchange,
and there is also surface complexation.

3.8. Adsorption kinetics

Substitute the experimental data of Cs (I) adsorption time and adsorption amount into the pseudo-first order
model and pseudo-second order model, and the fitting results are shown in Figure 4(a) and 4(b). The results
show that the fitting correlation of the pseudo-first order model is poor, and the correlation coefficient R? =
0.8929. The equilibrium adsorption capacity is 10.794 mg/g, and the experimental equilibrium adsorption
capacity is 96.051 mg/g, which deviates from the experimental value by 88.76%. In comparison, the pseudo-
second order model has the best fitting effect, with a correlation coefficient R*> =0.9995. The results in the
table show that the equilibrium adsorption capacity is 91.039 mg/g, which deviates from the experimental
value by 5.21%, indicating that the pseudo-second order model is more suitable for the study of the adsorption
kinetics of Cs (I) by TNS. The reaction is mainly chemical adsorption.

3.9. Adsorption isotherms and thermodynamics

In this study, the Freundlich model and Langmuir model were used to analyze the adsorption behavior of TNS on
Cs. Their models can be exhibited as follows (Debnath et al. 2020).
Langmuir model:

C, 1 C,
ze _ 4= 3
9e  Kiqm qm 3)
Freundlich model:
1
Ing, = InKp + —InC, “4)
ng
Temkin model:
Ge = K InK, + KqInC, (5)

where C, is the equilibrium concentration of Cs (I) (mg/L), q. and qy, are the equilibrium adsorption capacity and
the maximum adsorption capacity respectively (mg/g), K, and Kg are the adsorption constants of the Langmuir
model and Freundlich model, ng is the Freundlich model constant, K; is related to the heat of adsorption (L/g)
and K is the dimensionless Temkin isotherm constant. Figure 4(c)-4(e) fitting result shows that the Langmuir
model fitting correlation coefficient is R?=0.9903, which is better than Freundlich model (R?=0.9844) and
Temkin model (R? = 0.9804). This indicates that the adsorption of Cs (I) by TNS is monomolecular adsorption,
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Figure 4 | (a) Pseudo-first-order model, (b) pseudo-second-order model, (c) Langmuir model, (d) Freundlich model and
(e) Temkin model and (f) plot of In Ke vs. 1/T for the adsorption of Cs (I).

and there is no interaction between adsorbate molecules, and the energy is evenly distributed on the surface of the
adsorbate. The Freundlich model fitting results show that the TNS and Cs (I) between the strong force, adsorption
reaction occurs easily. Langmuir model fitting results show that the maximum adsorption capacity of Cs (I) TNS
is 200.00 mg/g, when the initial concentration of Cs (I) for 10 mg/L, Ky, is 0.08; within the scope of the 0-1, it is
seen that powder TNS affinity of Cs (I) is bigger, which is conducive to the adsorption reaction.

In order to further study Cs (I) adsorption behavior on TNS, basic thermodynamic parameters were calculated
in Table S2 according to the experimental data as follows (Li ef al. 2015; Li ef al. 2019):

AS AH
— e
Ki=¢
AG = AH —TAS
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where AS, AH and AG represent the entropy change, enthalpy change and free energy change respectively, Kq is the
distribution coefficient. R is the gas constant (8.314 x 107> Kj/(mol-K)). The basic thermodynamic parameters, free
energy change (AG), enthalpy change (AH) and entropy change (AS) of Cs (I) are listed in Table S2 by calculation
based on experimental data. Figure 4(c) and 4(d) show that K. increases with temperature in the range of 293.15-
333.15 K. The calculated AG are all less than 0, indicating that the adsorption reaction of Cs (I) can proceed spon-
taneously and forward, and with the increase of temperature |AG| becomes larger, indicating that the temperature
rise is beneficial to the reaction. The fitting AH > 0 indicates that the process of TNS adsorbing Cs (I) is an endother-
mic reaction. The value of AS obtained by fitting is positive but small, indicating that the disordered movement of
Cs (I) in the solution is enhanced, but the degree of enhancement is relatively weak (Wang et al. 2019).

3.10. FTIR analysis before and after adsorption

The infrared test results before and after TNS adsorption of Cs (I) are shown in Figure S1 (Supplementary Infor-
mation). Before adsorption, there are obvious functional group characteristic peaks at 489 cm™!, 920 cm?,
1,373 cm ™!, 1,639 cm ™}, and 3,359 cm . Among them, the peak at 489 cm ' is the characteristic peak of Ti-O octa-
hedral tensile vibration, the peak at 1,373 cm ! is formed by the hydroxyl (-OH) tensile vibration, and the peak at
1,639 cm ! is the carboxyl (-COOH) shock peak, which indicates the presence of hydroxyl and carboxyl groups on
the surface of TNS. The peak at 920 cm ! indicates the presence of Na-O in TNS (Zhao et al. 2019) After adsorption,
the spectrum shows that the peak intensity at 3,359 cm ™ and 1,639 cm ! increases, which is due to the formation of
carboxyl (-COOH) or hydroxyl (-OH) stretching vibrations. The Na-O peak at 920 cm ! becomes weaker, while the
OH peak at 1,373 cm ™! disappears. Correspondingly, a new peak appears at 658 cm !, indicating Na (I) in TNS and
Cs (I) in the reaction system. The ion exchange reaction occurs, and H* also participates in the adsorption reaction.
The above results indicate that TNS successfully adsorbed Cs (I). The FTIR spectrum after adsorption shows that some
characteristic peaks are still very strong, but the peak position has slightly shifted, indicating that the chemical com-
position, atomic bonding mode and state of TNS have not changed significantly after adsorption.

After comparing the FTIR spectra before and after the reaction, a new absorption peak appeared during the
adsorption process but an old absorption peak also disappeared, and some absorption peaks were slightly shifted.
According to the analysis results in Table S3, the displacement of each functional group indicates that Cs (I) has a
complex reaction with the active adsorption site on TNS to form a surface complex.

3.11. SEM and EDS analysis before and after adsorption

The results of the TNS surface scan before adsorption are shown in Figure 5(a), and the results show that the dis-
tribution of Ti, Na, and O elements is relatively uniform. The surface scan results after TNS adsorption of Cs (I) are
shown in Figure 5(b). The elements Ti and O undergo almost no change, the distribution is uniform and the content
signal does not change significantly from before the reaction, but the content signal of Na element is significantly
weaker. At the same time, the signal of Cs (I) clearly appeared in the figure. This shows that during the adsorption
reaction, Na element participates in the reaction and ion exchanges with Cs (I). This is consistent with the infrared
characterization results, indicating that TNS does indeed combine with Cs (I).

The surface element changes were analyzed by scanning the TNS surface before and after the reaction. As shown
in Figure 5(c) and 5(d), the three elements of Ti, O and Na were detected on the TNS surface before the reaction, but
cesium was not detected. It can be seen that the peak of the Na element becomes weaker, and the peak of Cs (I)
appears, indicating that Na (I) and Cs (I) undergo ion exchange during the adsorption process, which is consistent
with the surface scan and infrared results. Among them, the content of Cs (I) was 15.75%.

3.12. XRD analysis before and after adsorption

The XRD pattern of TNS is shown in Figure 6. Before adsorption, three distinct characteristic peaks appear at
20=19.6° 26.8° and 47.6°, which belong to the crystal titanate diffraction. TNS is composed of triad [TiOg| octa-
hedrons, interlaminar Na (I) and H (I), and interlaminar Na (I) or H (I) are its main adsorption sites. 20 =9.6° is
the interlaminar diffraction peak of titanate, indicating the existence of an intermediate interlayer (Liu ef al
2013). After adsorption, the peak intensity at 260 =9.6° decreased significantly, indicating that the adsorption
intensity of TNS decreased, and the interlayer Na (I) and Cs (I) exchanged ions. In addition, 26 =26.8 ° of the
characteristic peak of sodium titanate was weak, which says that the content of Na (I) reduced (Lee et al
2008), showing that the TNS Cs (I) is the main adsorption mechanism of ion exchange.
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Figure 5 | SEM and EDS image of TNS (a) before adsorption and (b) after adsorption, EDS total spectra of TNS (c) before
adsorption and (d) after adsorption.

3.13. XPS analysis before and after adsorption

According to XPS spectra (Figure 7(a)), before adsorption, characteristic peaks of Na, O and Ti appeared in the
range of 400-1,100 eV, and these three elements were the main elements of TNS. As shown in Figure 7(b), the
peaks located at 457.98 eV and 463.68 eV are Ti-O and Ti-Ti bonds respectively. Through the strength of
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Figure 6 | XRD spectra of TNS before and after Cs (l) adsorption.
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Figure 7 | XPS spectra of TNS, (a) overall spectra (b) Ti 2p peaks (c) O 1s peaks (d) Cs 3 d peaks.

the peak, it can be inferred that there are more Ti-O bonds, and the difference between the two bonds is 5.7 eV.
The O 1s spectrum is shown in Figure 7(c). The main peak of 529.9 eV was assigned to Ti-OH, and the peaks of
529.36 eV and 530.6 eV corresponded to Ti-O and Na,TizO- respectively (Liu ef al. 2021). After adsorption, O
and Ti, two kinds of element characteristic peak positions and intensities did not significantly change, but the
element characteristic peak of Na significantly weakened, and in the 722.68 eV and 736.68 eV bimodal charac-
teristics (shown in Figure 7(d)). The above suggests that Na (I) in the TNS and solution of Cs (I) has an ion
exchange function, and the structure of the TNS before and after reaction shows almost no change.
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Figure 8 | TNS and CS (I) ion exchange schematic.

3.14. Regeneration and reusability of TNS

Recycling performance is an important factor in evaluating TNS adsorption performance in practical application.
In the adsorption-desorption experiment, 0.5 M NaOH was used as the eluent to desorb Cs (I) from TNS. Five
cycles of adsorption-desorption were repeated with the same sample of adsorbent. As can be seen from Figure
S3, after five adsorption-desorption cycles, the removal rate of Cs (I) dropped from the initial 87.95% to
81.54%, and the adsorption performance did not significantly decline. The results show that TNS can be used
as an efficient adsorbent for Cs (I).

4. CONCLUSION

The layered titanate nanometer sheet (TNS) adsorbents were prepared by controlling the process conditions of
hydrothermal synthesis. TNS to Cs (I) has a larger adsorption capacity, at the pH =5.00 + 0.05, Co= 10 ppm
and Crns = 0.1 g/L the removal rate reached 88%. The TNS on Cs (I) adsorption process can be divided into
fast adsorption (0-10 min), slow adsorption (10-20 min) and equilibrium adsorption; three stages. After the
rapid adsorption stage, the removal rate can reach over 85%, and the adsorption equilibrium can be reached
at around 20 min, which is most consistent with the quasi-second-order kinetic model, R? = 0.9998, indicating
that the reaction is a heterogeneous diffusion process. A TNS Cs (I) process in line with the Langmuir adsorption
model is proposed, showing the TNS to Cs (I) adsorption is monolayer adsorption, with no interaction between
adsorbate molecule, energy is uniformly distributed on the surface adsorption material. Langmuir model fitting to
get the maximum adsorption capacity of Cs (I) of 200.00 mg/g. FTIR and SEM-EDX characterization results
showed that Na element was involved in the adsorption process. TNS XRD and XPS spectra showed that inter-
layer Na (I) and Cs (I) ion exchange action results in the decrease of the content of Na (I), so the TNS to Cs (I) is
the main adsorption.
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