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Highly-efficient removal of Pb(i), Cu(n) and Cd(n)
from water by novel lithium, sodium and potassium

titanate reusable microrods+

Monika Motlochova, 12 *2° Vaclav Slovak,© Eva Plizingrova,? Sven Lidin® and Jan Subrt®

In this work, we report on the efficient removal of heavy metal ions with nanostructured lithium, sodium and

potassium titanates from simulated wastewater. The titanates were obtained via a fast, easy and cost

effective process based on extraction of sulfate ions from the crystals of titanyl sulfate and their
replacement with hydroxyl groups of NaOH, LiOH and KOH solutions leaving the Ti—O framework intact.

The as-prepared titanates were carefully examined by scanning and transmission electron microscopy.

Furthermore, the effect of contact time, pH, annealing temperature, together with adsorption in real

conditions including competitive adsorption and reusability were studied. It was found that the
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maximum adsorption capacity, as calculated from the Langmuir adsorption model, is up to 3.8 mmol

Pb(i) per g, 3.6 mmol Cu(i) per g and 2.3 mmol Cd(i) per g. Based on the characterization results,
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1. Introduction

All over the world, the pressure on industries for reduction of
heavy metals in water is on the rise. Disposal of wastewater is
one of the most pressing issues in the world, as such effluents
usually contain considerable amounts of heavy metal ions such
as Pb(u), Cd(u), Cr(vi), Hg(u), and Ni(u).*® One of the fields of
interest in this area focuses on environmental clean-up,’™
mainly the quality of public health and drinking water.

There are various methods of removing metals from water,
including chemical precipitation, electrochemical or adsorp-
tion methods.”” Nanoparticles could be another alternative
option as a sorbent of metallic contaminants. Their larger
surface area translates into larger sorption capacity, ie.
decrease in the required sorbent volume resulting in less waste
in need of disposal. Furthermore, the smaller the particle size
the larger the surface of an unsaturated system with more
functional groups available, thus, leading to more reactivity and
possibly a nanometric effect with particles smaller than
20 nm." Therefore, it has been proposed that they have high
adsorption capacity.*®
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a possible mechanism for heavy metal removal was proposed. This work provides a very efficient, fast
and convenient approach for exploring promising materials for water treatment.

Titanium dioxide and different titanates are among the
materials that are often mentioned in this context due to their
outstanding properties.**>**>* Recently, mesoporous TiO, has
attracted great attention due to its large surface area, which
significantly increases its adsorption capacity potential. Its
solubility is negligible and the zero charge point at neutral pH
allows the adsorption of metal ions to TiO, over a wide range of
pH and ionic strengths.** The titanium dioxide nanoparticles
have shown to be effective as sorption agents," nevertheless,
with the drawback of forming stable dispersion in the aqueous
medium resulting in a very difficult, almost impossible sepa-
ration from an aqueous medium.* Layered titanate nanotubes
prepared by the hydrothermal method possess flexible inter-
layer distances, high cation exchange capacity, high surface
area and high density of functional hydroxyl group on the
surface.*?**?%2¢ The basic mechanism is expected to be the ion
exchange®*® even though other mechanisms are also possible
(e.g. complexation).

Conventionally, anatase nanoparticles and their aggregates
are prepared by sol-gel methods® or by precipitation from an
aqueous medium.***”*®* Despite the clear benefits of these
methods to the preparation of titanium dioxide nanoparticles
with controlled properties, they also present a drawback in the
form of high input requirements, therefore, rendering it
expensive for large scale use and with product properties being
often sub-optimal. Among other general limitations in use of
nanoparticles, we can state e.g. longevity, stability, toxicity or
recovery.

Hydrous titanium oxide usually prepared by mixing titanyl
oxalate or TiCl, solutions with sodium hydroxide was suggested

This journal is © The Royal Society of Chemistry 2020
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as effective sorbent for heavy metals or radionuclides many
years ago.” Inorganic ion-exchange materials, particularly,
titanium(wv) hydroxides have been widely studied for purifica-
tion of liquid radioactive waste and outflows, which contain
heavy nonferrous metals.*® Ion-exchange properties of these
materials depend on their morphology and surface properties.
The analysis of literature sources concerning the inorganic
titanium ion exchanger showed that many of the synthetic ways
are based on deposition of amorphous precipitates using the
sol-gel method. The synthetic process includes several stages
like formation of titanium(iv) hydro(oxo) complexes, the
formation of multinuclear complexes, the growth of polymeric
particles with the sol formation, and coagulation of initial
colloid particles with gel formation. In such unstable systems it
is complicated to control the system and to maintain stable
properties of products. An uncontrolled synthesis, proceeding
without the supervision of the solid phase formation rate, leads
to the irregularity of phase and dispersive composition and has
a negative influence on the characteristics of the final products.
The regulation of the titanium containing ion exchanger
synthesis is even more difficult when concentrated acidic tita-
nium solutions, particularly, the solutions of titanium(v)
sulphates, are used. In addition, it is known that the titanium
oxide compounds form stable, practically unfilterable colloids
in the aqueous medium that are difficult to separate.** This also
complicates the use of titanium oxides as sorbents for both
radionuclides and heavy metals. Thus, the development of an
inexpensive titanium hydroxide-based sorbent, characterized by
high sorption capacity, aqueous stability and easy separation
from the aqueous environment, is still a significant problem.

Our group has previously prepared rod-shaped titania
material precipitated by aqueous ammonia and tested it as an
adsorbent for radionuclides.** Following the general demand
for preparation of heavy metal adsorbents, the group efforts
focused on tailoring suitable modifications of this material.

In the present work, various titanate nanostructures with
different precipitation agents were synthesized in a low-cost
and input efficient manner and their application as adsor-
bents for the removal of heavy metal ions was studied.

2. Materials and methods

2.1. Synthesis of metatitanates

Based on alkaline controlled hydrolysis, three types of titanium
dioxide materials with different ratio of Li : Ti,Na : Tiand K : Ti
were prepared according to the following procedure:**** 100 mL
of cooled distilled water was mixed with 50 g of ice and
appropriate amounts of hydroxides (see Table 1; Penta Czech
Republic), afterwards 4.80 g of titanyl sulfate dihydrate (Sigma
Aldrich) was added to the cold alkaline solution. The resulting
suspension was stirred for 120 min. Then, the suspension was
decanted twice and filtered off. Finally, the solid product was
dried at room temperature (RT).

This journal is © The Royal Society of Chemistry 2020
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2.2. Characterization of the products

The following methods were used for morphological, structural,
and chemical characterization of the product: scanning elec-
tron microscopy (SEM/EDS), transmission electron microscopy
(TEM/EDS), X-ray diffraction (XRD) and atomic absorption
spectroscopy (AAS). Details including experimental conditions
are described in ESI{ - Characterization methods.

2.3. Adsorption experiments

To investigate the removal capacity of the metatitanates, toxic
metal ions such as Pb(u), Cu(u) and Cd(u) ions in water solution
were used. A series of systematic experiments has been per-
formed to examine the removal of heavy metals.

For kinetic measurements, approximately 0.1 g of sample
was mixed with 50 mL of 10 mmol L™" solution of Pb(NOs),,
Cu(NO3), or Cd(NO3), and put on a shaker at RT while the time
was measured. Nine samples (0.5 mL) were taken from each
mixture during the experiment (10-1440 min) and the concen-
tration of heavy metal was determined by AAS.

Equilibrium experiments for the determination of the heavy
metal ijons adsorption and alkali metal ions desorption
isotherms were performed by adding 0.1 g of the adsorbent into
50 mL of Pb(NOs),, Cu(NOj3), or Cd(NO3), aqueous solutions
with concentration range of 0.5-10 mmol L' and shaken for 24
hours. The solid residue was filtered off and the concentration
of metal ions (heavy metal and appropriate alkali metal) in
solution was determined by AAS.

The pH values of solutions after adsorption were determined
between 6.3-7.1 in case of Pb(u), 7.1-7.9 in case of Cu(u) and
6.9-7.6 in case of Cd(m).

The adsorbed amount of heavy metals was calculated by
using the following equation:

(C()—(,‘e) x V
m

where a is the adsorbed amount (mmol g™ '), ¢, is the initial
concentration of used solution of heavy metal cations (mmol
LY, c. is the equilibrium concentration (mmol L™%), V is the
volume of a solution (L) and m is the weight of a used adsorbent
(8)-

The equivalent desorbed amount of alkali metals ions was
calculated by using:
. xV

m

d=

where d is the desorbed amount (mmol g %), c. is the equilib-
rium concentration of alkali metal cations (mmol L"), V is the
volume of a solution (L) and m is the weight of a used adsorbent
(8)-

The equilibrium adsorption isotherms were analysed by
using the Langmuir model:

Ce X Ay X Ky

1+Ce><KL

where a,,, (mmol g ) is the adsorption capacity, a (mmol g ') is
the amount of adsorbed metal at the equilibrium concentration
¢ (mmol L") and Ky, is the Langmuir constant.

RSC Adv, 2020, 10, 3694-3704 | 3695
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Alkaline Amount of alkaline (mol) pH of resulting suspensions Sample name
LiOH 0.07 8 TIG-5 mL-LiOH
0.21 10 TIG-15 mL-LiOH
NaOH 0.07 9 TIG-5 mL-NaOH
0.21 11 TIG-15 mL-NaOH
KOH 0.07 9 TIG-5 mL-KOH
0.21 12 TIG-15 mL-KOH

The influence of pH on sorption was studied by preparing
solutions of metal ions at 10 mM wherein the pH levels were
adjusted to fixed values with 5% HNO; and 5% NaOH. 0.1 g of
adsorbent was added into the individual solutions and equili-
brated for 24 h before analysis of adsorbed amounts in aqueous
phase. Afterwards, the pH was measured and, if necessary,
adjusted again to the fixed value and the procedure was
repeated.

In order to determine the influence of annealing tempera-
ture on the prepared samples and the resulting sorption
capacity of heavy metal ions, appropriate portions of each
sample were annealed at 300 °C, 450 °C, 600 °C and 1000 °C, in
argon, heating rate 10 °C min™".

A batch of experiments to determine the effect of real sample
conditions was performed to compare the adsorption behaviour
in distilled and tap water. Approximately 0.1 g of the sample was
mixed with 50 mL of 10 mmol L' solutions of Pb(NOj;),,
Cu(NOs), or Cd(NO3), in distilled, resp. tap water and put on
a shaker at RT, equilibrated for 24 h and adsorbed amounts
were determined by AAS.

Measurement of competitive adsorption was performed in
solution containing Pb(NO3),, Cu(NO;), and Cd(NO;), in
1:1:1 ratio with total concentration 10 mmol L. Approxi-
mately 0.1 g of the sample was mixed with 50 mL of this solu-
tion, put on a shaker at RT, equilibrated for 24 h and adsorbed
amounts were determined by AAS.

The reusability of materials was tested by washing the
already used in adsorption material in solution of NaOH for 2
hours and then, the adsorption experiment was performed
again. Approximately 0.1 g of the sample was mixed with 50 mL
of 10 mmol L' solutions of Cu(NO;), in distilled water and put
on a shaker at RT, equilibrated for 24 h and adsorbed amounts
were determined by AAS.

All the adsorption experiments were repeated twice and the
average values are presented.

3. Results and discussion

3.1. Characterization of the rod-shaped nanostructures

A typical morphology as obtained by SEM is shown in Fig. 1. The
starting material is composed of rod-shaped crystals with
a length of about 10-15 pm and diameter of 2 pm. The basic
shape of the particles of titanyl sulfate remained unchanged
throughout the controlled hydrolysis process which is in good
agreement with the data for rods immersed into ice-cold

3696 | RSC Adv, 2020, 10, 3694-3704

concentrated aqueous ammonia published earlier.**** The
XRD patterns of the metatitanates (not shown) were identical to
those reported in previous literature,® the diffraction patterns
obtained in this study did not exhibit any peaks assignable to
impurity phases and showed that the prepared materials are
amorphous (Fig. S1}) as described in detail in the thermoana-
Iytical study.*

The total content of alkali metals in prepared materials was
determined by dissolving 0.1 g of samples in 50 mL of
concentrated HNO; under heating and analysing the obtained
solution by AAS. The results are summarized in Table 2 and
show that the higher the amount of hydroxide used for the
synthesis, the higher amount of alkali metal in the prepared
sample.

TEM investigation (Fig. 2) of materials used for the adsorp-
tion revealed that the morphology of titanyl sulfate rods used in
the syntheses is well preserved in the transformed amorphous
samples including, e.g. laminar structure and other details.*
The amorphous character of the material is demonstrated by
the corresponding electron diffraction pattern with only very
broad diffraction rings. The TEM/EDS spectra (20 measure-
ments were taken for each material) of materials before sorp-
tion experiments show that Na and K (Li can't be detected by
EDS) are homogeneously distributed in samples and the
amounts are in good agreement with the results determined by
the extraction in nitric acid (Table 2).

Decreasing trend of alkali metal content (in mmol g ') in
series Li > Na > K is in agreement with increasing ionic radii.
Small Li* cation can be more easily accommodated in the
cavities of titanate structure and its amount corresponds to
stoichiometry Li; ,5TiO, ¢25. On the contrary, the molar portion
of heavier alkali metals is much smaller corresponding to
Nag 4;TiO05035 and Ky ,6TiO, 13, respectively. Thus, the
increasing mass and size of alkali metal ion used for prepara-
tion shifts the composition of final material closer to pure TiO,
while the use of LiOH lead to almost stoichiometric lithium
titanate.

3.2. Adsorption experiments

3.2.1. Effect of contact time. Firstly, the sorption of Pb*",
Cu**, and Cd** on the amorphous metatitanates was investi-
gated by determining the effect of contact time. It is well known
that two mechanisms are responsible for metal sorption on
titanates: ion-exchange and surface complexations.*>*° It is also
believed that the rate constant of adsorption is of great

This journal is © The Royal Society of Chemistry 2020
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Fig. 1 SEM micrographs of adsorbents obtained by the controlled hydrolysis, TIG-5 mL-LiOH (al), TIG-5 mL-NaOH (bl), TIG-5 mL-KOH (c1),

TIG-15 mL-LiOH (a2), TIG-15 mL-NaOH (b2), TIG-15 mL-KOH (c2).

Table 2 Properties of tested materials

Content of alkali metal

Sample Alkali metal mgg " mmol g~*
TIG-5 mL-LiOH Li 58.2 8.36
TIG-15 mL-NaOH 127.5 18.35
TIG-5 mL-NaOH Na 134.1 5.61
TIG-15 mL-NaOH 179.3 7.54
TIG-5 mL-KOH K 136.6 3.42
TIG-15 mL-KOH 151.8 3.89

importance in the waste water treatment by adsorption as the
contact time between the adsorbate and the adsorbent directly
affects the operation cost (faster adsorption enables lower cost
of use in real-world environment).®

The dynamics of adsorption process is shown in Fig. 3.
Results show that the adsorption rate of materials towards all
the tested heavy metals is comparable. The time necessary to
reach the equilibrium is in range of 6-8 hours from the initial
contact of adsorbents with the solution containing heavy metal
ions which is faster than for titania nanoflowers,* zeolite iron
composites®” or zeolites**** but also much slower than for
titania nanotubes*’ where only 120 min were necessary to reach
the equilibrium. Based on the kinetic experiments the contact
time of 24 h was used for further equilibrium adsorption tests.

This journal is © The Royal Society of Chemistry 2020

3.2.2. Adsorption isotherms of heavy metals and desorp-
tion isotherms of alkali metal cations. The adsorption
isotherms of heavy metal ions on prepared materials are pre-
sented together with desorption isotherms of alkali metals.
Equilibrium data for metal adsorption are shown in Fig. 4.

Materials precipitated with LiOH (Fig. 4(al)) and NaOH
(Fig. 4(b1)) present themselves as ion exchangers, ie. the
amount of adsorbed Pb(u) is nearly equivalent to the amount of
desorbed alkali metal. This exchange is characterized by the fact
that only a portion of the alkali metal is utilized while the
remainder of the alkali metal is firmly incorporated into the
titanate structure and the exchange capacity has, therefore,
significant limitations due to this characteristic. The results
achieved with the TIG-KOH (Fig. 4(c1)) show a behaviour quite
different to the previously mentioned sorbents. Unlike the
aforementioned partial alkali metal exchange, the TIG-KOH
material desorbed and substituted almost all of the present
K(1) ions by their Pb(u) equivalent during the adsorption process
(compared with Table 2). In addition, compared to a standard
ion exchange, the TIG-KOH material adsorbs more Pb(u) ions,
therefore, a different way of binding has to be considered, e.g.
complexation. Niu et al. have attributed this behaviour to the
formation of anionic negatively charged surface complexes.**

Comparison of the experimental data with the theoretical
Langmuir isotherm enables a determination of adsorption
capacities of tested materials for Pb(u) and maximal desorbed
amount for alkali metals (Fig. 5(a)). The Langmuir adsorption

RSC Adv, 2020, 10, 3694-3704 | 3697
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Fig.2 TEM/ED/EDS observations of TIG-5 mL-LiOH (al and a2), TIG-5 mL-NaOH (b1 and b2) and TIG-5 mL-KOH (c1 and c2) before adsorption
tests of lead.

capacities of prepared materials have increased in series TIG-
NaOH < TIG-KOH < TIG-LiOH. The maximum adsorbed
amounts for Pb(u) as calculated from the Langmuir adsorption
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TIG-15 mL-LiOH (a2), TIG-15 mL-NaOH (b2), TIG-15 mL-KOH (c2).
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0.51 mmol g~ *),* amorphous titanate (0.71, 0.51 and 0.54 mmol
27 or zeolites (0.08 and 1.6 mmol g~ *).1938

By the experiments with copper and cadmium, it was proved
that all three types of materials behaved as ion-exchangers, the
amount of adsorbed copper (Fig. 4(a2, b2 and ¢2)) and cadmium
(Fig. 4(a3, b3 and ¢3)) corresponded or was little higher than the
amount of desorbed alkali metal. When comparing the influ-
ence of concentrations of alkali hydroxide during the synthesis,
resp. the amount of alkali metals incorporated in the material,
with the adsorbed amount of heavy metal, it seems that the
amount of available alkali metal does not have a significant
influence on the amount of adsorbed copper or cadmium with
the exception of the TIG-5 mL-LiOH which is an unsuitable
sorbent, the adsorbed amount is negligible.

The maximum adsorbed amounts for Cu(u) as calculated
have increased in series TIG-NaOH < TIG-KOH < TIG-LiOH, in
good agreement with data observed in adsorption experiments
with lead. The maximum adsorbed amounts are 3.6 mmol g ",
2.3 mmol g~ " and 2.7 mmol g~ for materials precipitated with
LiOH, NaOH and KOH, respectively. It is apparent that the
adsorption capacities are larger than those of titanate
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Table 3 Comparison of adsorbed amounts of heavy metals (in mmol
g~ 1) performed in distilled and tap water

Adsorbed
amount of
Pb(u) in water

Adsorbed
amount of
Cu(u) in water

Adsorbed
amount of
Cd(u) in water

Sample Distilled Tap Distilled Tap Distilled Tap
TIG-5 mL-LiOH 2.4 2.2 03 0.2 0.1 0.0
TIG-15 mL-NaOH 3.8 3.7 3.6 3.1 2.1 1.8
TIG-5 mL-NaOH 2.9 2.8 2.3 1.8 2.1 1.9
TIG-15 mL-NaOH 2.8 2.7 23 1.9 22 2.1
TIG-5 mL-KOH 2.9 2.9 1.5 1.3 1.8 1.4
TIG-15 mL-KOH 3.1 3.0 2.2 2.0 23 2.1

nanotubes (2.0 mmol g~ * (ref. 23)) or hydroxotitanate (0.9 mmol
g~ (ref. 36)). These results indicate that prepared adsorbents
can be considered as promising adsorbents for removal of
copper from water.

The maximum adsorbed amounts for Cd(u) as calculated
from the Langmuir adsorption model are 2.2 mmol g,

Fig. 6 SEM/EDS mapping of oxygen, titanium and lead in TIG-5 mL-LiOH (a), TIG-5 mL-NaOH (b) and TIG-5 mL-KOH (c) after adsorption tests

of lead.
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Fig.7 Comparison of competitive behaviour of TIG-LIOH, TIG-NaOH
and TIG-KOH towards solution containing Pb(i), Cu(i) and Cd() in ratio
1:1:1
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2.2mmol g~ " and 2.3 mmol g~ (NaOH < TIG-KOH < TIG-LiOH).
It is apparent that the adsorption capacities are larger than
those of titanate nanotubes (2.1 mmol g ' (ref. 40)). These
results indicate that prepared adsorbents can be considered as
promising adsorbents for removal of cadmium from water.

The adsorption capacity for heavy metals was compared to
desorbed amount of alkali metal and the total amount of alkali
metal available (Fig. 5). Based on the results it can be concluded
that the mechanism of sorption is ion-exchange. These prom-
ising results are an opening to possible applications of these
sorbents compounds into remove heavy metals from contami-
nated water.

In real-life applications, the reusability of prepared samples
is crucial. Therefore, the wash-out of copper adsorbed in the
materials was repeatedly tested (by cycling). It was concluded
that the materials are recyclable, the copper adsorbed in the
sample can be easily removed from the material by washing out
in sodium hydroxide with a slight decrease (up to 5%) in uptake
in the consequent cycles.

By mapping of samples by SEM/EDS analysis after adsorp-
tion tests it was proved that the heavy metals are homogenously
distributed in the sample in all rods as can be seen in Fig. 6 for

Fig.8 SEM/EDS mapping of lead (cyan dots), copper (orange dots) and cadmium (magenta dots) of rods after competitive experiments in TIG-5

mL-LiOH (a), TIG-5 mL-NaOH (b) and TIG-5 mL-KOH (c).

This journal is © The Royal Society of Chemistry 2020
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lead sorption experiment for TIG-5 mL-LiOH, TIG-5 mL-NaOH
and TIG-5 mL-KOH (other materials — see ESI, Fig. S2 and S37).

The influence of the equilibrium pH on the uptake of heavy
metals was studied in range between 2-8 as described in detail
in ESL. As shown in Fig. S4,7 the sorption capacity increased
with increasing pH.

The thermal decomposition of prepared materials has been
already described.** It was discovered that the materials are
amorphous up to crystallization into mixtures of anatase and
titanates. The influence on annealing temperature on sorption
of radionuclides on titania materials showed that the higher the
annealing temperature the lower the adsorbed amount.*

In this study, the observation revealed very similar results as
can be seen in ESL.f An increase in the annealing temperature
led to a decrease in the adsorbed amount of heavy metal ions
(Fig. S57), therefore, the materials are not suitable for adsorp-
tion experiments when crystalline.

Real samples have an inherent presence of several inorganic
ions which can interfere with heavy metal ion adsorption. For
this reason, the influence of common cations and anions
present in tap water (for composition see ESI, Table S1f) on
heavy metal uptake was investigated and summarized in Table
3. The decrease of adsorption capacity of all three samples
towards Pb(u), Cu(u) and Cd(u) ions was observed.

Based on the presented results, it can be concluded that the
effect of interfering ions on the heavy metal uptake is not very
significant, therefore, the prepared samples are meant to be
suitable sorbents for sorption of Pb(u), Cu(un) and Cd(u) from
drinking water.

The measurement of competitive adsorption showed that
the lead ions are adsorbed preferably in all tested sorbents. The
amount of adsorbed amounts decreases in series Pb(u) > Cd(u) >
Cu(n) as can be seen in Fig. 7. The competitive behaviour can be
explained by decreasing hydrated ion radii** which decreases in
the same series 1.20 > 0.96 > 0.62 A. To confirm these results
mapping of samples was conducted after the aforementioned
procedures. Results confirmed that the adsorbed amount of
heavy metals towards prepared rods decreases in series Pb(u) >
Cd(u) > Cu(u), while being homogenously distributed among
rods (Fig. 8).

4. Conclusions

Amorphous lithium, sodium and potassium metatitanates were
successfully synthetized, characterized and used as adsorbents
for the removal of heavy metals from natural water.

The adsorption rate of each heavy metal ion was quite low,
the equilibrium was reached in about 8 hours. The maximum
amounts of Pb(u), Cu(u) and Cd(u) were detected in pH range of
5-8. The study on equilibrium showed that the Langmuir model
was the most appropriate and the adsorption capacities were in
range of 2.4-3.8 mmol Pb(u) per g, 0.3-3.6 mmol Cu(u) per g and
0.1-2.3 mmol Cd(un) per g. It was discussed that the interfering
ions from drinking water do not have any significant impact on
the adsorbed amount and the competitive behaviour was also
described. The influence of annealing temperature of prepared

3702 | RSC Adv, 2020, 10, 3694-3704
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materials on Pb(u), Cu(u) and Cd(u) showed that the higher the
annealing temperature the lower the adsorbed amount.
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