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ARTICLE INFO ABSTRACT

Several methods for the synthesis of anatase TiO, have been reported in the literature. In particular, the mi-
crowave-assisted hydrothermal crystallization of Ti-peroxocomplexes has enabled the phase and morphological
control of TiO, nanoparticles by adjusting the synthesis conditions, such as pH, time and temperature, with
significant increase in the reaction rate compared to the conventional sol-gel techniques. In this paper, we
uncover the mechanism involved in the formation of anatase TiO, nanoparticles from the Ti-peroxo complex
precursor route. Structural characterizations (XRD, Raman, TEM and XANES) revealed that the Ti-peroxo
complex precursor exhibits a titanate-like structure, comprised of bulk NH,* ions and surface peroxo groups.
The NH,* ions release during hydrothermal treatment is determining on the anatase TiO, nanoparticle for-
mation, which occurs concomitantly with the decomposition of peroxogroups. UV-induced dye photodegrada-
tion tests involving the Ti-peroxo complex precursor and TiO, nanoparticles showed that the precursor is not
able to form hydroxyl radicals that are the main chemical species responsible for the dye photodegradation,
despite the presence of peroxo groups at its surface. The results herein highlight the mechanism involved in the
formation of anatase TiO, nanoparticles, which could assist in the development of new synthesis approaches
based on Ti-peroxocomplex precursors.
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chemistry principles to obtain the required TiO, phase and, from an
environmental point of view, water-soluble complexes have proved to

1. Introduction

Nanoparticle growth mechanisms have received much attention due
to the importance of controlling the size and morphology of nano-
particles for specific applications [1]. Various synthesis approaches
have been developed for the tailoring of advanced materials, amongst
them, the oxidant peroxide method (OPM), which consists in the for-
mation of a metal:hydrogen peroxide complex and its further de-
gradation under controlled conditions [2]. OPM has been successfully
applied for the synthesis of different materials, such as TiO, [3], V-
doped TiO, [4], BiVO, [5,6], PbTiO; [7], PbHfO; [8], Nb,Os [9,10],
V,05 [11], WO3 [12], NayVe0,6.3H,0 [13] and BisTisO1, [14]. Na-
noparticles having different sizes, morphologies and surface features
can also be prepared through OPM [15,16].

Current researches have focused on synthesis routes based on green
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be very promising for the synthesis of titania [17]. Specifically for TiO,,
highly concentrated Ti(IV)/H»O, aqueous solutions exhibit an intense
yellow color, which is characteristic of Ti-peroxo complexes [18]. The
H,0, excess is necessary to stabilize the solution, but H,O, tends to
decompose, resulting in O, evolution. When most H,05 is consumed, a
yellow gel is formed spontaneously [19]. The OPM has been applied for
the obtaining of TiO, in different phases, from rutile TiO, in acidic
environment to titanate structures in mild basic conditions [20].
Although the Ti-peroxo complex is well-described in the literature
[21], the TiO, formation mechanism as well as the phase control
through this approach are still unclear [17]. Aspects related to the
synthesis parameters are commonly controversial. For instance, TiO,
crystallization is pH-sensitive, and since the Ti-peroxo complex
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preparation requires the use of ammonium solution, especially when
metallic Ti is used, the pH control over the crystallization step becomes
a difficult issue. In this sense, the use of solid precursors (precipitated
compounds) dispersed in a medium with neutral or constant pH is a
suitable way to attain a controllable synthesis environment, as pro-
posed by Ribeiro et al. [20].

Despite the OPM-based synthesis of TiO, has been studied
[15,20,22], the crystal growth mechanism from the solid precursor has
not been elucidated yet. In this paper, we used the microwave-assisted
hydrothermal synthesis to study the precursor evolution towards ana-
tase TiO». The microwave-assisted hydrothermal treatment was applied
due to the easy control of time and temperature and the increased re-
action rate [23], thus enabling a deep control on the intermediate re-
actions by quenching the synthesis at specific times. Therefore, the
understanding on the crystallization of the peroxo titanium complex at
molecular level makes possible the control of polymorphs and mor-
phology in TiO, nanoparticles, which are important aspects for opti-
mized performances and establishment of clear morphology-property
correlations [24].

2. Experimental
2.1. Synthesis

Titanium peroxo complex was prepared according to a previous
report [20]. In a typical synthesis procedure, 1.0 g of metallic Ti powder
(99.7%, Aldrich) was added to 240 mL of H,O, mixed (28%, Synth)
with 80 mL of NH,OH (34%, Synth). The suspension was kept in an ice-
water bath until the complete Ti dissolution, resulting in a transparent
yellow colored soluble peroxocomplex solution. To obtain the powder
precursor, the solution was heated until boiling and then immersed in
an ice-water cooling bath. The resulting precipitate was kept under
magnetic stirring overnight to release the H,O, and NH; excesses and
further freeze-dried to obtain the peroxo ammonium titanate precursor
powder, termed as PAT.

The crystallization process was carried out by preparing a PAT
suspension in water at concentration of 2 gL~ ' (natural pH = 8.0). The
microwave-assisted hydrothermal synthesis was performed in a CEM
Discover reactor. The PAT suspension was transferred to a 10 mL glass
tube and sealed with a Teflon® cap. The synthesis in the microwave
oven was performed with a microwave irradiation source consisting of
a magnetron tube operating at 2.45 GHz. The microwave heating pro-
tocol was initiated by increasing the power to 90 W in order to heat the
solution to 170 °C. After the heating ramp, the reaction temperature
was kept constant and the reaction times were changed from 2 to
60 min. After the required time, the reaction was stopped by thermal
quenching by a compressed air flow. The pressure and the temperature
were controlled by a pressure sensor and an IR thermometer, respec-
tively. During the hydrothermal treatment, the solutions were stirred by
a magnetic stir bar to ensure high thermal and chemical homogeneity.
In order to ensure reproducibility, the heating up and cooling down
periods were kept identical for all samples. After the hydrothermal
treatment, the precipitate was centrifuged, washed twice with ethanol
and dried at 60 °C. The samples were identified according to the hy-
drothermal treatment time. The same process was employed for the
treatment in benzyl alcohol, which was carried out in order to infer
about the mechanism followed by the sample during crystallization.

2.2. Characterizations

Powder X-ray diffraction (XRD) patterns were measured (at room
temperature) on an X'Pert Pro (PANalytical B.V.) powder diffractometer
operating with Cu Ka radiation (45kV, 40 mA) in the reflection mode.
Additionally, XRD measurements were also performed at different
temperatures using the heating system (TTK-450) in a Shimadzu dif-
fractometer XRD — 6100. This system was used to heat the sample in
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order to study the influence of temperature on the crystal structure. In
this way, the XRD patterns were obtained for PAT at ambient tem-
perature and heated at 250 and 300 °C. Raman spectroscopy was per-
formed with a FT-Raman Bruker RFS 100/s, using the 1063 nm line of
YAG laser. Attenuated total reflectance-infrared (ATR-IR) spectra were
recorded on a Bruker Alpha FT-IR spectrometer with diamond ATR
optics. The thermal properties of the samples were studied by ther-
mogravimetric (TG) analysis, which was performed in a TA Q500
thermal analyzer (TA Instruments, New Castle, DE, USA). Sample
(10.0 * 1.0mg) was heated in air atmosphere flowing at 60 mL min ~*
and the heating rate was 10 °C.min ~ . Differential scanning calorimetry
(DSC) was performed with a Q Series DSC Q800 (TA Instruments).
Samples were weighed (8.0 + 1.0mg) in aluminum pans, which were
sealed and heated at a rate of 10°C.min"' until 350 °C. An empty
aluminum pan was used as a reference. .

XANES (X-ray Absorption Near Edge Structure) spectra were mea-
sured at the titanium (Ti) K-edge using the DO4B-XAFS1 beam line with
Si (111) channel-cut monochromator at the Brazilian Synchrotron Light
Laboratory (LNLS). In brief, the Ti K-edge XANES spectra were col-
lected from samples deposited on polymeric membranes in transmission
mode at room temperature. The spectra were measured from 40 eV
below and 150 eV above the edge, with an energy step of 0.3 eV near
the edge region, where the energy calibration of the monochromator
was checked using a Ti metal foil as a reference. To study the XANES
spectra of the samples, the TiO, (anatase) and potassium titanate ob-
tained as previously described [25], were employed as reference com-
pounds.

Morphological analyses were performed with a LEO 1530 Gemini
scanning electron microscope (SEM) operating at 5kV. Conventional
TEM and high-resolution (HR-TEM) studies were conducted on an
image aberration-corrected FEI Titan-Cube microscope running at
300kV, equipped with a Cs corrector (CETCOR from CEOS GmbH).
Samples were prepared by dropping particle suspensions on a copper
grid which was further allowed to dry in air.

2.3. Photocatalysis tests

To evaluate the photocatalytic performance of the synthesized ma-
terials, 3.0mg of sample were immersed in 20mL of an aqueous
Rhodamine B dye (RhB) solution (5.0 mgL’l), which was further
transferred to a photo-reactor equilibrated at 20 °C and illuminated by
six UVC lamps (TUV Philips, 15 W each - total power: 90 W, maximum
intensity at 254 nm). The RhB degradation was monitored by recording
the UV-vis spectrum (Shimadzu-UV-1601 PC spectrophotometer,
Amax = 554 nm) at different times of UV exposure [26].

The hydroxyl radical formation rate was determined from the de-
tection of 2-hydroxyterephthalic acid, a highly fluorescent product
formed by the reaction between hydroxyl radicals and terephthalic acid
formed during UV irradiation [27]. For this analysis, sample suspen-
sions with concentration of 100 mgL.~' were prepared in an aqueous
solution of terephthalic acid (4.7 x 10~ * molL™") (CgHgO4 - Aldrich,
98% purity) and NaOH (2.4 X 102 molL™') (Isofar, 98% purity).
Aliquot parts of the suspension were placed in a fluorimeter with
controlled temperature and magnetic stirring (Jasco FP-8500 - Xenon
short arc lamp from Ushio - Jasco parts center, Model UXL-159 - with
150 W) and constantly illuminated with the light source of the spec-
trophotometer set a wavelength of 315 nm. The spectra were collected
every 60 s, and the hydroxyl radical formation rate was assessed by the
change of the PL intensity at 425nm emitted from the 2-hydro-
xyterephthalic acid excited by the same spectrophotometer light source
(A = 315nm). The peak intensity attributed to 2-hydroxyterephthalic
acid is proportional to the hydroxyl radical concentration. The plot of
fluorescence intensity vs UVC irradiation time is a straight line whose
slope, identified as koy, is directly proportional to the hydroxyl radical
formation rate [28].
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Fig. 1. Scanning Electron Mycroscopy images of representative samples: a) Precursor sample — PAT; samples hydrothermally treated at different times: b) 2 min; c)

4 min; d) 8 min; e) 16 min; f) 60 min.

3. Results and discussion

The peroxo ammonium titanate precursor powder (PAT) was first
obtained by freeze-drying the gel formed from the dissolution of me-
tallic Ti in H,O,/NH4OH solution, as earlier described [20]. The freeze-
drying technique was used to prevent the PAT from temperature-in-
duced crystallization [15]. The PAT powder showed a yellow color
attributed to the peroxo groups [29]. The reaction for the peroxo tita-
nium complex formation occurs with the release of H;0 . Therefore, in
order to improve the reaction yield, it is necessary to carry out the
synthesis in an alkaline medium, which is achieved by the use of
NH,4OH. The conversion of PAT to anatase TiO, in the microwave-as-
sisted hydrothermal treatment leads to a white powder, indicating the
full decomposition of the PAT peroxo groups.

Fig. 1 displays representative SEM images of the samples, in which
the evolution of particle morphology with the hydrothermal treatment
time is clearly visible. The SEM image of PAT presents micrometric
particles which were shattered with the increasing treatment time. The
surface roughness visible in the SEM image of the sample obtained after
8 min of hydrothermal treatment indicates a structural change in the
solid. The sample treated for 60 min showed spherical nanoparticles
diameter of around 20 nm without agglomeration.

Fig. 2 shows representative TEM images and their respective Fourier
transform (FT) from selected regions of PAT and samples treated for 4,
8 and 16 min. It is clearly observed that PAT presents micrometric
particles with low crystallinity, as verified by XRD (Fig. 3). The TEM
images of the samples treated for 4 and 8 min show the presence of
agglomerates containing some crystalline regions. It is worth men-
tioning that the amount of these crystalline regions is proportional to
the hydrothermal treatment time. The FT data obtained from these
regions suggest that these crystalline regions could be indexed to ana-
tase TiO,. Indeed, the TEM image of the sample treated for 16 min
reveals the formation of crystalline TiO, nanoparticles with a poorly
defined morphology.

XRD patterns (obtained at room temperature) are depicted in Fig. 3.
Interestingly, the XRD pattern of PAT could be identified as titanate-like
structures with a lamellar feature [30] by the broad peak at around 10°,
which is typical of interlayer diffraction. The most intense peak of ti-
tanate-like phase remains even after 8 min of hydrothermal treatment,
indicating a mixture of anatase TiO, and PAT. After 16 min, only ana-
tase phase was identified by XRD. Therefore, even employing mild
conditions (170 °C for 16 min) the method proposed here was efficient
at producing anatase TiO, nanoparticles.

Fig. 4 shows the Raman spectra of the samples. In Fig. 4(a), the
dotted lines indicate the Raman shifts related to the titanate-like

structure [25], while the Raman shifts of anatase TiO, are indicated in
Fig. 4(b) [31]. The PAT sample displayed Raman shifts similar to the
titanate-like phase [25,32,33]. As a matter of fact, Fig. 4(c) presents the
Raman spectra of PAT and potassium titanate obtained as per a pre-
viously described protocol [25]. In accordance with the XRD data, the
peaks related to the titanate phase are identified in the spectra of the
samples treated up to 8 min. As expected, longer hydrothermal treat-
ment times lead to samples only comprised of anatase TiO,, which is in
good agreement with XRD.

ATR-IR analyses (Fig. 5) indicate the surface groups present in the
PAT structure. The bands in the region 3000-3300 cm ™' could be as-
cribed to the N-H vibration modes. Additionally, the bands at 3300-
3500 cm ™! are dominantly attributed to the OH groups bounded to the
solid surface [34]. It is clear the displacement of these bands with the
increasing hydrothermal treatment time, indicating a change in the
Ti—OH bond force [35]. The bands at 1200 cm ~ ! were not identified in
the spectra of the PAT samples, but were readily detected in the spectra
of the sample treated for 2 min, which indicates a structural change
after the hydrothermal treatment. The peak at 1630 cm ™! is attributed
to the bending vibration of water molecules. The band observed at
900 cm ! is assigned to vo.o and vri.op modes of coordinated peroxide
[36] and the strong band at 1395cm ™! is related to the v, mode of
NH,* associated with residual ammonium used in the preparation of
PAT [37]. The bands at 900 and 1395 cm ! disappeared after 16 min of
hydrothermal treatment, which is consistent with the other results,
meaning that only anatase TiO, phase is formed in these conditions. On
the other hand, both results indicate that intermediate PAT fractions
may be present in the samples treated up to 8 min, indicating that
proper anatase formation only took place when the PAT structure was
totally degraded.

In view of the structural similarity between PAT and titanate
structures [24], and considering the existence of ammonium ions in the
PAT composition, we propose that PAT has a titanate anion structure
comprised of ammonium cations and peroxo groups at stoichiometric
ratios. Additionally, the release of these ammonium cations during
hydrothermal treatment and decomposition of peroxo groups are the
main steps responsible for the anatase phase formation.

Fig. 6(a) presents the thermogravimetric (TG) and differencial
thermogravimetric (DTG) profiles of PAT. Two thermal events at 130 °C
and 240 °C, which can be related to water release and ammonium and
peroxo groups decomposition, respectively, are consistent with pre-
vious data. After these thermal events, the sample weight remained
almost constant at higher temperatures. Fig. 6 (b) shows the DSC curve
of PAT. The exothermic peaks between 200 and 250 °C coincide with
the highest weight loss rate in the TG/DTG curves and are possibly
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Fig. 2. High-resolution transmission electron microscopy images of re-
presentative samples: a) and b) Precursor sample - PAT; ¢) and d) 4 min; e) and
f) 8 min; g) and h) 16 min. The respective Fourier Transform (FT) diffractom-
grams are included as inserts, confirming the presence of anatase TiO,.
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ascribed to the peroxo groups decomposition [29], but it can also be
relates to the oxidation of residual nitrogen. The event around 350 °C
can be related to a crystallization step.

To gain a deep understanding and confirm the PAT structure, var-
iations in the electronic and local atomic structure of the samples were
studied. In this way, the PAT sample was examined by XANES and the
resulting spectrum was compared with TiO, (anatase) and potassium
titanate that were employed as reference compounds, Fig. 7(a). As a
matter of fact, Fig. 7(b) presents the typical four major effects related to
Ti compounds, which have already been reported [38,39]. The peaks A3
and B are usually attributed to the 1s — 3d transitions and assigned to
1s- 2ty and 1s - 3eg transitions in an octahedral field, respectively [38].
Although the origin of the A; (4968.7 eV) peak is considered by several
works as less clear, it is also commonly attributed to the Ti 3d-4p hy-
bridized state [38]. More importantly, the peak A, (4970.6eV), at-
tributed to five-coordinate titanium species due to a reduction in the
average coordination number of titanium in samples with high surface
area [39], is clearly observed for PAT and potassium titanate with in-
tensity significantly higher than that for anatase TiO, samples. Ribeiro
et al. observed a similar behavior for a peroxo titanium complex gel
structure, in which the peroxocomplex was not related to the resulting
rutile phase [40]. Mourao et al. also reported that the crystalline po-
tassium titanate phase displays a similar behavior compared to anatase
TiO, nanostructures [25], with a high intense peak related to five-co-
ordinate titanium species [41]. Therefore, based on the XRD and Raman
results, the XANES spectra also evidenced the similarity between the
PAT and titanate structures concerning the Ti local order. It is inter-
esting to note that when titanium isopropoxide was employed as a Ti
source rather than the metallic Ti, the resulting material structure was
similar to that presented here [25]. In this way, the titanate-like phase
structure can be obtained even changing, at some extension, the che-
micals used in the synthesis of TiO,.

Thus, we propose that the anatase phase formation occurs with the
release of ammonium ions and peroxogroups decomposition, as de-
monstrated in the adapted Scheme 1 [42]. The peroxo groups present at
the samples surface can be used as a structure-direct agent during the
synthesis, and its amount can be tuned by the pH [20,43]. During the
microwave-assisted hydrothermal treatment, the ammonium ions dif-
fuse through the solution and are further released as ammonia gas,
since temperature governs the ratio between free ammonia and am-
monium ions (NH4*) in an aqueous ammonia thermodynamic system
[44]. Therefore, due to the ammonia gas evolution, the system becomes
poor in positively charged ammonium ions, which are necessary to
stabilize the negatively charged titanate layers, thereby resulting in
anatase TiO, formation due to a rearrangement of the crystal structure
[45]. Important to note that the formed polymorph in this step depends
on the environmental pH, since strongly acid medium can results in
rutile phase [20]. The same is valid to the morphology due to the fact
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Fig. 3. XRD patterns of the as-synthesized samples: a) PAT; 2 min; 4 min; 8 min; b) 16 min; 30 min; 60 min. In (a) the indexes are related to the titanate phase (JCPDS
84-2057), while in (b) the indexes are related to the anatase TiO, phase (JCPDS 21-1272). The peak at around 18° is due to the sample holder.
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that slight variations of the pH can result in different morphologies of
the same polymorph [15]. 044
It has been previously shown that a highly alkaline medium is ne- 50~ %00 .~ a0 200 = =0 a0 - 30
cessary to synthesize titanate structures [46]. However, Ribeiro et al. Temperatura/ °C

[20] proposed a method employing the PAT precursor by which it was
possible to obtain titanate structures using base concentrations as low
as 1 molL L. This occurs due to the ionic radius of the ammonium ions,
which facilitates its release and exchange by K* ions. This method can

Fig. 6. Thermal analysis of PAT: a) Thermogravimetric (TG) profile in air at-
mosphere; b) DSC curve.
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Fig. 7. a) Normalized Ti K-edge XANES spectra of PAT and reference com-

pounds (anatase TiO, and Potassium Titanate); b) expanded view of pre-edge
features of XANES spectra presented in (a).

be understood as the use of a precursor already exhibiting a titanate-
like structure, further occurring only the cation exchange reaction de-
pending on the base used in the synthesis. Other works have proposed a
similar mechanism for the crystalline TiO, phase formation from tita-
nates under different conditions, being the resulting phase related to
hydrothermal treatment parameters or ionic species present in the
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Fig. 8. XRD pattern of PAT treated: a) at different temperatures; b) treated at
170 °C in BnOH.

synthesis process [42,47].

To confirm this hypothesis, we performed two different experi-
ments. Initially, we performed XRD measurements on samples treated
at different annealing temperatures based on the thermal analysis re-
sults. Fig. 8 (a) presents the XRD patterns of the anatase TiO, (reference
sample — Titanium (IV) oxide, anatase nanopowder, < 25nm particle
size, 99.7% trace metals basis, Sigma-Aldrich) and PAT samples treated
at 250 °C, 300 °C. It can be noted that even after 1 h at 300 °C, there are
no peaks related to the anatase phase, appearing only some peaks re-
lated to the sample holder. On the other hand, when the microwave-
assisted hydrothermal treatment was performed at 170 °C, the TiO,
anatase phase was formed within the first minutes of reaction.

Scheme 1. Anatase formation from PAT under mi-
crowave-assisted hydrothermal treatment. The am-
monium ions diffuse through the solution and fur-
ther they are released from the solution as ammonia
gas. Therefore, the system becomes poor in posi-
tively charged ammonium ions which are necessary
to stabilize the negatively charged titanate layers,
thereby resulting in anatase TiO, formation.

Anatase
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Additionally, the final sample powder acquired a white color, sug-
gesting the full decomposition of the peroxogroups, as confirmed by
previous analysis [48]. This is an indicative that a medium capable of
releasing ammonium ion is required for anatase TiO, formation. The
microwave-assisted hydrothermal method fulfills this requirement.

The second experiment consisted in the dispersion of PAT in benzyl
alcohol (BnOH), which is not a solvent for NH, " ions, with subsequent
hydrothermal treatment using the same conditions applied for the
anatase synthesis. XRD measurements performed on the obtained
samples are shown in Fig. 8 (b). The results did not indicate the pre-
sence of the anatase TiO, in the samples. On the other hand, peaks
related to titanate phase became more defined. These results confirm
the hypothesis that the anatase phase formation occurs via release of
ammonium ions and peroxogroups decomposition from the titanate-like
structure.

The influence of the structural changes on the TiO, properties was
examined with basis on the well-known TiO, photoactivity under UV-
light. The main goal of this analysis was to confirm the crystallinity of
the synthesized material formed, and not the obtainment of a high
performance photocatalyst. This was attained using Rhodamine B dye
(RhB) degradation as a probe system. Fig. 9 presents the results of RhB
removal as a function of time with or without UV radiation exposure.
The photoactivity of the samples containing surface peroxo groups has
been reported in the literature [29,48]. However, this is not the unique
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I W - a
: TR
: e
1,00 | : H
E :::H-\A\.H“.
5 0715 : N A e
[ : AN A
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| b
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0,3 1
0,0
1 1 1 ,
PAT 2mn 4mn 8mn 16mn 60 min
Sample

Fig. 9. a) Removal of RhB dye as a function of the time with and without UV
radiation exposure. b) Formation of hydroxyl radicals (from 2-hydro-
xyterephthalic acid emission) by zero-order kinetics catalyzed by the as ob-
tained samples.
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requirement for photoactivity, as depicted by the results for PAT. As a
matter of fact, the sample photoactivity increases with the increasing
hydrothermal time, reaching a maximum for the sample treated at
16 min and remaining almost constant for longer times. Therefore, we
can state that a reaction time for the synthesis using the proposed
method as low as 16 min is enough to reach the maximum efficiency, as
can be seen when comparing this sample with that one obtained after
60 min of reaction. This result agrees with the previous one, since these
samples were only comprised of crystalline anatase TiO,, without any
detectable impurity. Also, it was observed that these samples corre-
spond to nanoparticles with minor agglomeration.

One of the main photodegradation mechanisms is the attack of the
organic dye molecule by hydroxyl radicals formed from the reaction
between the ~ OH groups adsorbed onto the semiconductor surface and
the positive hole in the semiconductor valence band, this latter being
generated by photoexcitation [49]. Therefore, the ability of our samples
to form hydroxyls radicals was checked by a method previously pro-
posed to investigate the nanoparticle-catalyzed hydroxyl radical for-
mation. This is represented by the koy values in Fig. 9(b), which is the
slope of the 2-hydroxyterephthalic acid luminescence intensity vs. time
plot [26,28]. As observed in Fig. 9(a), koy was proportional to the
microwave-assisted hydrothermal treatment time due to the increasing
content of anatase phase in the samples. Accordingly, we can suppose
that the main mechanism in the photocatalytic RhB degradation is
based mainly on the hydroxyl radical attack. Once all samples exhibited
almost the same adsorption capability in the dark, the decreasing RhB
light absorption at 554 nm is attributed to the dye photodegradation
rather than adsorption.

The photodegradation mechanism based on hydroxyl radical (OH)
attack can be elucidated in terms of spontaneity by theoretical means.
The anatase phase exhibits potential of 2.9 and —0.3 V vs NHE (Normal
Hydrogen Electrode) for its valence band (VB) and conduction band
(CB), respectively [50]. In this sense, it is possible to describe the re-
duction reaction as follows:

VB(h+)Ti02 + e7—>VBTi02 ED 55 2.9V
‘OH + e "= OHE =16V

The first equation is related to the reduction of the positive hole in
the TiO, VB, while the second equation relates to the reduction of the
hydroxyl radical into hydroxyl anion. By combining both equations,
one should obtain:

VB(h*)1io2+ ~“OH —VBqiox + OHE = (2.9-1.6) V= 1.3V

Therefore, it is observed that the positive hole of the TiO, VB can
generate hydroxyl radicals spontaneously (since AG = -nFE°), in
agreement with the experimental data obtained in this work.
Additionally, PAT contains surface peroxo groups, which could gen-
erate higher amounts of hydroxyl radicals, but these groups cannot be
oxidized probably due to the PAT VB reduction potential.

Other TiO5 polymorphs can be obtained by the pH adjustment in the
synthesis, as proposed in this work [15,20]. Therefore, the obtaining of
a TiO, mixed phase, or heterojunction, becomes feasible by adjusting a
few synthesis parameters, as an attempt to create photocatalysts with
better performances and different photodegradation mechanism [51].

4. Conclusions

The formation of anatase TiO, nanocrystals by OPM (Oxidant
Peroxide Method) with subsequent microwave-assisted hydrothermal
treatment has been described here. After a detailed characterization, it
was confirmed that the PAT precursor exhibits a titanate-like structure
comprised of NH4* cations as counter ions for the anionic titanate
layers, and surface peroxo groups. During the hydrothermal treatment,
the NH,* ions are released from PAT to the solution while anatase TiO,
is formed concomitantly with the peroxogroup decomposition, due to a
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rearrangement of the crystal structure. The surface PAT peroxo groups
cannot prompt the hydroxyl radical formation, as shown by the pho-
todegradation experiments. The photocatalytic performance of the
samples was directly related to their anatase phase content. The results
presented in this work highlight the mechanism involved in the anatase
TiO, formation, which could be useful for the development of new
synthesis approaches using the OPM-obtained titanium precursor with
fine control on the crystal phase, morphology and facet crystal en-
gineering.
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