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Abstract: Hierarchical TiO2 superstructures with desired architectures and intriguing
physico-chemical properties are considered to be one of the most promising candidates for solving
the serious issues related to global energy exhaustion as well as environmental deterioration via
the well-known photocatalytic process. In particular, TiO2 mesocrystals, which are built from TiO2

nanocrystal building blocks in the same crystallographical orientation, have attracted intensive
research interest in the area of photocatalysis owing to their distinctive structural properties such as
high crystallinity, high specific surface area, and single-crystal-like nature. The deeper understanding
of TiO2 mesocrystals-based photocatalysis is beneficial for developing new types of photocatalytic
materials with multiple functionalities. In this paper, a comprehensive review of the recent advances
toward fabricating and modifying TiO2 mesocrystals is provided, with special focus on the underlying
mesocrystallization mechanism and controlling rules. The potential applications of as-synthesized
TiO2 mesocrystals in photocatalysis are then discussed to shed light on the structure–performance
relationships, thus guiding the development of highly efficient TiO2 mesocrystal-based photocatalysts
for certain applications. Finally, the prospects of future research on TiO2 mesocrystals in photocatalysis
are briefly highlighted.
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1. Introduction

Semiconductor-based photocatalysis is well known to be one of the most effective approaches to
alleviate the serious conundrums of global energy exhaustion, as well as environmental deterioration,
by utilizing the inexhaustible solar energy [1–7]. Among various kinds of semiconductors, Titanium
dioxide (TiO2) is the most attractive one as a photocatalyst owing to its high photoreactivity, outstanding
chemical stability, easy availability, and cheap price [8–15]. Despite tremendous efforts having been
made toward the fabrication of TiO2 materials, as well as the investigation of their photocatalytic
properties, real applications of TiO2 in photocatalysis are still largely hampered by the wide band gap
of TiO2 (e.g., 3.2 eV for anatase and brookite, 3.0 eV for rutile), which can merely absorb ultraviolet
radiation (accounting for < 5% of solar light), and the fast recombination of photoinduced charge
carriers, which leads to low quantum efficiency [16–21]. It is always a hot topic in the research area
of materials chemistry and photocatalysis to manipulate the morphology and architecture of TiO2 to
achieve extended light response and facilitate photogenerated electron-hole separation, thus realizing
remarkably enhanced photocatalytic activity in various applications [22–26].

Recently, it has been well demonstrated that building highly ordered superstructures from
nanocrystal building blocks is very important for fabricating new materials and devices, as this kind
of nanoparticle assembly can not only display properties and functions associated with individual
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nanoparticles, but can also exhibit new collective properties and advanced tunable functions [27–32]. In
particular, mesocrystals, a new type of ordered superstructure built from crystallographically oriented
nanocrystal subunits, have drawn significant research interest since the concept of “mesocrystal”
was first introduced in 2005 [33,34]. These unique ordered superstructures were initially identified
from the studies of the structural characteristics and growth mechanisms of biominerals, and were
proposed to be formed through a non-classical, particle-mediated growth process, namely, mesoscale
transformation, rather than the conventional classical, atom/ion-mediated crystallization route (Figure 1).
Subsequently, the mesocrystal concept evolved from the classical mesocrystals, which were generated
via the aforementioned mesoscale transformation process, to all the hierarchical materials built from
crystallographically oriented nanocrystal subunits regardless of the mechanism of formation. Despite
the flourishing emergence of reports on the fabrication of mesocrystals, the history of mesocrystal
synthesis is closely related to the continuous exploitation of mesocrystals with new compositions
and the persistent development of synthetic procedures having advantages in terms of low cost,
convenience in handling, and easiness in compositional and structural control [35–41].
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Figure 1. Schematic illustration of the single-crystal formation from classical crystallization, oriented
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To date, mesocrystals with a broad range of compositions involving metal oxides (e.g., TiO2 [42–68],
ZnO [69–85], Fe2O3 [86–95], CuO [96–101], SnOx [102,103], Co3O4 [104–108], Ag2O [109]), metal
chalcogenides (e.g., ZnS [110], PbS [111–113],Ag2S [114], PbSe [115]), metals (e.g., Au [116–118],
Ag [119], Cu [120], Pt [121,122], Pd [123]) have been produced, as introduced in some previous
reviews [124–126]. Among these mesocrystals, TiO2 mesocrystals are widely accepted to be particularly
promising in photocatalytic applications [127–152]. It is noted that the high internal porosity and
high surface areas of TiO2 mesocrystals can be beneficial for the adsorption of reagents and provide
more active sites for the subsequent photocatalytic reactions, while the well-oriented nanocrystal
alignment provides effective conduction pathways and significantly enhances charge transport and
separation with TiO2 particles [135,153]. Although significant attention has been directed to fabricating
TiO2 mesocrystals with controlled morphologies, the realization of TiO2 mesocrystals is always a
challenging task, probably because the titanium precursors used are highly reactive, and it is rather
difficult to precisely control the growth dynamic of TiO2 crystals. Additionally, considering the wide
band gap of the pristine TiO2 materials, it is also demanding to modify the mesostructure of TiO2
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mesocrystals to realize broadened light absorption, thus achieving highly efficient photocatalysis in
various applications.

In this review article, we first summarize numerous attempts toward the fabrication of TiO2

mesocrystals. Four representative synthetic routes, namely, oriented topotactic transformation, growth
on substrates, organic-additive-assisted growth in solution, and direct additive-free synthesis in
solution, are presented one by one, with a special focus being channeled towards the underlying
mesocrystallization mechanism and its controlling rules. The construction of doped TiO2 mesocrystals,
as well as TiO2 mesocrystal-based heterostructures, is also covered in this review. The potential
applications of the resultant TiO2 mesocrystal-based materials in photocatalysis are then introduced to
gain a deep understanding of the structure–performance relationships, thus providing useful guidelines
for rationally designing and fabricating highly efficient TiO2 mesocrystal-based photocatalysts for
certain applications. Finally, some future research directions in the research area are briefly discussed
and summarized.

2. Synthesis TiO2 Mesocrystals

2.1. Oriented Topotactic Transformation

Early reports on the fabrication of TiO2 mesocrystals were based on topotactic transformation
from pre-synthesized NH4TiOF3 mesocrystals, as the titanium precursors used (e.g., TiCl4, titanium
tetrabutoxide (TBOT), titanium tetraisopropanolate (TTIP)) are normally highly reactive, making
it rather challenging to manipulate the growth process of TiO2 crystals upon direct syntheses. In
2007, O’Brien’s group disclosed the first preparation of TiO2 mesocrystals. In a synthetic procedure,
NH4TiOF3 mesocrystals were first prepared in the (NH4)2TiF6 and H3BO3 aqueous solution with
the assistance of a nonionic surfactant (e.g., Brij 56, Brij 58, or Brij 700). After being washed with
H3BO3 solution or sintered in air at 450 ◦C, the as-formed NH4TiOF3 mesocrystals were successfully
transformed into anatase TiO2 mesocrystals, with the original platelet-like shapes well preserved [42,43].
Such a topotactic transformation could proceed mainly because of the crystal structure similarity
between NH4TiOF3 and anatase TiO2 crystals (less than 0.02% in an average lattice mismatch), and the
as-synthesized NH4TiOF3 mesocrystals could thus serve as a crystallographically matched template
for the subsequent formation of TiO2 mesocrystals (Figure 2). Owing to the great effectiveness of
the methodology, NH4TiOF3 mesocrystals with a variety of morphologies were obtained by simply
adjusting the reaction parameters, giving rise to a series of morphology-preserved anatase TiO2

mesocrystals [44,45,137,141,143]. In addition, single-crystalline NH4TiOF3 crystals could also be
utilized as a template for the oriented topotactic formation of anatase TiO2 mesocrystals. For instance,
by annealing a thin layer of aqueous solution containing TiF4, NH4F, and NH4NO3 on a Si wafer,
nanosheet-shaped anatase TiO2 mesocrystals enclosed by a high percentage of (001) facets were
produced (Figure 3) [135]. Despite the one-step characteristic of the synthetic process, single-crystalline
NH4TiOF3 nanosheets were actually first generated in the precursor solution at low annealing
temperatures, which could then be easily transformed into anatase TiO2 upon further increase in
annealing temperature. With large quantities of N and F elements removed, the volume of the crystals
decreased. Pores would form within the particles, resulting in anatase TiO2 mesocrystals consisting of
anatase nanocrystals predominantly enclosed by (001) facets.
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Figure 3. (a) Schematic presentation of oriented topotactic formation of anatase TiO2 mesocrystals
with dominant (001) facets; (b) SEM; (c) TEM; and (d) HRTEM images of anatase mesocrystals. The
inset displays the related SAED pattern. Reprinted with permission from [135]. Copyright American
Chemical Society, 2012.

Most recently, Qi’s group proposed a new topotactic transformation method for fabricating anatase
TiO2 mesocrystals [154]. In their synthetic procedure, (010)-faceted orthorhombic titanium-containing
precursor nanosheet arrays were firstly synthesized on conducting FTO glass substrate through
solvothermally treating 0.1 M K2TiO(C2O4)2 in mixed solvents of deionized water and diethylene
glycol. After a further hydrothermal treatment, the as-formed precursor nanosheet arrays could be
readily converted to (001)-faceted anatase TiO2 nanosheet arrays. It was revealed that the lattice
match between the orthorhombic precursor crystal and the tetragonal anatase crystal accounted for
the topotactic transformation from (010)-faceted precursor nanosheets to (001)-faceted anatase TiO2

nanosheets (Figure 4).
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orthorhombic precursor crystal and tetragonal anatase crystal. Reprinted with permission from [154].
Copyright Springer, 2017.

2.2. Growth on Substrates

As presented above, topotactic transformation has been well demonstrated to be a very
useful method to construct TiO2 mesocrystals. However, precursors suitable for such a topotactic
transformation are mainly limited to NH4TiOF3, and it is rather difficult to realize the morphological
manipulation of the resultant TiO2 mesocrystals at will. Therefore, it is highly desirable to explore
facile solution-phase routes toward the direct fabrication of TiO2 mesocrystals, since these kinds of
syntheses are normally advantageous in light of their low cost, easy modulation of morphology, and
great potential for environmentally benign production of inorganic materials. In 2008, Zeng’s group
first utilized multiwalled carbon nanotubes (CNTs) as substrate to grow anatase TiO2 mesocrystals
with controllable surface coverage [155]. It was revealed that the as-formed [001]-oriented petal-like
anatase mesocrystals were uniformly distributed on CNTs, with TiO2 nanocrystal building blocks
having diameters in the range of 2–4 nm and mesopores having a very uniform size distribution
centered at 2.5 nm. Additionally, by employing graphene nanosheets as a template to control the
growth dynamic of TiO2, uniform mesoporous anatase TiO2 nanospheres were successfully generated
and anchored on the graphene nanosheets (Figure 5) [156]. It is noteworthy that in comparison to the
conventionally generated porous particles constructed by randomly aggregated anatase nanocrystals,
the thus-formed mesoporous nanospheres were single-crystal-like. Detailed investigation on the growth
process of the mesoporous anatase nanospheres revealed that such a graphene-nanosheet-assisted
mesocrystallization route actually involved the nucleation of anatase TiO2 on graphene nanosheets
and subsequent oriented aggregation of tiny nanocrystals onto pre-anchored nuclei to reduce the total
surface energy of anatase crystals. As a result, mesoporous mesocrystals of anatase TiO2 would finally
form. Moreover, Qi’s group reported the fabrication of two-dimensional (2D) nanoarray structures
constructed from mesocrystalline rutile TiO2 nanorods on Ti substrate via a simple solution-phase
synthesis [66]. These nanorod arrays were obtained by hydrothermally treating the aqueous solution
of TBOT and HCl. It was revealed that during the growth process of the mesocrystalline rutile TiO2

nanorod arrays, stem nanorods were first grown onto Ti substrate due to the high concentration
of titanium-containing precursors, and with the consumption of the precursors, the resulting low
concentration of reactant was responsible for the growth of the tiny nanotips with continuous crystal
lattices, resulting in the final mesocrystalline rutile TiO2 nanorods with a hierarchical architecture.
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Figure 5. (a) SEM, (b) TEM, and (c) HRTEM images of mesoporous anatase TiO2 nanospheres on
graphene nanosheets. The inset is the SAED pattern related to a single nanosphere; (d) Schematic
illustration of the growth mechanism of mesoporous anatase nanospheres. Reprinted with permission
from [156]. Copyright John Wiley & Sons Inc., 2011.

2.3. Organic-Additive-Assisted Growth in Solution

Apart from the aforementioned solid templates or substrates, various organic additives
could also be utilized to guide the formation of TiO2 mesocrystals. In 2009, Yu’s group first
prepared hollow-sphere-shaped rutile TiO2 mesocrystals assembled by nanorod subunits via a facile
hydrothermal synthesis by using TiCl4 as the titanium source and N, N’-dicyclohexylcarbodiimide (DCC)
and L-serine as biological additives (Figure 6) [46]. It was proposed that such hollow-sphere-shaped
mesocrystals were actually formed through a distinctive crystallization and transformation process,
which involved the appearance of polycrystalline aggregates at the initial stage of reaction, mesoscale
transformation to sector-shaped mesocrystals, further transformation of mesocrystals to nanorod
bundles upon end-to-end and side-by-side oriented attachment accompanied by assembly of sectors
to solid spheres, and final generation of hollow spheres via Ostwald ripening. Later on, with
the assistance of organic small molecules of glacial acetic acid (HAc) and benzoic acid, rod-like
anatase TiO2 mesocrystals were successfully fabricated via a simple solvothermal route [127]. These
mesocrystals were proposed to be formed through the well-known oriented attachment, and the
mesocrystallization process was found to be carried out under the synergism of hydrophobic bonds,
p-p interactions and “mixed-esters-templates”. Furthermore, Gao’s group synthesized spindle-shaped
mesoporous anatase TiO2 mesocrystals by utilizing peroxotitanium as the titanium source and
polyacrylamide (PAM) as the polymer additive to adjust the growth process of TiO2 [129]. They
proposed that these anatase mesocrystals were formed via TiO2-PAM co-assembly, accompanied by an
amorphous-to-crystalline transformation.
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Figure 6. (a) SEM, (b) TEM, and (c) HRTEM images of hollow spheres of rutile TiO2 mesocrystals. The
inset in (a) is a magnified SEM image and the inset in (b) shows the related SAED pattern. (d) Schematic
illustration of the formation mechanism of the rutile TiO2 mesocrystals. Reprinted with permission
from [46]. Copyright American Chemical Society, 2009.
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In 2011, Tartaj’s group developed a method based on inverse microemulsions to produce sub-100
nm sphere-like mesocrystalline nanostructures, which involved a two-stage temperature program [132].
In the first stage, the reaction at a low temperature (60 ◦C) triggered inverse microemulsions, resulting
in thermal destabilization via forming nanomicellar structures smaller than 100 nm. The subsequent
partial hydrolysis of TiOSO4 produced sub-100-nm sphere-shaped TiO2 frameworks through replicating
those nanomicellar structures. In the second stage, increasing the reaction temperature to 80 ◦C or
higher generated mesocrystalline TiO2 architectures with interstitial porosity partially filled with
surfactants. After the removal of the interstitial surfactants, mesoporosity was generated and uniform
spherical-shaped mesocrystalline architectures of anatase TiO2 with particle sizes ranging from 50
to 70 nm were produced finally. Later on, this method was extended to fabricate spherical-shaped
mesoporous anatase TiO2 mesocrystals with a much smaller size of 25 nm [133].

Recently, Zhao’s group reported a facile evaporation-driven oriented assembly method to
fabricate mesoporous anatase TiO2 microspheres (~800 nm in diameter) with radially oriented
hexagonal mesochannels and single-crystal-like pore walls (Figure 7) [64]. The synthesis started
with the liquid-liquid phase separation, which was induced by the preferential evaporation of the
solvent of tetrahydrofuran (THF) at a relatively low temperature (40 ◦C), and spherical-shaped
PEO-PPO-PEO/TiO2 oligomer composite micelles with PPO segments as the core and titania-associated
PEO segments as the shell formed at the liquid-liquid phase interface. Upon further evaporation
of THF at 40 ◦C, the concentration of the spherical micelles increased, leading to the formation of
uniform mesoporous TiO2 microspheres assembled by composite micelles (step 1 and 2). As the
evaporation temperature increased to 80 ◦C, the continuous evaporation of the residual THF and
hydrolyzed solvents from TBOT precursor drove the oriented growth of both mesochannels and
nanocrystal building blocks from the initially formed spherical composite micelles along the free radial
and restricted tangential direction within the TiO2 microspheres (step 3). Radially oriented mesoporous
anatase TiO2 microspheres with single-crystal-like pore walls were produced after removal of the
triblock copolymer templates finally (step 4). It is noteworthy that by simply adjusting the reaction
parameters, mesoporous, single-crystal-like, olive-shaped, anatase TiO2 mesocrystals constructed by
ultrathin nanosheet subunits could also be synthesized [65].
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Figure 7. Schematic presentation of the formation process of mesoporous anatase TiO2

microspheres with radially oriented hexagonal mesochannels and single-crystal-like pore walls through
evaporation-driven oriented assembly. Reprinted with permission from [64]. Copyright American
Chemical Society, 2015.



Catalysts 2019, 9, 91 8 of 27

2.4. Direct Additive-Free Growth in Solution

Considering that the introduction of solid substrates or organic additives into the reaction system
is unfavorable for the large-scale production of mesocrystals, it is, therefore, highly desirable to explore
facile additive-free synthetic approaches toward functional mesocrystals with controllable crystallinity,
porosity, morphology, and architecture. In 2011, Qi’s group reported the first additive-free synthesis of
nanoporous anatase TiO2 mesocrystals with a spindle-shaped morphology, single-crystal-like structure,
and tunable sizes via solvothermal treatment of the solution of TBOT in HAc, followed by calcination
in air to remove the residual organics (Figure 8) [47]. These mesocrystals were illustrated to be
elongated along the [001] direction, having lengths mainly in the range of 300–450 nm and diameters
of 200–350 nm. It was revealed that under the solvothermal conditions, the reaction between TBOT
and HAc firstly generated unstable titanium acetate complexes through ligand exchange/substitution,
accompanied by the release of C4H9OH. The subsequent esterification reaction between thus-formed
C4H9OH and the solvent HAc produced H2O molecules slowly. Then, Ti-O-Ti bonds were formed
via both nonhydrolytic-condensation and hydrolysis-condensation processes, resulting in transient
amorphous fiber-like precursor. As the reaction continued, crystallized flower-like precursor was
generated at the expense of the fiber-like precursor. This crystallized flower-like precursor acted
as a reservoir to continuously release soluble titanium-containing species to generate tiny anatase
nanocrystals. These tiny anatase nanocrystals underwent oriented aggregation along the [001] direction,
together with some lateral attachment along some side facets of (101) facets, accompanied by the
entrapment of in situ produced butyl acetate. As a result, [001]-elongated, spindle-shaped, anatase
mesocrystals were produced when the reaction time was long enough. Further calcination in air would
remove the butyl acetate residuals, consequently yielding nanoporous anatase TiO2 mesocrystals.
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Figure 8. (a) SEM and (b) TEM images of nanoporous anatase TiO2 mesocrystals obtained via
solvothermal treatment of the solution of TBOT in HAc, followed by thermal treatment in air. The inset
is the related SAED pattern of a single mesocrystal. (c) Proposed formation mechanism of nanoporous
anatase TiO2 mesocrystals. Reprinted with permission from [47]. Copyright American Chemical
Society, 2011.
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After half a month of Qi’s pioneering work, Lu’s group disclosed the fabrication of anatase TiO2

mesocrystals with a single-crystal-like structure, high specific surface area, preferential exposure of
highly reactive (001) crystal facets, and controllable mesoporous network [130]. As shown in Figure 9,
by hydrothermal treating the solution of TiOSO4 in tert-butyl alcohol, anatase TiO2 nanocrystals were
firstly generated, the (001) facets of which were preferably adsorbed by SO4

2− anions. Subsequent
oriented attachment of the anatase nanocrystal building blocks created anatase clusters with the
(001) facets well protected (step 1). Upon further attachment of the building blocks, anatase TiO2

mesocrystals preferentially exposed by (001) facets and having a disordered mesoporous network
were finally produced (step 2). It is noteworthy that when the growth was confined in a scaffold
with ordered pore channels, such as mesoporous silica containing 2D (SBA-15, P6mm space group)
and three-dimensional (3D) (KIT-6, Ia3d space group) ordered mesopores, the subsequent scaffold
removal would lead to TiO2 crystals with replicated 2D hexagonal (step 3) or 3D (step 4) ordered
network structure, respectively. More interestingly, such a novel methodology could be extended to
fabricating mesoporous single-crystal-like structures with other compositions (e.g., ZrO2, CeO2, etc.),
thus providing promising materials for various applications.
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Figure 9. (a) Synthesis of mesoporous single-crystal-like anatase TiO2 mesocrystals. (1) Formation
of anatase clusters through oriented attachment of anatase nanocrystal building blocks with (001)
facets preferably adsorbed by SO4

2− ions. (2) Further attachment of the building blocks resulting in
mesocrystals with preferential exposed (001) facets and disordered mesoporous structure. Mesocrystals
with ordered mesoporous structure were prepared by a confined growth of the anatase crystals in
(3) SBA-15 (mesoporous silica with 2D ordered pore channels) and (4) KIT-6 (mesoporous silica with
3D ordered pore channels) followed by scaffold removal. TEM images of anatase mesocrystals with
disordered mesopores (b), mesoporous mesocrystals grown within SBA-15 (c) and KIT-6 (d) followed
by removal of the scaffold. The insets in (b–d) show the related SAED and FFT patterns. Reprinted
with permission from [130]. Copyright John Wiley & Sons Inc., 2011.

The above two groups’ fascinating work opened a promising avenue for the facile synthesis
of porous anatase mesocrystals. An increasing number of reports of the direct fabrication of TiO2

mesocrystals in solutions without any additives have been disclosed in recent years. For example, Leite’s
group proposed a kinetically controlled crystallization process to produce anatase TiO2 mesocrystals
with a truncated bipyramidal morphology, which was realized through a nonaqueous sol-gel reaction
between TiCl4 and n-octanol [131]. By adopting a similar method to adjust the hydrolysis dynamic of
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TTIP in an oxalic acid aqueous solution, hierarchical rutile TiO2 mesocrystals were produced [48]. Zhao’s
group developed a facile synthetic approach to fabricate regular shaped anatase TiO2 mesocrystals with
controllable proportion of (001) and (101) facets [136]. These anatase TiO2 mesocrystals were prepared
by solvothermally treating the solution of TTIP in formic acid (FA), and the exposed (101)/(001) ratio
could be adjusted via simply varying the duration of solvothermal treatment. Most recently, our
group proposed a novel synthetic procedure for producing spindle-shaped, single-crystal-like, anatase
TiO2 mesocrystals, which was realized by controlling the hydrolysis rate of TiCl3 in the green solvent
PEG-400 (Figure 10) [150]. These mesocrystals constructed by ultrafine nanocrystals (~1.5–4.5 nm
in size) were revealed to be spindle-shaped and elongated along the [001] direction, having lengths
predominantly of 50–85 nm and diameters of 20–40 nm. It was proposed that at the initial stage of the
reaction, the chelation of PEG-400 to titanium centers firstly resulted in the formation of a titanium
precursor. This chelated titanium precursor then underwent hydrolysis-condensation reaction in the
presence of water to form Ti-O-Ti bonds, accompanied by the gradual oxidation of Ti3+ to Ti4+ by
the dissolved oxygen, yielding numerous tiny anatase nanocrystals. These tiny anatase nanocrystals
were temporarily stabilized by the solvent PEG-400 molecules and underwent oriented attachment
along the [001] direction, together with some lateral attachment along some side facets of (101) facets,
resulting in the formation of mesocrystalline anatase aggregates elongated along the [001] direction. It
is worth noting that continuous oriented attachment of tiny anatase nanocrystals on the preformed
elongated mesocrystalline aggregates occurred when reaction time was prolonged, and well-defined
spindle-shaped anatase TiO2 mesocrystals were produced when the reaction time was extended to 5 h.
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Figure 10. (a) SEM and (b,c) TEM images of anatase TiO2 mesocrystals obtained via hydrolysis reaction
of TiCl3 in PEG-400. The insets in (a) are the related particle size distributions of the mesocrystals.
(d) SAED pattern recorded on the anatase mesocrystal shown in (c); (e) HRTEM image of anatase
mesocrystal; (f) A tentative mechanism for the formation of anatase mesocrystals. Reprinted with
permission from [150]. Copyright American Chemical Society, 2017.

In addition to the widely employed titanium sources of TBOT, TTIP, TiOSO4, and TiCl3, it has been
well proved that titanate precursors could also be utilized for the fabrication of TiO2 mesocrystals. In 2012,
Wei’s group reported the synthesis of unique ultrathin-nanowire-constructed rutile TiO2 mesocrystals
through direct transformation from hydrogen titanate nanowire precursors (Figure 11) [61]. These
hydrogen titanate nanowire precursors were prepared by hydrothermally treating the anatase TiO2 in
KOH solution, followed by acid washing. Then the precipitated hydrogen titanate nanowires were
dispersed in HNO3 aqueous solution and kept at 50 ◦C for 7 days, generating single-crystal-like rutile TiO2

mesocrystals having lengths of about 300 nm and diameters 60–80 nm. It was proposed that such rutile
mesocrystals were actually formed via face-to-face oriented attachment of ultrathin hydrogen titanate
nanowire building blocks, accompanied by the conversion from hydrogen titanate precursor into rutile
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TiO2. To further modify the morphology of the rutile TiO2 mesocrystals, Wei’s group introduced the
surfactant of sodium dodecyl benzene sulfonate (SDBS) into the reaction solution [62]. They found that
SDBS played a vital role in the oriented self-assembly process, and rutile mesocrystals with controllable
morphologies were successfully fabricated by varying the adding amount of SDBS. Specifically, uniform
octahedral rutile TiO2 mesocrystals 100–300 nm in size were obtained when the titanate/SDBS ratio was
set at 0.09, while nanorod-shaped rutile TiO2 mesocrystals were fabricated when the titanate/SDBS ratio
increased to 0.15. Interestingly, the morphology and crystalline phase of the TiO2 mesocrystals were
demonstrated to be adjustable upon using different counterions to manipulate the growth dynamic of
TiO2 [63]. If the conversion of titanate nanowire precursors was carried out in HCl aqueous solution
instead of HNO3, dumbbell-shaped rutile TiO2 superstructures composed of loose nanowire subunits
were prepared, whereas anatase TiO2 mesocrystals with a quasi-octahedral or truncated-octahedral
morphology were obtained from H2SO4 aqueous solution. Such a novel synthetic procedure could also
be extendable for the preparation of TiO2 mesocrystals with other crystal phases. For example, by using
amorphous titanates as titanium precursor and oxalic acid as structure-directing agent, novel brookite
TiO2 mesocrystals were successfully fabricated, as well [157].
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Figure 11. (a,b) TEM and (c) HRTEM images of rutile TiO2 mesocrystals formed by conversion of
titanate nanowire precursors in HNO3 aqueous solution without any additives. The lower left inset in
(b) is an enlarged TEM image, and the upper right inset is the SAED pattern related to the whole particle.
(d) Schematic illustration of a tentative mechanism for the formation of rutile TiO2 mesocrystals.
Reprinted with permission from [61]. Copyright Royal Society of Chemistry, 2012.

3. Modification of TiO2 Mesocrystals

3.1. Fabrication of Doped TiO2 Mesocrystals

As mentioned above, the pristine TiO2 can merely absorb ultra-violet irradiation owing to its wide
band gap; continuous efforts have thus been channeled towards developing visible-light-responsive TiO2

photocatalysts for various applications [8–13,16–21]. In addition to the well-known dye sensitization,
the modification of TiO2 with impurity doping was demonstrated to exhibit visible-light-responsive
photocatalytic reactivity and showed improved stability upon light irradiation [11,16,19]. Considering
the novel structural characteristics of TiO2 mesocrystals, the fabrication of metal- or nonmetal-doped
TiO2 mesocrystals may give rise to ideal photocatalysts for particle applications, and thus has drawn
considerable research interest [158–161]. For example, Majima’s group successfully prepared N-doped
anatase TiO2 mesocrystals by solvothermal treatment of the pre-synthesized TiO2 mesocrystals with
triethanolamine [158]. Owing to the high internal porosity and high specific surface area of TiO2

mesocrystals, the element of N could diffuse into the pores easily and was adsorbed on the surface.
In addition, by stirring TiO2 mesocrystals in NaF aqueous solution at room temperature, F-doped
anatase TiO2 mesocrystals could also be fabricated. It was proposed that surface fluorination via ligand
exchange between F− and surface OH groups on TiO2 occurred during the stirring process, resulting in
the incorporation of F into TiO2 mesocrystals. Combining these two doping strategies together would
lead to the formation of N, F-codoped anatase TiO2 mesocrystals without changing the morphology,
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crystallinestructure, and surface area of TiO2 mesocrystals (Figure 12). Apart from the nonmetal-doped
TiO2 mesocrystals, it was demonstrated that metal-doped TiO2 mesocrystals could also be synthesized.
Wei’s group prepared pure rutile TiO2 mesocrystals first, and then hydrothermally treated them in aqueous
niobium oxalate solution. After a certain period of hydrothermal treatment, homogeneous Nb-doped
rutile TiO2 mesocrystals could finally be produced [161].
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Recently, the introduction of oxygen vacancies or Ti3+ ions into TiO2 to produce
oxygen-deficient/Ti3+ self-doped TiO2 mesostructures has been well accepted to be one of the most
efficient ways to extend the light absorption region of TiO2 to visible light [162–166]. Different from
traditional doping strategies, introducing oxygen vacancies or Ti3+ ions is a unique doping method that
can maintain the characteristic nature of TiO2. At the same time, this kind of doping also improves the
electroconductivity of TiO2, thereby facilitating charge transportation within TiO2 particles [162,164,167].
In this regard, great efforts have been made toward preparing oxygen-deficient/Ti3+ self-doped TiO2

mesocrystals [65,136,150,168]. A good example in this area is that Zhao’s group reported a facile
evaporation-driven oriented assembly route combined with post thermal treatment in N2 atmosphere
to fabricate ultrathin-nanosheet-assembled olive-shaped mesoporous anatase TiO2 mesocrystals
(Figure 13) [65]. These mesoporous mesocrystals were illustrated to have high surface area (~189 m2/g),
large pore volume (0.56 cm3/g), and abundant oxygen vacancies or unsaturated Ti3+ sites. Additionally,
by thermally treating the anatase TiO2 mesocrystals precipitated from the PEG-400/TiCl3 mixed solution
in vacuum, our group successfully synthesized Ti3+ self-doped, single-crystal-like, spindle-shaped,
anatase TiO2 mesocrystals [150]. Moreover, by reducing the pre-synthesized TiO2 mesocrystals with
NaBH4, oxygen-deficient sheet-like anatase TiO2 mesocrystals were also synthesized [168].
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Figure 13. (a) Schematic illustration of the growth process of Ti3+ self-doped olive-shaped mesoporous
anatase TiO2 mesocrystals through evaporation-driven oriented assembly process; (b) SEM image,
(c) TEM image, (d) EPR spectra, and (e) Ti2p XPS core-level spectra of Ti3+ self-doped olive-shaped
mesoporous anatase TiO2 mesocrystals. The inset in (c) is the SAED pattern of an individual mesocrystal.
Reprinted with permission from [65]. Copyright American Chemical Society, 2015.



Catalysts 2019, 9, 91 13 of 27

3.2. Construction of TiO2 Mesocrystal-Based Heterostructures

Apart from the above-mentioned doping strategies, the coupling of TiO2 mesocrystals with
appropriate foreign elements to construct TiO2 mesocrystal-based heterostructures is considered to be
another effective way to enhance the light absorbance capability as well as inhibit the photoinduced
charge carrier recombination [17,18,21]. Hitherto, various kinds of foreign elements have been
successfully utilized to modify anatase TiO2 mesocrystals [59,60,169–183]. For example, Sun’s group
successfully fabricated spindle-like TiO2/CdS composites by uniformly distributing CdS nanoparticles
onto nanoporous anatase mesocrystals via the simple hydrothermal and hot-injection methods [170].
Bian’s group produced CdS quantum dot (QD)-decorated anatase TiO2 mesocrystals preferably
enclosed by (001) facets via the facile solvothermal treatment of TiOSO4 in tert-butyl alcohol, followed
by modification with CdS QDs via a simple ion-exchange treatment [175]. Majima’s group applied a
simple photodeposition method to deposit noble metal (Au, Pt) nanoparticles onto the pre-synthesized
sheet-like anatase TiO2 mesocrystals and realized the fabrication of novel metal-semiconductor
superstructure nanocomposites [169]. Similarly, by adopting by a facile impregnation method, they
were also able to deposite Au nanoparticles onto TiO2 mesocrystals and fabricate promising plasmonic
photocatalysts [172]. Moreover, to broaden the light-responsive region of TiO2 mesocrystals to
near-infrared (NIR) light, they also loaded Au nanorods with controllable size and tunable surface
plasmon resonance (SPR) band onto anatase TiO2 mesocrystals through the well-known ligand
exchange method [179]. It is noteworthy that in addition to the deposition of guest elements onto
the pre-synthesized anatase TiO2 mesocrystals, anatase TiO2 mesocrystals with desired morphologies
could also be grown on various kinds of substrates. Tang’s group introduced graphene oxide (GO)
nanosheets into the reaction solution of TBOT in HAc. They found that after a solvothermal treatment
at elevated temperatures, spindle-shaped anatase TiO2 mesocrystals were successfully grown on the
reduced graphene nanosheets [171]. Later on, Lu’s group dispersed a certain amount of graphene
into the reaction system of TiOSO4 in tert-butyl alcohol. Upon microwave treatment of the obtained
suspension, anatase TiO2 mesocages with a single-crystal-like structure were found to be evenly
anchored on graphene nanosheets [59]. Most recently, our group demonstrated that through in situ
growth of nanosized defective anatase TiO2-x mesocrystals (DTMCs) on g-C3N4 nanosheets (NSs), a
novel 3D/2D DTMC/g-C3N4 NS heterostructure with tight interfaces could be formed (Figure 14) [183].
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Figure 14. (a,b) TEM and (c) HRTEM images of 33.3% g-C3N4/DTMCs. The inset is the SAED pattern
related to the whole particle. (d) HAADF-TEM image with elemental mapping of 33.3% g-C3N4/DTMCs.
(e) Schematic presentation of the in situ growth of TiO2 mesocrystals on a g-C3N4 nanosheet. Reprinted
with permission from [183]. Copyright John Wiley & Sons Inc., 2018.
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4. TiO2 Mesocrystals for Photocatalytic Applications

4.1. Bare TiO2 Mesocrystals for Photocatalytic Applications

Owing to the novel structural characteristics of mesocrystals, it is speculated the as-synthesized
TiO2 mesocrystals can be a promising candidate for photocatalytic applications. Liu’s group
first reported that the precipitated rod-like anatase TiO2 mesocrystals delivered relatively higher
photoreactivity toward the removal of methyl orange (MO) than the corresponding commercial P25
counterpart [127]. They ascribed the remarkably improved photocatalytic activity of the sample to its
relatively high surface area, which could provide abundant sites for adsorption capability of MO. Yu’s
group proposed that the TiO2 mesocrystals obtained in their additive-free reaction system possessed
a well-crystallized rutile phase, low band gap energy and fast electron transfer property, and could
exhibit high and stable photocatalytic activity for the removal of NO [128]. Lu’s group evaluated the
photoreactivity of the obtained single-crystal-like anatase TiO2 mesocages and found that those unique
TiO2 mesocages with 3D ordered mesoporous channels exhibited superior photocatalytic activity
toward oxidizing toluene to benzaldehyde and cinnamyl alcohol to cinnamaldehyde relative to that of
TiO2 mesocages with 2D ordered mesoporous channels, TiO2 mesocages with disordered mesoporous
channels, polycrystalline TiO2, and P25 [130]. Leite’s group claimed that the combination of high
surface area and high crystallinity of the recrystallized mesocrystals can be more advantageous in
photocatalytic applications than the corresponding disordered aggregate of nanocrystals [131].

Despite of the great efforts mentioned above toward the investigation of the photoreactivity
of TiO2 mesocrystals, it wasn’t until 2012 that Majima’s group first illustrated the photoelectronic
properties of TiO2 superstructures, in order to shed light on the intrinsic relationships between
structural ordering and photoreactivity [135]. In their study, plate-like anatase TiO2 mesocrystals
synthesized via a topotactic transformation were selected as the target objects. These TiO2 mesocrystals
were built from crystallographically ordered anatase TiO2 nanocrystal subunits and had a high surface
area and high percentage of exposed highly reactive (001) facets. The photoconductive atomic force
microscopy and time-resolved diffuse reflectance spectroscopy (DRS) were adopted to measure the
charge transportation within the anatase mesocrystals, and the obtained results were compared with
the reference anatase nanocrystals having similar surface area. It was consequently demonstrated
that such a novel structure of anatase mesocrystals could exhibit largely enhanced charge separation
and have remarkably long-lived charges, and thus could deliver greatly enhanced photoconductivity
and photoreactivity (Figure 15). In 2015, Bian’s group carefully evaluated the influence of intercrystal
misorientation within anatase TiO2 mesocrystals on the photoreactivity of the sample. They concluded
that the misorientation of nanocrystal building blocks within anatase mesocrystals was harmful for the
effective separation of photogenerated charge carriers and thus largely suppressed the photocatalytic
efficiencies (Figure 16) [184]. Recently, Hu’s group reported that the photocatalytic properties of
anatase TiO2 mesocrystals were actually largely dependent on the interfacial defects of intergrains
within the particles [152]. They found that anatase TiO2 mesocrystal photocatalysts exhibited much
higher photocatalytic activity toward organic degradation and hydrogen evolution in comparison to
single-crystalline crystals and poly crystalline crystals, which can be attributed to the presence of an
appropriate number of interfacial defects at the intergrains and the facilitated charge carrier transport
across the highly oriented interfaces. Moreover, it is inferred that the photoreactivity of the resultant
anatase TiO2 mesocrystal could be further optimized by regulation of defects, which could be simply
achieved through annealing in redox atmospheres.
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Figure 15. Photodegradation of (a) 4-CP and (b) Cr(VI) using various kinds of TiO2 as catalysts. (c)
Time-resolved diffuse reflectance spectra observed at 200 ns after the laser flash (355-nm) during the
photolysis of Meso-TiO2-500 in the absence and presence of 10 mM 4-(methylthio) phenyl methanol
(MTPM) as the probe molecule to estimate the lifetime of the charge-separated state in acetonitrile.
(d) Differential time traces of %Abs at 550 nm obtained in the presence of 10 mM MTPM for different
TiO2 samples in acetonitrile. Reprinted with permission from [135]. Copyright American Chemical
Society, 2012.

Catalysts 2019, 9, x FOR PEER REVIEW 15 of 26 

 

 

Figure 15. Photodegradation of (a) 4-CP and (b) Cr(VI) using various kinds of TiO2 as catalysts. (c) 

Time-resolved diffuse reflectance spectra observed at 200 ns after the laser flash (355-nm) during the 

photolysis of Meso-TiO2-500 in the absence and presence of 10 mM 4-(methylthio) phenyl methanol 

(MTPM) as the probe molecule to estimate the lifetime of the charge-separated state in acetonitrile. (d) 

Differential time traces of %Abs at 550 nm obtained in the presence of 10 mM MTPM for different 

TiO2 samples in acetonitrile. Reprinted with permission from [135]. Copyright American Chemical 

Society, 2012. 

 

Figure 16. Rates comparison of phenol photodegradation and H2 production upon TiO2 mesocrystals 

built from well-ordered (red column) and less-ordered (blue column) orientation of nanocrystal 

subunits. Reprinted with permission from [184]. Copyright American Chemical Society, 2015. 

4.2. Doped TiO2 Mesocrystals for Photocatalytic Applications 

Although a number of reports have demonstrated that TiO2 mesocrystals can exhibit obviously 

enhanced photocatalytic performance in various applications, their real application is still hampered 

by the limited light absorbance of the pristine TiO2 with a wide band gap. By utilizing the commonly 

used doping strategy, the thus-prepared doped TiO2 mesocrystals can therefore become visible-light 

responsive, thus displaying enhanced visible-light-driven photoreactivity [136,150,158,159,168]. In 

2016, Majima’s group investigated the photoreactivity of N, F-codoped anatase TiO2 mesocrystals. 

They found that, owing to the synergetic effect of N and F doping, the as-prepared product exhibited 

high visible-light-driven photoreactivity for degradating RhB and 4-nitrophenol (4-NP) [158]. Our 

group demonstrated that the obtained Ti3+ self-doped anatase TiO2 mesocrystals showed much higher 

visible-light-driven photoreactivity toward removing NO and Cr (VI) compared with that of Ti3+ self-

doped anatase nanocrystal counterparts. Such a photoreactivity enhancement was mainly due to the 

intrinsic self-doping nature, high crystallinity, as well as high porosity of the anatase mesocrystals 

(Figure 17) [150]. Most recently, Majima’s group applied femtosecond time-resolved DRS and single-

particle photoluminescence (PL) measurements to characterize reduced TiO2 mesocrystals to get 

Figure 16. Rates comparison of phenol photodegradation and H2 production upon TiO2 mesocrystals
built from well-ordered (red column) and less-ordered (blue column) orientation of nanocrystal subunits.
Reprinted with permission from [184]. Copyright American Chemical Society, 2015.

4.2. Doped TiO2 Mesocrystals for Photocatalytic Applications

Although a number of reports have demonstrated that TiO2 mesocrystals can exhibit obviously
enhanced photocatalytic performance in various applications, their real application is still hampered
by the limited light absorbance of the pristine TiO2 with a wide band gap. By utilizing the commonly
used doping strategy, the thus-prepared doped TiO2 mesocrystals can therefore become visible-light
responsive, thus displaying enhanced visible-light-driven photoreactivity [136,150,158,159,168]. In
2016, Majima’s group investigated the photoreactivity of N, F-codoped anatase TiO2 mesocrystals.
They found that, owing to the synergetic effect of N and F doping, the as-prepared product exhibited
high visible-light-driven photoreactivity for degradating RhB and 4-nitrophenol (4-NP) [158]. Our
group demonstrated that the obtained Ti3+ self-doped anatase TiO2 mesocrystals showed much
higher visible-light-driven photoreactivity toward removing NO and Cr (VI) compared with that of
Ti3+ self-doped anatase nanocrystal counterparts. Such a photoreactivity enhancement was mainly
due to the intrinsic self-doping nature, high crystallinity, as well as high porosity of the anatase
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mesocrystals (Figure 17) [150]. Most recently, Majima’s group applied femtosecond time-resolved DRS
and single-particle photoluminescence (PL) measurements to characterize reduced TiO2 mesocrystals
to get deep understanding of the correlation between oxygen deficiency, photogenerated charge
transfer, and photoreactivity of the material [168]. They confirmed the enhanced light absorption
through forming oxygen vacancies did not always result in higher photoreactivity, and an appropriate
amount of oxygen vacancies was required to improve the photogenerated charge carrier separation,
thus giving rise to optimized photoreactivity.
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Figure 17. (a) UV-Vis DRS, (b) PL emission spectra, and (c) photocurrent intensity of (i) anatase
mesocrystals and (ii) anatase nanocrystals of TiO2 self-doped with Ti3+. (d) Visible-light-driven
photodegradation of NO upon (i) anatase mesocrystals and (ii) anatase nanocrystals self-doped with
Ti3+. Reprinted with permission from [150]. Copyright John Wiley & Sons Inc., 2017.

4.3. Composited TiO2 Mesocrystals for Photocatalytic Applications

In addition to the aforementioned doping strategy, the coupling of TiO2 mesocrystals with
appropriate foreign materials to construct TiO2-mesocrystal-based heterostructures is considered to be
another useful methodology to broaden the light absorbance region of the material to visible light or
even near-infrared (NIR) light, as well as to facilitate the mobility of photogenerated charge carriers
within the particle [169–183]. For example, by utilizing CdS nanocrystals to modify spindle-shaped
nanaporous anatase TiO2 mesocrystals, Sun’s group combined the advantages of the individual
material, including (1) augmented specific surface area to provide more absorption and reactive
sites; (2) TiO2 mesocrystal substrate with high crystallinity and porosity to facilitate charge transport;
(3) uniform distribution of CdS nanocrystals on mesocrystal surface and pores to facilitate charge
transfer, and isolate photoinduced electrons and holes in two distinct materials; (4) tight contact
between anatase mesocrystals and CdS nanocrystals to minimize the photo-corrosion and leaching off

of CdS nanocrystals; and (5) extension of the photo-response of the material [170]. As expected, this
unique spindle-shaped TiO2/CdS photocatalyst exhibited relatively high visible-light-driven activity
toward photodegradation of RhB. Bian’s group reported that by decorating CdS QDs onto TiO2

mesocrystals with a high percentage of exposed (001) facets, considerably high visible-light-driven
photoreactivity could be achieved when selectively oxidizing various kinds of alcohols to their
corresponding aldehydes [175]. Such an enhancement of the photoreactivity could be attributed
to CdS QDs with improved photosensitization, porous mesostructure with high surface area, and
exposed (001) facets with high surface energy and large quantities of oxygen vacancies, which could
promote light absorbance in the visible light region, reactant molecule adsorption and activation, as
well as photogenerated charge carrier separation. Majima’s group claimed that superior electron
transport and enhanced photoreactivity could be realized upon fabricating noble metal (Au, Pt)
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nanoparticle-loaded nanoplate-shaped anatase TiO2 mesocrystals [169]. They proposed that most
of the photogenerated electrons could migrate from the dominant surface to the edge of the TiO2

mesocrystal with the reduction reactions mainly occurring at its lateral surfaces containing (101) facets,
as illustrated by single-molecule fluorescence spectroscopy. The as-fabricated metal-semiconductor
nanocomposites were found to display significant enhancement of the photocatalytic reaction rate
in organic degradation and hydrogen production. More interestingly, by utilizing Au nanorods to
modify anatase TiO2 mesocrystal superstructures, highly efficient photocatalytic hydrogen production
under visible-NIR-light irradiation could be obtained [179]. This efficient hydrogen production could
be attributed to the SPR of Au nanorods which injected electrons into anatase TiO2 mesocrystals and
the facilitated charge transport within mesocrystal particles. Apart from the adjustment of deposited
guest particles, it was also demonstrated that efficient defect-state-induced hot electron transfer could
be found in the as-prepared Au nanoparticles/reduced TiO2 mesocrystal photocatalysts, which lead
to the enhanced photoreactivity of the photocatalyst in removing methylene blue (MB) [182]. Most
recently, our group evaluated the photoreactivity of the 3D/2D DTMC/g-C3N4 NS heterostructure with
chemically bonded tight interfaces and found that the as-fabricated composite photocatalyst displayed
much higher visible-light-driven photoreactivity toward removing the pollutants of MO and Cr(VI) than
the corresponding DTMCs and g-C3N4 NSs counterparts (Figure 18) [183]. Systematic characterization
results indicated that such an enhancement in the photoredox ability of the composite photocatalyst
was based on the direct Z-scheme charge separation, as verified by the ·OH-trapping experiment.

Catalysts 2019, 9, x FOR PEER REVIEW 17 of 26 

 

semiconductor nanocomposites were found to display significant enhancement of the photocatalytic 

reaction rate in organic degradation and hydrogen production. More interestingly, by utilizing Au 

nanorods to modify anatase TiO2 mesocrystal superstructures, highly efficient photocatalytic 

hydrogen production under visible-NIR-light irradiation could be obtained [179]. This efficient 

hydrogen production could be attributed to the SPR of Au nanorods which injected electrons into 

anatase TiO2 mesocrystals and the facilitated charge transport within mesocrystal particles. Apart 

from the adjustment of deposited guest particles, it was also demonstrated that efficient defect-state-

induced hot electron transfer could be found in the as-prepared Au nanoparticles/reduced TiO2 

mesocrystal photocatalysts, which lead to the enhanced photoreactivity of the photocatalyst in 

removing methylene blue (MB) [182]. Most recently, our group evaluated the photoreactivity of the 

3D/2D DTMC/g-C3N4 NS heterostructure with chemically bonded tight interfaces and found that the 

as-fabricated composite photocatalyst displayed much higher visible-light-driven photoreactivity 

toward removing the pollutants of MO and Cr(VI) than the corresponding DTMCs and g-C3N4 NSs 

counterparts (Figure 18) [183]. Systematic characterization results indicated that such an 

enhancement in the photoredox ability of the composite photocatalyst was based on the direct Z-

scheme charge separation, as verified by the ·OH-trapping experiment. 

 

Figure 18. (a) Proposed Z-scheme charge-carrier transfer within DTMC/g-C3N4 composite. (b) XPS 

valence band spectra and (c) schematic electronic band structures of DTMCs and g-C3N4 NSs. (d) ·OH-

trapping PL spectra of DTMCs/g-C3N4 and the corresponding fluorescence intensity upon DTMCs/g-

C3N4 in comparison to DTMCs. Reprinted with permission from [183]. Copyright John Wiley & Sons 

Inc., 2018. 

5. Summary and Outlook 

In this paper, we have summarized some recent progress in fabricating TiO2 mesocrystals, with 

special efforts being directed toward illustrating the underlying mesocrystallization process and its 

controlling rules. Four representative routes toward the fabrication of TiO2 mesocrystals have been 

illustrated: oriented topotactic transformation, growth on substrates, organic-additive-assisted 

growth in solution, and direct additive-free synthesis in solution. In line with the flourishing 

emergence of reports on the fabrication of TiO2 mesocrystals, the trends of TiO2 mesocrystal synthesis 

are always related to the continuous exploitation of synthetic procedures having advantages like low 

cost, convenience in handling, and easiness of compositional and structural control. Apart from the 

fabrication of bare TiO2 mesocrystals, the construction of doped TiO2 mesocrystals, as well as TiO2 

mesocrystal-based heterostructures, are both considered to be promising strategies to further 

enhance the performance of TiO2 mesocrystals in various applications, and thus have also been 

covered in this review. Taking into account the novel structural characteristics of TiO2 meoscrystals, 

such as high crystallinity, high porosity, and oriented nanocrystal assembly, the potential 

applications of the resultant TiO2 mesocrystal-based materials in photocatalysis have been discussed 

Figure 18. (a) Proposed Z-scheme charge-carrier transfer within DTMC/g-C3N4 composite. (b)
XPS valence band spectra and (c) schematic electronic band structures of DTMCs and g-C3N4 NSs.
(d) ·OH-trapping PL spectra of DTMCs/g-C3N4 and the corresponding fluorescence intensity upon
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5. Summary and Outlook

In this paper, we have summarized some recent progress in fabricating TiO2 mesocrystals, with
special efforts being directed toward illustrating the underlying mesocrystallization process and its
controlling rules. Four representative routes toward the fabrication of TiO2 mesocrystals have been
illustrated: oriented topotactic transformation, growth on substrates, organic-additive-assisted growth
in solution, and direct additive-free synthesis in solution. In line with the flourishing emergence
of reports on the fabrication of TiO2 mesocrystals, the trends of TiO2 mesocrystal synthesis are
always related to the continuous exploitation of synthetic procedures having advantages like low
cost, convenience in handling, and easiness of compositional and structural control. Apart from the
fabrication of bare TiO2 mesocrystals, the construction of doped TiO2 mesocrystals, as well as TiO2

mesocrystal-based heterostructures, are both considered to be promising strategies to further enhance
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the performance of TiO2 mesocrystals in various applications, and thus have also been covered in this
review. Taking into account the novel structural characteristics of TiO2 meoscrystals, such as high
crystallinity, high porosity, and oriented nanocrystal assembly, the potential applications of the resultant
TiO2 mesocrystal-based materials in photocatalysis have been discussed to gain a deep understanding
of the structure-performance relationships, which can provide useful guidelines for designing and
fabricating highly efficient TiO2 mesocrystal-based photocatalysts for certain applications.

Despite great success having been achieved in the fabrication of TiO2 mesocrystals, the related
mesocrystallization process of TiO2 mesocrystals is still not fully understood, and deserves further
investigation. It remains an ongoing task to figure out the specific reason for the well-ordered alignment
of TiO2 nanocrystal building blocks in certain circumstances and develop facile, reproducible, and
environmentally benign synthetic approaches toward TiO2 mesocrystals with desired morphologies
and architectures. In addition, it should be pointed out that compared with the synthesis of
TiO2 mesocrystals, the application of thus-produced TiO2 mesocrystals in photocatalysis is much
less explored, suggesting the high demand of a deep investigation into TiO2 mesocrystal-based
photocatalysts in various applications. For example, although overall enhancement of photoctalytic
activity of TiO2 mesocrystals has been demonstrated in recent years, the real mechanism for the
photoreactivity enhancement in certain applications has not yet been fully understood. It is a
necessity to thoroughly examine the relationship between the structure and photocatalytic properties
of TiO2 mesocrystals, which can guide the rational design and fabrication of TiO2 mesocrystals with
desired morphologies and architectures to fully satisfy the needs of specific applications in the future.
In addition, the exploration of TiO2 mesocrystal-based photocatalysts in some more challenging
application areas, such as selective CO2 reduction, ammonia synthesis, and methanol activation,
deserves significant research attention to fully excavate their potential in photocatalytic applications.
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