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The integration of different metal-organic frameworks (MOFs) into one system has led to the recent
combinatorial innovation of various MOF-on-MOF hybrids; however control over their site-specific
growth beyond MOF analogues remains challenging. In this work, a site-specific epitaxial-growth
strategy is developed to synthesize MOF-on-MOF heterostructures comprised of two MOFs with totally
different compositions. A guest MOF (ZIF-8) is epitaxially grown on the specific {110} facets of a host
MOF (MIL-125). Moreover, the position of ZIF-8 growth on MIL-125 is also selectable by using MIL-125
hosts with {110} facets exposed on either the corner or side surface. Consequently, two MIL-125@ZIF-8
heterostructures with elaborately designed different architectures are synthesized. Benefiting from the
high adsorption capacity of ZIF-8 and the photocatalytic activity of MIL-125, the MIL-125@ZIF-8
heterostructures demonstrate synergistically enhanced photocatalytic performance compared to single
MOF subunits. Moreover, the corner growth leads to higher activity than the side growth of the MIL-
125@ZIF-8 heterostructures. Our contribution paves the way for the rational design of composite MOFs
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Introduction

Growth of a guest structure on a specific site of a host is
a powerful approach for constructing nanomaterials with
complex compositions and architectures, from which distinc-
tive nanomaterials with a variety of compositional and/or
structural combinations have been developed.’™ For example,
Jia et al.® demonstrated a wet-chemistry route for the selective
growth of crystalline ceria at the tip of gold nanorods due to the
reduced surfactant density at the tip side compared to the body
side. Wu and co-workers® synthesized colloidal SiO, rings by
selective growth of silica on the side surface of polymer discs
with the top and bottom surfaces covered by insoluble
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with tunable compositions and nanostructures using the crystal engineering approach.

polymers. Huang et al.” also achieved the site-specific growth of
Au-Pd alloy horns at the ends of Au nanorods via the epitaxial
growth. The nanocomposites produced by the site-specific
growth approach have shown superior performance in the fields
of energy storage/conversion, separation, heterogeneous catal-
ysis and biomedicine compared to single building blocks.**°
Metal-organic frameworks (MOFs), an appealing class of
porous crystalline materials, have been widely investigated due
to their excellent physicochemical features.'*** Introducing
other functional species such as nanoparticles,'*™® enzymes,**>*
DNA* and polymers®?** has endowed MOFs with additional
properties. In these hybrid MOFs, guest objects are generally
encapsulated in the MOFs' framework without site selectivity.
The growth of MOFs on various substrates, e.g., Cu(OH), foil, Ni
foam and carbon fiber cloth, was also reported usually with
random orientation.**>” Recently, an intriguing integration,
named MOF-on-MOF, was developed by growing guest MOFs on
pre-formed host MOFs.”®*?® This strategy creates enormous
opportunities for the construction of novel MOF hybrids with
unprecedented structural diversities and improved properties.
To date, epitaxial growth has been the most efficient way to
achieve the site-specific growth of MOF-on-MOF. For example,
anisotropic hybridization of single-crystalline MOFs via face-
selective epitaxial growth was reported for asymmetric MOF-on-
MOF heterostructures.*** Recently, Oh's group reported

This journal is © The Royal Society of Chemistry 2020
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isotropic and anisotropic growth of secondary MOFs on a pre-
synthesized MOF template to form MOF-on-MOF with control-
lable nanostructures.* However, in these reports, guest MOFs
have been grown on their analogues as the host with either the
same metal ions or ligands via epitaxial growth, limiting the
structural and compositional diversity of MOF-on-MOF hybrids.
Another method is using surfactants to enhance the interaction
between the guest and host MOFs, through which MOFs with
totally different compositions can be integrated. Unfortunately
guest MOFs were randomly adhered on host MOFs without site
selectivity.*”*® Therefore, controllable growth of guest MOFs on
the specific site of host MOFs with totally different components
for the synthesis of MOF-on-MOF heterostructures is rarely
reported.

Herein, a site-specific epitaxial-growth strategy is used to
synthesize elaborately designed MOF-on-MOF heterostructures.
Two tetragonal structured Ti-based MOFs (MIL-125, space
group of I4/mmm with the lattice parameters of a = 18.65 A and
¢ = 18.14 A)* with cake-like and box-like morphologies (named
«MIL-125 and ,MIL-125) are chosen as the hosts. Their {110}
facets are respectively exposed on the corner and side surfaces,
as illustrated in Scheme 1A and B. Then, a cubic structured Zn-
based MOF (ZIF-8) (space group of I43m with a lattice parameter
of a = 16.99 A)* is selected as the guest to epitaxially grow on
the {110} surfaces of MIL-125 due to their small lattice
mismatches on the specific interfaces. Scheme 1C illustrates
theoretical lattice mismatches in the {110}y1125/{001}zrg
interface, in which the lattice mismatch between doozmiL-125
and d(o0)zir-s 1S ~6.3% and that between 2d(110)mi-125 and
3d(020)z1r-s is only ~2.6%, far below the lattice mismatch allowed
for epitaxial growth (<15%).** The possible molecular structure
at the overlaid interface is proposed in Scheme S1.7 Notably, the
epitaxial relationship between ZIF-8 and MIL-125 is established
for the first time, which is never observed before. Ultimately,
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Scheme 1 Schematic illustration of site-selective epitaxial-growth of
ZIF-8 on MIL-125. Selective growth of ZIF-8 (A) on the corner {110}
facets of -MIL-125 and (B) on the side {110} facets of \MIL-125. (C)
Schematic diagram showing near coherence of the planes at the MIL-
125/ZIF-8 interface.
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two well-designed MIL-125@ZIF-8 heterostructures, as illus-
trated in Scheme 1A and B, were generated, the morphologies
and compositions of which are different from all reported MOF-
on-MOF hybrids. To the best of our knowledge, site-specific
growth of MOF-on-MOF heterostructures with controllable
nano-architectures without using the combination of MOF
analogues is demonstrated for the first time.

Results and discussion

As a representative demonstration, the structure of the .MIL-
125@ZIF-8 heterostructure with ZIF-8 grown on the corner of
MIL-125 was first investigated. .MIL-125 particles synthesized
via a solvothermal method* (see the Experimental section) were
used as the host. As shown in the field-emission scanning
electron microscopy (SEM) images (Fig. Sla and bt), the ;MIL-
125 particles are highly dispersed with an average length of
~650 nm and thickness of ~175 nm. Transmission electron
microscopy (TEM) images (Fig. S1ct) show the solid nature of
these cake-like particles. The X-ray diffraction (XRD) pattern
confirms the high crystallinity of MIL-125 (Fig. S2t), in agree-
ment with the structure reported in the literature.*
Subsequently, ZIF-8 nanocrystals were directly grown onto
MIL-125 without using surfactants, forming MOF-on-MOF
heterostructures. Fig. 1a shows a typical SEM image of the
resultant MIL-125@ZIF-8, demonstrating a unique and
uniform morphology. Fig. 1b shows a magnified SEM image
showing that cubic structured ZIF-8 nanoparticles (diameters of
~200 nm) are selectively adhered on the four corners of .MIL-
125 with good mechanical robustness, which is evidenced by
the well-maintained structure after sonication (Fig. S31). As can
be seen, the grown ZIF-8 nanoparticles have particular facets
oriented to the host ;.MIL-125, as marked by red dashed lines.
Fig. 1c and S41 show TEM images and show the projection of

2 1/nm

Fig.1 (aandb)SEMimages, (c) TEM image, (d) STEM image, and (e and
f) elemental mapping images of -MIL-125@ZIF-8; (g) TEM image and
(h) SAED patterns of -MIL-125. (i and j) SEM images of the sample after
growth of ZIF-8 on -MIL-125 for 2 min. The scale bars are 500 nm (a),
200 nm (b, ¢, d, and i) and 100 nm (g and j).
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ZIF-8 nanoparticles with the host MIL-125, in which the ZIF-8
projections are well faceted with the host. Fig. 1d shows a high-
angle annular dark-field image taken in the scanning trans-
mission electron microscopy mode (HAADF-STEM) and shows
a much brighter contrast of ZIF-8 nanoparticles. This indicates
that the ZIF-8 nanoparticles grown on the corners contain
relatively heavier elements than the host. Fig. 1e show
elemental maps of Zn and Ti, from which ZIF-8 containing Zn
on four corners and the host ;MIL-125 containing Ti can be
seen. Fig. 1f shows a superimposed elemental map showing the
composition distribution. In the MIL-125@ZIF-8 hetero-
structure, four Zn-enriched faceted nanoparticles are preferen-
tially formed on the corners of the Ti-enriched ;MIL-125 host.

Inductively coupled plasma optical emission spectrometry
(ICP-OES) was employed to determine the contents of ZIF-8 and
MIL-125 in MIL-125@ZIF-8, which are calculated to be
~30.6% and 69.4% based on the Ti/Zn mass ratio (~1.83/1).
Fig. S5 shows Fourier transform infrared (FTIR) spectra of
MIL-125@ZIF-8, in which the bands at 2929 cm™*, 1379 cm ™ *
and 1572 cm™ " are assigned to the CH;~ group of 2-MeIM in
ZIF-8 and the carboxyl group of ATA in .MIL-125, respectively.
Fig. 2a shows the XRD pattern of MIL-125@ZIF-8 and shows
both (MIL-125 and ZIF-8 diffraction peaks. The N, adsorption—-
desorption isotherms (Fig. S61) of ZIF-8, .MIL-125 and MIL-
125@ZIF-8 demonstrate their microporous structures. The BET
surface areas and pore volumes are illustrated in Table S1.}

To understand the formation mechanism of MIL-125@ZIF-
8 heterostructures, we investigated intermediate steps during
the formation of MIL-125@ZIF-8 heterostructures. Fig. 1g
shows a typical TEM image of a host .MIL-125 nanoparticle, and
Fig. 1h shows the corresponding selected area electron
diffraction (SAED) pattern. By correlating Fig. 1g and h, the side
facets of the MIL-125 can be assigned as the {100} planes, and
the corner sides as the {110} planes. The SAED pattern (Fig. S77)
of MIL-125@ZIF-8 shows only the diffraction spots corre-
sponding to MIL-125. The absence of diffraction spots of ZIF-8
may be because the crystalline structure of ZIF materials was
easily damaged and converted into an amorphous structure
under electron beam irradiation.’**” Fig. 1i and j show SEM
images of the initial growth of ZIF-8 on the cake-like .MIL-125
host (products collected after 2 min of ZIF-8 growth). Some
nucleates are clearly seen only at the corner of the host .MIL-
125, rather than on the side or top surface, indicating that only
{110} surfaces of MIL-125 are the nucleation sites for growing
ZIF-8.
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Fig. 2 (a and b) XRD patterns of -MIL-125@ZIF-8. (b) The enlarged

pattern of (a) in the range of 26 from 5-12°.
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To further study the formation of ZIF-8 on MIL-125, the
samples after 2 min of ZIF-8 growth in the presence of MIL-125
as the substrate were directly observed by SEM without centri-
fugation and methanol washing treatment, showing nucleation
of ZIF-8 on the corner of .MIL-125, while ZIF-8 nanocrystals not
connected to MIL-125 formed through homogeneous nucle-
ation were not observed (Fig. S8t). Then, MIL-125 particles
were added after homogeneous nucleation and growth of ZIF-8
for 2 and 5 min. The collected sample at 2 min showed the co-
existence of dodecahedral ZIF-8 particles with an average
diameter of ~820 nm, presumably generated by homogeneous
nucleation and growth of ZIF-8 itself, and small ZIF-8 nano-
crystals with open holes, possibly through heterogeneous
nucleation on the corners of .MIL-125 and then detachment
(Fig. S9t). When the pre-nucleation time of ZIF-8 prolonged to 5
min, only a mixture of dodecahedral ZIF-8 particles and .MIL-
125 was observed (Fig. S107). These results indicate that the
growth of ;MIL-125@ZIF-8 is through heterogeneous nucleation
of ZIF-8 clusters on the {110} facets of MIL-125. However, if
MIL-125 templates were added after the homogeneous nucle-
ation of ZIF-8, the probability of homogeneous nucleation and
growth of ZIF-8 is increased, leading to a mixture of products.

Without the assistance of surfactants, it has been reported
that the crystal growth of ZIF-8 starts with formation of cubes
exposing six {001} facets,”®* from which thermodynamically
more stable rhombic dodecahedra with twelve {110} facets are
finally obtained. Consistent with the literature, in our experi-
ments the direct growth of ZIF-8 in methanol without the .MIL-
125 host resulted in the formation of ZIF-8 nanoparticles with
a dodecahedral morphology, as shown in Fig. S11 and S12.1 In
contrast, with :MIL-125 as the host and its exposed {110}
surfaces, cubic structured ZIF-8 may be epitaxially grown on the
{110} surfaces of .MIL-125 due to their small lattice mismatch at
the {001}21r-s/{110}enr-125 interface. The epitaxial relationship
of {100} 215.5//{001 fepnrr 125 and {010} z1p5//{110}epmir 125 (Proposed
in Scheme 1C) can be evidenced by SEM and TEM (Fig. 1b and
¢), indicating that the growth behavior of ZIF-8 crystals is
manipulated due to the existence of the {110} surfaces of MIL-
125.

To further clarify the epitaxial relationship, we carefully
investigated the XRD patterns of MIL-125@ZIF-8 hetero-
structures. Fig. 2b shows an enlarged XRD pattern, in which the
positions of diffraction peaks are compared with the positions
of standard diffraction peaks. The diffraction peaks corre-
sponding to the ;.MIL-125 host fit well with standard diffraction
peaks, suggesting that the lattice parameters of the .MIL-125
host are retained after the growth of ZIF-8. In contrast, the
diffraction peaks corresponding to the ZIF-8's {110} and {002}
planes have slightly shifted to a smaller angle when compared
with their standard peaks, indicating the lattice expansion of
ZIF-8 when they are grown on -MIL-125. From these results, the
calculated residual lattice mismatches between d(>p0)zir.s and
d(oo2)miL-125 and between 3d(g20)z1r-s and 2d(110pmr-125 decreased
(4.8% and 2.1%) almost proportionally compared to the theo-
retical values (6.3% and 2.6%), implying that the structural
deformation occurred during the epitaxial growth of ZIF-8 on
«MIL-125. Similar observations were reported in other hetero-

This journal is © The Royal Society of Chemistry 2020
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epitaxially grown crystals.>**® By growth of ZIF-8 with a larger
diameter of ~500 nm (Fig. S13f), the lattice expansion
decreased from 0.50% to 0.27%, indicating that the lattice
parameters are more reminiscent of the pure ZIF-8 (Fig. S147).

To further support the epitaxial growth of ZIF-8 on the {110}
surfaces of MIL-125, boxlike ,MIL-125 particles were also
synthesized as the host, in which the side facets are {110} planes;
thus the ZIF-8 nanoparticles are expected to grow on the side
surfaces of the ,MIL-125 hosts. The SEM and TEM images
(Fig. S15%) of ,MIL-125 confirmed the box-like morphology with
an average edge length of ~350 nm and thickness of ~250 nm.
Fig. S161 shows the XRD pattern of ,MIL-125 showing good
crystallinity. Fig. 3a and S171 show SEM images and show that
ZIF-8 nanocrystals are indeed selectively grown on the side surface
of ,MIL-125 as expected. Fig. 3b and 2c¢ show SEM and TEM
images of typical ,MIL-125@ZIF-8 heterostructures, showing ZIF-
8 nanoparticles covered on the side surfaces of ,MIL-125 with
a thickness of ~100 nm. Fig. 3d-f show the HAADF-STEM image,
elemental maps and superimposed map of a typical \MIL-
125@ZIF-8 heterostructure, from which the element distribution
of Zn and Ti in ZIF-8 and MIL-125 can be clearly distinguished.
The contents of ZIF-8 and ,MIL-125 in ,MIL-125@ZIF-8 were
calculated to be ~33.5% and 66.5% based on ICP measurements,
respectively. The N, sorption isotherms of ,MIL-125 and ,MIL-
125@ZIF-8 are shown in Fig. S61 with specific surface areas and
pore volumes listed in Table S1.F

Fig. S18 and S191 show the XRD pattern and FT-IR spectra,
confirming the co-existence of crystalline ZIF-8 and MIL-125 in
pMIL-125@ZIF-8 heterostructures. By comparing the positions of
diffraction peaks of ,MIL-125@ZIF-8 with standard ones in the
enlarged XRD patterns (Fig. S207), the lattice expansion of ZIF-8
and decreased lattice mismatches between ZIF-8 and ,MIL-125
are also observed, consistent with those observed in the MIL-
125@ZIF-8 heterostructure. Similar to the investigation on .MIL-
125@ZIF-8, the intermediate step of the ZIF-8 growth was

Fig. 3 (a and b) SEM images, (c) TEM image, (d) STEM image, and (e
and f) elemental mapping images of ,MIL-125@ZIF-8; (g) TEM image
and (h) SAED patterns of ,MIL-125. (i and j) SEM images of the sample
after growth of ZIF-8 on ,MIL-125 for 2 min. The scale bars are 500 nm
(@), 200 nm (b, ¢, d, i, and j) and 100 nm (g).
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investigated. Fig. 3g and h show the TEM image and corre-
sponding SAED pattern of a pure ,MIL-125 host, and their
correlation confirms that the side facets of ,MIL-125 are indeed
{110} planes. Fig. 3i and j show SEM images of products after 2
min of growing ZIF-8 and show that ZIF-8 nucleates are formed
only on the side surfaces of ,MIL-125. These observations further
verify the unique epitaxial growth of ZIF-8 on MIL-125 with the
defined orientation, and the position of ZIF-8 growth can be
controlled in the resultant MOF-on-MOF heterostructures.

To demonstrate the importance of selection of host and
guest MOFs for epitaxial growth, MIL-125 or ZIF-8 was selec-
tively replaced by other two typical MOFs {MIL-88B (space group
of P6;/mmc with lattice parameters of a = b = 11.1075 A and ¢ =
19.0925 A) and HKUST-1 (Fm3m with lattice parameters of a =
b = ¢ = 26.343 A)}. The largest lattice mismatch of MIL-88B
(host)/ZIF-8 (guest) and MIL-125 (host)/HKUST-1 (guest) was
calculated to be 34.6% and 31.1%, respectively. The results
(Fig. S21-S2471) showed that ZIF-8 and HKUST-1 were grown by
themselves with the existence of MIL-88B and MIL-125,
respectively, resulting in the mixture of host and guest MOFs. It
is reported that the lattice mismatch between two crystals
should be less than 15% for epitaxial growth.** Our observations
are consistent with literature reports, indicating that the
selection of host-guest MOFs with small lattice mismatch is
extremely important for epitaxial growth of MOF-on-MOF
hybrids.

When using an octahedral MIL-125 (denoted as ,MIL-125)
with eight exposed {111} facets, the individual growth of ZIF-8
was observed without the MOF-on-MOF heterostructure formed
(Fig. S25 and S267), indicating the necessity of the {110} facets
in MIL-125 to allow the epitaxial growth of ZIF-8. Another
synthesis similar to that of MIL-125@ZIF-8 was also conducted,
except for adding Zn** first and then 2-MeIM. The obtained
sample showed an inhomogeneous structure with partial MIL-
125 anchored by ZIF-8 (Fig. S277), different from MIL-125@ZIF-
8. It is reported that the {110} facets of MIL-125 have a high
content of exposed Ti-O clusters.” Our result suggests that the
interaction between 2-MeIM and Ti-O clusters exposed on {110}
facets of MIL-125 is also associated with the site-selective
growth of MIL-125@ZIF-8. A possible molecular structure at
the overlaid interface of {110}y1125/{001}2rs is proposed in
Scheme S17 on the basis of our experimental observations and
literature reports.”*> The exposed Ti-O nodes could be fully
utilized with one Ti-O cluster connected with 2-MeIM to induce
the growth of ZIF-8, leaving one Zn>" cluster not connected to
the Ti-O node at the interface. Nevertheless, the actual inter-
facial structure of {110}yr.-125/{001}rg could be different from
that reported based on a single structure, which is worth
investigating in future studies.

In general, heterostructures with complementary properties
often enhance their performance in applications. It has been
reported that ZIF-8 is an adsorbent,'® while MIL-125 is a prom-
ising photocatalyst.*>** Hypothetically, the MIL-125@ZIF-8
hetero-structures may enrich molecules such as pollutants in
solution through ZIF-8 and then degrade the enriched mole-
cules through MIL-125 by photocatalysis within one particle.
For this reason, we investigated the performance of MIL-

Chem. Sci, 2020, 11, 3680-3686 | 3683
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125@7ZIF-8 heterostructures by using photocatalytic degrada-
tion of orange II (a dye pollutant) as a model reaction, using ZIF-
8, MIL-125 and ,MIL-125 as the control (Fig. 4a, S28%). The
catalysts/orange II suspension was stirred in the dark for 60 min
to establish the adsorption equilibrium, after which photo-
catalysis reaction was initiated by visible light irradiation. As
shown in Fig. 4b, ZIF-8 showed an obviously higher adsorption
ratio of 51.8% than MIL-125 (6.9%) and ,MIL-125 (6.0%) after
60 min adsorption in the dark. This difference is attributed to
the electrostatic attraction between positively charged ZIF-8
(Fig. S29t) and negatively charged dye molecules, while MIL-125
has a negatively charged surface (Fig. S30 and S311) which
causes electrostatic repulsion of orange II. Considering the
limited pore window (0.34 nm) of ZIF-8,>* the adsorption of the
dye by ZIF-8 is presumably by surface electrostatic interaction.
Notably, MIL-125@ZIF-8 and ,MIL-125@ZIF-8 possessed
enhanced adsorption of orange II (21.4% and 22.9%, respec-
tively) compared to pure MIL-125, which can be attributed to the
presence of ZIF-8 in the heterostructures.

When the photocatalytic reaction was switched on, almost
no orange II was removed in the absence of any materials
during the whole process. MIL-125@ZIF-8 exhibited fast
degradation of orange II with a removal rate of ~97.3% in 120
min under visible light irradiation, higher than that of MIL-125
(54.6%). Similarly, improved dye degradation efficiency was also
observed in ,MIL-125@ZIF-8 (86.0%) compared to that in ,MIL-
125 (57.3%). The slightly higher removal efficiency of ,MIL-125
than MIL-125 may be ascribed to the more exposed metal
clusters offered by the {110} facets and more surface energy with
higher activity, consistent with the reported work.> ZIF-8
showed a poor photocatalytic activity with only 8.4% of orange II
removed during the photocatalytic stage, which may be ascribed
to the weak absorbance of visible light (Fig. S327). In addition,
the degradation efficiency of the ZIF-8/MIL-125 mixture by
directly mixing ZIF-8 and MIL-125 with the same ratio was
obviously lower than that of the MIL-125@ZIF-8 hetero-
structures, indicating that the contact between MIL-125 and
ZIF-8 is important for improving the degradation performance.
The higher total organic carbon (TOC) removal rate of the MIL-
125@ZIF-8 heterostructures than other samples (Fig. S337)
further indicates their enhanced performance. The active
species in the MIL-125@ZIF-8 catalytic system was proved to be
superoxide radicals by electron paramagnetic resonance (EPR)
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Fig. 4 (a) Ilustration of the enhanced photocatalytic degradation
process towards orange Il using ZIF-8@MIL-125. (b) Degradation
efficiency of ZIF-8, -MIL-125, \MIL-125, -MIL-125/ZIF-8, ,MIL-125/
ZIF-8, pMIL-125, MIL-125@ZIF-8 and p,MIL-125@ZIF-8.

3684 | Chem. Sci, 2020, 1, 3680-3686

View Article Online

Edge Article

measurements (Fig. S34 and S35t) without hydroxyl radicals
being detected. The result is in accordance with a previous
report that superoxide radicals are the dominant species
generated by MIL-125 under visible light irradiation.** The
superoxide radical levels were similar in MIL-125@ZIF-8 and
MIL-125/ZIF-8 mixtures, indicating that the dye adsorption
difference is responsible for the dye degradation behaviour
observed in different groups (Fig. 4a).

Collectively, MIL-125@ZIF-8 heterostructures show synergisti-
cally enhanced photocatalytic degradation of orange II, signifi-
cantly higher than the sum of MIL-125 and ZIF-8 contribution
individually and the mixture of ZIF-8/MIL-125. It is suggested that
the photocatalytic activity of pure MIL-125 is hindered for mole-
cules such as orange II with poor adsorption efficiency. For MIL-
125@ZIF-8 heterostructures, the photocatalytic MIL-125 moiety
generates superoxide radicals under light irradiation, while the
positively charged ZIF-8 moiety reduces the negative surface
potential of MIL-125 which facilitates the adsorption of negatively
charged orange II. Consequently, the local concentration of orange
II is increased and the kinetics of the catalytic reaction are accel-
erated. It can also increase the contact rate between the dye and
active species, thus promoting the dye degradation.'®***7>” The
relatively higher performance of MIL-125@ZIF-8 than ,MIL-
125@ZIF-8 is possibly attributed to its higher portion of the non-
enclosed structure, suggesting that control over the site of ZIF-8
growth is also important to finely tune the performance of MOF-
on-MOF heterostructures.

Conclusions

In summary, controllable synthesis of MOF-on-MOF hetero-
structures with well-designed architectures is demonstrated via
an orientation-specific and position-selectable epitaxial-growth
strategy. The guest ZIF-8 is epitaxially grown on the {110} facets
of the host MIL-125. Meanwhile, the position of ZIF-8 growth on
MIL-125 can be controlled on either the corner or side surface,
generating two MIL-125@ZIF-8 heterostructures. Benefiting
from the synergistic effect between the enrichment contribu-
tion of ZIF-8 and photocatalytic activity of MIL-125, the
synthesized MIL-125@ZIF-8 heterostructures demonstrate
superior performance in photocatalysis compared to single
MOFs. The findings may pave the way for the construction of
distinctive MOF hybrids for various applications.
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