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Abstract: Metal–organic frameworks (MOFs) have been of great interest for their outstanding
properties, such as large surface area, low density, tunable pore size and functionality, excellent
structural flexibility, and good chemical stability. A significant advancement in the preparation
of MOF thin films according to the needs of a variety of applications has been achieved in the
past decades. Yet there is still high demand in advancing the understanding of the processes to
realize more scalable, controllable, and greener synthesis. This review provides a summary of the
current progress on the manufacturing of MOF thin films, including the various thin-film deposition
processes, the approaches to modify the MOF structure and pore functionality, and the means to
prepare patterned MOF thin films. The suitability of different synthesis techniques under various
processing environments is analyzed. Finally, we discuss opportunities for future development in the
manufacturing of MOF thin films.

Keywords: metal–organic framework; thin film; fabrication; patterning

1. Introduction

Metal–organic frameworks (MOFs) are a class of inorganic–organic hybrid crystalline microporous
materials consisting of a highly ordered array of metal cations connected by multidentate organic
linkers. The regular and extended network built by metal ions (or clusters) and organic linkers
often forms a repeating cage-like structure, which grants MOFs an extensive internal surface area.
In contrast to other porous materials, MOFs also possess designable structures that can be engineered
with tailored pores for selective adsorption of specific gases [1]. Moreover, MOFs show outstanding
features as in structural flexibility, thermal and chemical stability, etc., which grant MOFs great
potential in numerous applications, such as gas storage and separation [2–5], liquid purification [6–9],
catalysis [10–13], gas/chemical sensing [14–18], and energy production [19–22]. Other than direct
applications, MOFs have also been used as precursors/templates for the production of inorganic
functional materials with unique designability [23]. According to the needs in various applications,
thousands of MOFs have been synthesized by now since being reported in the 1990s [1,24–26].
Nowadays, MOFs are available in various structures, such as nanocrystals (NCs) [27], nanospheres [28],
nanosheets [29], needles [30], hierarchical monoliths [31], thin films (TFs) [32], membranes [33],
and glasses [34–36]. Among these structures, MOF-TFs are drawing increasing attention due to their
tremendous potential in the development of nanotechnology-enabling applications, such as optics [37],
photonics [38], electronics [39], catalytic coatings [40], sensing [41–44], solar cell [45], battery [46],
and supercapacitor [44]. One thing to notice is that MOF-TFs cannot be differentiated from MOF
membranes by their chemical composition or by their selection of substrates. Concerning the definition
of a membrane [47], which should be a medium that allows transfer to occur under a certain driving
force, a TF [48] does not have such a restriction. The main difference between TFs and membranes
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lies in their functions, although there is reporting of freestanding MOF-TFs that can function as a
membrane due to its porosity [49].

A significant amount of research is devoted to the fabrication, characterization, and application
of MOF-TFs. MOF-TFs deposited on substrates of various functions enable different applications.
For example, those on quartz crystal microbalance (QCM) substrates allow for the study of adsorption
within MOF layers [50–52], those on gold substrates realize surface plasmon resonance (SPR)
spectroscopy [53], and those on conducting electrodes open up a way for electrical and electrochemical
applications [54,55]. The selection of substrate is crucial in the fabrication of MOF-TFs, especially in
the deposition process based on hydro/solvothermal mother solution synthesis that requires good
heterogeneous nucleation and growth of MOFs. To date, the fabrication of MOF-TFs has been
realized on various substrates, such as nonplanar substrates [56], planar substrates [57], flexible
substrates [42,58], and substrates terminated with different functional groups on the surface [59,60].
In spite of these extensive studies, engineering MOF-TFs with a controllable thickness and structure
and precise chemical composition has always been a challenge. Commercialization involving scale-up
production with an effective cost is an additional challenge [61]. As a result, investigation regarding
novel synthesis approaches for the manufacturing of MOF-TFs continues.

Since there are many excellent reviews [33,62–66] focusing on the fabrication of MOF membranes,
including the concept of mixed matrix membranes [67,68], this review covers current progress on the
manufacturing of MOF-TFs. It summarizes and analyzes various fabrication processes for MOF-TFs,
approaches for the modification of architectures and pore functionality in MOF-TFs, means for the
preparation of patterned MOF-TFs, and application of different synthesis strategies under various
processing environments. This review aims to advance the understanding of the processing of
MOF-TFs to realize a more controllable, scalable, and eco-friendly synthesis. Concerning these
objectives, some prospects on future opportunities for the development of the manufacturing of
MOF-TFs are discussed at the end.

2. General Fabrication Techniques for MOF-TFs

Several excellent reviews focusing on MOFs, including MOF-TFs, have been published [37,69–77].
These papers review existing and potential applications, as well as the synthesis methods of MOF-TFs.
However, regarding the fabrication techniques, these reviews focus on more commonly used approaches,
such as hydro/solvothermal synthesis, the stepwise layer-by-layer (LBL) deposition method, and the
electrochemical method. Considering the extensive discussion about the diverse synthesis of MOFs
in other structures, such as nanoparticles (NPs) [78], composite structures [79], and membranes [33],
here we focus on the fabrication of MOF-TFs, giving a comprehensive review on various synthesis
strategies that are reported for MOF-TFs (including patterns) and offering a direction for future
development for the green fabrication of MOF-TFs.

Classification of Fabrication Techniques

The classification of fabrication techniques in this review is according to the phase of the precursors
in the synthesis reaction, such as liquid, solid, vapor, and gel. In the section of general fabrication
techniques for MOF-TFs, we will focus the discussion on the processes using two precursors, one of
which is the metal precursor and the other the organic precursor. The studies that require more than
one metal or organic species will be discussed in the section of modification of MOF-TFs, with an
emphasis on the manufacturing of TF structure/composition with modified functionality.

The discussion on general fabrication techniques will be grouped into three sections, including
liquid–liquid synthesis methods, liquid–solid synthesis methods, and all other types of synthesis
methods (i.e., solid–solid synthesis methods, vapor–solid synthesis methods, vapor–gel synthesis
methods, and the post-assembly method).
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3. General Liquid–Liquid Synthesis

Most syntheses of MOF-TFs are carried out via liquid-phase reaction, where both the metal and
the organic precursors are dissolved in a solvent before the reaction. Typically, the dissolved precursors
are either well mixed to prepare a solution mixture as the mother solution before the addition of
substrates (such as in a direct solvothermal synthesis) or used separately in contact with the substrates
in a sequential manner (such as in a stepwise LBL deposition). The high concentration of ionized
reactants (i.e., the metal cations and the deprotonated organic linkers) in the solution leads typically
to a homogeneous reaction in the solvent phase and simultaneously a heterogeneous reaction at the
substrate surface [80]. There is competition between these two reactions, where the homogeneous
reaction results in the formation of MOF crystals in the solvent while the heterogeneous reaction brings
about the formation of MOF-TFs on the substrate surface. Therefore, promoting the heterogeneous
reaction and suppressing the homogeneous reaction is a promising solution to realize the green and
economical synthesis of high-quality MOF-TFs with good uniformity and continuity.

3.1. Direct Synthesis

Although numerous fabrication techniques have been developed for MOF-TFs, a one-pot
hydro/solvothermal batch synthesis strategy is still the primary way and serves as the foundation
for the development of many other synthesis strategies. Hydrothermal synthesis refers to those that
happen in an aqueous solution above the boiling point of water while solvothermal synthesis is in a
non-aqueous solution at relatively high temperatures [81]. Both types of synthesis often proceed in a
sealed reactor, such as an autoclave, and a pressure vessel. In a typical hydro/solvothermal synthesis,
the substrate is placed in a mixture of precursor solutions for MOFs and is subjected to a reaction at a
high temperature. This one-pot hydro/solvothermal synthesis strategy for MOF-TFs can be categorized
into two subcategories, i.e., the direct growth on unmodified substrates, and the secondary growth
that involves the preparation of functional substrate surfaces. The main issues in the direct synthesis
are the lack of control in preparing a homogeneous TF and possible substrate corrosion.

Based on the concept of direct synthesis, Cui et al. [82] realized the fabrication of MOF-TFs on
rough surfaces via an in situ hydrothermal synthesis strategy. Stainless steel wires were used as the
substrates, which were etched by hydrofluoric acid before the reaction since a rough surface can
improve the retention of particles and thereby promotes the heterogeneous nucleation and growth
of MOFs. After 8 h of reaction at 120 ◦C, complete coverage of HKUST-1 (Cu3(BTC)2(H2O)3, where
BTC = 1,3,5-benzenetricarboxylate; also known as MOF-199) TF with a thickness of about 40 µm
was obtained on an etched SSW (Figure 1A). The resulting HKUST-1-coated SSWs were tested for
solid-phase microextraction for volatile and harmful benzene homologues, acquiring a low limit
of detection that was 8.3–23.3 ng/L. Later, Sheberla et al. [83] reported the fabrication of MOF-TFs
on smooth surfaces via an in situ solvothermal synthesis strategy. Ni3(HITP)2 MOF-TFs, where
HITP = 2,3,6,7,10,11-hexaiminotriphenylene, were fabricated directly on quartz substrates under the
reaction conditions in this study and a microporous structure and ultrahigh electrical conductivity
was obtained that was of interest in electronic devices. The conductivity of the resulting Ni3(HITP)2

MOF-TFs reached 40 S/cm, which stood for the best records for MOFs and coordination polymers
at the time. Campbell et al. [84] achieved continuous and dense Mg-MOF-74 (Mg2DOBDC, where
DOBDC = 2,5-dihydroxyterephthalate) TFs directly on porous alumina (Al2O3) substrates via an
in situ solvothermal synthesis strategy (Figure 1B). In this report, the process was optimized by
tuning the reaction conditions (i.e., reaction time, the dose of precursors, and the composition of
solvents) that could influence the TF formation process and resulting thickness and morphology.
A proper solvent composition of N,N-dimethylformamide (DMF):water:ethanol was reported, 16:2:2,
in order to obtain well-intergrown Mg-MOF-74 TFs. In this study, it was noticed that, by fixing all
the other reaction parameters, the film thickness increased from 1.6 to 1.8 µm when increasing the
reaction time from 2.5 to 6 h. The results corresponded to a decreased growth rate that was from
10.67 to 5.00 nm/minute when increasing the reaction time, which implies a common disadvantage
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for solvothermal synthesis. Many types of MOF-TFs, such as MOF-5 (Zn4O(BDC)3, where BDC
= 1,4-benzodicarboxylate; as known as IRMOF-1) [85], PCN-221 (Zr8(µ4-O)6(OH)8(TCPP)3, where
TCPP = tetrakis(4-carboxylatephenyl)porphyrin), PCN-222 (Zr6(µ3-OH)8(OH)8(TCPP)2), and PCN-223
(Zr6(µ3-O)4(µ3-OH)4(TCPP)3) [86], can be achieved via direct synthesis.

Figure 1. (A) SEM images of HKUST-1-coated stainless steel wire at different magnifications.
(Reproduced with permission from Cui et al., Analytical Chemistry; published by American Chemical
Society, 2009.) (B) SEM images of the surface and the cross-section of Mg-MOF-74 thin films formed
using different precursor solutions. (Reproduced with permission from Campbell et al., Microporous
and Mesoporous Materials; published by Elsevier BV, 2017.) (C) Schematic of the microwave-induced
solvothermal synthesis, and SEM images of MOF-5 grown on different substrates after 30 s of the
microwave-induced solvothermal reaction. (Reproduced with permission from Yoo et al., Chemical
Communications; published by Royal Society of Chemistry, 2008.)

Different from the traditional direct synthesis based on the one-pot hydro/solvothermal synthesis,
microwave irradiation was introduced into the reaction scheme by expediting the reaction of MOF-TFs
because crystal growth is generally faster under microwave irradiation. With this consideration,
Yoo and Jeong [56] reported a rapid synthesis of MOF-5 TFs on various surfaces that was finished
in 5–30 s under microwave irradiation with a power of 500 W (Figure 1C). Uncoated, amorphous
carbon-coated, graphite-coated, and gold-coated Al2O3 supports were investigated as substrates.
The results illustrated an advantage of substrate surface modification in the fabrication of MOF-TFs
(including patterns) that we will discuss in the secondary growth section. Furthermore, Bux et al. [87]
reported that the microwave-assisted fabrication of MOF-TFs does not necessarily require a chemically
modified substrate surface, nor an atomically smooth surface with electrostatic compatibility. In this
study, dense and continuous ZIF-8 (Zn(2-mIm)2, where 2-mIm = 2-methylimidazole) TFs were acquired
directly on porous titanium oxide substrates via a microwave-assisted solvothermal synthesis after
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4 h of reaction at 100 ◦C. This type of synthesis strategy has also succeeded in the fabrication of other
types of MOF-TFs on various substrates [88], demonstrating a great potential of microwave irradiation
in the development of rapid synthesis strategies.

3.2. Secondary Growth

Although traditional hydro/solvothermal synthesis in the fabrication of MOF-TFs has been
successful, it is still challenging to fabricate continuous MOF-TFs on unmodified substrates because the
heterogeneous nucleation of MOF crystals on substrate surfaces is commonly inefficient [89]. Moreover,
it is difficult for MOF crystals that have formed in solution to adhere to substrate surfaces due to
the lack of binding sites. One of the main strategies to improve the heterogeneous nucleation and
growth of MOF-TFs is through substrate surface modification [90]. This type of synthesis strategy
is classified as secondary growth, which commonly involves the functionalization of the substrate
by adding a functional layer on the surface before the synthesis. Other than traditional one-pot
hydro/solvothermal synthesis, the secondary growth is often conducted with other synthesis strategies
to achieve controllable formation of MOF-TFs [91].

Under the concept of secondary growth, functional group-terminated surfaces have been widely
studied to improve the heterogeneous nucleation of MOF-TFs [92], as they can help to anchor the
metal/metal-oxo nodes and/or organic linkers on substrate surfaces. Many kinds of functional layers
are used for substrate surface modification, which can be grouped into two categories, including
the organic functional layers, such as self-assembled monolayers (SAMs) and polymers, and the
inorganic-involving functional layers, such as MOF NCs and metal oxide NPs.

SAMs are a class of organic functional layers used extensively in the fabrication of MOF-TFs.
Commonly, SAMs consist of organothiol-based chains prepared on solid surfaces [93] to coordinate
with MOF precursors. By changing the type of functional group on organothiol-based chains or the
density, the growth orientation of MOF-TFs can be systematically controlled [94], contributing to the
fabrication of highly oriented MOF-TFs. Hermes et al. [59] achieved the patterning of MOF-5 TFs based
on patterned COOH-/CF3-terminated SAMs prepared by microcontact printing (µCP) on gold surfaces.
In this study, a mixture of Zn(NO3)2 and terephthalic acid was prepared in pure dimethylformamide at
75 ◦C as the mother solution for MOF-5. After mixing for 72 h, the solution was heated to 105 ◦C and
rapidly cooled down to 25 ◦C to allow the crystallization of MOF-5. A clear supersaturated reaction
mixture was obtained by filtration. Then, the µCP-patterned SAMs of 16-mercaptohexadecanoic acid
(MHDA) and 1H,1H,2H,2H-perfluorododecane thiol (PFDT) on Au(111) were immersed in the reaction
mixture, resulting in the selective deposition of MOF-5 on patterned areas. Biemmi et al. [94] reported
a study on the influence of the type of SAMs on the orientation of the resulting MOF-TFs (Figure 2A).
Based on the different coordination of –OH and –COOH groups, the resulting HKUST-1 TFs showed
preferred [111] and [100] growth directions on the gold surfaces, respectively. A controlled orientation
is beneficial in MOFs because it influences the pore system in MOF-TFs, which could open the way
for more advanced applications based on improved adsorption [94]. Liu et al. [95] discovered that
even by the same functional group-terminated SAMs, the orientation of the resulting HKUST-1 TFs
could be different by varying the density of the functional groups. Zacher et al. [96] achieved highly
oriented HKUST-1 TFs on bare Al2O3 surfaces and SAMs prepared on silicon dioxide (SiO2) surfaces
(Figure 2B). In the study, it was observed that there was no crystal nucleation on the bare SiO2 surface
based on oxidized Si wafer while densely packed polycrystalline agglomerated HKUST-1 microcrystals
formed on sapphire (Al2O3) and atomic layer deposition (ALD)-Al2O3 surfaces. It was stated that
because of electrostatic effct the nucleation of HKUST-1 preferred the basic surface of Al2O3 rather
than the acidic surface of SiO2. Therefore, the alkaline environment in the reaction system would be
another key aspect to consider during experiment design depending on the type of MOFs. Other
than MOF-5 and HKUST-1 TFs, different kinds of MOF-TFs are achieved by similar methods, such as
Fe-MIL-88B-NH2 (Fe3O(BDC-NH2)3Cl, where BDC-NH2 = 2-amino-1,4-benzenedicarboxylate) and its
isomer Fe-MIL-101-NH2 [60], and CAU-1 (Al4(OH)2(OCH3)4(BDC-NH2)3) [97].
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Figure 2. (A) Schematic illustrations of the oriented growth of HKUST-1 nanocrystals controlled
via SAMs. (a) XRD patterns of HKUST-1 TFs on functionalized gold surfaces, compared with a
randomly oriented HKUST-1 bulk sample measurement, and SEM images of HKUST-1 crystals on
OH-terminated SAMs after immersion in the mother solution for (b) 16, (c) 24, and (d) 45 h. All scale
bars, 1 µm. (Reproduced with permission from Biemmi et al., Journal of the American Chemical
Society; published by American Chemical Society, 2007.) (B) SEM images of HKUST-1 TFs on different
surfaces, a single pyramidal crystal grown on c-plane sapphire, and a single octahedral crystal grown
on COOH-terminated Si/SiO2. Optical images of HKUST-1 TFs on (a) a “positive” CF3/COOH and (b)
a “negative” COOH/CF3 patterned SAM surface. (Reproduced with permission from Zacher et al.,
Journal of Materials Chemistry; published by Royal Society of Chemistry, 2007.) (C) Illustration of the
substrate modification process. (a,c) Top-view and (b,d) cross-section SEM of a well-intergrown and a
continuous but poorly intergrown ZIF-8 TF, respectively. (Reproduced with permission from McCarthy
et al., Langmuir; published by American Chemical Society, 2010.) (D) SEM images of (a) an original
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polypropylene (PP) fibrous membrane and (b) a polydopamine (PDA)-coated PP membrane; all
scale bars, 3 µm. SEM images of (c) HKUST-1-, (d) MOF-5-, (e) MIL-100(Fe)-, and (f) ZIF-8-coated
PDA-modified PP membranes (all scale bars, 2 µm), and the corresponding HKUST-1, MOF-5,
MIL-100(Fe), and ZIF-8 nanotubes after the removal of the underlying PP fibers (all scale bars, 1 µm).
Inserted are the corresponding optical photos of samples. (Reproduced with permission from Zhou et
al., Chemical Communications; published by Royal Society of Chemistry, 2015.)

Similar to SAM-assisted synthesis, there is one type of surface modification based on the organic
linkers of the desired MOF. McCarthy et al. [98] demonstrated the effectiveness of functionalizing
α-Al2O3 substrates with organic compounds, which was benzimidazole (bIm) for ZIF-7 and 2-mIm
for ZIF-8, via a rapid evaporation process (Figure 2C). This simple surface modification procedure
provided strong covalent bonds between the α-Al2O3 substrates and the imidazolate linkers, which
is effective in promoting the heterogeneous nucleation and growth of MOF-TFs. Take the synthesis
of well-intergrown ZIF-8 in this study, for example. For substrate preparation, polished α-Al2O3

substrates were dried in a convection oven at 200 ◦C for 2 h. Then, 0.5–1 mL if methanolic solution of
2-mIm was dropped on a 2.2-cm2 substrate. After it was dried, the substrate was removed from the
oven and sonicated in methanol for about 30 s. A thoroughly-modified substrate was prepared by
repeating this process about six times. The formation of ZIF-8 films on the modified substrate was
finished via traditional solvothermal treatment in the ZIF-8 mother solution. After 4 h of reaction at
120 ◦C, well-intergrown ZIF-8 film was obtained on the porous α-Al2O3 substrate, which showed high
selectivities of 11.6 and 13 for H2/N2 and H2/CH4, respectively.

Polymers can serve as nucleation centers for MOFs as well. Zhou et al. [99] investigated the
fabrication of different MOF-TFs based on polydopamine (PDA)-coated substrates. HKUST-1, MOF-5,
MIL-100(Fe) (Fe3O(H2O)2OH(BTC)2), and ZIF-8 TFs were successfully deposited on PDA-modified
substrates in an LBL deposition manner (Figure 2D). In this study, PDA functioned as an effective
nucleation center on the fibers for MOFs because the catechol group on PDA has a strong coordination
ability with metal cations. Hence, the heterogeneous nucleation and growth of MOF-TFs were
improved through the coordination of the metal cations and the catechol group. Compared to uncoated
polypropylene (PP) fibrous membrane, the MOF-modified PP showed excellent adsorption in terms
of efficient removal of rhodamine B from water. Complete removal of rhodamine B based on an
MIL-100-PP membrane was achieved in 3 h at 40 ◦C, while there was barely any removal based on a
bare PP membrane under the same testing conditions.

Inorganic seed-assisted secondary growth relies on preformed nano-sized metal-based seeds
to assist the nucleation of MOF-TFs. One type of inorganic-involving seed is preformed MOF NCs.
Bux et al. [100] fabricated a highly oriented ZIF-8 film via seed-assisted secondary growth. ZIF-8 NCs
were prepared on a porous α-Al2O3 substrate via the hydrogen bonds formed with polyethyleneimine,
which worked as the coupling agent between the ZIF-8 seeds and Al2O3 surface. The ZIF-8-seeded
substrate was obtained after it was immersed in seeding solution using an automatic dip-coating
device with defined dipping and withdrawing speeds, followed by traditional solvothermal synthesis
to achieve continuous and well-intergrown ZIF-8 TF. XRD analysis of the resulting film showed a
preferred orientation at the [100] direction parallel to the support that was explained by an evolutionary
growth process. The resulting mesoporous and microporous structure showed excellent performance
in H2/C3H8 separation, with a separation factor above 300. Papporello et al. [101] demonstrated the
fabrication of ZIF-8 TFs on copper-based substrates, in which the commercially available ZIF-8 NCs
were attached to copper foils as seeds via a manual rubbing manner (Figure 3A). It was observed
that when using methanol as the precursor solvent, the presence of acetate would promote the
precursor–substrate interactions, resulting in the formation of continuous, uniform, and adherent ZIF-8
TFs on copper foils. The resulting ZIF-8 TFs showed two orientations at the [110] and [211] directions
and exhibited excellent mechanical and thermal stabilities. Sun et al. [102] fabricated high-quality
MOF-TFs on α-Al2O3 ceramic tubes via a seed-assisted secondary growth strategy, in which the seeds
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were prepared via a solvent-vaporization driving force (Figure 3B). The ZIF-8 seeds were ready on
the ceramic tube by pouring a stable precursor solution mixture of ZIF-8 into them and then sealing
them inside the tube with a rubber stopper. The seeds then underwent heating at 55 ◦C for 4 h to
react, at 55 ◦C for 1 h for drying, and at 25 ◦C for 12 h for washing. Then, the seeded ceramic tube was
subjected to traditional solvothermal synthesis at 110 ◦C for 24 h to achieve a continuous ZIF-8 TF in
the inner skin of the tube, which could be of interest for gas separation.

Figure 3. (A) Schematic of ZIF-8 growth on Cu substrates in methanol-based synthesis, and the top-view
(top) and cross-section (bottom) SEM images of copper foils treated with different methanol-based



Processes 2020, 8, 377 9 of 46

protocols. All scale bars, 10 µm. (Reproduced with permission from Papporello et al., Microporous
and Mesoporous Materials; published by Elsevier BV, 2015.) (B) Preparation schematic of the
counter-diffusion method for plugging pore and the secondary growth method for ZIF-8 film on
the inner surface of a ceramic tube. (Reproduced with permission from Sun et al., RSC Advances;
published by Royal Society of Chemistry, 2014.) (C) Schematic of the templated methodology of
MOF-TF fabrication on ZnO NWs, and SEM images of (a) IRMOF-1, (b) IRMOF-3, (c) IRMOF-8, and (d)
IRMOF-9 films grown on ZnO NWs, respectively, and the IRMOF-1 film by (e) traditional solvothermal
synthesis and (f) microwave-assisted synthesis. (Reproduced with permission from Abdollahian et al.,
Crystal Growth & Design; published by American Chemical Society, 2014.) (D) Schematic of the LBL
synthesis route. (a) Optical images of ALD-Al2O3-coated PP fibers with different LBL HKUST-1 TFs,
and SEM images of an HKUST-1 TFs on (b) untreated and (c) ALD-Al2O3-coated PP fibers. (d) The
thickness of the MOF-TFs on ALD-Al2O3-coated PP fibers measured from cross-section TEM images.
(Reproduced with permission from Zhao et al., Journal of Materials Chemistry A; published by Royal
Society of Chemistry, 2015.)

Another type of inorganic seeds is based on metal oxide nanostructures, such as NPs and
nanowires (NWs). Abdollahian et al. [103] reported the fabrication of different IRMOF-TFs on ZnO
NW-functionalized indium tin oxide (ITO) glass substrates, including glass, indium tin oxide (ITO)
glass, and Si wafer (Figure 3C). ZnO NWs were grown on the substrate via a traditional solvothermal
synthesis before immersion in each IRMOF precursor solution. The resulting IRMOF-TFs obtained high
crystallinity after 20–24 h of secondary growth, showing a preferred out-of-plane orientation depending
on the type of IRMOFs and acquiring µm-level thickness. All the IRMOF-TFs displayed an average
thickness that was about 25µm and exhibited similar morphology. In this study, the microwave-assisted
synthesis showed its advantage in shortening the reaction time to 10 min for IRMOF-1 TF, which
achieved about 1 µm in thickness. However, it was observed that the film morphology and crystallinity
may be compromised by the rapid crystallization process as shown in the SEM images in Figure 3C,E,F.
Furthermore, it was discovered that the metal oxide-based seeding layer does not necessarily contain
the same metal species as that in the desired MOF-TFs. Zhao et al. [104] prepared Al2O3 seeding
layers on polymer fibers via an ALD process to assist the nucleation and growth of copper-based
HKUST-1 TFs (Figure 3D). Uniform HKUST-1 TFs were achieved on ALD-Al2O3-coated PP fibers
via the LBL deposition strategy, by dipping the fibers in precursor solutions and solvent sequentially.
A thorough rinsing by the solvent was necessary after each dipping in metal and organic precursors,
respectively, to ensure complete removal of the unreacted precursors and unattached nuclei. Based on
an HKUST-1 TF prepared by 40 LBL cycles in this study, the N2 adsorption BET surface area could
reach 535 m2/gMOF (93.6 m2/gMOF+fiber), and high dynamic loadings for NH3 (1.37 molNH3/kgMOF+fiber)
and H2S (1.49 molH2S/kgMOF+fiber).

3.3. Layer-by-Layer Deposition

Although the traditional hydro/solvothermal synthesis is a classic synthesis strategy to obtain
MOF-TFs, many obstacles remain in its development, such as the difficulty in controlling the fabrication
process that may result in uncontrollable film thickness and discontinuous film formation, and the
high cost from large reactant consumption and waste production that limits its application [81]. There
are many existing synthetic strategies to address these challenges; the LBL deposition strategy shows
excellent control in film thickness [105,106] and surface roughness [104].

In contrast to the traditional one-pot hydro/solvothermal synthesis, the solutions for metal and
organic precursors are held separately in LBL deposition of MOF-TFs, and the substrate is placed in each
precursor solution sequentially, leading the fabrication of MOF-TFs by depositing alternating layers of
oppositely charged precursor species (i.e., the metal cations and the deprotonated organic linkers).
The detailed synthesis conditions for different types of MOF-TFs may vary. The LBL deposition strategy
is favorable for the fabrication of oriented and well-defined MOF-TFs, in particular for surface-mounted
metal-organic frameworks (SURMOFs) [107]. Wang and Wöll [108] published an excellent review in
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2019 about the fabrication methods of SURMOFs via programmed LBL assembly techniques, depicting
the broad application of the LBL deposition strategy in the preparation of MOF-TFs.

Shekhah et al. [107] established a stepwise LBL deposition route for the fabrication of MOF-TFs
(Figure 4A). Gold substrate was functionalized by MHDA, resulting in a COOH-terminated surface
for the secondary growth of HKUST-1 TFs. The modified substrates were immersed in 1 mmol/L
ethanolic solution of Cu(CH3COO)2 for 30 min, and 1 h in 1 mmol/L ethanolic solution of 1,3,5-
benzenetricarboxylic acid, with a rinse between each immersion. Highly oriented HKUST-1 TFs
showing the [100] growth direction were deposited on COOH-terminated SAMs on gold substrates.
Shekhah et al. [109] also implemented LBL deposition in the fabrication of MOF-TFs on porous
substrates. Crystalline and homogeneous HKUST-1 and ZIF-8 TFs were achieved on a confined surface
of mesoporous SiO2 foams, showing the potential of the LBL deposition strategy in controlling and
directing the fabrication of MOF-TFs. Yao et al. [110] developed a spray-LBL deposition strategy to
fabricate MOF-TFs (Figure 4B). The metal and organic precursor solutions for Cu3(HHTP)2, where
HHTP = 2,3,6,7,10,11-hexahydroxytriphenylene, were sprayed on the substrate surface alternately
to obtain the Cu3(HHTP)2 MOF-TFs. Like the traditional LBL strategy, the number of deposition
layers can be facilely controlled by the spraying times. A good control over the film thickness was
achieved, with a thickness increment of about 2 nm per spraying cycle. The performance in NH3

room-temperature sensing was tested based on a 20-nm thick Cu3(HHTP)2 TF, which reached a limit of
detection that was 100 ppm. Other than planar substrates, uniform MOF-TFs can also be fabricated on
different types of substrates via the LBL deposition strategy [104], which also presents excellent control
over the film thickness. As mentioned in the section of secondary growth, MOF-TFs designed on QCM
substrates often rely on functional SAMs to assist fabrication via the LBL deposition strategy as it offers
a simple fabrication process and high growth rates and realizes uniform and oriented MOF-TFs with
controllable thicknesses and chemical compositions [107,111–113]. Stavila et al. [114] systematically
studied the formation process of HKUST-1 TFs on QCM electrodes assisted by the LBL liquid-phase
epitaxy (LPE) (Figure 4C). Wannapaiboon et al. [51] developed a direct fabrication strategy of MOF-TFs,
with the hierarchical structure on the surface of QCM sensors, via an LBL-LPE process, which allows
the adsorption performances of the heterostructures to probe in real time. Other than planar substrates,
the fabrication of uniform and continuous MOF-TFs can also be made on arched surfaces, such as
optical fibers [42], via the LBL deposition manner.

Overall, the LBL deposition strategy can realize the fabrication of many types of MOF-TFs and
enable precise control of the amount and location/distribution of functionalities for tailored properties,
presenting a huge potential to extend the already considerable flexibility of MOFs. This synthesis
strategy also provides a pathway to better understand the heterogeneous nucleation and growth of
MOF-TFs [57], offers good control of the film thickness, gives rise to highly oriented and uniform TFs,
and enables the fabrication of more complex MOF heterostructures [115–117]. However, this type of
synthesis strategy is limited to the fabrication of specific types of MOF-TFs and is only available on
solid supports [118], which restricts its application.
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Figure 4. (A) Schematic of the step-by-step growth of HKUST-1 TF on a COOH-terminated SAM,
and (a) the corresponding SPR signal as a function of time recorded in situ during sequential
injections of Cu(OAc)2, ethanol, and 1,3,5-benzenetricarboxylic acid. (b) XRD data of an HKUST-1 TF
(40 cycles) grown on COOH-terminated SAM, inserted the in-plane data. (c) SEM image of HKUST-1
(40 cycles) grown on an SAM laterally patterned by µCP consisting of COOH-terminated squares and
CH3-terminated stripes. (Reproduced with permission from Shekhah et al., Journal of the American
Chemical Society; published by American Chemical Society, 2007.) (B) A schematic diagram to illustrate
the preparation of Cu3(HHTP)2 TF via spraying. (a) SEM and (b) AFM images of a Cu3(HHTP)2 TF,
and the corresponding film thickness and surface roughness. (Reproduced with permission from Yao
et al., Angewandte Chemie International Edition; published by Wiley-VCH, 2017.) (C) Schematic of
the proposed model for HKUST-1 nucleation and growth on oxide surfaces (Cu-green, O-red, C-gray).
(a) SEM and (b) AFM images of HKUST-1 TFs (40 cycles) on different substrate surfaces. (Reproduced
with permission from Stavila et al., Chemical Science; published by Royal Society of Chemistry, 2012.)

3.4. Dip-Coating Deposition

Dip coating (DC) is a simple, low-cost, and reproducible method for fabricating TFs and is
extensively used in industries. This method is also applicable in the fabrication of MOF-TFs based
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on a colloidal suspension of MOFs NCs [119,120]. In this synthesis strategy, the metal and organic
precursor solutions are well mixed to form a uniform colloidal suspension, in which a substrate is put
in place to obtain an MOF-TF. Subjected to the continuous growth of MOF crystals in the suspension,
the precursor solution mixture needs to be replaced after a certain time to ensure a high enough
concentration of reactants for film growth. The reaction time for different MOFs varies depending on
the reaction conditions. The DC technique can also be implemented in an LBL deposition manner,
where the thickness of MOF-TFs can be controlled by modifying the immersing time, the number of
dipping cycles, and the withdrawing speed [121].

Horcajada et al. [122] developed a colloidal route for the fabrication of MOF-TFs on Si wafers via
DC deposition. In the fabrication of MIL-89 (Fe3O(CH3OH)3[O2C-(CH)4-CO2]3Cl(CH3OH)6) MOF-TFs,
a colloidal solution iron(III) acetate and muconic acid in ethanol was prepared first by heating up the
mixture solution at 60 ◦C for 10 min to promote the formation of colloidal particles. Each deposition
cycle contained 2 min for immersion before the withdrawal with a speed of 4 mm/s at 15% relative
humidity. After each cycle, the TF was washed with ethanol and dried either at room temperature or
at 130 ◦C in air for 5 min. Flexible and uniform MIL-89 MOF-TFs were obtained (Figure 5A) under a
consistent growth rate of 40 nm/coating. Then, Lu and Hupp [123] implemented DC deposition in the
fabrication of ZIF-8 TFs. Highly oriented and continuous ZIF-8 TFs were achieved directly on glass
slides and Si wafers (Figure 5B). The controllable synthesis showed a linear growth rate of ZIF-8 TFs of
100 nm/coating (30 min/cycle) and presented a thickness-dependent color-changing property that was
interesting in optics. The DC deposition strategy is used extensively to fabricate various MOF-TFs that
are of interest in electronics and optics [16,43,121–124].

Figure 5. (A) AFM image of a MIL-89(gel) TF via the DC method. (Reproduced with permission from
Horcajada et al., Advanced Materials; published by Wiley-VCH, 2009.) (B) SEM images of ZIF-8 films
grown on Si substrates with different cycles of dip coating, inserted is the photograph of a series of
ZIF-8 films of various thicknesses grown on Si substrates. (Reproduced with permission from Lu et al.,
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Journal of the American Chemical Society; published by American Chemical Society, 2010.) (C) Schematic
for the fabrication of MOF-TFs using the LPE approach adapted to the SC method. (a) Top-view and
cross-section SEM images of HKUST-1 TFs with different deposition cycles. (b) Height profile of the
HKUST-1 TF from different deposition cycles. (c) SEM image of HKUST-1 TF grown by 20 cycles on a
SAM laterally patterned by µCP consisting of COOH-terminated squares and CH3-terminated stripes.
(Reproduced with permission from Chernikova et al., ACS applied materials & interfaces; published by
American Chemical Society, 2016.)

3.5. Spin-Coating Deposition

Spin coating (SC) is a commonly used method to apply a uniform TF onto a flat solid substrate,
which is also applicable for the fabrication of MOF-TFs. In a typical process of making MOF-TFs via
the SC method, different precursor solutions for MOFs are dropped on the center of a flat substrate on a
spinning object, which is set to a certain spinning speed and time, and the volume/concentration of the
solutions are controlled to achieve a uniform distribution of precursor on the substrate surface [121].

Chernikova et al. [125] proposed an LBL assembly strategy via an SC process, which realized
the fabrication of smooth MOF-TFs in a relatively short time (Figure 5C). In this fabrication process,
a spin coater was equipped with four micro-syringes containing the precursor solutions and solvents
separately. First, the metal precursor solution was applied to the spinning substrate by one syringe.
After it was uniformly distributed, the solvent was applied using another syringe to rinse the substrate
surface. These two steps were repeated to achieve the coating of the organic precursor solution.
The spinning time was 5 s for each solution and 8–10 s for each solvent depending on the type of MOFs.
For each step, only 50 µL of liquid was used. The four steps finished one cycle of SC deposition. One
can increase the thickness of MOF-TFs through multiple cycles. Different MOF-TFs, such as HKUST-1,
ZIF-8, Cu2(BDC)2, and Zn2(BDC)2, were achieved via SC deposition. In this study, a Cu2(BDC)2 TF
obtained a thickness of about 140 nm for 10 cycles. Moreover, it was found that the time needed to
finish 100 cycles was only 50 min, which was significantly shorter in comparison to the 25 h needed in
the conventional LBL deposition process. This strategy is extendable to the fabrication of other MOF
structures, such as hybrid MMMs [126].

The SC technique can achieve MOF-TFs in a short time with low reactant consumption, and the
resulting MOF-TFs can be dense and uniform, with thicknesses that can range from the micron to
nano-scale [125]. However, it is appreciable that this method could cause crystal defects, and results in
structural defects in MOF-TFs [121].

3.6. Interfacial Synthesis

The interface synthesis of MOF-TFs can be realized at the interface between two immiscible media,
such as oil and water or air and water, which could result in the formation of freestanding MOF-TFs.

The interfacial synthesis could occur at a liquid–liquid interface, where the metal and organic
precursors are dissolved in two immiscible solvents separately. Ameloot et al. [80] reported the first
demonstration of liquid–liquid interfacial synthesis for MOF-TFs. The coordination of Cu2+ cations
and BTC3- linkers happened at the interface of an aqueous solution containing the metal precursor and
an organic solution containing the organic precursor, thus resulting in a freestanding and uniform
HKUST-1 TF at the interface. Other types of MOF-TFs, such as ZIF-8 TFs [127], can also be obtained
through this type of synthesis strategy.

Other than the synthesis at the interface of two immiscible liquids, there is an air–liquid interfacial
synthesis for MOF-TFs. Li et al. [128] developed a fabrication strategy of MOF-TFs, patterns, and
layered structures (including hybrid layers) via a templated air–liquid interfacial synthesis strategy
(Figure 6). The resulting ZIF-8 TFs obtained hierarchical structures through close-packed arrays
of colloidal spheres floating at the air–solution interface, which demonstrated different physical
properties from unstructured TFs. The obtained 2D-ordered macroporous (2DOM) ZIF-8 TF-loaded
polyvinylidene fluoride (PVDF) membrane showed a much improved experimental separation factor,
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3.33, for methyl blue and methyl orange in comparison with pristine PVDF (1.64) and unstructured
ZIF-8 TF-loaded PVDF (3.01). Other than adsorption and separation, this well-organized superstructure
was also of interest in catalysis and microreactors. This method introduced a facile fabrication of
multicomponent devices and could readily extend to other types of templates and MOFs.

Figure 6. (a) Schematic of the asymmetric growth of MOF-TFs on 2D arrays anchored at the
air–liquid interface and the fabrication of 2DOM MOF-TFs. SEM images of (b) ZIF-8 formed at
the air–liquid interface of different sides, and (c) ZIF-8 TFs obtained after removal of polystyrene
spheres. (d) Schematic and corresponding SEM images of vertically layered architectures based on
transferable MOF superstructures. (Reproduced with permission from Li et al., Crystal Growth &
Design; published by American Chemical Society, 2016.)

3.7. Contra-Diffusion Synthesis

Although many strategies have been developed to achieve a high rate of heterogeneous nucleation
of MOFs on substrates, they often complicate the process [60,129,130]. Therefore, a contra-diffusion
synthesis strategy was developed to realize an efficient way for the fabrication of MOF-TFs.
The contra-diffusion synthesis is similar to the interfacial synthesis of MOF-TFs in that the metal and
organic precursor solutions are placed separately. However, a contra-diffusion synthesis requires
porous substrates [131–135] whereas the interfacial synthesis could proceed without one [127]. In the
contra-diffusion synthesis, the substrate separates the two precursor solutions. The precursors diffuse
in opposite directions through the substrate, and MOFs can form upon encountering the precursors.
The contra-diffusion synthesis is capable of making MOF-TFs that are embedded into the porous
substrates, resulting in a strong adhesion between MOF-TFs and substrates. Although it exhibits
simplicity and good reproducibility, the contra-diffusion synthesis strategy is limited to MOF-TFs with
high permeability and is only achievable on porous substrates, which limits its application.

Yao et al. [133] developed a synthesis strategy to fabricate ZIF-8 TFs on flexible substrates
via a contra-diffusion strategy (Figure 7A). Two precursor solutions containing Zn2+ and 2-mIm,
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respectively, diffused from opposite sides of porous nylon substrate in opposite directions, and ZIF-8
TFs were formed on both sides of the substrate. In this type of synthesis, ZIF-8 TFs revealed different
morphologies on two sides of the nylon substrate, which could arise from different local molar ratios
of 2-mIm/Zn2+, where large crystals with sizes of 0.2–5 µm formed on the Zn2+ side and small NCs
formed on the 2-mIm side as shown by the SEM images in Figure 7A. After crystallization at room
temperature for 72 h, the surficial ZIF-8 film could reach 16 µm at the Zn2+ side, which exhibited
a H2/N2 ideal selectivity of 4.3 with H2 permeance of 1.97 × 10−6 mol/m2sPa and N2 permeance
of 0.46 × 10−6 mol/m2sPa. One can control the coverage of the porous substrate and the thickness
of MOF-TFs by tuning the reaction time and the metal/linker concentration ratio in the reaction
system [92].

Figure 7. (A) Diffusion cell for ZIF-8 film preparation and the schematic formation of ZIF-8 films
on both sides of the nylon support via the contra-diffusion method, and corresponding SEM images
of a bare nylon membrane and ZIF-8 TFs formed on different sides of nylon membranes at room
temperature. (Reproduced with permission from Yao et al., Chemical communications; published by
Royal Society of Chemistry, 2011.) (B) Illustration of the gel-layer method to fabricate an oriented
metal–organic framework TF on an SAM-functionalized Au substrate. SEM images of (a) HKUST-1
on an OH-terminated substrate and (b) Fe-MIL-88B-NH2 TF on a COOH-terminated substrate. (c) A
thick Fe-MIL-88B-NH2 film with island formation under a higher iron(III) concentration, and (d)
larger single crystals formed on the film surface with higher molecular weight poly(ethylene oxide)
(105). (Reproduced with permission from Schoedel et al., Angewandte Chemie International Edition;
published by Wiley-VCH, 2010.)
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3.8. Gel-Layer Synthesis

Schoedel et al. [136] developed a gel-layer strategy for the fabrication of MOF-TFs (Figure 7B).
In this method, thin poly(ethylene oxide) or poly(ethylene glycol) gel layers hold a high concentration
of metal precursors near SAM-coated gold substrates. Following the diffusion of organic linkers
through the metal-containing gel, heterogeneous nucleation of MOFs occurs at the gel–SAM interface.
Both rigid HKUST-1 TFs and flexible Fe-MIL-88B-NH2 TFs were successfully fabricated on SAM-coated
gold substrates after 96 h of reaction at room temperature. The resulting Fe-MIL-88B-NH2 TFs were
homogeneous and showed a preferred orientation at the [001] direction based on the COOH-terminated
SAMs; however, the HKUST-1 TFs did not. As shown by the SEM images in Figure 7B, the resulting
thickness of Fe-MIL-88B-NH2 TFs was 500–550 nm, consisting of small islands of crystals with several
hundred nm in diameter, of which the gaps between islands were about 100 nm. There was also a very
homogeneous layer at the bottom, of which the thickness was about 40 nm.

The gel-layer synthesis method can realize the conservation of a high concentration of reactants
to be employed in heterogeneous film formation and eliminates the necessary precondition of
traditional hydro/solvothermal precursor solutions. The molecular weight of the polymer (gel) and the
concentration of metal precursors in the gels are the keys to control the morphology and thickness of
the resulting MOF-TFs. This method is pictured to be widely applicable with suitable gel matrices,
yet it could be very time-consuming, depending on the types of MOFs and gel matrices.

3.9. Evaporation Method

The evaporation method is an effective way to synthesize MOF-TFs with a controllable scale via
an evaporation-induced crystallization process [137,138]. In this synthesis strategy, a clear and stable
precursor solution is prepared without small MOF nuclei. Following the removal of the solvent by
slow evaporation, there is crystallization that leads to the formation of MOF crystals locally on the
substrate. This method can achieve a precise localization of MOF crystals on solid substrates.

Ameloot et al. [137] reported the fabrication of HKUST-1, MOF-5, and ZIF-8 patterned TFs via the
evaporation method in a stamping manner (Figure 8A). The precursor solution of each type of MOFs
was prepared as in conventional solvothermal synthesis. Patterning was performed by placing stamps
inked with the precursor solution on a glass substrate. In this method, the stamps were removed after
solvent evaporation. Unlike conventional secondary growth based on SAMs, the resulting HKUST-1
crystals in this study showed [111] growth orientation regardless of the substrate surface termination
(i.e., silanol, vinyl, and carboxylic acid groups). It was suggested by the authors that the confinement
between the stamp and the substrate during in situ crystallization had a more significant influence on
the preferred orientation of the resulting MOF-TFs than the substrate surface chemistry. It was observed
that the roughness of all films obtained via the evaporation method appeared high. Zhuang et al. [138]
reported the fabrication of HKUST-1 TFs on rigid substrates at room temperature via an evaporation
process (Figure 8B), and then they implemented this method with an inkjet-printing technique and
achieved patterned MOFs on flexible substrates as shown in Figure 8C [139]. The evaporation method
could also be applied with the drop-casting method to make MOF-TFs [140]. Other types of MOF-TFs,
such as ZIF-7 (Zn(bIm)2) [141], are also achievable via fast evaporation of the solvent.
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Figure 8. (A) Schematics of the nucleation, growth, and orientation of HKUST-1 crystals in confinement
during solvent evaporation, and SEM images of the patterned deposition of HKUST-1 from the positive
and negative replica. Arrows indicate intergrowths caused by the second nucleation. (Reproduced with
permission from Ameloot et al., Advanced Materials; published by Wiley-VCH, 2010.) (B) Schematics
of the synthesis of bulk HKUST-1 crystals and SC fabrication of highly oriented TFs and patterns.
(Reproduced with permission from Zhuang et al., Advanced Functional Materials; published by
Wiley-VCH, 2011.) (C) Schematics for inkjet-printing SURMOFs onto flexible substrates using an
HKUST-1 precursor solution as “ink”. Optical photos of (a) an HKUST-1 ink solution, (b) various
patterns, letters, and a gradient wedge printed onto polyethylene terephthalate foil, (c) Botticelli's
“Venus,” which was printed in HKUST-1 (the inset shows the original image), and (d) a line array
(2 cycles). (Reproduced with permission from Zhuang et al., Advanced Materials; published by
Wiley-VCH, 2013.)

These contributions demonstrate the potential of the evaporation method in placing MOFs in
various microprinting and nanotechnological fields and that faster solvent evaporation could produce
more defective and less stable films compared to the controlled release of solvent in a traditional
process [142], whereas the films could potentially enhance gas permeation [126].

4. General Liquid–Solid Synthesis

Although the liquid–liquid synthesis strategies have been extensively studied and widely used in
the fabrication of MOF-TFs, the limited scalability of these solution-based approaches prevent their
large-scale production. Many other synthesis strategies were developed to realize a more economical
and greener process. The liquid–solid reaction, one of the alternatives, can significantly promote
heterogeneous nucleation and growth of MOF-TFs on substrates.

4.1. Electrochemical Deposition

Electrochemical deposition (ECD) is one emerging synthesis strategy conducted in the fabrication
of MOF-TFs, as discussed in many excellent reviews [72,118,143]. In a classic ECD system for MOF-TF
deposition, there is a two-electrode cell (a three-electrode cell is also available) containing metals, organic
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linkers, and electrolytes, and the MOF-TF is formed on the electrode(s) via the coordination of metal
ions with deprotonated organic ligands near the electrode surface through anodic dissolution [144–146],
cathode reduction [147,148], or charge driving [149,150]. This type of synthesis strategy allows for
the fabrication of MOF-TFs with controllable thicknesses via real-time monitoring of the amount of
passed charge. Moreover, the electrochemical nature of this process offers an in situ repairing of defects,
such as cracks and pinholes. However, this method is limited to the fabrication of non-conductive
MOF-TFs on conductive substrates, which restricts its application. Besides, metal ions with high
inertness could separate on the cathode, and the organic linkers may be oxidized.

Anodic electrodeposition (AED) that is based on the dissolution of metal components is the method
of choice for large-scale production of some commercially available MOFs because of its scalability,
ease of processing, and low working temperature. Joaristi et al. [151] reported the fabrication of
several archetypical MOF-TFs via anodic dissolution in an electrochemical cell (Figure 9A). The anode
was a metal plate (highly pure Zn, Cu, or Al), and the cathode was preferable inter alia (i.e., Zn-Zn,
Cu-Cu, and Al-Al), while graphite and steel were also available. MOF-TFs, including HKUST-1,
ZIF-8, MIL-100(Al) (Al3O(H2O)2(BTC)2X, X = OH or F), and MIL-53(Al) (Al(OH)[O2C-C6H4-CO2]),
were obtained via AED in an electrodeposition cell containing proper organic linkers. Take the
fabrication of HKUST-1 TFs as an example. A linker solution was prepared by dissolving BTC and
tributylmethylammonium methyl sulfate in 96 vol % ethanol. The solution was heated up to 80 ◦C in
the electrochemical cell with two copper electrodes spaced at least 3 cm apart. Then, 50 mA was passed
through the system for 1 h. The product was filtered off and cleaned with ethanol at room temperature
overnight, then filtered again and dried at 100 ◦C. An average of ∼100 mg of dried HKUST-1 was
obtained from each synthesis. As shown in Figure 9Ac, HKUST-1 TFs covered the entire copper mesh.
The deposition conditions, such as linker solubility, temperature, and current density, could be adjusted
to obtain the best morphology, coverage, and crystallinity for the resulting MOF-TFs. Compared
to traditional hydro/solvothermal synthesis, ECD-based synthesis strategies showed advantages in
reducing the reaction time and temperature in this study. AED is also accessible in the fabrication of
MOF-TFs on other types of conductive substrates. Hauser et al. [152] fabricate MOF-TFs on ITO glass.
First, copper or zinc microcrystalline films (Cu-ITO and Zn-ITO) were deposited electrochemically
on ITO electrodes in aqueous/ethanol salt solutions serving as the metal source in anodic dissolution.
Several well-adhered and homogeneous MOF-TFs, including HKUST-1, Cu(C10H8N2)Br2, Zn-BTC
(Zn3BTC2), and Zn2BPDC (where BPDC = 2,2′-bipyridine-5,5′-dicarboxylate), were obtained on ITO
anodes under the deposition conditions in this study. HKUST-1 TFs can be achieved on copper-coated
QCMs via the AED strategy as well [144]. While most MOF-TFs can be deposited using metal or
a metal-coated electrode, it is difficult and expensive to electrochemically deposit rare earth metals
as the electrodes for the fabrication of luminescent MOF (LMOF)-TFs. Li et al. [145] developed a
microwave-assisted electrochemical deposition strategy for LMOF-TFs (Figure 9B). In this study,
a dense and homogeneous Ln(OH)3 (Ln = Eu, and Tb) layer was first deposited on a fluorine-doped
tin oxide (FTO) electrode after eight cycles of ECD in a cell containing Ln(NO3)3. Subsequently,
the Ln(OH)3 layer was converted to Ln-MOF TFs under microwave irradiation in a cell containing
TPO linkers, where TPO = tris-4-carboxylatephenyl phosphineoxide. Patterned Ln-MOF TFs were
also made using this microwave-assisted ECD strategy by patterning poly(dimethylsiloxane) (PDMS)
films on FTO glass. These patterned TFs had strong luminescence properties, which is of interest in
the fields of color displays, luminescent sensors, anti-counterfeiting barcodes, and structural probes.
In summary, in the AED strategy for MOF-TFs, the electrode acts as the cation source, and there are
blocking-free pores and easily controlled metal oxidation states. However, corrosion of the anode
is inevitable during the AED process, and there are restrictions on the anode material selection and
single-phase MOF conformation.
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Figure 9. (A) Schematic view of an electrochemical synthesis cell. (a) AFM and (b) SEM images of
HKUST-1 TFs fabricated on copper electrodes and (c) on a copper mesh under different electrochemical
conditions. (Reproduced with permission from Martinez et al., Crystal Growth & Design; published
by American Chemical Society, 2012.) (B) Schematic illustration of (a) ECD for Ln(OH)3 layers on
a transparent FTO glass and the microwave conversion to Ln-MOFs, and (b) the patterning growth
of luminescent barcodes. (Reproduced with permission from Li et al., Chemical communications;
published by Royal Society of Chemistry, 2016.) (C) Mechanism of CED. (Reproduced with permission
from Li et al., Journal of the American Chemical Society; published by American Chemical Society,
2011.) (D) Schematic illustration of the formation of a biphasic mixed film at (cathodic) potential,
Ei. Ei < Em < Eh. (a–c) SEM images of (b) a film produced by sequential growth at 1.10 and 1.50 V,
displaying (a) the characteristic feather-like morphology of (Et3NH)2Zn3(BDC)4 in the top layer and
(c) the small crystallites associated with the Zn/MOF-5 composite in the layer closer to the electrode
surface. (Reproduced with permission from Li et al., Chemical Science; published by Royal Society of
Chemistry, 2014.) (E) (a) Zna/Znc-MOF-TFs modified electrodes by the CPED and (b) Cua/Znc-MOF-TF
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modified electrodes by the DPED at Iapp = 1 mA/cm2, t = 10,800 s; inserted the corresponding SEM
images of the modified electrodes. (Reproduced with permission from Alizadeh et al., Scientific reports;
published by Nature Research, 2019.) (F) Proposed mechanism of AED and (a–d) SEM images of the
four phases. (Reproduced with permission from Campagnol et al., Journal of Materials Chemistry A;
published by Royal Society of Chemistry, 2016.)

Cathodic generated –OH groups can promote the deprotonation of organic linkers in the typical
cathodic electrodeposition (CED) process. At the same time, metal ions move to the surface of the
cathode and lead to the formation of MOF-TFs locally on the cathode. Li et al. [147] established the
CED for the fabrication of crystalline MOF-TFs directly on conductive surfaces (Figure 9C). In this
study, a substantial amount of –OH groups were generated and accumulated near the surface of
the FTO electrode, which promoted the nucleation and growth of MOF-5 TFs exclusively onto the
conductive FTO glass. Then, they demonstrated the fabrication of multiphasic and multilayered
MOF-TFs via the same synthesis strategy (Figure 9D) [148]. In this CED experiment, the electrolyte
solution was prepared by dissolving tetrabutylammonium hexafluorophosphate in DMF and stored in
a sealed bottle in a nitrogen-filled glovebox. A typical deposition solution in this study consisted of
100 mmol/L Et3NHCl, 100 mmol/L Zn(NO3)2, and 50 mmol/L H2BDC. A bilayer film consisting of two
different types of MOFs was obtained; this method offers a potential path to large-scale fabrication of
heterostructured, multiphasic, and multilayered MOF-TFs. In contrast to the AED, the CED allows
for the free choice of electrode material, in situ deprotonations of organic linkers, and multiphasic
MOF-TF fabrication. However, this method is limited by possible metal reduction and pore blocking.

Paired electrodeposition (PED), which involves the pairing of both AED and CED strategies in the
fabrication of MOF-TFs on both electrodes, is a newly developed strategy that realizes green synthesis
of MOF-TFs based on the traditional ECD. Alizadeh et al. [153] developed convergent and divergent
PEDs (CPED and DPED, respectively) for the simultaneous fabrication of MOF-TFs on both electrodes
(Figure 9E). In the CPED, Zn-BTC MOF-TFs were obtained on both the zinc anode and carbon cathode.
In the DPED, since they share the same type of organic linker, Zn-BTC and HKUST-1 TFs were obtained
on the graphite cathode and copper anode, respectively. Take the fabrication of Zna/Znc-MOF-TFs as
an example. To achieve CPED, both metal salt and metal were used as two cation sources, in which
Zn(NO3)2 for CED and Zn metal as a sacrificial anode to generate Zn2+ cations for AED. Zn(NO3)2 as
a cation source and NaNO3 as a supporting electrolyte were dissolved in water (solution A, pH 2.1),
and H3BTC in ethanol (solution B). The prepared solutions were aged under stirring for 2.5 h at
room temperature. Then, the electrodeposition process was performed in a homemade undivided
two-electrode cell with Zn plate and carbon plate as the electrodes. After applying 1 mA/cm2 for 3 h,
complete coverage of Zna/Znc-MOF-TFs on the two electrodes was achieved, as shown in Figure 9Ea.
This deposition strategy realized a current efficiency that was twice as much as the traditional methods,
demonstrating a sustainable development for the fabrication of MOF-TFs using ECD.

Campagnol et al. [154] systematically investigated the fabrication mechanisms of MOF-TFs using
ECD, including both AED and CED (Figure 9F). The proposed mechanism involved four phases:
(I) Initial nucleation, (II) growth of MOF islands, (III) intergrowth, and (IV) crystal detachment. Hence,
based on the understanding of the ECD mechanism, the metal used for the SBU needs to be carefully
considered. For example, one could consider if the metal is noble or not, if it passivates or makes
hydroxides. When these conditions are clear, the choice of AED or CED becomes easier. MOF-TFs (e.g.,
HKUST-1) can be made either way, although the resulting morphology can vary remarkably. Overall,
the ECD strategies provide a roadmap for large-scale fabrication of MOF-TFs, including single-phase
and heterostructured multiphasic and multilayered MOF-TFs and membranes.

4.2. Self-Sacrificing Templated Synthesis

MOF-TFs could be fabricated based on self-sacrificing solid templates consisting of metals,
metal oxides, or hydroxides. In a general self-sacrificing templated synthesis, the template containing
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metal species of the desired MOF provides the metal cations for the formation of MOF-TFs,
and meanwhile serves as the substrate, while the reaction solution provides only the organic linkers.
In such a synthesis system, the formation of free MOF crystals in the liquid phase can be eliminated,
and the fabrication of MOF-TFs on the template can be significantly promoted under optimal reaction
conditions [155]. However, this reaction is limited by the dissolution of metal ions and may result in
self-termination of the reaction when the MOF-TFs formed at the interface of the metal template and
organic precursor solution becomes thick.

One type of self-sacrificing template consists of only metals. Zou et al. [156] reported a
self-sacrificing templated fabrication for MOF-TFs using a single metal source. In this study, a Zn wafer
was used as the template, which was first activated by H2O2 to form a hydroxide layer on the surface.
The prepared Zn wafer was placed at the bottom of an autoclave filled with aqueous H3BTC solution.
Zn-BTC MOF-TFs were obtained on top of the remaining Zn wafer via hydrothermal synthesis at
140 ◦C for 24 h. After being cleaned with distilled water and dried at 85 ◦C, the obtained TF was
tested for chemical sensing based on the photoluminescence properties of Zn-BTC MOFs. In this study,
the Zn-BTC MOF-TFs showed high sensitivity and selectivity towards dimethylamine. A limit of
detection for dimethylamine of 8.57 ppm was identified. Other types of MOF-TFs, such as HKUST-1,
ZIF-8, Cu-BDC, and MOF-5 [157] (Figure 10A), have also been achieved on proper metal templates via
this synthesis strategy upon substrate surface activation. Kang et al. [158] developed a self-sacrificing
templated fabrication using a single metal source without activation pretreatment. A nickel net was
used as the nickel source and substrate to synthesize Ni-MOF-TFs. Highly crystalline and continuous
Ni2(L-asp)2(bipy) (L-asp = L-aspartic acid; bipy = 4,40-bipyridine) MOF-TFs were then obtained locally
on the nickel net via a traditional solvothermal synthesis at 150 ◦C after 48 h. The obtained mesoporous
and microporous structure showed good separation results of (R)-2-methyl-2,4-pentanediol and
(S)-2-methyl-2,4-pentanediol at high temperatures. When the operating temperature increased from 25
to 200 ◦C under 0.1 MPa, the permeance of R increased from 526 to 1047 g/m2h, while that of S only
slightly increased from 406 to 533 g/m2h.

Another type of self-sacrificing template relies on metal oxides or hydroxides. Zhan et al. [159]
reported the fabrication of ZIF-8 TFs based on ZnO templates (Figure 10B). By controlling the reaction
conditions, ZnO@ZIF-8 core-shell nanorod (NR)/nanotube (NT)-structured TFs were obtained via
traditional solvothermal synthesis at 70 ◦C for 24 h, where ZnO NRs/NTs served as the source of Zn2+

ions and as the template for ZIF-8 TFs. It was discovered that the solvent composition and reaction
temperature are critical in this type of synthesis strategy since they can influence the dissolution rate
of ZnO and the coordination rate of 2-mIm with the released Zn2+ ions. The ZnO@ZIF-8 core-shell
structure showed different photocurrent responses for hole scavengers with various sizes, which was
tested on H2O2 and ascorbic acid (AA). In the study, AA did not produce a similar enhancement effect
to the photocurrent response like H2O2 because its molecule size is larger than the pore aperture of
ZIF-8. Khaletskaya et al. [160] performed the fabrication of ZIF-8 TFs on QCMs via self-sacrificing
synthesis. ZnO TFs were first prepared on the surface of QCM via ALD or magnetron sputtering,
which resulted in different film morphologies for ZIF-8. The ZIF-8 TFs formed on sputtered ZnO
templates showed no characteristic shape of ZIF-8 crystals and appeared larger than the one on
the ALD-ZnO template, which was possibly due to the larger size of ZnO particles obtained by the
sputtering process. The ZIF-8 TFs formed on ALD-ZnO templates showed a typical faceted shape
of ZIF-8 crystals, which could result from the less dense and predominantly nanocrystalline ZnO
precursor via ALD that provided a faster dissolution and conversion rate of the metal oxide. With either
ZnO template, compact and homogeneous ZIF-8 TFs were obtained on both Si wafers and QCMs via
microwave-assisted solvothermal synthesis at 80 ◦C for 1 h. In this study, highly oriented Al(OH)(NDC)
MOF-TFs, where NDC = 1,4-naphthalenedicarboxylate, was achieved by using the same synthesis
strategy. Mao et al. [161] reported the fabrication of HKUST-1 TFs on porous anodic aluminum oxide
(AAO) substrates via a secondary growth based on Cu(OH)2 nanostrands (CHNs). A highly positively
charged CHN TF was prepared by mixing the 2-aminoethanol solution with Cu(NO3)2 solution and
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aging at room temperature, followed by filtering onto the surface of porous AAO. Then, the prepared
CHN@AAO substrate was immersed in the H3BTC solution for 1 h to obtain a thin layer of HKUST-1
crystals as the seeding layer to achieve HKUST-1 TF via secondary growth. After 24 h of reaction
at 120 ◦C, dense HKUST-1 TF with a thickness of about 30 µm was obtained on the AAO substrates.
This structure showed a high permeance of H2 at room temperature of 3.14 × 10−6 mol/m2sPa, which
was higher than CH4, N2, O2, and CO2. It provided separation factors of the binary gases, i.e., H2/CH4,
H2/N2, and H2/CO2, that were 5.1, 6.3, and 7.6, respectively, considering the values of the ideal Knudsen
selectivities of 2.8, 3.7, and 4.7 for the corresponding binary gases. Freestanding MOF-TFs are also
achievable through this type of synthesis strategy [162] (Figure 10C). The self-sacrificing templated
synthesis strategy is also able to be employed with other types of synthesis strategies, which broadens
its application in the fabrication of MOF-TFs. Schäfer et al. [163] fabricated MOF-TFs via the ECD
through a self-sacrificing synthesis strategy. HKUST-1 TFs were obtained on copper foils only when
surface oxide layers were present on the electrode. Furthermore, only Cu2O was found to be working
in the formation of HKUST-1, not CuO. The hypothesis is that the active form of copper precursor for
HKUST-1 in the ECD system was Cu2O from the oxidation of copper foil.

Figure 10. (A) Schematic of the two-step method for the fabrication of MOF-TFs, and SEM images of
different types of MOF-TFs after sonication for 1 h. (Reproduced with permission from Abuzalat et al.,
Ultrasonics sonochemistry; published by Elsevier BV, 2018.) (B) Schematic of ZnO@ZIF-8 NRs synthesized



Processes 2020, 8, 377 23 of 46

via the self-template strategy, and (a–d) TEM images of the NRs obtained after reaction for a different
time and (e) the thickness ratio (TZIF-8/DZnO) in the NRs as a function of the reaction time. (Reproduced
with permission from Zhan et al., Journal of the American Chemical Society; published by American
Chemical Society, 2013.) (C) (a–d) Top-view and cross-section SEM images and simulation models
of four states of the membrane representing the reaction process as a function of time; green-anodic
aluminum oxide, pink-MIL-53 MOF. (e,f) The cross-section SEM images of the whole freestanding
membrane. (Reproduced with permission from Zhang et al., Scientific reports; published by Nature
Research, 2014.)

Metal oxides and hydroxides with high reactivity (i.e., they are easily ionized in solution) are
preferable in this type of synthesis strategy, where the metal dissolution process is a crucial factor.
Some commonly used metal oxides are Cu2O, ZnO, and Al2O3, and hydroxides Zn(OH)2, Cu(OH)2,
Ni(OH)2, Ca(OH)2, Mg(OH)2, and Al(OH)3. Considering the diverse and accessible macro-, micro-,
and nanomorphology of metal, metal oxides, and metal hydroxides, many MOF-TFs, patterns,
and composite structures can be made via self-sacrificing templated synthesis based on a suitable
metal source.

5. Other Types of General Synthesis

Although the previously reviewed fabrication techniques based on traditional solution-processing
techniques have been extensively studied and widely used in the fabrication of MOF-TFs, the limited
scalability of these solution-based approaches prevent their large-scale production. Several common
disadvantages of the solvent-processing fabrication techniques for MOF-TFs are (1) the large amount of
solution needed due to the low volumetric yield of TFs, (2) the difficulty in preventing the formation of
bulk MOFs and controlling the waste generation, and (3) potential safety and processing issues when
using solvents, especially under solvothermal conditions. Therefore, many other types of synthesis
strategies have been developed to realize a more economical and greener process. In this section,
we will review currently reported fabrication techniques based on the solid–solid synthesis, vapor–solid
synthesis, vapor–gel synthesis, and the special post-assembly method.

5.1. Solid–Solid Synthesis

As a solution to overcome the difficulties of solution-processing techniques, fabricating MOF-TFs in
a solvent-free manner becomes an emerging strategy that can realize green synthesis [164]. Employing
metal oxides or hydroxides instead of typically conducted metal salts in the reaction with organic
linkers eliminates the production of acids since this type of synthesis strategy involves simple acid-base
neutralization with water as the only byproduct.

Stassen et al. [164] demonstrated the fabrication and patterning of ZIF-8 TFs via solvent-free
synthesis through the reaction of ZnO with melted 2-mIm (Figure 11A). This study obtained a dense
ZIF-8 TF on Si wafer by sputtering, a patterned ZnO TF by µCP, and a flake-like ZnO TF on a carbon steel
support by ECD. After covering with a thin layer of finely ground 2-mIm powders, the conversion of
ZnO to ZIF-8 was completed at 160 ◦C in an oven, which also allowed for the evaporation of byproduct
that was water. The crystal growth can be controlled by tuning the reaction time and changing the
amount of prepared ZnO. The resulting ZIF-8 TFs precisely follow the original morphology of the ZnO
TFs. Therefore, based on many morphologies of metal oxide TFs that can be obtained on different
substrates using various techniques, the solvent-free synthesis strategy provides an easy route to apply
many types of MOF-TFs on integrated devices in electronics and optics. However, this strategy is only
preferable for MOFs that consist of organic linkers with a low melting point.



Processes 2020, 8, 377 24 of 46

Figure 11. (A) Schematic of the solvent-free ZIF-8 film processing and patterning approach. SEM images
of (a) intergrown ZIF-8 TFs at different times during the transformation of 1-µm thick sputtered ZnO
film on Si wafer, (b) a ZIF-8 pattern obtained after 20-min transformation of a ZnO pattern, and (c)
an electrochemically deposited flake-like ZnO precursor film and resulting ZIF-8 film after a 20-min
transformation. (Reproduced with permission from Stassen et al., CrystEngComm; published by Royal
Society of Chemistry, 2013.) (B) Schematic presentation of the hot-pressing method for MOF-TFs,
and the overview (all scale bars, 5 µm) and enlarged (all scale bars, 1 µm) SEM images of different
MOF-TFs fabricated on carbon cloth. (Reproduced with permission from Chen et al., Angewandte
Chemie International Edition; published by Wiley-VCH, 2016.)

Following the concept of solvent-free synthesis, Chen et al. [165] introduced a hot-pressing (HoP)
synthesis strategy to fabricate MOF-TFs under binder-free and solvent-free conditions (Figure 11B).
In a general HoP process, both metal and organic precursors of MOFs are placed on a substrate and
are pressed by a heating source, such as an electric iron, where the applied heat triggers the reaction
between the precursors and leads to the formation of MOF-TF on the substrate. Different MOF-TFs,
including MOF-5, ZIF-8, ZIF-9 (Co(bIm)2), ZIF-67 (Co(2-mIm)2), Co-MOF (Co(dcIm)2, where dcIm =

4,5-dicyanoimidazole), Cd-MOF (Cd(Im)2, where Im = imidazole), and bimetallic Ni-ZIF-8, have been
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realized on various flexible substrates, including carbon cloth, AAO film, nickel foam, copper foil,
glass cloth, and glass fiber, via the HoP strategy. Take the fabrication of ZIF-8 TFs on carbon cloth as
an example. Zinc acetate, 2-mIm, and polyethylene glycol (PEG) were manually ground and mixed.
The mixture was then loaded on a 2 cm × 2 cm carbon cloth, packed with aluminum foil, and heated
with an electric heating plate at 200 ◦C for 10 min. After peeling off the aluminum foil, the TF was
washed with ethanol and DMF (each for 1 h) and stored in ethanol. All the ZIF-8 TFs obtained
on different substrates presented uniformly distributed crystals. The HoP strategy can realize the
fabrication of MOF-TFs on flexible materials with a controllable scale, which could be of interest in
flexible electronics. However, this method requires high thermal stability of the MOFs and substrates.

5.2. Vapor–Solid Synthesis

A vapor–solid synthesis method is promising to apply MOF-TFs on devices that are incompatible
with wet-based processing due to the risk of corrosion and contamination. There are several ways to
achieve the fabrication of MOF-TFs in a vapor–solid synthesis manner, such as atomic layer deposition
(ALD), chemical vapor deposition (CVD), and physical vapor deposition (PVD).

As mentioned previously, the ALD technique is widely used in seed-assisted secondary growth for
MOF-TFs and in the preparation of metal precursor TFs and patterns. Other than these, ALD can also be
directly employed to fabricate MOF-TFs via the vapor–solid reaction. In a general TF fabrication process
via ALD, metal and organic precursors for the desired MOFs are sequentially blown onto the surface
of a substrate with a pulse of gas to form the TF. Lausund and Nilsen [166] reported the deposition of
UiO-66 (Zr6O4(OH)4(BDC)6) TFs via the ALD technique (Figure 12A). In this study, an amorphous
organic–inorganic hybrid TF based on ZrCl4 and H2BDC formed on Si wafers. The vaporization
temperatures for ZrCl4 and H2BDC were 165 and 220 ◦C, respectively. Then, the TF crystallized into a
UiO-66 structure by heating to 160 ◦C for 24 h in a sealed autoclave with about 0.1 mL of acetic acid
vapor. Uniform and continuous UiO-66 TFs were obtained locally on the wafer, acquiring a relatively
low surface roughness. This ALD-based synthesis strategy provides an easy way to control the film
thickness at an atomic level and is also available in the fabrication of multilayer structures. However,
there are a few obstacles. First, the precursors, especially the organic precursors, must be volatile but
not be subject to unwanted decomposition during the vaporization. Then, the capital cost of ALD
equipment is high, and the process of ALD is slow, which prevents broad application of this technique.

The CVD technique is another type of vapor-based synthesis strategy in the fabrication of MOF-TFs
with precisely controlled thicknesses. There are two steps in a general CVD process for fabricating
MOF-TFs, including a metal oxide deposition step and a vapor–solid reaction step (Figure 12B). Stassen
et al. [167] developed the concept of a CVD-based synthesis strategy for MOF-TFs. In this study,
the ZnO layer was deposited first via ALD, and then the 2-mIm organic linker vapor was introduced
to the reaction system via CVD, undergoing a metal oxide-to-MOF conversion process similar to the
previously mentioned liquid/solid–solid synthesis. When fully converting 3 and 6 nm ZnO precursor
layers, it resulted in ZIF-8 TFs with an average thickness of 52 and 104 nm, respectively. All the
resulting ZIF-8 TFs achieved a uniform and controllable thickness. This CVD approach also realized
lift-off patterning and fabrication of MOF-TFs on delicate features.
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Figure 12. (A) Experimental setup for the heat treatment in acetic acid vapor. (a) Cross-section SEM
images of the UiO-66 TF after treatment in acetic acid vapor, and (b) AFM image of the same film.
(Reproduced with permission from Lausund et al., Nature communications; published by Nature
Research, 2016.) (B) Schematic of the CVD process for ZIF-8 TFs (zinc-grey, oxygen-red, nitrogen-light
blue, and carbon-dark blue). Schematics of (a) ZIF-8 pattern-deposition by MOF-CVD and subsequent
lift-off of a patterned photoresist and (b) the production of ZIF-8-coated PDMS pillars by soft lithography
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and MOF-CVD. SEM images of (c,d) the manufactured ZIF-8 patterns, (e) MOF-CVD-coated PDMS
pillars, and (f) identical PDMS pillars after conventional solution processing of ZIF-8. The MOF-CVD
processing steps are indicated with a dashed line in a and b; oxide and MOF films are represented in red
and blue, respectively. (Reproduced with permission from Stassen et al., Nature materials; published by
Nature Publishing Group, 2016.) (C) Schematic of ZIF-8 film preparation via the femto-PLD technique,
and SEM images of PEG@ZIF-8 films on sapphire films with an optical image inserted. Crystals
showing the typical ZIF-8 morphology are highlighted in light blue. (Reproduced with permission from
Fischer et al., Chemistry of Materials; published by American Chemical Society, 2017.) (D) Schematic
of the GVD fabrication process of ultrathin ZIF-8 film. SEM image top view of (a) a PVDF hollow
fiber, (b) a Zn-based gel layer, and (c) a ZIF-8 TF with (d) a cross-section image. (Reproduced with
permission from Li et al., Nature communications; published by Nature Research, 2017.)

Considering the extensive studies in the fabrication of MOF-TFs via various chemical means,
there is a rare investigation related to physical deposition. Concerning this, Fischer et al. [168]
developed a femtosecond pulsed-laser deposition (femto-PLD) technique to achieve the fabrication of
MOF-TFs, extending the fabrication of MOF-TFs to PVD (Figure 12C). In the study, ZIF-8 powder was
stabilized in PEG-400 and then pressed into a pellet to prepare the target for femto-PLD. PEG@ZIF-8
TF was deposited on a sapphire substrate at room temperature by ablating the target in a high-vacuum
system for 6 h. The femtosecond laser with a wavelength of 516 nm at 442 fs was operated with a laser
power of 30 mW (energy per pulse of 0.03 mJ at 1 kHz), and the laser beam was focused on the target
surface with a spot size of 0.05 mm. This method produced mesoporous ZIF-8 films consisting of
nanosized ZIF-8 crystals as shown in the SEM images in Figure 12C. The limitation of this femto-PLD
strategy is that it is applicable only to the fabrication of highly porous and thermally labile MOF-TFs
with stabilizing additives.

5.3. Gel–Vapor Synthesis

Li et al. [169] introduced a gel–vapor deposition (GVD) strategy for the fabrication of MOF-TFs
(Figure 12D). This method combines sol-gel coating with vapor deposition to receive the benefits
from both techniques and realizes solvent-/modification-free and precursor-/time-saving synthesis
of MOF-TFs with a controlled thickness. In this study, a Zn-based sol was prepared by mixing
Zn(CH3CO2)2·2H2O and ethanolamine in ethanol and then coated on ammoniated polymer hollow
fibers. The formation of Zn-based gel was initiated by heat treatment; the gel was then subjected to
the conversion process of gel-to-MOF by introducing a vapor of organic linkers. An ultrathin ZIF TF
thinner than 20 nm was obtained by adjusting the sol concentration and coating procedure. Unlike the
liquid–solid reaction, the GVD process based on gas–solid reactions does not involve the diffusion of
precursors in solutions and thereby offers better control over the reactant transport and fluid dynamics
during crystallization. The GVD process requires no pretreatment of substrates and can be applied to
many types of substrates. However, the MOF-TFs prepared via this strategy may face a problem of
shrinkage and cracking during drying.

5.4. Post-Assembly Method

Most synthesis strategies to fabricate MOF-TFs use separate metal and organic linker precursors;
the process often involves a chemical reaction step and a framework assembly step. There is a different
strategy, using preformed MOF particles on substrates, to achieve MOF-TFs, which involves only the
framework assembly step. Building on the extensive knowledge learned about the synthesis of MOF
particles, MOF-TFs can be fabricated via a post-assembly process through a variety of strategies.

The Langmuir–Blodgett (LB) deposition method is a well-established technique for the fabrication
of orderly monolayers on liquid–substrate surfaces, which is often applied using the LBL deposition
strategy to assemble preformed MOF NCs for the formation of dense MOF-TFs. Makiura et al. [170]
demonstrated the fabrication of MOF-TFs via the LB-LBL deposition strategy (Figure 13A). In this
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study, organic CoTCPP (tetrakis(4-carboxyphenyl)-porphyrin-cobaltII) and pyridine were spread onto
an aqueous solution containing CuCl2 and formed a layer of CoTCPP-pyridine-Cu (NAFS-1) MOF
nanosheets on the solution surface. The MOF monolayer was compressed by the container’s walls and
received proper surface pressure. Then, the layered MOF nanosheets were transferred onto a smooth
surface (Si wafer or quartz substrate) via the LB method. The process was repeated several times
in an LBL manner to obtain an interdigitated NAFS-1 MOF-TFs. MOF-TFs prepared by the LB-LBL
deposition strategy show the low surface roughness and high homogeneity, and the film thickness
can be adjusted by the number of deposited layers and is accurate to the nanometer level [170–177].
Moreover, the choice of substrates for this type of MOF-TF deposition strategy is widely open. However,
due to the weak interactions (p stacking or Van der Waals’ force) between the film and the substrate,
MOF-TFs prepared by the LB method may easily fall off. Furthermore, the requirement of a generally
expensive LB device for the deposition largely limits its application.

Another similar strategy, the Langmuir–Schäfer (LS) deposition, has also been applied to fabricate
thin layers of MOFs based on preformed MOF NCs. Wang et al. [178] reported the fabrication of a
series of M-TCPP(Fe) (M = Co, Cu, and Zn) MOF-TFs via the LS deposition strategy (Figure 13B).
Unlike the LB deposition method, where the substrate is slowly immersed into and then withdrawn
from the surface, yielding a mono-/multilayered TF, the substrate in the LS method is situated in a
horizontal position and slowly put in contact with the liquid surface and subsequently lifted off the
liquid surface. In this study, 2D M-TCPP(Fe) nanosheets were first prepared via a surfactant-assisted
solvothermal synthesis, followed by the deposition onto substrates by the LS deposition process
to obtain mono-/multilayers. Take the deposition of Co-TCPP(Fe) as an example. First, Co(NO3)2,
pyrazine, and polyvinylpyrrolidone were dissolved in a mixture of DMF and ethanol (V:V = 3:1),
and then mixed with TCPP(Fe) in another mixture of DMF and ethanol (V:V = 3:1). After the solution
was sonicated for 10 min, the mixture was set to 80 ◦C for 24 h. The resulting dark brown products were
washed twice with ethanol and collected by centrifuge. Finally, the obtained Co-TCPP(Fe) nanosheets
were dispersed in ethanol to obtain a colloidal suspension with a concentration of 1.0 mg/mL. Then,
the suspension was gently dropped onto the surface of water in a beaker. After Co-TCPP(Fe) nanosheets
spontaneously spread to form a TF on water, the film was transferred onto a solid substrate via the
LS method. Finally, the TF-coated solid substrate was immersed into fresh water to remove the
loosely deposited nanosheets and then blow-dryed with N2. By this step, one deposition cycle was
completed. Similar to the LB method, the LS method could follow an LBL deposition manner to control
the thickness of the resulting MOF-TFs. The resulting Co-TCPP(Fe) MOF-TF with five deposition
layers showed the best electrochemical catalytic activity toward the reduction of H2O2, with a limit of
detection of 0.15 × 10−6 mol/L. The developed sensor was available for real-time detection of H2O2

secreted by live cells.
Xu et al. [179] reported a modular assembly strategy based on LS deposition to prepare MOF-TFs

(Figure 13C), which realized a rapid fabrication of oriented MOF-TFs with larger domain sizes than the
ones in the LB method [170]. Cu-TCPP nanosheets were first synthesized via a solvothermal reaction
of Cu(NO3)2 and H2TCPP. The formed MOF nanosheets were first dispersed in ethanol to form a
colloidal suspension and then added onto the surface of the water in a beaker dropwise to create a TF
of Cu-TCPP MOF. The MOF-TF was then transferred to a quartz substrate via stamping. Repeating
the stamping process in an LBL manner increases the film thickness. A highly oriented MOF-TF of
100 layers can be prepared within 10 min, enabling the preparation of oriented MOF-TFs in a shorter
time than many previously reviewed fabrication techniques, although the orientation of the resulting
TF depends only on the orientation of nanosheets obtained from bulk MOF synthesis. An obstacle in
widening the application of the LS strategy is, similar to the LB strategy, the requirements of preformed
MOF crystals with high aspect ratios can obtain a uniform air–liquid interface for MOF-TF deposition,
which remains a significant challenge in the synthesis of MOFs.
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Figure 13. (A) Schematic illustration of the fabrication method of NAFS-1 MOF-TF via the LB-LBL
deposition strategy (C-grey, N-blue, O-red, Co2+-pink, and Cu2+-green). (Reproduced with permission
from Makiura et al., Nature materials; published by Nature Publishing Group, 2010.) (B) Schematic
illustration of the assembly process for the preparation of 2D-MOF-nanosheet-based TFs. SEM images
of (a) Co-TCPP(Fe) and (b) Cu-TCPP(Fe) MOF-TFs on Si wafers via the LS method with different
deposition cycles. (Reproduced with permission from Wang et al., Advanced Materials; published by
Wiley-VCH, 2016.) (C) Illustration of the assembly process of this MOF-TF. (a,b) TEM images of the
synthesized Cu−TCPP nanosheets, and (c) an optical photo of the MOF-TFs after 15 deposition cycles
on a quartz substrate. (Reproduced with permission from Xu et al., Journal of the American Chemical
Society; published by American Chemical Society, 2012.)



Processes 2020, 8, 377 30 of 46

Other deposition strategies, such as SC [121] and the drop-casting method [121], have also been
applied to assemble preformed MOF crystals on substrates; however, the resulting film morphologies
were not as good as the ones made by LB or LS deposition.

6. Modification of MOF-TFs

For practical application aspects of view, such as gas sensing, a real gas environment is often
a multi-component system. Consequently, selective adsorption of a specific molecule from a gas
mixture is desired. Although MOF-TFs, by nature, provide excellent selective adsorption over
many chemical species at the molecular level, their selectivity still cannot meet the requirements in
practical applications [180]. Besides, many MOF-TFs have inadequate proton-conductivity capacities
and are preferable for fabrication on conductive substrates for electronic gas sensing [181], but the
inorganic substrates are relatively expensive. Although promising in lowering the cost, the fabrication
of MOF-TFs on porous polymers is still limited by techniques because of the poor combination
force between substrates and MOF-TFs [135]. Therefore, part of the research interest is shifting to
the modification of MOF-TFs, such as modifying the macro-/micro-structures and tuning the pore
functionality. The modification of MOF-TFs can be conducted on, but not limited to, ligands, metal
sites, pores, and the overall hierarchical structure.

The modification of MOF-TFs can be classified into two categories, i.e., the in situ modification
during synthesis, and the post-synthesis modification.

6.1. In Situ Modification

Mao et al. [182] developed a modification strategy to functionalize MOF-TFs during the
fabrication process based on the functionalization of self-sacrificing metal hydroxide templates.
In the study, copper hydroxide nanostrands (CHNs) were first mixed with different negatively
charged functional species, including Au NPs, [AuCl4]− anions, ferritin, and glucose oxidase (GOx),
polystyrene spheres, and single-walled carbon NTs (SWCNTs), and then filtered onto porous substrates.
Followed by a 1-h reaction with H3BTC solution at room temperature, HKUST-1 composite TFs with
encapsulated functional components were obtained. The resulting HKUST-1 TFs that encapsulated
with different functional species exhibited interesting hybrid functions. The GOx/HKUST-1 composite
TF showed interesting enzymatic activity toward glucose. The Au NP/HKUST-1 composite TF
presented an excellent catalytic performance in the oxidation of CO, with a catalysis efficiency of
297.62 × 10−6 mol/gAus at 160 ◦C based on 50% conversion. The SWCNT/HKUST-1 composite TF
possessed impressive conductivity and flexibility, showing a large BET surface area of 1192 m2/g
and high thermal decomposition temperature of 333 ◦C. This synthesis strategy offers a route to
encapsulate functional species into an MOF system, obtaining synergistic and size-selective functional
materials. LBL deposition is capable of encapsulating guest molecules into the structure of MOF-TFs.
Gu et al. [183] reported in situ LBL growth of lanthanide coordination compound-encapsulated
MOF-TFs using a modified LPE pump method (Figure 14A). In this study, the Ln(PDC)3 (PDC =

pyridine-2,6-dicarboxylate; Ln = Eu, Tb, and Gd) was encapsulated in the pores of MOFs during the
fabrication process for HKUST-1 TF via the LBL deposition strategy. The resulting composite TFs
showed RGB (red, green, and blue) primary colors because of the loading of Ln(PDC)3. Moreover,
the proportion of different Ln(PDC)3 in the mixture can be adjusted to obtain a TF of white light
emission. This synthesis strategy was useful in the development of oriented and homogeneous
solid-state lighting composite TFs with a high encapsulation efficiency. Later, Fu et al. [184] employed
this synthesis strategy and obtained a trans-azobenzene@HKUST-1 hybrid TF by immersing the
substrate in Cu(CH3COO)2 solution, H3BTC solution, and trans-azobenzene solution, sequentially.
The resulting hybrid MOF-TF possessed photo-switching and photoluminescent properties based on
the trans-azobenzene, and a temperature-dependent photoluminescent emission, leading to a new
path for the preparation of photochromic TFs and the development of multifunctional optical devices
and sensors.
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Figure 14. (A) Schematic presentation of in situ LBL growth of Ln(PDC)3-encapsulated HKUST-1 TF
using a modified LPE pump method. Photographs of a UV-irradiated (a-c) Ln(PDC)3@HKUST-1 TF
and (d) a mixed Ln(PDC)3@HKUST-1 film on quartz glasses via the modified LPE pump method,
and (e) SEM images of the Eu(PDC)3@HKUST-1 TF. (Reproduced with permission from Gu et al.,
ACS applied materials & interfaces; published by American Chemical Society, 2015.) (B) The LBL
method for the hetero-epitaxial growth of MOF-on-MOF hybrid TF structure on SAMs. (Reproduced
with permission from Shekhah et al., Dalton Transactions; published by Royal Society of Chemistry,
2011.) (C) Schematic illustration of programmed functionalization of SURMOFs via hetero-LPE growth
and the PSM process. (Reproduced with permission from Tu et al., Dalton Transactions; published by
Royal Society of Chemistry, 2013.) (D) Schematic illustration of a confined synthesis of MAPbI2X (X =

Cl, Br, or I) in the interior pores of oriented MOF-TF, and (a,b) SEM images of MAPbI2Br@HKUST-1
TF. (Reproduced with permission from Chen et al., ACS applied materials & interfaces; published by
American Chemical Society, 2016.)

Another way of in situ modification for MOF-TFs is the stratified synthesis strategy, which
enables MOF-on-MOF heterostructures with hierarchical porosity. Shekhah et al. [115] demonstrated
the feasibility of the LBL deposition strategy in the stratified synthesis for MOF-on-MOF TFs
(Figure 14B). First, SAMs were deposited on Au/Ti/Si wafers or Au substrate in an ethanolic solution of
4,(4-pyridyl)phenyl-methanethiol. Ethanolic solutions of zinc acetate or copper acetate and an equimolar
H2NDC/DABCO (DABCO = 1,4-diazabicyclo(2.2.2)octane) mixture were used as precursors for each
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MOF. The MOF-TFs were fabricated via the traditional LBL deposition method, in which the substrates
were first immersed in metal acetate solution for 30 min and then in the H2NDC/DABCO solution
mixture for 60 min, with a washing step with pure ethanol of 5 min in between. The MOF-on-MOF
fabrication was completed by 60 LBL cycles of first MOF-TF and then 60 LBL cycles of the second
MOF-TF. In the end, highly oriented Zn-MOF-on-Cu-MOF hybridized TFs were obtained on SAM-based
substrates, showing precisely controlled thicknesses, a result of the LBL deposition. Many different
MOFs were studied using stratified synthesis, including MOF-on-MOF heterostructures [116] and
MOF@MOF core-shell hybrid TFs [117].

6.2. Post-Synthesis Modification

Other than the in situ modification during fabrication, the functionality of MOF-TFs can be
modified by a post-synthesis modification (PSM) process.

Shekhah et al. [185] used layer-pillar-based SURMOFs with BDC-NH2 linker as a robust
platform to attach ferrocene via a PSM process. First, the SURMOF was synthesized on
an SAM-modified Au(111) surface terminated with -OH groups from 11-mercaptoundecanol.
The layer-pillar-type SURMOF consisted of Cu2(BDC-NH2)2 MOF nanosheets connected by DABCO
pillars. 1-ferrocenylmethy-lisocyanate was used as the PSM reagent. To perform PSM, a pristine
SURMOF was immersed in a solution of 1-ferrocenylmethy-lisocyanate dissolved in dichloroethane at
30 ◦C. After the PSM, the SURMOF could provide a maximum density of two ferrocene molecules
per pore. The encapsulation of ferrocene inside the pores would alter the electrochemical properties
of the SURMOFs. Based on the size-selective adsorption property of MOFs, many small molecules,
such as redox-active compounds [186] and fluorescent dye molecules [187], can be encapsulated in
MOF pores for integrated properties. Partial linker exchange can also be achieved via the PSM by
tuning the reaction conditions [188].

Based on an MOF-on-MOF heterostructure via stratified synthesis, further modification of the pore
functionality is available through a PSM process. Tu et al. [189] fabricated an SURMOF-on-SURMOF
hybrid TF on the pyridyl-terminated Au-covered QCM substrate via LPE growth (Figure 14C).
The fabrication of SURMOFs followed the LBL deposition manner, including 5-min immersion in
copper acetate solution, 10 min in BDC/DABCO solution, and 5 min in ethanol for washing purposes
between the two precursors. Before PSM, the SURMOFs were kept in dichloromethane overnight,
followed by treatment under vacuum overnight at room temperature. Then, the activated samples were
exposed to the vapor of tert-butyl isothiocyanate (tBITC) under static vacuum at room temperature
for two days. Afterward, the modified SURMOFs were treated under a dynamic vacuum at room
temperature for 1 day to remove physically adsorbed tBITC molecules. Through the PSM, the pore size
of the top SURMOF, Cu2(BDC-NH2)2(DABCO) MOF was modified by targeting the amino groups with
tert-butyl isothiocyanate (tBITC). This hybrid TF with a modified surface layer presented extraordinary
separation and storage of hexane over cyclohexane according to the unique size selectivity from the
small pore size of the outer SURMOF achieved via the PSM process and the high storage capacity from
the inner SURMOF without modification. Chen et al. [190] conducted an oriented MOF-TF via the LPE
approach as a host for perovskite QD fabrication (Figure 14D). By introducing PbI2 and CH3NH3X
(MAX; X = Cl, Br, and I) precursors into an HKUST-1 TFs, perovskite MAPbI2X QDs were synthesized
in the pores of the HKUST-1 TF with uniform diameters of 1.5–2 nm, which matched the pore size of
HKUST-1. This perovskite QD@MOF-TFs was shown to be stable to moist air with 70% humidity for
4 days. This strategy provides confined synthesis of perovskite QDs with high stability and a uniform
size distribution according to the oriented MOF-TF, broadening the application of perovskite QDs in
luminescent sensors, photovoltaic solar cells, and other optoelectronic devices.
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7. Patterning of MOF-TFs

There are several ways to prepare patterned MOF-TFs following previously discussed synthesis
strategies. The patterning strategies can be grouped into three categories, i.e., bottom-up patterning of
the substrate surface, top-down patterning of the substrate surface, and patterning of templates.

Patterned substrate surface via the bottom-up strategy can be realized by patterning functional
groups on the substrate surface that either supports the growth of MOFs or prohibits it on desired
areas. µCP is the most popular technique to pattern SAM layers for the fabrication of patterned
MOF-TFs [59,107,125,191]. Precise SAM patterns (e.g., dots, squares, and lines), facilely prepared by
the µCP technique, can result in accurately controlled MOF patterns. Besides SAMs, other alternatives
can assist the patterned fabrication of MOF-TFs. Liang et al. [192] reported the fabrication of patterned
MOF-TFs on substrates based on printed protein patterns (Figure 15A). Protein patterns of bovine
serum albumin (BSA) were created on Si wafers and PET polymer films via stamping that transferred
the aqueous BSA solution. Then, MOF precursor solutions were added onto the BSA patterns to form
MOF crystals confined to the patterned areas. The patterning of MOFs can be achieved only on BSAs
because BSAs can rapidly accumulate metal cations and organic ligands in solution, which accelerated
the growth rate of MOFs on the pattered area. For the synthesis of ZIF-8 TFs and patterns, a fresh
mixture of zinc acetate and 2-mIm was prepared in deionized water and transferred onto the BSA
patterns. ZIF-8 patterns were obtained after 12 h. A similar process was performed for the fabrication
of patterned Ln2(BDC)3 MOF-TFs and patterns. A fresh mixture of LnCl3 (Ln = Tb, Eu, and Ce) and
Na2BDC was prepared in deionized water and transferred onto the BSA patterns. After 30 s of reaction,
LMOF patterns were obtained. By this means, ZIF-8 and luminescent Ln2(BDC)3 MOF-TFs (including
patterns) can be achieved on both rigid and flexible substrates.

Other fabrication techniques based on the bottom-up strategy are also available for MOF-TFs.
As mentioned previously, ECD methods are quite accessible in the fabrication of patterned MOF-TFs.
Li et al. [145] created desired patterns by writing PDMS on a conductive FTO substrate surface to
fabricate patterned MOF-TFs via ECD. According to the insulating nature of PDMS, Ln(OH)3 was only
electrochemically deposited on the surface area without PDMS, thereby resulting in the formation
of patterned Ln-MOF TFs on the exposed FTO glass surface. These LMOF-TFs and patterns are of
interest in the fields of MOF-based biosensors, bio-medical devices, color displays, anti-counterfeiting,
and potentially aids in crime scene investigation.

Patterned substrate surfaces can also be made via the top-down strategy. Navarro et al. [193]
reported the preparation of patterned MOF-TFs based on a patterned substrate via laser ablation
(Figure 15B). In this study, brass sheets were used as substrates and patterned physically by using
laser irradiation to create lines, dots, and holes on the substrate. A 20 W Nd:YAG laser technique
was used for ablation, which created different roughness for different areas on the substrate. Porous
substrates with 1.6% and 18% porosities and 20-32 mm effective micro-perforation diameters were
obtained. After creating different surface roughness, the formation of ZIF-8 TFs followed traditional
solvothermal synthesis in an autoclave at 100 ◦C for 4–8 h, depending on different samples. Varied
surface roughness would lead to different nucleation and growth rates of ZIF-8 TFs, which resulted in
the patterning of ZIF-8 TFs. Other than this, the formed ZnO from Zn oxidation during laser irradiation
was likely another key factor to promoting the preferred formation of ZIF-8 TFs on the laser-irradiated
areas. The obtained ZIF-8 pattern on porous brass sheets exhibited excellent separation performance
for H2/CH4 and He/CH4 mixtures, showing separation factors of 14.4 and 8.7, respectively.
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Figure 15. (A) Schematic showing the biomimetic replication of MOF patterns using a protein pattern.
SEM images of (a) ZIF-8 and (b) Ln2(BDC)3 MOF-TFs via the biomimetic replication. Photograph
under UV light of (c) Ln2(BDC)3 MOF-TFs formed with various mixing ratio of Eu, Tb, and Ce ions
in the precursor solution; (d) Eu2(BDC)3 (red), Tb2(BDC)3 (green), and mixed Ln2(BDC)3 (yellow)
patterns; and (e) Tb2(BDC)3 dot microarrays. (Reproduced with permission from Liang et al., Advanced
Materials; published by Wiley-VCH, 2015.) (B) SEM images of (a) inlet (rough) and (b) outlet (smooth)
sides of a laser-irradiated brass support (inserted enlarged perforations and EDX atomic compositions),
and ZIF-8 TFs grown on (c,d) each side indicated by arrows, and on (e) linearly irradiated and (f)
non-irradiated regions of the brass support. All scale bars, 100 µm. (Reproduced with permission from
Navarro et al., Journal of Materials Chemistry A; published by Royal Society of Chemistry, 2014.) (C)
The coordination replication and mesoscopic architecture concept, and SEM images of (a) the Al2O3

pattern and (b–h) the same sample after replication at 140 ◦C for 1, 4, 6, 10, 20, 40, and 60 s, respectively.
All scale bars, 1 µm. (Reproduced with permission from Reboul et al., Nature materials; published by
Nature Publishing Group, 2012.)

In addition, patterned MOF-TFs can be made by patterning self-sacrificing metal oxide or
hydroxide templates. Reboul et al. [194] demonstrated the fabrication of patterned Al(OH)(NDC)
MOF-TFs via self-sacrificing synthesis based on a patterned Al2O3 template (Figure 15C). The 2D/3D
Al2O3 structures were prepared through a sol-gel process with polystyrene beads as the hard templates
at 100 ◦C, which were removed through calcination at 580 ◦C for 7 h before the conversion of Al2O3 to
Al(OH)(NDC) MOFs. The obtained Al2O3 templates were placed in a microwave container containing
an aqueous H2NDC solution, followed by a microwave treatment at 180 ◦C for 10 min. The microwave
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treatment was performed at 180 ◦C for 1 min. The microwave treatment to make mesoporous and
macroporous structures of Al(OH)(NDC) MOFs was performed at 180 ◦C for 1 min. The resulting
Al(OH)(NDC) MOF architectures with hierarchical porosity presented enhanced selectivity and mass
transfer for water/ethanol separation due to the hydrophobic micropores of Al(OH)(NDC) and the
mesopores/macropores inherited from the parent aerogels. The room temperature separation selectivity
for water/ethanol was 2.26 for microporous Al(OH)(NDC) MOF crystals, 2.56 for the mesoporous
structure, and 1.84 for the macroporous structure. It was suggested that the smaller pore size of
the mesoporous structure and the higher exposed surface area of Al(OH)(NDC) MOF within this
architecture allowed higher ethanol retention and improved separation selectivity. Other than using
hard templates, photolithography is another way to direct the preparation of metal oxide templates
to fabricate patterned MOF-TFs [195]. Moreover, hard templates can be applied in the interfacial
synthesis of MOFs to achieve patterned MOF-TFs [128].

8. Conclusions

In conclusion, this review summarizes the current progress on the manufacturing of MOF-TFs,
from the general fabrication techniques to the modification and patterning techniques. All the reported
techniques in the synthesis of MOF-TFs were discussed, including their advantages and disadvantages,
which can guide advancement in the fabrication processes of MOF-TFs to realize more controllable,
scalable, and greener processing.

MOF-TFs, fabricated using different strategies, perform differently due to the differences in
the resulting grain size, surface roughness, film thickness, film stabilities, etc. Although extensive
studies have been carried out, the fundamental understanding of the MOF-TF formation process,
including precursor reaction kinetics, surface reaction kinetics, reactant transport, film nucleation,
and growth, is still at an early stage; more research is needed before the application of MOF-TFs at the
industry scale. Considerable progress needs to be made to realize the controlled and green synthesis of
MOF-TFs, especially for scale-up production, despite the emergence of many fabrication strategies for
functional MOF-TFs.

Currently, direct synthesis and secondary growth strategies based on traditional
hydro/solvothermal batch synthesis are still two of the most extensively used methods for their
easy conduction. However, they possess a time-dependent growth rate for MOF-TFs, lending difficulty
in controlling the fabrication process, which may result in an uncontrollable film thickness, and surface
morphology. Moreover, the batch reaction often requires a high cost from large reactant consumption
and waste production. Furthermore, there is a potential safety issue when using a high-pressure
reactor. LBL deposition, ECD, DC deposition, and SC deposition are prevalent in the manufacturing
of MOF-TFs and patterns. The LBL deposition strategy can realize the fabrication of many types of
MOF-TFs and enable precise control of the amount and location/distribution of functionalities for
tailored properties. It offers excellent control over the film thickness, gives rise to highly oriented and
uniform TFs, and enables the fabrication of more complex MOF heterostructures. However, it shows
its limitation on the fabrication of some types of MOF-TFs on specific substrates, and a slow growth
rate for MOF-TFs.

Moreover, to achieve uniform films, the volume of precursor solutions used for the substrates to be
immersed in is much larger than that of the substrate, contributing to a significant amount of solution
wastage. The ECD strategy allows the rapid fabrication of defect (cracks and pinholes)-free MOF-TFs
with controllable thicknesses. Relatively uniform and compact deposits can be made in template-based
structures; ECD also has the advantages of higher deposition rates and inexpensive equipment due
to the non-requirements of either a high vacuum or a high reaction temperature. However, it is
limited to electrochemical deposition of non-conductive MOF-TFs on conductive substrates. Moreover,
metal ions with high inertness could separate on the cathode, and the organic linkers may be oxidized.

Both the DC deposition and the SC deposition are simple methods to fabricate MOF-TFs. They can
achieve thin uniform TFs with a wide range of thicknesses (from nm to µm). Both methods utilize small
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equipment that is less expensive than the setup in many other methods (e.g., ECD, HoP, and ALD),
and they do not require high energy processes. These two techniques are ideal for coating MOF-TFs
on flat substrates, not curved or flexible ones. Besides different operation procedures, there are
several distinct features of these two techniques. First, the DC technique is available in large-scale TF
manufacturing while the SC technique can only be applied to small substrates. Then, the drying time
needed in DC deposition is significantly long while that in SC deposition is short, which may alter
the film formation process due to the different times. Both methods result in high solution wastage.
Similar to the LBL deposition, the DC deposition also requires a solution reservoir to immerse the
substrate. The volume of the solution is much higher than the size of the substrate, leading to a high
quantity of solution wastage. During SC deposition, the majority of the solution is cast off, resulting in
high levels of solution wastage.

There are other types of fabrication techniques that have been reviewed that show an ability for
controllable fabrication of MOF-TFs and patterns. Despite their novelty, there are many obstacles to
broadening their application. For example, the HoP technique can realize the fabrication of various
MOF-TFs on flexible materials with controllable scale, which could be of interest in flexible electronics.
However, it requires high thermal stability of MOFs and substrates.

Considering the requirements of scale-up production with effective cost, the commercialization of
MOF-TFs appears quite challenging. Despite the development of novel techniques to achieve green
synthesis in terms of reduced chemical consumption and low waste production, which also significantly
influences the production cost, it is hard to fulfill other requirements. For example, the ALD technique
offers an easy way to control the film thickness at an atomic level and is available in the fabrication of
multilayer structures. However, it only works on certain types of MOFs that use volatile but thermally
stable organic precursors. Moreover, ALD equipment is expensive, and the process is slow, which
increases the operation cost. ECD and DC methods are promising in realizing large-scale controllable
manufacturing of MOF-TFs and patterns. However, they could not satisfy the strict requirements for
low cost and green synthesis. Although the equipment used in these techniques could be relatively
low, the ECD technique requires high energy input while the DC technique contributes to high levels
of waste production. Currently, there is no ideal technique that can satisfy all the requirements
for commercialization.

The recent advancements in the continuous-flow microreactor and process automation lead to new
opportunities in advancing the progress on commercializing MOF-TFs. The synthesis of MOFs using
systems involving microfluidics has been widely investigated [64]. Due to its small size, a microreactor
can offer several advantages, including fast mixing of the reactants, an efficient way for mass and
heat transfer, and precise control of the reaction dynamics. [196] The use of less liquid volume allows
for greener synthesis and lowers the production cost. Besides, current progress in using automatic
methods for MOF synthesis demonstrates promising results in the manufacturing of freestanding fine
powders (including nanocomposites) [64,197] and membranes [64] on porous supports. However,
there is no implementation of microfluidic-assisted techniques for the fabrication of MOF-TFs and
patterns on the substrate surface. Coupling microreactors with current state-of-the-art deposition
techniques to fabricate MOF-TFs could realize more exceptional control over synthesis conditions.
It has the potential to enable more scalable, controllable, and greener synthesis in terms of controlling
the TF formation process, shortening the fabrication time, reducing reactant consumption and waste
production, and allowing for mechanical automatization amenable for scale-up. A wide range of
film thicknesses (from nm to µm) and areas (from nm to cm) could be obtained on heterogeneous
hierarchical TFs and patterns via microfluidic-assisted techniques. Moreover, it is known that the
formation of highly ordered MOF crystals occurs first via an assembly of primary building blocks to
define the secondary building blocks (SBUs) and then to the MOF crystallites [198]. Therefore, SBUs are
the ideal seeds for the growth of MOF crystals [199,200]. However, the SBU-assisted secondary growth
strategy is currently limited to the fabrication of bulk MOFs. Yet, it is promising in supporting TF
fabrication without introducing foreign elements in the desired MOF structures.
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Although extensive investigations and significant progress have been made for MOFs, due to
their enormous chemistry possibility, there remains considerable room for future exploration and
advancement. This review summarized and analyzed existing manufacturing techniques for MOF-TFs,
including patterning, offering direction to researchers for the next generation development of MOF-TF
processing, and building a foundation to realize the commercialization of MOFs, of which cost control
and scale-up production are the two cores.
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Sargent, E.H.; Eddaoudi, M. Metal-organic framework thin films on high-curvature nanostructures toward
tandem electrocatalysis. ACS Appl. Mater. Interfaces 2018, 10, 31225–31232. [CrossRef]

41. Kim, K.-J.; Chong, X.; Kreider, P.B.; Ma, G.; Ohodnicki, P.R.; Baltrus, J.P.; Wang, A.X.; Chang, C.-H.
Plasmonics-enhanced metal-organic framework nanoporous films for highly sensitive near-infrared
absorption. J. Mater. Chem. C 2015, 3, 2763–2767. [CrossRef]

42. Chong, X.; Kim, K.-J.; Li, E.; Zhang, Y.; Ohodnicki, P.R.; Chang, C.-H.; Wang, A.X. Near-infrared absorption
gas sensing with metal-organic framework on optical fibers. Sens. Actuators B Chem. 2016, 232, 43–51.
[CrossRef]

43. Chong, X.Y.; Zhang, Y.J.; Li, E.W.; Kim, K.J.; Ohodnicki, P.R.; Chang, C.H.; Wang, A.X. Surface-enhanced
infrared absorption: Pushing the frontier for on-chip gas sensing. ACS Sens. 2018, 3, 230–238. [CrossRef]
[PubMed]

44. Bai, W.; Li, S.; Ma, J.; Cao, W.; Zheng, J. Ultrathin 2D metal-organic framework (nanosheets and
nanofilms)-based x D-2D hybrid nanostructures as biomimetic enzymes and supercapacitors. J. Mater.
Chem. A 2019, 7, 9086–9098. [CrossRef]

45. Ahmad, S.; Liu, J.; Ji, W.; Sun, L. Metal-organic framework thin film-based dye sensitized solar cells with
enhanced photocurrent. Materials 2018, 11, 1868. [CrossRef]

46. Luo, J.; Li, Y.; Zhang, H.; Wang, A.; Lo, W.S.; Dong, Q.; Wong, N.; Povinelli, C.; Shao, Y.; Chereddy, S.
A metal-organic framework thin film for selective Mg2+ transport. Angew. Chem. Int. Ed. 2019, 58,
15313–15317. [CrossRef]

47. Koros, W.; Ma, Y.; Shimidzu, T. Terminology for membranes and membrane processes (IUPAC
Recommendations 1996). Pure Appl. Chem. 1996, 68, 1479–1489. [CrossRef]

48. Ter Minassian-Saraga, L. Thin films including layers: Terminology in relation to their preparation and
characterization (IUPAC Recommendations 1994). Pure Appl. Chem. 1994, 66, 1667–1738. [CrossRef]

49. Liu, T.-Y.; Yuan, H.-G.; Liu, Y.-Y.; Ren, D.; Su, Y.-C.; Wang, X. Metal-organic framework nanocomposite thin
films with interfacial bindings and self-standing robustness for high water flux and enhanced ion selectivity.
ACS Nano 2018, 12, 9253–9265. [CrossRef]

50. Venkatasubramanian, A.; Navaei, M.; Bagnall, K.R.; McCarley, K.C.; Nair, S.; Hesketh, P.J. Gas Adsorption
characteristics of metal-organic frameworks via quartz crystal microbalance techniques. J. Phys. Chem. C
2012, 116, 15313–15321. [CrossRef]

51. Wannapaiboon, S.; Tu, M.; Sumida, K.; Khaletskaya, K.; Furukawa, S.; Kitagawa, S.; Fischer, R.A. Hierarchical
structuring of metal-organic framework thin-films on quartz crystal microbalance (QCM) substrates for
selective adsorption applications. J. Mater. Chem. A 2015, 3, 23385–23394. [CrossRef]

52. Guo, W.; Zha, M.; Wang, Z.; Redel, E.; Xu, Z.; Wöll, C. Improving the loading capacity of metal-organic
framework thin films using optimized linkers. ACS Appl. Mater. Interfaces 2016, 8, 24699–24702. [CrossRef]
[PubMed]

53. Shekhah, O. Layer-by-layer method for the synthesis and growth of surface mounted metal-organic
frameworks (SURMOFs). Materials 2010, 3, 1302–1315. [CrossRef]

54. Mártire, A.P.; Segovia, G.M.; Azzaroni, O.; Rafti, M.; Marmisollé, W. Layer-by-layer integration of conducting
polymers and metal organic frameworks onto electrode surfaces: Enhancement of the oxygen reduction
reaction through electrocatalytic nanoarchitectonics. Mol. Syst. Des. Eng. 2019, 4, 893–900. [CrossRef]

55. Bhardwaj, S.K.; Bhardwaj, N.; Kaur, R.; Mehta, J.; Sharma, A.L.; Kim, K.-H.; Deep, A. An overview of different
strategies to introduce conductivity in metal-organic frameworks and miscellaneous applications thereof.
J. Mater. Chem. A 2018, 6, 14992–15009. [CrossRef]

56. Yoo, Y.; Jeong, H.-K. Rapid fabrication of metal organic framework thin films using microwave-induced
thermal deposition. Chem. Commun. 2008, 21, 2441–2443. [CrossRef]

57. Kim, K.-J.; Zhang, Y.; Kreider, P.B.; Chong, X.; Wang, A.X.; Ohodnicki, P.R., Jr.; Baltrus, J.P.; Chang, C.-H.
Nucleation and growth of oriented metal-organic framework thin films on thermal SiO2 surface.
Thin Solid Films 2018, 659, 24–35. [CrossRef]

58. Dimitrakakis, C.; Easton, C.D.; Muir, B.W.; Ladewig, B.P.; Hill, M.R. Spatial control of zeolitic imidazolate
framework growth on flexible substrates. Cryst. Growth Des. 2013, 13, 4411–4417. [CrossRef]



Processes 2020, 8, 377 40 of 46

59. Hermes, S.; Schröder, F.; Chelmowski, R.; Wöll, C.; Fischer, R.A. Selective nucleation and growth of
metal-organic open framework thin films on patterned COOH/CF3-terminated self-assembled monolayers
on Au (111). J. Am. Chem. Soc. 2005, 127, 13744–13745. [CrossRef]

60. Scherb, C.; Williams, J.J.; Hinterholzinger, F.; Bauer, S.; Stock, N.; Bein, T. Implementing chemical functionality
into oriented films of metal-organic frameworks on self-assembled monolayers. J. Mater. Chem. 2011, 21,
14849–14856. [CrossRef]
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