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A review of recent work on using metal—organic
frameworks to grow carbon nanotubes

Xian Wang,? Anrui Dong,® Yue Hu, ©*? Jinjie Qian 2 ** and Shaoming Huang () *°

Carbon nanotubes (CNTs) have long been known as a class of one-dimensional carbon nanomaterials
with sp?-hybridized structures that can be constructed with a very large length-to-diameter ratio, which
is significantly larger than that of any other carbon nanomaterials. It is well known that CNTs exhibit
many excellent properties in mechanics, electricity, chemistry, optics, etc., and are widely used in
various fields, thus attracting scientists’ attention. In this context, the development of new strategies for
optimizing and synthesizing CNTs has far-reaching significance and demand. On the other hand, most
metal-organic frameworks (MOFs) are microporous crystals constructed from ordered and uniform
metal ions/clusters and organic linkers to obtain crystalline solids with potential porosity. Using MOF
materials as precursors, hierarchical CNT-based composite materials, which are difficult to synthesize
through the traditional catalyst-assisted chemical vapor deposition method, can be conveniently
synthesized by thermal treatment at high temperature. In the process of converting MOFs into CNTs,
MOF crystals are used as both catalysts and carbon sources, which are necessary for the growth of
CNTs, and they are also used as templates and/or carriers for additional catalysts. Therefore, there are
various possibilities for the thermal conversion of MOFs into CNT-based composite materials. In this
review, we mainly summarize the two aspects of catalysts and synthetic strategies for MOF-derived
CNT-based composite materials. Despite the rapid development in this area, there is still much space for
exploration. In order to accurately control the synthesis of CNTs, we should deeply explore the thermal
conversion process and mechanism for the conversion of MOFs into CNTs.

1. Background

Carbon nanotubes (CNTs) have long been known in the form of
multi-wall carbon nanotubes (MWCNTSs) based on nested
single-wall carbon nanotubes (SWCNTs), which are a class of
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nanometers and an axial dimension of micrometers." Such
tube-based structures were first observed by Radushkevich
and Lukyanovich in 1952.> Subsequently, a Japanese scientist,
Dr lijima of the NEC Corporation, described CNTs in detail in
Nature in 1991,% which ignited extensive research by scientists.”
It is well known that the carbon element in CNTs exhibits sp”
hybridization,” and CNTs are endowed with many excellent
mechanical,®” electrical,®® chemical,'® optical'*** and thermal
properties.”® In this context, CNT-based composites made from
two or more constituent materials, which have significantly
different physicochemical properties when combined with
CNTs, can be widely used in various applications, such as
electrocatalysis,"*"® nanoelectronic devices,'®"” thermally con-
ductive films,'® structural materials for aviation,' etc. Among
the facile synthetic methods,* catalyst-assisted chemical vapor
deposition (CCVD)*° can efficiently control the growth of various
desired SWCNTs as well as MWCNTs and is utilized on a large
scale. To date, optimizing and developing new strategies for
growing CNTs still has far-reaching significance and necessity.>*
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On the other hand, metal-organic frameworks (MOFs) are
ordered and porous crystalline materials built from metal ions/
clusters and organic ligands through versatile coordination
bonds.?* According to reported research, the combination of
MOFs and CNTs could enhance the electrochemical energy
storage and conversion®***
composite materials. Therefore, researchers have considered
the in situ conversion of MOFs into MOF-derived CNT-based
composites,”® which is a convenient strategy for improving the
properties of these derived materials.””*® In recent years, due to
MOFs’ unique pore structures and controllable morphology,
and the combination of metal components and carbon
sources,> people have been keen to use MOF precursors
for designing and synthesizing various metal-based and
carbon-based nanocomposite materials by pyrolysis at high
temperature.’® Many previous studies have shown that by

and catalytic performance®” of their

adjusting the pyrolytic conditions and the combination of
ligands and metal species in the MOF materials, the structure
and morphology of the derived carbon materials can be con-
trolled and tuned,’’ thereby preparing a variety of carbon

3233 carbon

materials, such as graphitized carbon nanosheets,
nanotubes,***> porous carbon,’®?” etc. At present, due to
technical reasons, there are no literature reports on MOF-
derived SWCNTs, which need to be explored in the future, so
we only discuss MOF-derived MWCNTs in the following. In
2013, Yang et al. doped ZIF-8 with iron ions and pyrolyzed a
mixture of the resulting Zn-Fe-ZIF crystals and dicyandiamide
under a nitrogen atmosphere, so that N-doped CNT-based
composites (NCNTs) were first obtained from a MOF
template,*® which has drawn people’s attention to the strategy
of converting MOFs into CNTs.

In the transformation process, MOFs can simultaneously act
as both catalysts and carbon sources, which are vital for the
growth of CNTs,>*™*' as well as templates and carriers
for additional catalysts and carbon sources,”*™** providing
unlimited possibilities for achieving the thermal conversion
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of crystalline MOFs to synthesize CNT-based nanocomposite
materials.*” In addition, due to the spatial confinement effect
and the energy released during the breakage of coordination
bonds,*® the pyrolysis of MOF materials helps to activate metal-
based catalyst nanoparticles (NPs) and organic components
and provides favorable conditions for the reorganization of
carbon species to form CNTs.*” Furthermore, the morphologies
of MOFs are diverse and easy to control,***° and this can be
exploited to prepare the expected hierarchical CNT-based struc-
tures and composites,>®>" which are difficult to obtain through
traditional CCVD methods. With the emerging prospects
of MOF-derived CNT-based nanomaterials in energy-related
applications, herein we mainly summarize MOF-derived CNT-
based composite materials from the perspective of catalysts
and synthetic strategies as listed in Table 1. Finally, recent
challenges will be discussed and future perspectives will
be proposed for designing and preparing more promising

Table 1 A summary of MOF-derived CNT-based materials
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MOF-derived CNT-based nanomaterials for wide ranging appli-
cations in various fields.

2. Catalysts for CNT growth

Generally speaking, high catalytic activity catalysts play a key
role in the growth of CNTs.”*** Although CNTs can grow
without the presence of catalysts,>” the efficient growth of CNTs
heavily relies on the participation of catalysts.>® Traditionally,
according to vapor-liquid-solid theory,>® iron group transition
metal NPs such as iron,”” cobalt,’® and nickel®® are widely used
to catalyze the formation of CNTs. Among them, polymetallic
alloys like FeNi,** CoNi,*" FeNiCo,* etc. also exhibit highly
efficient catalytic activity to construct CNTs. Different metals have
different interactions with carbon and show different carbon
solubility, so the carbon layer is etched by dissolving carbon or

Composition of MOF

External components

Metal Carbon Calcination
Material Metal Ligand species  sources Substrate conditions Catalyst  Ref.
NCNTs 7n 2-Methylimidazole FeSO, Dicyandiamide n.a. N,, 900 °C Fe/Fe;C 38
N-CNT-assembled Co  2-Methylimidazole n.a. n.a. n.a. Ar, 435 °C Co 47
dodecahedra
N-CNT-assembled Ni  2-Methylimidazole n.a. n.a. n.a Ar, 435 °C Ni
microspheres
N-CNT-assembled Ni Trimesic acid n.a. n.a. n.a Ar, 435 °C Ni
microspheres
CNT-assembled Co  Trimesic acid n.a. n.a. n.a Ar, 430 °C Co
microsheets
CNT-assembled hol- Co  Terephthalic acid n.a. n.a. n.a Ar, 430 °C Co
low microspheres
MIL/CNT-Fe Fe  2-Aminoterephthalic acid n.a. n.a. n.a. N,, 800 °C Fe 74
Co/NCNHP Zn, 2-Methylimidazole n.a. n.a. n.a. Ar, 900 °C Co 40
Co
MIL-88-Fe/Ni Fe, Terephthalic acid n.a. Dicyandiamide n.a. Ar, 800 °C FeNi, 75
Ni
(Fe,Co)/CNT Zn, 2-Methylimidazole FeCl; n.a. n.a. N,, 900 °C FeCo 76
Co
NiCo/NCNTs Co, 2-Methylimidazole n.a. n.a. n.a. Ar/H, (9/1), 700 °C NiCo 77
Ni
Fe;Mn;/N-CNTs-100  Mn  2,5-Dihydroxylbenzoic acid Fe(NO3); n.a. n.a. N,, 800 °C FeMn 78
CO0O-NCNTSs Co  3,4,5,6-Tetrahydrophthalate, n.a. n.a. n.a. Ar/H, (9/1), 800 °C CoO 85
1,4-diazabicyclo[2.2.2]octane
Fe/Fe;C@NGL-NCNT  Fe Terephthalic acid n.a. n.a. n.a. N,, 700 °C Fe/Fe;C 86
NCNTFs Co  2-Methylimidazole n.a. n.a. n.a. Ar/H, (9/1), 700 °C Co 101
Co@N-CNTs@rGO Zn, 2-Methylimidazole n.a. n.a. Reduced gra- Ar, 900 °C Co 102
Co phene oxide
Co0ySs@CT Zr Terephthalic acid CoCl, Thiourea n.a. N,, 800 °C Co0ySg 95
Fe-N-CNTs-H Zn  2-Methylimidazole FeC¢H50- n.a. n.a. Ar, 950 °C Fe 106
3D-CNTA Co  2-Methylimidazole n.a. Melamine n.a. N,, 650 °C Co 111
MSZIF-T Co  2-Methylimidazole n.a. n.a. Melamine N,, 900 °C Co 112
sponge
NCo@CNT-NF Co  2,5-Dihydroxyterephthalic acid n.a. Dicyandiamide n.a. Ar, 700 °C Co 113
CoCHs-3 Co  2-Methylimidazole n.a. Melamine Polyacrylonitrile N,, 700 °C Co 122
film
Ni@CNTs Ni Terephthalic acid n.a. n.a. Ni foam Ny/H, (95/5), Ni 123
600 °C
CoInNC@CNT Co, 2-Methylimidazole, biphenyl- n.a. Dicyandiamide InOF-1 rod Ar/H,/C,H, (10/10/ CozInGCy ;5 115
In 3,3',5,5'-tetracarboxylic acid 0.55), 800 °C
FeCo/FeCo- Fe, Potassium hexacyanoferrate Ni(NO;), Melamine Polyacrylonitrile 1. Ar, 550 °C; 2. N,, FeCoNi 126
Ni@NCNTs-HF Co film 800 °C
NGPC/NCNTs Zn  Terephthalic acid Nickel Urea n.a. 1. Ny, 550 °C; 2. N,, Ni 127
formate 800 °C

This journal is © The Royal Society of Chemistry 2020
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by catalytic carbon hydrogenation at a high temperature. Fe, Co,
etc. have a large carbon solubility, while Au, Cu, etc. have a low
carbon solubility.®® The dissolution and precipitation of carbon by
metal particles may lead to reorganization of the carbon structure
and the formation of defective carbon, core-shell structures of
carbon-encapsulated metal particles, etc.®* Besides, some litera-
ture has reported that metallic compounds such as ZrO,/Hf0,%
and TiO,* can also catalyze CNT growth, which confirms that
catalysts with only nanoscale curvature and carbon adsorption
sites can also diffuse carbon segments on the crystal planes,”” so
that CNTs can efficiently grow along the specific crystal lattice.>”
Using particulate catalysts, the CCVD growth method is popular
for the preparation of CNT materials, as it yields high-quality
nanotubes and exhibits a degree of control over diameter, length,
and morphology, but achieving repeatability is a major problem.”*
In this context, porous coordination polymers are structurally
composed of metal and carbon species, thus pristine MOF
materials can be intrinsically and steadily self-catalyzed by MOF-
derived metal-based catalysts to construct CNTs according to the
previously reported literature.®® Furthermore, introducing external
catalysts into the large pores and channels of MOFs and replacing
the original coordinating nodes through transmetallation and
impregnation are two common and reliable approaches for the
uniform distribution of introduced metal atoms in MOF structures
(Fig. 1). We can choose to introduce*® or not introduce additional
catalysts® into the MOF precursors which will be decomposed and
reduced to form different types of metal-based particulate catalysts
(single metals, polymetallic alloys, metallic compounds, ezc.) under
the high-temperature pyrolysis conditions. In summary, in the
pyrolysis process, there are three different types of catalysts which
can efficiently catalyze and grow CNTs. In this section, we are
going to divide the MOF-derived catalysts for CNT growth into
the following types for discussion: (1) single metal catalysts,
(2) polymetallic alloy catalysts, and (3) metallic compound
catalysts. They grow CNTs through two different catalytic
mechanisms. Single metals, polymetallic alloys, and metal
carbides with carbon solubility grow CNTs according to the
vapor-liquid-solid theory.”® Metallic compounds composed of
metals and nonmetals (excluding metal carbides) provide only

byrolysis Metallic compound

Fig. 1 Schematic diagram of the formation of MOF-derived CNTs cata-
lyzed by three types of catalysts, namely single metals, polymetallic alloys,
and metallic compounds.
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nanoscale curvature and carbon adsorption sites for diffusing
carbon segments on the crystal planes so that CNTs can
efficiently grow along the specific crystal lattice.®

2.1 Single metal catalysts

As always, metal elements have been considered to be the best
catalysts and many researchers have found that single metal
NPs (like Fe,”* Co,”” Ni”?) can efficiently catalyze the formation
of CNTs through calcination of the corresponding MOFs. In
2017, Mai’s group developed a simple, versatile, and efficient
strategy to pyrolyze MOF crystals in which a single MOF
precursor with its own nanocatalyst and carbon sources is
decomposed in situ to form a CNT composite with the same
morphology by pyrolysis at 435 °C under argon.”” A schematic
diagram of the transformation of a ZIF-67 crystal into a hollow
CNT-assembled dodecahedron is shown in Fig. 2a, where the
ZIF-67 dodecahedron is pyrolyzed under the protection of Ar at
a low temperature. The coordination bond between the metal
ion and the organic ligand in ZIF-67 is first broken and the
overall structure is gradually decomposed, while the metal ions/
clusters are further reduced to nanocatalysts by the generated
reductive gas, and these in situ formed nanocatalysts catalyze
the formation of N-doped CNTs (N-CNTs) from the residual
organic ligands. Since metal nanocrystals preferentially form
on the surface, the outer layer is first converted into N-CNTs,
and the growth direction is from outside to inside, resulting in
internal voids. In Fig. 2b, the thin multi-walled N-CNTs are
abundant (10-20 nm outer diameter and 5 nm inner diameter),
and the cobalt NP (5 nm diameter) catalysts are encapsulated at
the tips of the CNTs. On the one hand, it is found that
nanocatalysts derived from iron group based MOFs exhibit
high catalytic activity for the in situ formation of CNTs.
Secondly, organic ligands with abundant hexatomic or
N-heterocyclic carbon rings can lower the cyclization energy
barrier and promote the formation of CNTs. Moreover, the
decomposed coordination bonds in highly ordered MOFs
release more energy to activate the remaining metal ions/
clusters as well as organic linkers, thereby facilitating the
formation of nanocatalysts and the following growth of CNTs.
On the other hand, the particle size of the catalyst has a huge
influence on the growth process of CNTs, and a smaller catalyst
is more beneficial to the growth of CNTs. Therefore, it is vital to
control the pyrolytic conditions to obtain abundant nanocata-
lysts. Additionally, this method can be successfully extended to
other iron group based MOFs, including Ni-ZIF, Ni-BTC, Co-
BTC, Co-MOF, etc., to obtain the corresponding MOF-derived
CNT assembly architectures (Fig. 2c-f). Zhu et al. also reported
for the first time that a new N-molecule-assisted autocatalytic
carbonization process converts iron-based MIL-88B-NH, into
conductive CNTs and micro/mesoporous carbon composites
(MIL/CNT-Fe).”* During the calcination process, the volatile
ammonia gas reduces the Fe element in the Fe-MOF to iron
nanocrystals, which catalyze the formation of Fe,N-doped
CNTs, while the remaining framework is etched by ammonia
gas to obtain a type of micro/mesoporous carbon structure
(Fig. 2g). In general, by selecting single metal catalysts with

This journal is © The Royal Society of Chemistry 2020
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Fig. 2 (a) Schematic of the formation process of N-CNTs from ZIF-67, finally obtaining an N-CNT-assembled hollow dodecahedron. (b1 and b2) SEM
images of the ZIF-67 precursor and the derived N-CNT-assembled hollow dodecahedron; (c1 and c2) SEM images of the Ni-ZIF precursor and the
derived N-CNT-assembled microspheres; (d1 and d2) SEM images of the Ni-BTC precursor and the derived CNT-assembled hollow microspheres;
(el and e2) SEM images of the Co-BTC precursor and the derived CNT-assembled microsheets; (f1 and f2) SEM images of the Co-MOF precursor and the
derived CNT-assembled nanorods. Reprinted with permission from ref. 47. Copyright (2017) American Chemical Society. (g) Illustrative procedure for the
iron(in)-2-aminoterephthalic framework (MIL-88B-NH,, MIL = Materials from the Lavoisier Institute) and the resultant CNT and Fe-decorated carbon
hybrids (MIL/CNT-Fe). Reprinted with permission from ref. 74. Copyright (2019) Springer Nature.

high carbon solubility, especially iron group metals, CNT-based
composites can be easily synthesized from the corresponding
MOFs. We believe that by controlling the pyrolytic conditions,
this single metal catalyst strategy can be further extended to
other metals (Cu,”® Au,*® W,*" Mo, etc.), which are considered
to have low carbon solubility, for the in situ growth of MOF-
derived CNT composites with adjustable components and
morphology.

2.2 Polymetallic alloy catalysts

In principle, metal alloys can also catalyze the assembly of
carbon sources into CNTs.*? Arne Thomas et al. reported the
preparation of bifunctional catalysts (FeNi catalysts) via one-
step pyrolysis of a mixture of bimetallic MIL-88-Fe/Ni and
dicyandiamide (DCDA) to obtain MOF-derived N-doped carbon
materials (Fe-Ni@NC-CNTs).”> First, by a solvothermal
method, terephthalic acid, FeCl; salt, and Ni(NOj), salt were
assembled into MIL-88-Fe/Ni nanorods. After that, DCDA and
the crystalline MOF precursor were physically mixed by
mechanical grinding, and pyrolyzed in an inert atmosphere at

This journal is © The Royal Society of Chemistry 2020

800 °C (Fig. 3a). The TEM image of Fe-Ni@NC-CNTs clearly
demonstrated that a uniform and porous CNT-anchored net-
work was observed (Fig. 3b), and the nanorod morphology of
the precursor could be partially retained. High-resolution TEM
showed a particle at the tip of the derived CNT, which was
attributed to FeNi; NPs, which confirmed that the formation of
CNTs was conveniently catalyzed by the FeNi alloy (Fig. 3c). In
2018, Wu and colleagues introduced Fe*" cations into a Zn/Co
bimetallic organic framework, denoted by Zn;Co;-BMOF, and
the formed Fe-Co dual sites were annealed at 900 °C in an N,
atmosphere to catalyze the decomposition of the organic
ligands in the bimetallic MOF precursor, thus FeCo alloy NPs
embedded in N-doped CNTs [(Fe,Co)/CNT] which were rich in
Fe-Co dual sites were successfully constructed (Fig. 3d and e).”®
The Fe and Co atoms were coordinated with N at the atomic scale,
which was confirmed by the EEL spectrum (Fig. 3f). And bime-
tallic NiCo-ZIF is a suitable precursor for the growth of NiCo/
NCNTSs as shown in Fig. 3g.”” It is easily reduced into NiCo NPs
and almost completely converted into CNTs after being annealed
at 700 °C under an H,/Ar atmosphere. Zhang et al. prepared a

Chem. Commun., 2020, 56, 10809-10823 | 10813
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Fig. 3 (a) Synthetic procedure of MIL-88-Fe/Ni and Fe—-Ni@NC-CNTs, (b and c) TEM images of Fe—Ni@NC-CNTs. Reprinted with permission from
ref. 75. Copyright (2018) Wiley. (d) Schematic image of the preparation of (Fe,Co)/CNT, (e) TEM image, and (f) the EEL spectrum of (Fe,Co)/CNT. Reprinted
with permission from ref. 76. Copyright (2018) Royal Society of Chemistry. (g) Scheme of the synthesis of NiCo/NCNTSs. Reprinted with permission from
ref. 77. Copyright (2020) Elsevier. (h) lllustration of the preparation of the FeMn3-1 precursor and the derived FesMn;/N-CNTs-100 catalyst. Reprinted

with permission from ref. 78. Copyright (2018) Wiley.

bimetallic FeMn3-1 template which was subsequently treated by
thermal carbonization with melamine. They successfully obtained
a hierarchical carbon structure of Fe;Mn, alloy NPs coated with
N-doped CNTs (Fe;Mn,/N-CNTs-100) (Fig. 3h),”® in which Fe may
be beneficial to the formation of a carbon layer on the surface of
the NPs, and Mn can promote the growth and elongation of CNTs.
The synergistic effects of different metals in the polymetallic alloy
help to regulate the shape and quality of the obtained carbon
materials.>>®* Thus, we believe that polymetallic alloys consisting
of iron group metals (Fe, Co, Ni) and other metals with high
carbon solubility are likely to have high catalytic activity for the
formation of CNTs,”* and reconstituted polymetallic alloy cata-
lysts of various types are conducive to the development of
different CNT-based nanocomposites for further applications.

2.3 Metallic compound catalysts

Compared with pure metals, metal oxides are thought to have
low catalytic activity for growing CNTs.®” Different from the
vapor-liquid-solid theory, CNTs can grow on metal oxides
based on the intragranular charge transfer transition and the
lattice strain of the catalyst NPs.” In 2019, Ding et al. reported a
two-dimensional network of nitrogen-doped CNTs derived from
a porous pillar-layered coordination polymer (1Co)®® with a two-
dimensional sheet morphology as shown in Fig. 4a and b. After
pyrolysis of the lamellar MOF, a two-dimensional network
constructed from NCNTs, denoted by CoO-NCNTs, is formed,
catalyzed by CoO NPs (Fig. 4c and d). According to the HRTEM

10814 | Chem. Commun., 2020, 56, 10809-10823

image in Fig. 4e, cobalt oxide particles are wrapped and held at
the tips of the CNTs, and the CNT (002) and CoO (111) lattice
planes are clearly observed, verifying that the formation of the
CNTs is catalyzed by the CoO NPs. The distribution of elements
can be seen more clearly from the EDX mapping of a single
nanotube, and the main diffraction peaks completely coincide
with those of cubic CoO (JCPDS #78-0431), indicating the
presence of CoO NPs (Fig. 4f). Furthermore, the carbon and
nitrogen elements are evenly distributed around the entire
nanotube, while cobalt and oxygen are only localized at the
tip of a single CNT (Fig. 4g-i). Many studies have confirmed
that iron carbide could be an efficient catalyst for the growth of
CNTs. Ya-Qian Lan’s group was the first one to report the
successful synthesis of a novel N-doped Fe/Fe;C-graphitized
layer/carbon nanotube complex (Fe/Fe;C@NGL-NCNT) by one
step in situ pyrolysis using MIL-101(Fe) as a solid precursor
(Fig. 4j).*® As shown by HRTEM (Fig. 4k), these Fe;C NPs are
fully coated with a 5 nm thick graphitic carbon layer, and the
lattice spacing of 0.24 nm is reasonably assigned to the (210)
crystal plane of Fe;C. During the process of MOF pyrolysis, the
energy released by the bond breaking provides favorable
conditions?” for the in situ synthesis of CNTs catalyzed by
metallic compounds, which can form unique nanocomposites
combined with metallic compounds and CNTs that cannot be
synthesized by conventional methods. In the field of using
metallic compounds to grow CNTs, there is still a lot of space
for us to explore whether nitrides,®® sulfides,*® phosphides,**

This journal is © The Royal Society of Chemistry 2020
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NGL-NCNT. Reprinted with permission from ref. 86. Copyright (2015) Royal Society of Chemistry.

selenides,’® etc. have the potential to catalyze the formation of

CNTs and their composites through MOF pyrolysis.

3. Synthetic strategy

Since 2013, researchers have been dedicated to the develop-
ment of various strategies for designing and synthesizing
MOF-derived CNT-based composites for energy-related
applications.®® During pyrolysis, the coordination bonds break
and the pristine MOFs are decomposed into metal or metallic
compound NPs and some active organic species can be formed
in situ.”’” This process usually involves high energy (500-
1000 °C) to atomize the resulting reactive gaseous carbon
sources that diffuse toward the catalyst-coated substrate and
condense to form CNTs. Generally speaking, it is possible to
prepare CNTs through the coexistence of catalysts with high
catalytic activity and sufficient carbon sources under suitable
pyrolytic conditions.’® To explain the general mechanism of the
growth of CNTs, first of all, the metal atoms, which are either
already present in the MOF or introduced, are aggregated at
high temperature to form thermodynamically stable catalyst
nanoparticles. Then, carbon sources derived from the ligands
of the MOF or external carbon sources are thermally decom-
posed to form carbon species which adsorb on the surface of

This journal is © The Royal Society of Chemistry 2020

the catalyst nanoparticles. Finally, with the help of catalysts,
CNTs are finally formed.>® In this section, we are going to
introduce five different strategies for the synthesis of MOF-
derived CNT-based composites by pyrolysis with the assistance
of catalysts (Fig. 5), and discuss several typical examples that
have been studied to fully demonstrate that MOF precursors
can be converted into CNT-based nanomaterials through ver-
satile approaches. First, precursors like ZIF-67°* contain the Co
element, which can be transformed into highly active catalyst
NPs, and the heterocyclic 2-MeIm ligand with a low cyclization
energy barrier. Therefore, in the pyrolysis process, the ligands
act as the carbon source. Secondly, in ZIF-8,”* Ui0O-66,° etc., the
metals provided by the MOFs themselves either cannot catalyze
the decomposition of the carbon source to synthesize carbon
tubes or exhibit poor catalytic activity. Thus, we can introduce
external metals (Fe,”® Co,”” Ni,*® Cu,”® Mo,'® etc.) with high
catalytic activity into these systems by transmetallation and/or
impregnation, in order to catalyze the decomposition of the
carbon components in the MOFs to form CNTs. Third, some
ligands have high cyclization energy barriers and/or lower carbon
content, and the ligand content in the MOF materials is also
limited. Thus, in order to obtain high yield and high-quality
CNTs, we need to add some additional carbon sources, such as
dicyandiamide, melamine, ethylene, acetylene, etc.** Fourth, to
obtain hierarchical MOF-derived CNT-based composites with the
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beneficial properties of a substrate,’® we can first combine the

MOF with the substrate, and then achieve the three-dimensional
substrate coated with CNTs by pyrolysis. Finally, through the
strategy of multiple calcination, the introduction of additional
carbon sources and/or catalysts during the calcination of the pre-
carbonized material can change the surface morphology and
carbon layer structure of the material to generate CNTs by a
stepwise approach.'®*

3.1 Constructing CNTs with carbon sources from MOFs

MOF structures constructed from metal atoms with high cata-
lytic activity for the direct growth of CNTs and organic ligands
rich in carbon rings easily form CNT-based materials under
certain conditions.’®'%® In 2016, Lou et al. reported the
research work of a hollow N-doped carbon nanotube frame-
works (NCNTFs) derived from ZIF-67 polyhedra. Interestingly,
ZIF-67 particles would provide both carbon source and catalyst
for the syntheses of CNTs, and serve as the template for the
formation of hollow skeletons.’®® In Fig. 6a and b, the SEM
images exhibit uniform NCNTFs assembled by interconnected
CNTs obtained after thermal treatment at 700 °C, where the
shape of the precursor is well preserved. Then we learn that the
as-obtained NCNTFs possess a layered shell of interconnected
N-doped CNTs with a thickness of 200 nm, and the TEM image
confirms its hollow structure which stems from the volatiliza-
tion of organic linkers and the consumption of growing
CNTs (Fig. 6c). Furthermore, HRTEM images also revealed
the presence of Co NPs, which are encased at the tips of the
CNTs as expected (Fig. 6d). In this case, H, flow is the key to
generating the hierarchical CNT framework with a hollow
morphology. As the carbon source is provided by ZIF-67 itself,
a large number of cobalt NPs are rapidly formed in the H,
atmosphere, and then the outer carbon is preferentially con-
verted into CNTs, finally leading to hollow NCNTFs, while the
ZIF-67 template does not form CNTs on being annealed at
600 and 900 °C in the absence of H, (Fig. 6g and h). Moreover,
in the hydrogen atmosphere, as the target temperature
increases, the thermal decomposition will be more complete,
and in this way longer and denser CNTs are more easily formed
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at 900 °C in comparison with the product formed at 600 °C
(Fig. 6e and f). Fang et al. developed a new and effective method
to synthesize ultrafine Co NPs encapsulated in nitrogen-doped
carbon nanotubes (N-CNTs) grafted onto both sides of reduced
graphene oxide (rGO) (Co@N-CNTs@rGO) through direct
annealing of graphene oxide loaded with core-shell bimetallic
ZIF particles (Fig. 6i)."°*> First, ZIF-8 nanocrystals are easily
grown on both sides of the graphene oxide (GO) sheet to give
ZIF-8@GO as a substrate (Fig. 6j). Subsequently, ZIF-67 crystals
are epitaxially grown on the ZIF-8 seeds to form a sandwich-like
structure (ZIF-67@ZIF-8@GO) which is embedded with core-
shell crystals. Finally, reduction and carbonization of the ZIF-
67@ZIF-8@GO precursor is thermally induced at 900 °C to
obtain the Co@N-CNTs@rGO hybrid composite with a three-
dimensional hierarchical structure. Due to the catalytic effect of
Co species, the organic ligands in the core-shell ZIF-67@ZIF-8
crystals are totally converted into N-CNTs with a Co NP core and
N-CNT shell at high temperature. In Fig. 6k, abundant CNTs are
distributed on the surface of rGO, in which the in situ generated
N-CNTs are not severely aggregated and are seamlessly inte-
grated with the rGO sheet. In this type of core-shell ZIF-
67@ZIF-8 crystals, the cobalt ions are present in an appropriate
quantity with uniform distribution so that they do not easily
aggregate into large cobalt particles with low catalytic activity,
and the zinc ions volatilize, leading to the formation of pores at
the same time, which is more conducive to catalyzing the
growth of CNTs from a carbon source obtained from the
MOF. Using the ligand units of MOFs as the carbon source
for growing CNTs has the following advantages: (1) the acti-
vated organic ligands formed from the broken coordination
bonds during pyrolysis are conducive to further reaction to
form CNTs; (2) the presence of hexatomic or N-heterocyclic
carbon rings can efficiently lower the cyclization energy barrier
during the process of CNT formation; (3) the uniform distribu-
tion of metal atoms and ligands inhibits aggregation of the
catalysts and facilitates full contact between the carbon source
and the catalysts for efficient growth of CNTs. It is worth noting
that in the presence of limited organic components, excess
amounts of metal species in MOFs would lead to the formation
of large catalyst particles which would severely hamper efficient
CNT production.’

3.2 Catalysis of the growth of CNTs by external catalysts

During CNT precipitation, carbon vapors tend to cool down
rapidly during expansion, and carbon atoms would quickly
condense to form tubular structures with the help of specific
catalyst particles.’®” However, the metals in some MOFs some-
times do not exhibit efficient catalytic activity for growing
CNTs, so approaches for the ex situ introduction of other highly
active catalysts, including transmetallation and impregnation,
can also be used to generate CNTs.** The research group of
Tian encapsulated Co ions and thiourea (Thu) molecules in the
amino-decorated Zr-based MOF UiO-66-NH,, and successfully
obtained a novel earthworm-like N,S-doped carbon nanotube-
encapsulated CoySg hybrid (CogSs@CT) by one-step calcination
(Fig. 7a).”® The two immiscible phases consist of a mixture of

This journal is © The Royal Society of Chemistry 2020
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Fig. 6 (aandb) SEM, (c) TEM, and (d) HRTEM images of NCNTFs obtained at 700 °C in the presence of H,. SEM images of ZIF-67 heat-treated at 600 °C
(e) and 900 °C (f) in the presence of H,, and heat-treated at 600 °C (g) and 900 °C (h) in the absence of H,. Reprinted with permission from ref. 101.
Copyright (2016) Springer Nature. (i) Synthetic preparation of Co@N-CNTs@rGO hybrid composites, (j) SEM image of the ZIF-67@ZIF-8@GO composite,
and (k) SEM image of Co@N-CNTs@rGO. Reprinted with permission from ref. 102. Copyright (2018) Wiley.

UiO-66-NH, crystals dispersed in hydrophobic hexane solvent
and a hydrophilic methanol-water mixture containing the Thu
and CoCl, guest molecules. During agitation, the hydrophilic
pore environment of UiO-66-NH, induces thiourea and CoCl, to
enter the microsized cavity, thus a Co(u) + Thu@UiO-66-NH,
complex that encapsulates Thu and CoCl, molecules is steadily
constructed. Within the limited space of the UiO-66-NH, pores,
the close contact between the guest molecules and the MOF is
further strengthened, and the generated Co species are used to
catalyze the formation of CNTs. In a second example, Wei's
group directly pyrolyzed ferric salt-impregnated MOFs to
synthesize Fe and N-doped CNTs. As shown in Fig. 7b, ZIF-8
is structurally made up of zinc atoms, which makes it difficult
to grow CNTs by simple pyrolysis due to zinc vaporization at
high temperature.'®® Compared with the Fe-N-CNTs obtained
with ferric chloride (Fig. 7c and d), the carbon tubes of Fe-N-
CNTs-H obtained by introducing iron citrate show a larger
diameter of >0.1 pm. Due to the strong interaction between
citrate and metal ions, citric acid molecules can partially
replace the 2-methylimidazole ligands, while the Zn nodes in
ZIF-8 are partially substituted with Fe and the overall coordina-
tion structure is not completely destroyed or decomposed. This

This journal is © The Royal Society of Chemistry 2020

newly formed composite can induce the transformation of iron
citrate into larger Fe NPs during pyrolysis, thus constructing
CNTs with a large diameter. Plenty of metals are thought to
show catalytic activity to assemble carbon species into CNTs,
like Ni,'*® Mo,** W,** Au,®® etc. Meanwhile, we can introduce
metal salts,”® polyoxometalates,'®® metal complexes,** organo-
metallic compounds,''® etc. which can be converted into effec-
tive and uniform nanocatalyst particles in the pyrolytic process.
Using different catalysts can definitely tune the structure and
morphology of the carbon materials and generate CNT-based
composite materials with different functions for practical
applications.

3.3 Constructing CNTs with external carbon sources

The CCVD method is the most promising way to produce CNTs
on a large scale and utilizes high temperatures to atomize
carbon sources, such as methanol, ethanol, methane, ethylene,
carbon monoxide, and acetylene.’® However, the limited con-
tent of organic components in pristine MOFs is not conducive
to the preparation of high-yield CNTs,"** so the introduction of
external carbon sources would be beneficial to increasing the
yield of CNTs. In this context, the Cao group has developed an
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efficient and low-cost MOF-induced strategy to synthesize a
three-dimensional actiniae-like carbon nanotube assembly
(3D-CNTA), where ZIF-67 is used as a precursor and mixed with
a certain amount of melamine, and a two-step temperature-
programmed pyrolysis process is conducted (Fig. 8a)."™" First,
the furnace is set to 550 °C under an N, atmosphere so that g-
C;3N, is efficiently polymerized by melamine, which uniformly
penetrates the carbonized ZIF-67 polyhedra. Then, the target
temperature is further increased up to 650 °C to cause g-C3N, to
decompose and release a large amount of carbonaceous gas,
which is used as the carbon source for in situ orientated CNT
growth. The as-obtained actiniae-like 3D-CNTA consists of
nanospheres with an average size of 10 um which are composed
of many high-density CNTs (Fig. 8b). Interestingly, these CNTs
gather toward the center of each sphere, which exhibits a zero-
dimensional synaptic structure with Co NPs as the core and
N-doped carbon layers as the shell (Fig. 8c). The formation
of g-C3N, plays an important role in the construction of
CNTs, while simply mixing the MOF samples with melamine
cannot produce 3D-CNTA with assembled nanotubes; instead,
disordered nanotubes are formed following calcination. This
indicates that the precursor of the carbon source has a great
influence on the morphology and microstructure of the inter-
mediate product. In 2017, Zhaosheng Li and colleagues
proposed a method of simply loading a ZIF-67 film on a
three-dimensional macroporous polymer substrate (melamine
sponge), and further thermal decomposition produced a hierar-
chical three-dimensional nanocarbon structure (MSZIF-T).'*?
The MSZIF-900 product is well characterized by dense CNTs
growing vertically on three-dimensional macroporous carbon
foam (Fig. 8d). Here, the melamine sponge not only serves as a
three-dimensional macroporous supporting template, but also
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provides a suitable carbon source for the generation of CNTs at
high temperature. As shown in Fig. 8e, Xu et al. successfully
synthesized the first super-long single-crystal cobalt-organic
framework (Co-MOF-NT) nanotubes with a diameter of approxi-
mately 70 nm and a length of 20-35 pm by controlling the
recrystallization of amorphous Co-MOF-NP."'* Subsequently,
using dicyandiamide (DCDA) as both the nitrogen and carbon
source, Co-MOF-NT and DCDA are annealed simultaneously to
prepare a hierarchical structure (NCo@CNT-NF) composed of
carbon nanofibers coated with abundant nitrogen-doped CNTs
(20-30 nm in diameter and 200-300 nm in length). To sum up,
the introduction of the external carbon source can increase the
yield of CNTs. Moreover, there are many carbon sources to choose
from, like ethylene,"*>''® dicyandiamide,”® melamine,'®* C;N,,**”
thiourea,"'® etc., to adjust the structure of the resulting CNTs.
Heteroatomic carbon sources are beneficial for the formation of
heteroatom-doped CNTs. Similarly, CNTs made from molecules
that are rich in six-membered carbon rings have fewer defects
than those made from five-membered or seven-membered carbon
rings.’*® These defects and the presence of heteroatomic doping
alter the original electronic structure of the CNTs, resulting in a
complete change in the resulting electrochemical properties.”®

3.4 Growing CNTs on MOF-coated substances

MOF-derived carbon material based electrodes for electro-
chemical reactions inevitably involve a casting solution of the
active material, the conducting material and the polymer
binder as well as the solvent, which will induce large interfacial
impedance and reduce the electrode performance.'*® By using
MOFs grown on the conductive substrate to produce the
corresponding derivatives, hierarchical composite materials
can be easily obtained which improves the corresponding
properties.”*" In 2019, Huang et al. designed a stereoselective
and autocatalytic assembly method to synthesize a series of
carbon hybrids with a three-dimensional network structure
(Fig. 9a)."* In this strategy, a fiber film composed of polyacrylo-
nitrile (PAN) nanofibers as a starting template is first prepared
by electrospinning. Then, cobalt ions are electrostatically and
preferentially adsorbed on the PAN fibers and assembled into a
MOF-based film by facile coordination with 2-methylimidazole
to obtain M@PAN fibers. Finally, the M@PAN fibers are
annealed with melamine simultaneously at high temperature
to form a hierarchical carbon fiber network modified by multi-
walled carbon nanotubes (CoCHs). In this pyrolysis process, the
PAN-derived carbon fibers can effectively protect the structural
integrity, inhibit irregular catalyst aggregation, and make sure
that the carbon hybrid material CoCHs exhibits a three-
dimensional porous, flexible and stretchable nanostructure.
Furthermore, a series of CoCHs precursors with different
Co-MOF loading can be easily prepared by simply tuning the
MOF nucleation time to 1 h, 2 h, 3 h, and 4 h. Among them,
after the precursor with the highest MOF loading undergoes
catalytic pyrolysis, the derived CoCH-4 shows abundant tangled
CNTs. As shown in Fig. 9b, Peng et al. synthesized a vertical
nanosized array of crystalline Ni-BDC on a nickel foam sub-
strate (NF@Ni(BDC)) by a hydrothermal method, followed by

This journal is © The Royal Society of Chemistry 2020
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pyrolysis in H,/N, mixed gas, in which a hierarchical structure of
three-dimensional nickel foam wrapped in thin two-dimensional
MOF-derived carbon nanosheets (Ni/C nanosheets) was success-
fully obtained. Interestingly, the nickel NPs in these thin MOF-
derived carbon nanosheets are encapsulated in a few graphitized
carbon layers or CNTs (Ni@CNTs), and exhibit superior electro-
catalytic properties.’*® In 2020, our group designed a strategy for
growing ZIF-67 polyhedra on an indium-organic framework
(InOF-1) to prepare carbon rods coated with nitrogen-doped
carbon nanotubes (CoInNC@CNT), as shown in Fig. 9c.’™® At
first, through a solvothermal reaction, uniform rod-shaped nano-
crystals of InOF-1 can be steadily obtained, and can be used as an
excellent nano-substrate to support the ZIF-67 polyhedra to
facilely produce the InOF-1@ZIF-67 precursor. According to the
SEM images, the InOF-1 rod has a diameter of 200 nm and a
smooth surface; the InOF-1@ZIF-67 composite shows a core-shell
morphology where the ZIF-67 crystals are evenly distributed
around the InOF-1 nanorods. After the in situ pyrolysis of
InOF-1@ZIF-67 at 800 °C in Ar/H,/C,H, mixed gas, the
CoInNC@CNT sample is conveniently obtained, and a large
number of CNTs are grown on the surface of the carbonized

This journal is © The Royal Society of Chemistry 2020

InOF-1 rod. The catalytic growth of CNTs on the substrate
inhibits the aggregation of catalysts as well as CNTs, and the
derived materials can acquire the properties of the substrate
like porosity,"™* conductivity,”* flexibility,'** etc. Possession of
these useful properties broadens the application of MOF-derived
materials in different fields.

3.5 Using multiple calcination strategies

MOF materials are structurally composed of inorganic metals and
organic species together with various guest solvents as well as
charge-balancing groups in their pore environment,'* which
means that it is sometimes difficult to directly grow CNTs from
MOFs after heat treatment to form a complicated system. With
multiple calcining processes, we can make up for the lack of
precursor samples by adding external carbon sources and/or high
activity catalysts to stimulate the formation of CNTs. In 2020,
Lu and collaborators reported a two-step calcination to prepare
FeCo/FeCoNi alloy NP-decorated N-doped CNT-grafted porous
carbon fibers (FeCo/FeCoNi@NCNTs-HF), as shown in Fig. 10a."*°
On dispersing Prussian blue analogue KFeCo nanocubes into a
solution of PAN, Ni ions and DMF, KFeCo/Ni**@PAN fibers are
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facilely produced by electrospinning in which KFeCo nano-
cubes are uniformly attached to the PAN fiber. After the first
calcination at 900 °C in Ar, the morphology of the precursor is
well maintained, and FeCo and FeCoNi alloy NPs are evenly
dispersed throughout the porous fiber. Through HF etching,
the obtained FeCo/FeCoNi@HF is reheated together with mel-
amine. Because the tiny FeCo and FeCoNi alloy NPs still
possess high activity for dissolving carbon and decomposing
carbon sources, the hierarchical porous FeCo/FeCoNi@NCNTs-
HF composite is eventually constructed. Similarly, Wang et al.
developed a step-by-step method to synthesize nitrogen-doped
graphitic porous carbon and carbon nanotubes (NGPC/NCNTS)
by using both MOF-5 and urea as carbon-nitrogen precursors,
and nickel metal as the graphitization catalyst (Fig. 10b)."*” In
this work, MOF-5 crystals are preliminarily carbonized at 550 °C
to obtain amorphous carbon denoted by Csso. Then, on adding
the external catalyst of Ni ions, heating at 1000 °C, and acid
treatment, highly graphitized porous carbon (GPC) is produced.
In the final step of carbonization, urea is further added as
an external carbon-nitrogen source to construct N-doped
CNTs. The pre-carbonization conditions for MOF materials
are relatively mild, which prevents violent etching of the carbon
species by the decomposition gas and complete collapse of
the MOF, and so the derived skeleton partially retains its
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morphology and can be used as a template for the subsequent
reaction.'® The pre-carbonized carbon material inherits the
porous characteristics of the MOF, and facilitates the uniform
distribution of the introduced catalyst, which behaves as a
template for the final product. By multiple calcining processes,
the surface of the pre-carbonized carbon material can be
modified and the structure of the original carbon layer can be
changed, which is a very effective post-processing method to
obtain CNT-based composite materials.

4. Conclusions and perspectives

In the past few years, researchers have developed diverse
strategies to easily and efficiently prepare unique MOF-
derived CNT-based composite materials. Focusing on catalysts
and synthetic strategies, we have reviewed the current research
results and revealed the conditions and advantages of using
MOF precursors to grow CNTs. First, MOF materials are
regarded as good self-catalytic precursors containing both
metal and carbon sources. Secondly, the abundant and large
pore structures in MOFs are able to load external catalysts, and
allow spatial confinement during calcination. Finally, the
synthesis of MOFs is convenient and controllable, and MOFs
can be easily loaded on other substrates or used to form
precursors of hierarchical CNT-based composite materials via
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the self-template method. Despite the recent rapid develop-
ment of research in this area, there are still many deficiencies
and much space to explore. (i) The specific process and
mechanism of the catalysis of the formation of carbon compo-
nents are not clear. (ii) The purity, uniformity, and structure of
MOF-derived CNTs cannot yet be accurately controlled. (iii) The
research on the direct growth of CNTs using metallic com-
pounds is still inadequate. (iv) The effect of non-metal elements
on the growth of CNTs needs to be deeply researched. (v) The
approach of growing CNTs by calcination is too monotonous,
thus we need to further develop various energy supply methods.
Therefore, in future research work, we will overcome the
practical obstacles by designing precise experiments and
specific MOF structures, so as to obtain more controllable
and diverse MOF-derived CNT-based composite materials for
practical applications.
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