
Chemical
Science

EDGE ARTICLE

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

8 
 2

02
0.

 D
ow

nl
oa

de
d 

on
 2

9/
10

/2
02

5 
04

:1
2:

24
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n 
3.

0 
U

np
or

te
d 

L
ic

en
ce

.

View Article Online
View Journal  | View Issue
A new route to p
aInstitute of Chemical Materials, China Aca

621900, P. R. China
bDepartment of Materials Science and Metall

Babbage Road, Cambridge CB3 0FS, UK. E-
cXiamen Institute of Rare Earth Material

Sciences, Xiamen 361021, P. R. China
dSchool of Chemical and Process Engineerin

Leeds, LS2 9JT, UK
eDiamond House, Harwell Science & Innovat

Didcot, Oxfordshire OX11 0DE, UK
fISIS Facility, Rutherford Appleton Laborato

0QX, UK

† Electronic supplementary information (E
microscopy, gas sorption and chemica
10.1039/d0sc04008h

Cite this: Chem. Sci., 2020, 11, 9910

All publication charges for this article
have been paid for by the Royal Society
of Chemistry

Received 22nd July 2020
Accepted 28th August 2020

DOI: 10.1039/d0sc04008h

rsc.li/chemical-science

9910 | Chem. Sci., 2020, 11, 9910–99
orous metal–organic framework
crystal–glass composites†

Shichun Li, ab Shuwen Yu,ac Sean M. Collins, bd Duncan N. Johnstone, b

Christopher W. Ashling, b Adam F. Sapnik, b Philip A. Chater, e

Dean S. Keeble, e Lauren N. McHugh, b Paul A. Midgley,b David. A. Keen f

and Thomas D. Bennett *b

Metal–organic framework crystal–glass composite (MOF CGC) materials consist of a crystalline MOF

embedded within a MOF–glass matrix. In this work, a new synthetic route to these materials is

demonstrated through the preparation of two ZIF-62 glass-based CGCs, one with crystalline ZIF-67 and

the other with crystalline UiO-66. Previous attempts to form these CGCs failed due to the high

processing temperatures involved in heating above the melting point of ZIF-62. Annealing of the ZIF-62

glass above the glass transition with each MOF however leads to stable CGC formation at lower

temperatures. The reduction in processing temperatures will enable the formation of a greatly expanded

range of MOF CGCs.
Introduction

Metal–organic frameworks (MOFs) contain metal nodes and
organic ligands connected into networks. They possess
extremely high internal surface areas and chemically tunable
functionalities.1–3 Over 70 000 crystalline MOFs have been
recorded in the Cambridge Structural Database.4 Of these,
several are now sold commercially, primarily for gas storage
applications, though additional uses in catalysis,5 water har-
vesting,6 and molecular separations7 have also been proposed.
The physical forms and morphologies adopted by MOFs are of
great interest in commercialization because traditional pro-
cessing techniques, such as milling and sintering, are oen
hindered by the low mechanical stability of crystalline MOFs.8,9

Considerable progress has been made, however, in the
production of binder-free commercial structures which contain
appreciable porosity.10
demy of Engineering Physics, Mianyang

urgy, University of Cambridge, 27 Charles

mail: tdb35@cam.ac.uk

s, Haixi Institute, Chinese Academy of

g and School of Chemistry, University of

ion Campus, Diamond Light Source, Ltd.,

ry, Harwell Campus, Didcot, Oxon OX11

SI) available: X-ray diffraction, electron
l stability measurements. See DOI:

18
A further complication results from the susceptibility of
MOFs to chemical degradation.9 Zeolitic imidazolate frame-
works (ZIFs) for example, have been shown to be highly prone to
degradation via acid catalysed Zn–N bond hydrolysis, which
causes progressive collapse of the crystal structure accompa-
nied by a reduction in internal surface area.11,12 Other MOFs
that are relatively stable in acid, such as UiO-66 and MOF-545,
are unstable to basic conditions.13

Various strategies have been proposed to enhance the
processability and stability of crystalline MOFs, including
modulated synthesis and post-synthetic modication,13 sol–gel
processing,14 and fabrication of MOF based composites such as
mixed matrix membranes (MMMs).15,16 In this latter example,
crystalline MOF particles are dispersed in a polymer matrix,7,17

though poor interfacial compatibility between the polymer and
crystalline MOF component leads to several related issues such
as the formation of interfacial mesoporous voids and aggrega-
tion of the MOF component.18,19 Matrices possessing both good
processability and compatibility with crystalline MOFs are
therefore highly sought aer.

The recent discovery of MOFs which form glasses20–22 opens
up possible opportunities to solve processability and compati-
bility issues, by using a MOF–glass as a binder. ZIFs are a subset
of MOFs containing tetrahedral metal ions, which are linked by
imidazolate (Im, C3H3N2

�) derived bidentate ligands and have
structures closely related to zeolitic silica polymorphs. In
particular, ZIF-62, [Zn(Im)1.75(bIm)0.25] (bIm, benzimidazolate,
C7H5N2

�), has been shown to form a glass of identical compo-
sition (referred to as agZIF-62), by quenching from the liquid at
ca. 437 �C in an argon (Ar) atmosphere. Bulk, transparent and
bubble-free forms have previously been prepared by remelting
This journal is © The Royal Society of Chemistry 2020
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and annealing agZIF-62 above its glass transition temperature
(Tg) of 318 �C.23 The absence of recrystallisation of the glass
upon reheating, or slow cooling, is ascribed to the volume
collapse from open crystalline to dense glass.24

We have previously fabricated MOF crystal–glass composites
(MOF CGCs), in which crystalline MIL-53 [Al(OH)(O2C–C6H4–

CO2)] or UiO-66 [Zr6O4(OH)4(O2C–C6H4–CO2)6] were dispersed
within an agZIF-62 matrix.25 The composites were fabricated by
heating a mixture of crystalline ZIF-62 and MIL-53 or UiO-66
under Ar to 450 �C, i.e. above the melting point (Tm) of ZIF-62,
before cooling back down to room temperature. The crystal-
linity was preserved in MIL-53 CGCs but UiO-66 was found to
undergo partial decomposition due to the high temperatures
involved in composite formation.25

MOF CGCs may have promise in applications in gas
adsorption, membrane separation, and photocatalysis, though
the range of MOF CGCs which may be synthesized by this high-
temperature route is however limited at present. Major prob-
lems are that the high processing temperatures result in (i) the
partial or complete thermal decomposition of the crystalline
component, or (ii) the dissolution of chemically compatible
ZIFs in the liquid at high temperature (i.e. ux melting).

Motivated to develop lower temperature methods for the
synthesis of MOF CGCs, we present here a new strategy for MOF
CGC fabrication. Specically, mixtures of pre-synthesized agZIF-
62 and crystalline MOF were annealed at 400 �C, a temperature
which is sufficiently above Tg (318 �C) but still below Tm (ca. 440
�C) such that ZIF-62 can be considered within its supercooled
liquid regime and the glass has effectively melted.

To highlight the advantages of this method of preparation,
ZIF-67 (the isostructural cobalt(II) analogue of ZIF-8), and UiO-
66 were chosen as the crystalline components. The former has
been reported to undergo ux-melting within the liquid state of
ZIF-62,26,27 whilst the latter undergoes partial decomposition.25

Thus far, stable MOF crystal-glass composites have therefore
not been formed from either ZIF-67 or UiO-66. These two crys-
talline MOFs therefore represent ideal candidates on which to
attempt to form MOF CGCs using this new processing route.

Here, we use powder X-ray diffraction and X-ray total scat-
tering to show the retention of crystallinity among the crystal-
line component of MOF–CGCs upon annealing with agZIF-62
above its Tg. Morphology and component distribution within
the CGCs are characterized using scanning electron microscopy
(SEM), scanning transmission electron microscopy (STEM), X-
ray energy dispersive spectroscopy (EDS), and scanning elec-
tron diffraction (SED). Thermomechanical analysis (TMA) and
chemical stability testing demonstrated improved thermo-
mechanical stability compared to the pure crystalline
precursors.

Results and discussion
Structural integrity

Samples of ZIF-62, ZIF-67 and UiO-66 were synthesized
following previously reported methods (full details in
Methods).28–30 A sample of agZIF-62 was obtained by melting
ZIF-62 at 450 �C for one minute under Ar, followed by ball
This journal is © The Royal Society of Chemistry 2020
milling the cooled sample with 2 � 7 mm stainless steel balls at
25 Hz for 5 minutes to reduce particle size (Fig. S1†). Samples of
crystalline ZIF-67 or UiO-66 were then mixed with the pre-
fabricated agZIF-62 by grinding in a mortar, with 20%, 50%, and
80% weight fractions (wt%) of the crystalline component. The
mixtures were pressed into pellets with a diameter of 13 mm
and a thickness of 1 mm. Pressures of 10 tons (750 MPa) for
CGCs containing ZIF-67, and 2 tons pressure (151 MPa) for
CGCs containing UiO-66 were used, to avoid the reported Zr–
OCOO bond breakage in UiO-66 upon compression.31 The
formation of bulk pellets prior to heating was necessary to
promote close contact between grains, and resultant coales-
cence of the highly viscous ZIF-62 liquid at the treatment
temperatures.

The pellets formed prior to heating are referred to as
(‘MOF’)(agZIF-62)(X/Y) in keeping with prior literature, where X
and Y indicate the percentage by mass of the crystalline and
glass components respectively. For example, a non-heat treated
pellet of 80 wt% ZIF-67 and 20 wt% agZIF-62 is referred to as
(ZIF-67)(agZIF-62)(80/20).

MOF CGCs were then fabricated by heating the pelleted
mixtures at 400 �C for 5 hours under Ar to remelt the agZIF-62
component (Fig. 1a). The CGCs obtained upon cooling are
referred to as (‘MOF’)X(agZIF-62)Y. For example, a CGC with
80 wt% ZIF-67 and 20 wt% agZIF-62 is referred to as (ZIF-
67)0.8(agZIF-62)0.2. The preservation of crystallinity in both ZIF-
67 and UiO-66 was conrmed by X-ray diffraction (Fig. 1b, S2,
and Table S1†), in contrast to previous efforts at CGC fabrica-
tion using these systems.25,26 The samples of (ZIF-67)0.8(agZIF-
62)0.2 and (UiO-66)0.8(agZIF-62)0.2 (Fig. 1c and d) were macro-
scopic solid pieces, demonstrating the bulk samples obtained
using this approach.

Synchrotron X-ray total scattering measurements were
performed on (i) pure samples of agZIF-62, UiO-66 and ZIF-67,
(ii) the physical mixtures aer pressing, though prior to
remelting; and (iii) the three MOF CGCs formed aer melting
(Fig. 2 and S3†). The structure factors, S(Q), for ZIF-67, UiO-66,
physical mixtures and CGCs contain extensive Bragg scattering
as expected. The intensity of Bragg scattering from ZIF-67
decreased in the pelletized mixture, consistent with reported
partial pressure induced amorphization,32 and then again
aer CGC formation (Fig. 2a, b and S3†). The results are
consistent with those in Fig. 1b, conrming retention of
crystallinity within the CGCs, though this appears slightly
reduced in the MOF–CGCs compared to the pressed physical
mixtures. The pair distribution functions (PDFs), D(r), of
agZIF-62, ZIF-67, (ZIF-67)(agZIF-62)(80/20) and (ZIF-
67)0.8(agZIF-62)0.2 are similar below 7.5 �A (Fig. 2c, e, S3c†),
though contain subtle differences such as the position of peak
i.26 Long range oscillations beyond 8 �A persist in the CGC
sample, as expected, though weaken with decreasing weight
fraction of ZIF-67 in CGCs (Fig. S3c†). The PDFs of the UiO-66
CGCs display characteristic peaks of both agZIF-62 and UiO-
66, (Fig. 2d, e).25 Like those for the ZIF-67 CGC, long range
correlations in the CGCs (ascribed to Zr–Zr correlations) also
weaken with decreasing weight fraction of UiO-66 (Fig. S3d†).
Chem. Sci., 2020, 11, 9910–9918 | 9911
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Fig. 1 Fabrication of bulk monolithic CGCs. (a) Schematic diagram of fabrication procedure. (b) X-ray diffraction patterns of as synthesized ZIF-
67 and UiO-66, alongside patterns from the CGCs. Data normalized for each sample using the intensity of the most intense peak. Optical images
of (c) (ZIF-67)0.8(agZIF-62)0.2 and (d) (UiO-66)0.8(agZIF-62)0.2, scale bar of 5 mm.
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Phase distribution

The surface morphologies of both physical mixtures and CGC
samples were observed by SEM, and the corresponding distri-
bution of metal centres on the surface measured by EDS (Fig. 3,
Fig. 2 X-ray total scattering. (a and b) structure factors, S(Q), of agZIF-62
pair distribution functions, D(r). (e) Scheme of peak assignment of PDF pa
red; H, omitted for clarity.

9912 | Chem. Sci., 2020, 11, 9910–9918
S4–S7†). Both (ZIF-67)(agZIF-62)(X/Y) and (ZIF-67)X(agZIF-62)Y
exhibit relatively dense surfaces (Fig. 3, S4–S6†), indicating
close contact between ZIF-67 and agZIF-62. The EDS maps of Zn
and Co show separated phases of agZIF-62 and ZIF-67 in both
, ZIF-67, UiO-66 physical mixtures and CGCs. (c and d) Corresponding
tterns. Zn, blue; C, dark green; N dark yellow; Co, light blue; Zr, grey; O,

This journal is © The Royal Society of Chemistry 2020
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Fig. 3 Surface morphology and elemental distribution of CGCs. SEM
images and EDS maps of metal centres on the surface of CGCs (a and
b) (ZIF-67)0.5(agZIF-62)0.5 and (c and d) (UiO-66)0.5(agZIF-62)0.5.
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(ZIF-67)(agZIF-62)(X/Y) and (ZIF-67)X(agZIF-62)Y. Surface cracks
are apparent in regions dominated by the ZIF-67 in the case of
all non-heat treated pressed samples mixtures (Fig. S5 and S6†),
though appear far less prevalent in the heat treated 50% sample
(Fig. 3).

The surfaces of (UiO-66)(agZIF-62)(X/Y) and (UiO-66)X(agZIF-
62)Y were far less uniform, consistent with the lower pressures
applied for pelletisation being insufficient to force close contact
between the viscous ZIF-62 liquid and UiO-66 particles during
remelting. Cracks at the boundaries between agZIF-62 and UiO-
66 in both (UiO-66)(agZIF-62)(X/Y) and (UiO-66)X(agZIF-62)Y
were located in representative EDS mappings (Fig. 3, S5, S7†).
These were not observed between ZIF-67 and agZIF-62, sug-
gesting better interfacial contact for ZIF-67 CGCs.

The (ZIF-67)0.5(ZIF-62)0.5 sample was ground into a powder
and characterized using scanning transmission electron
microscopy (STEM) to investigate the CGC microstructure
Fig. 4 Scanning transmission electron microscopy. MOF CGC parti-
cles in a (ZIF-67)0.5(ZIF-62)0.5 sample. (a and b) ADF images showing
particle morphology, (c and d) crystallinity maps showing the number
of Bragg peaks as a function of probe position in SED data. (e and f)
compositional maps of Zn and Co metal centres from STEM-EDS
mapping. Arrows used to indicate correlation between the presence/
absence of diffraction with that of Co/Zn.

This journal is © The Royal Society of Chemistry 2020
(Fig. 4). Scanning Electron Diffraction (SED) was used to map
the number of detected Bragg diffraction peaks measured at
each probe position as the electron probe was scanned across
the sample to reveal the location of crystalline phases in the
MOF-CGCs, as shown in Fig. 4c and d. These are in effect
qualitative maps of crystallinity as determined by the presence
of Bragg peaks in crystalline domains and absence of Bragg
peaks in non-crystalline regions (Fig. S8†).

The maps of the crystalline regions demonstrate close
contact between crystalline and non-crystalline regions.
Comparison with compositional maps showing the distribution
of metal centres, obtained via STEM-EDS mapping of the same
particles and shown in Fig. 4e and f, conrms that the crystal-
line regions, indicated with red arrows in Fig. 4b, d and f,
correspond to cobalt-rich regions, as expected for ZIF-67.
Conversely, amorphous regions, indicated with blue arrows in
Fig. 4a, c and e, also correspond to the presence of Zn-centres,
consistent with the agZIF-62 domains in (ZIF-67)0.5(ZIF-62)0.5.

Gas uptake properties

N2 sorption isotherm experiments were performed to investi-
gate the porosity of the CGCs (Fig. 5, S9–S11†). The BET surface
area of a pure sample of ZIF-67 decreased by 27%, from 1744 to
Fig. 5 Gas sorption. N2 gas isotherms at 77 K of (a) ZIF-67 series, and
(b) UiO-66 series. Solid circles represent adsorption, and hollow circles
represent desorption.

Chem. Sci., 2020, 11, 9910–9918 | 9913
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Fig. 6 Thermo-mechanical properties. Linear thermal expansion of (a)
agZIF-62 and (b) ZIF-67 series measured by TMA.
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1269 m2 g�1 upon pelletisation (Fig. 5a, S9a†). For UiO-66, the
corresponding drop was 16%, from 1120 to 941 m2 g�1 (Fig. 5b,
S9b†). A near-identical percentage decrease in BET surface area
for the physical mixtures was observed upon pelletization, with
a decrease of 29% in the case of (ZIF-67)(agZIF-62)(80/20)
(1389 m2 g�1 to 981 m2 g�1), and 16% for (UiO-66)(agZIF-
62)(80/20) (817 m2 g�1 to 683 m2 g�1). These decreases are
ascribed to the known partial collapse of both frameworks
under pressure.31 The effect of heat treatment on the pure
sample pellets was also investigated, where in the case of ZIF-67,
heating at 400 �C for 5 hours under Ar, i.e. the same condition
for CGC formation, resulted in a very slight increase in gas
sorption capacity (Fig. 5a), attributed to the removal of
remaining solvent molecules in the framework. For UiO-66,
a drastic decrease was noted (Fig. 5b). This is consistent with
previous reports, which ascribed the decrease to the dehydrox-
ylation of the inorganic cluster at ca. 300 �C.33,34

In contrast, CGC formation resulted in only a slight decrease
in gas sorption capacity in both cases (Fig. 5). For example, BET
surface areas decreased from 981 m2 g�1 (ZIF-67)(agZIF-62)(80/
20) to 901 m2 g�1 (ZIF-67)0.8(agZIF-62)0.2, and from 683 m2 g�1

to 632 m2 g�1 from (UiO-66)(agZIF-62)(80/20) to (UiO-
66)0.8(agZIF-62)0.2.

As expected, the gas sorption quantity of CGCs increases
with the weight fraction of MOF crystals in the CGCs (Fig. S11†).
The decrease in BET surface area of the CGC relative to that of
the mixture for ZIF-67 is non-linear with the weight fraction of
the ZIF-67 (Fig. S11c†). This implies a strong interaction
between ZIF-67 and agZIF-62 in the CGC, causing partial
collapse or blockage of the pores of ZIF-67. The equivalent BET
surface area decrease for UiO-66 on CGC formation is approxi-
mately proportional to the weight fraction of UiO-66.
Macroscopic thermal expansion

The thermal expansivities of the unit cell of numerous crystal-
line MOF structures have been reported from changes to the
crystal unit cell determined by renement of variable temper-
ature X-ray data.35–37 However, it can be argued that the
macroscopic thermal expansion of the formed bulk material is
just as important.38 This has been rarely reported for MOFs, due
to problems in forming bulk samples for measurement by
thermomechanical analysis (TMA).

Here, the linear thermal expansion of a sample of agZIF-62
was measured for the rst time, alongside the expansivities of
pellets of MOF crystals, physical mixtures and CGCs (Fig. 6 and
S12†). The glass sample, agZIF-62, was found to possess an
average coefficient of thermal expansion (CTE) of 35 � 10�6 K�1

between 35 �C and 275 �C. This is much higher than that of
silica-based inorganic glasses (0.59–8.5 � 10�6 K�1), and lower
than that of most polymers (45–200 � 10�6 K�1), although we
note that some polymers have a lower CTE, such as Kapton (20
� 10�6 K�1).39,40 This intermediate thermal expansion is
perhaps expected given the inorganic–organic bonding within
the system, but is nevertheless a beautiful example of the hybrid
nature of the physical properties of bulk MOF systems, along-
side the hybrid chemical properties oen touted. A soening
9914 | Chem. Sci., 2020, 11, 9910–9918
point, equivalent to the glass transition, was noted at 320 �C
(Fig. 6a).

The pellets of physical mixtures and CGCs (Fig. 6b, S12†)
display a lower thermal expansivity than agZIF-62 over 100 �C,
which is in agreement with the non-uniform nature of the
sample and the presence of macroscale defects within the bulk
solid. The absence of deformation (inferred from the scatter in
data points) at low temperatures of the (ZIF-67)0.8(agZIF-62)0.2
sample is mainly attributed to the strong interaction between
agZIF-62 and ZIF-67 in the CGC. However, in the case of UiO-66,
deformation of (UiO-66)0.8(agZIF-62)0.2 was inferred from the
start of measurement (Fig. S12†), which is caused by the dehy-
droxlyation of UiO-66 during remelting.

Chemical stability

The chemical stability of MOFs, particularly with respect to
humid conditions or aqueous solutions, is also of great concern
given proposed applications in catalysis and gas separation
containing acidic or basic components in gas streams e.g. SO2,
NH3.9,12 In the eld of glasses, chemical stability is highly
sought aer for display technologies and protective screens.41

The chemical stability of both agZIF-62 and MOF–CGCs in
aqueous solutions was therefore investigated (Fig. 7).

Specically, the mass loss per surface area of agZIF-62 was
measured aer soaking a pellet of agZIF-62 in a given aqueous
This journal is © The Royal Society of Chemistry 2020
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Fig. 7 Chemical stability in aqueous acid and base. (a) Weight loss and
(insets) surface SEM images of agZIF-62 after soaking in aqueous
solutions with pH 2–14 at room temperature for 7 days. (b) BET surface
areas of pellets of crystalline–glass mixtures and CGCs before, and
after soaking in aqueous solution at pH 5 for ZIF-67 series or pH 12 for
UiO-66 series at room temperature for 7 days.
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solution at room temperature for 7 days (Fig. S13†), which is
a widely used method for assessing the stability of glasses.40 No
obvious weight loss of agZIF-62 was observed in the pH range of
5–12 (Fig. 7a), indicating agZIF-62 is stable in this pH range.
Apparent corrosion on the surface was however observed by
SEM at pHs lower than 5, and higher than 12 (Fig. 7a), though
no re-crystallization was found aer the soaking experiments
(Fig. S14†). The stability of agZIF-62, i.e. stable in all but very
basic conditions and unstable in strongly acidic conditions, is
consistent with previous observations on crystalline ZIFs, which
is caused by the relatively high pKa values of azoles.9

The chemical stability of CGCs was judged by comparing the
N2 adsorption quantity, e.g. BET surface area (Fig. 7b, S15†),
XRD pattern (Fig. S16†), and SEM images (Fig. S17†) before, and
aer soaking them in aqueous solutions. Pellets of pure MOF
crystals were also investigated for comparison. The samples
containing ZIF-67 were soaked in aqueous acid at pH 5 for 7
days, and UiO-66 containing samples were soaked in an
aqueous base at pH 12 for 7 days. A dramatic decrease in the
BET surface area from 1269 m2 g�1 to 365 m2 g�1 was observed
This journal is © The Royal Society of Chemistry 2020
for a pellet of pure ZIF-67 aer soaking, whilst only a slight
decrease in BET surface area from 901 m2 g�1 to 805 m2 g�1 was
found in the case of (ZIF-67)0.8(ZIF-62)0.2 aer soaking (Fig. 7b).

Hysteresis in the N2 gas isotherm of pellet of ZIF-67
(Fig. S15a†) is broadly consistent with the degradation infer-
red by decreases in the intensity of Bragg peaks in the XRD
pattern (Fig. S16a†), and the sheet-like morphology on the
surface observed by SEM (Fig. S17a†). This is also consistent
with the literature and is associated with a reduction in surface
area.11,12 Strikingly, the degradation of ZIF-67 in the CGC was far
less pronounced than that in the pellet of pure ZIF-67, indi-
cating that (ZIF-67)0.8(ZIF-62)0.2 possesses better stability in
aqueous acid than the pellet of pure ZIF-67. This may be
attributed to the lower water uptake of (ZIF-67)0.8(ZIF-62)0.2 than
that of the pellet of pure ZIF-67 (Fig. S18a†), which slows down
the rate of hydrolysis of Co–N coordination bonds. The lower
water uptake of (ZIF-67)0.8(agZIF-62)0.2 is attributed to the
strongly hydrophobic nature of agZIF-62 and the unique inter-
facial structure between agZIF-62 and ZIF-67 in the CGC.

In the case of UiO-66, however, a severe decrease in BET
surface area was found for (UiO-66)0.8(ZIF-62)0.2 aer soaking,
in comparison to a pellet of pure UiO-66 (Fig. 7b). This decrease
in surface area is consistent with the decrease in intensity of
Bragg peaks in the corresponding XRD pattern (Fig. S16b†).
This may be caused by the dehydroxylation of UiO-66 in the CGC
during remelting that leads to defects in UiO-66. The presence
of existing defects in UiO-66 in the CGC favour further defect
formation,12 leading to amorphization, although (UiO-
66)0.8(agZIF-62)0.2 possesses lower water uptake than the pellet
of UiO-66.

Conclusions

The new strategy for fabrication of MOF–CGCs presented here
requires lower temperatures than previous methods. The work
on UiO-66 also highlights the need for more in-depth studies on
the thermal stability of crystalline MOFs,42 in order to fully
understand mechanisms of thermal collapse. The fabrication of
CGCs containing UiO-66 and ZIF-67 are however evidence of the
wider applicability of the synthetic route proposed here, as
previous attempts resulted in the thermal decomposition of the
crystalline component or dissolution within the glass matrix.
Further suitable crystalline MOF candidates might also be
identied using a recent review on the thermal stability of
MOFs, which lists temperatures of decomposition of several
MOF families.42

The lower temperatures also lead to better preservation of
porosity within the formed CGCs toward N2. The thermal
expansion of a MOF–glass was investigated for the rst time and
found to be intermediate between inorganic and organic poly-
mers – showing that it is not just the chemical properties of
MOFs which are hybrid in nature. A signicant improvement in
thermo-mechanical properties and chemical stabilities of the
CGCs compared with pellets of the pure crystalline MOFs was
noted, and bulk monolithic CGCs of the type fabricated here
may show promising applications in membrane separation and
photocatalysis.
Chem. Sci., 2020, 11, 9910–9918 | 9915
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Methods
Synthesis

ZIF-62. Zinc nitrate hexahydrate (1.65 g, 5.54 � 10�3 mol),
imidazole (8.91 g, 0.13 mol), and benzimidazole (1.55 g, 1.31 �
10�2 mol) were dissolved in N,N-dimethylformamide (DMF, 75
ml) in a screw-top jar. Themixture was then placed in an oven at
130 �C for 48 hours. The product was cooled to room temper-
ature and washed by DMF before being dried at 40 �C for 24
hours in an oven.28

ZIF-67. Cobalt nitrate hexahydrate (1.829 g, 6.29 � 10�3

mol), 2-methlyimidazole (1.067 g, 13.0 � 10�3 mol) were dis-
solved in DMF (80 ml), and then placed in an oven at 120 �C for
24 hours. The product was cooled to room temperature and
washed by DMF. The sample was then evacuated at 130 �C
under vacuum for 24 hours.29

UiO-66. Zirconium(IV) chloride (0.59 g, 2.53 � 10�3 mol) and
terephthalic acid (0.63 g, 3.79 � 10�3 mol) were dissolved in
DMF (75 ml) in a teon-lined autoclave, and then hydrochloric
acid (37 wt%, 0.37 ml) and glacial acetic acid (99.99%, 0.75 ml)
were added. The mixture was then placed in an oven at 120 �C
for 96 hours. The product was cooled to room temperature and
washed by DMF before being dried at 40 �C for 24 hours in an
oven. The evacuation was done at 150 �C under vacuum for 24
hours if needed.30
Fabrication of bulk samples

The agZIF-62 powders were fabricated by heating ZIF-62 under
Ar to 450 �C at a ramping rate of 20 �C min�1, without
isothermal segment, in a tube furnace, and then naturally
cooling to room temperature. The agZIF-62 powders were then
ball milled along with 2� 7 mm diameter stainless steel balls at
25 Hz for 5 min to homogenize the particle size.

The bulk agZIF-62 pellet was fabricated by remelting of
agZIF-62 powders.23 Specically, 150 mg of agZIF-62 powder was
pressed into a pellet with a diameter of 13 mm under 10 tons for
1 min, and then heated under Ar to 400 �C at a ramping rate of
20 �C min�1 and held for 5 hours in a tube furnace, followed by
naturally cooling to room temperature.

The bulk ZIF-67 pellet was fabricated by pressing 150 mg
evacuated ZIF-67 powder under 10 tons for 1 min. The bulk UiO-
66 pellets were fabricated by pressing 150 mg evacuated UiO-66
powder under 2 tons and 10 tons at rst, though the loss of
porosity was signicant due to the bond breakage of UiO-66
aer compression. Thus, the bulk UiO-66 pellet was fabri-
cated by pressing 150 mg of unevacuated UiO-66 powder under
2 tons for 1 min.

A series of MOF CGCs with different mass fraction, e.g.
20 wt%, 50 wt% and 80 wt%, of ZIF-67 or UiO-66 were prepared.
The MOF crystal and agZIF-62 powders were mixed by grinding
in a mortar for 5 min. Subsequently, the 150 mg mixture was
pressed at 10 tons (for ZIF-62 containing mixture) or 2 tons (for
UiO-66 containing mixture) for 1 min, and then heated under Ar
to 400 �C at a ramping rate of 20 �Cmin�1 and held for 5 hour in
a tube furnace, followed by naturally cooling to room
temperature.
9916 | Chem. Sci., 2020, 11, 9910–9918
Powder X-ray diffraction (XRD) analysis

Room temperature powder XRD analysis (2q ¼ 5� to 40�) were
collected with a Bruker-AXS D8 diffractometer using Cu Ka (l ¼
1.540598�A) radiation and a LynxEye position-sensitive detector
in Bragg–Brentano parafocusing geometry. The 2q step size was
0.02�, with 1 s per step. Pawley renements were performed
using TOPAS-Academic Version 6.43
Synchrotron X-ray total scattering and pair distribution
function analysis

X-ray total scattering data were collected on the I15-1 beamline
at the Diamond Light Source, UK using an X-ray wavelength of
0.161669 �A (76.7 keV). Samples were loaded into borosilicate
glass capillaries of 1.17 mm (inner) diameter. Data from the
samples, empty instrument and empty capillary were collected
in the region of �0.4 < Q <�26 �A�1 and processed using the
GudrunX soware.44,45
Scanning electron microscopy (SEM) and energy dispersive X-
ray spectrometer (EDS)

The surface morphologies and element mapping of samples
were observed by using a high-resolution scanning electron
microscope, FEI Nova Nano SEM 450 equipped with a Bruker
silicon dri EDS spectrometer. All samples were coated with
gold prior to imaging.
Scanning transmission electron microscopy (STEM)

Analytical STEM was used to perform crystallinity mapping
based on scanning electron diffraction (SED) and composi-
tional mapping based EDS. Data was acquired using a JEOL
ARM300F at the Diamond Light Source, UK tted with a high-
resolution pole piece, cold eld emitter, and JEOL spherical
aberration correctors in both the probe forming and image
forming optics. The instrument was operated at 200 kV and
aligned in an uncorrected nanobeam conguration and using
a 10 mm condenser aperture to obtain a convergence semi-angle
of <1 mrad and a diffraction limited probe diameter of ca. 5 nm.
Data was acquired with a scan step size of ca. 5.2 nm and
a camera length of 20 cm. The probe current was ca. 2 pA. A
Merlin-medipix direct electron detector, which is a counting
type detector, was used to record the electron diffraction pattern
at each probe position with an exposure time of 1 ms per probe
position leading to a total electron uence of ca. 5 e�A�2 based
on the probe current, exposure time, and assuming a disk-like
probe of the diameter above. SED data was acquired over
a raster scan comprising 256 � 256 probe positions and each
diffraction pattern comprised 512 � 512 pixels. EDS maps were
acquired from the same regions, following SED acquisition,
using a larger probe current, obtained using a 100 mm
condenser aperture, to generate sufficient X-ray counts.

SED data were processed using an open source Python
library, pyxem-0.10.0,46 to nd diffraction peaks in every
measured diffraction pattern using a difference of Gaussians
method, which involves subtracting a blurred version of the
diffraction pattern from a less blurred version of the diffraction
This journal is © The Royal Society of Chemistry 2020
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pattern. EDS data were processed using the open-source
HyperSpy Python library to produce maps for each X-ray emis-
sion line of interest (Zr Ka, Zn Ka), which were extracted by
integrating an energy window and background subtracted by
linear interpolation from adjacent regions of the spectrum
without other X-ray peaks present.47

Gas adsorption

N2 gas adsorption isotherm measurements were conducted on
a Micromeritics ASAP 2020 instrument. Around 50 mg sample
was used for each measurement. All samples were degassed at
200 �C for 6 hours prior to the adsorption/desorption test.

Thermomechanical analysis (TMA)

TMA was performed by using TMA Q400 system of TA instru-
ments at heating rate of 5 �C min�1 under 0.05 N static force in
the temperature range from 30 �C to 400 �C.
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