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This work reports the thermal and electron beam stabilities of a series of isostructural metal-organic
frameworks (MOFs) of type MFM-300(M) (M = Al, Ga, In, Cr). MFM-300(Cr) was most stable under the
electron beam, having an unusually high critical electron fluence of 1111 e~ A=2 while the Group 13
element MOFs were found to be less stable. Within Group 13, MFM-300(Al) had the highest critical
electron fluence of 330 e~ A=2 compared to 189 e~ A=2 and 147 e~ A2 for the Ga and In MOFs,
respectively. For all four MOFs, electron beam-induced structural degradation was independent of
crystal size and was highly anisotropic, although both the length and width of the channels decreased
during electron beam irradiation. Notably, MFM-300(Cr) was found to retain crystallinity while shrinking
up to 10%. Thermal stability was studied using in situ synchrotron X-ray diffraction at elevated

temperature, which revealed critical temperatures for crystal degradation to be 605, 570, 490 and 480 °
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Accepted 30th June 2024 C for AL, Cr, Ga, and In, respectively. The pore channel diameters contracted by =0.5% on desorption of
solvent species, but thermal degradation at higher temperatures was isotropic. The observed electron

DOI: 10.1039/d4ta033029 stabilities were found to scale with the relative inertness of the cations and correlate well to the
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Introduction

Metal-organic frameworks (MOFs) are a class of nanoporous
crystalline materials typically composed of metal cations con-
nected by organic linkers in a three-dimensional network.
These crystals have controllable pore sizes of the order of 1-
9 nm,> making them highly promising for applications in gas
adsorption and separation for sustainable energy applications,*
heterogeneous catalysis, and photocatalysis.®* Control of
composition and synthesis conditions allows the MOF's pore
geometries to be precisely modified to optimise performance
for a particular reaction,*” while defect engineering provides
the ability to further tune their chemical properties for various
applications in adsorption,®® catalysis,'>** and photocatalysis.
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measured lifetime of the materials when used as photocatalysts.

Despite the importance of defects in controlling the material's
performance, the characterisation of local defects within MOF
crystals remains challenging. X-ray diffraction (XRD) techniques
provide average structural data for MOFs of sufficiently large
crystal size,"*** with further structural understanding of pore
geometries being gained via gas adsorption isotherms.'*** Chem-
ical information on defects can be obtained using bulk spectro-
scopic analysis methods such as infrared (IR),">*® ultraviolet-visible
light (UV-vis),”® and nuclear magnetic resonance (NMR) spectros-
copy,” whereas thermogravimetric analysis (TGA) can provide
information about thermal stability under various environmental
conditions.”® However, these techniques all provide information
averaged across a bulk volume of the sample, making them
unsuitable for probing local structural information on crystal
defects and how the crystal structure degrades when subject to
harsh operating conditions.

Transmission electron microscopy (TEM) is uniquely able to
provide atomic-scale visualisation of local pore and surface
structures and localised defects.’®* Electron diffraction in the
TEM provides local crystallographic structural information,****
and both energy-dispersive X-ray spectroscopy (EDXS)* and
electron energy-loss spectroscopy (EELS)*® can provide spatially
resolved chemical information. Despite this potential, however,
TEM characterisation is not widely applied to MOFs, likely due
to their relatively high susceptibility to damage from the high-
energy electron beam during the TEM experiment.”
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Degradation of the crystal structure of MOFs has been found
to occur at incident electron fluences similar to those needed
for imaging of proteins, which is on the order of 10 e~ A~
whereas conventional high-resolution TEM (HR-TEM) imaging
typically requires fluences on the order of 10* e~ A~2.> However,
recent developments have improved the efficiency of electron
detectors and have made the imaging of MOFs more acces-
sible.***> These include direct electron detector (DED)
cameras,’>** and segmented detectors for integrated differential
phase contrast scanning transmission electron microscopy
(iDPC-STEM).***¢ Despite these advances, only one study has
quantitatively compared the effects of different benzene-based
linkers on the electron beam degradation of Cu-based
MOFs.*” Deeper understanding of the electron beam-induced
degradation behaviour remains an essential step to ensure
that the high-resolution TEM data obtained is correctly inter-
preted and does not contain damage artefacts.

We report herein the use of TEM electron diffraction and
imaging to quantify the electron beam-induced degradation
pathway for the MFM-300 series of MOFs. We demonstrate that
electron beam-induced structural damage occurs anisotropi-
cally and discuss how this relates to the resultant changes in the
pore structure. We study crystal size effects and find that size is
not a factor in determining the stability of the materials. We
also quantitively study thermally-induced changes to the crystal
structure and find that although this is in good agreement with
the electron stability trends for different MOF cations within the
same group in the periodic table, the inertness of the cation
when interacting with solvent ions is a better prediction of the
stability of the MOF under the electron beam.

2 28,29
b

Experimental methods
Synthesis of MFM-300(M) MOFs

MFM-300(Al),"*'* MFM-300(Ga),*® MFM-300(In)** and MFM-
300(Cr)* were synthesised via solvothermal reaction according
to previously reported methods. Further details of the synthetic
methods can be found in ESI 1.}

Transmission electron microscope imaging and electron
diffraction series acquisition

TEM samples were prepared by using glass pipettes to drop cast
suspensions of the samples onto copper TEM grids covered with
a holey carbon support film. A series of electron diffraction
patterns of the crystals was acquired with a [110] viewing
direction using an FEI Tecnai G2 20 TEM operated at 200 kV and
equipped with a LaBs thermionic filament and Gatan Orius
CCD camera. A 40 um diameter selected area aperture was used
for acquisition of the electron diffraction patterns. Measure-
ment of the accumulated electron fluence was initiated as soon
as the crystal was exposed to the electron beam. Aligning the
MOF crystals to a common zone axis was necessary to ensure
consistent data collection and cross-comparison of the result-
ing diffraction intensities. This required the diffraction pattern
to be visible on the CCD camera, necessitating a minimum
electron flux of 0.10 + 0.01 e~ A= s™*. This same electron flux
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was used for acquisition of all the electron diffraction series
presented in this work. Each diffraction pattern in the series
was captured using an exposure time of 30 s (total fluence of 3.0
4+ 0.3 e~ A2 per pattern) at 1 min intervals. Crystal alignment
took 2-12 min (12-72 e~ A™2), so images at or near ¢t = 0 s are
missing from all datasets. The whole crystal was uniformly
illuminated throughout data acquisition, which continued until
no crystal structure information was visible in the diffraction
pattern above the signal-to-noise ratio (SNR) of the CCD camera
(1-4 h depending on the MOF sample). See ESI 2f for more
information about how the TEM was calibrated to estimate the
electron fluence.

In order to quantify the decay in electron diffraction inten-
sity, automated peak identification and intensity analysis was
carried out in Python 3.10 with the aid of functions and
modules from various signal and data analysis packages.***
The intensities of the individual peaks, accounting for the local
background intensity due to scattering from amorphous mate-
rial, were measured as a function of the accumulated electron
fluence along with their changes in position. A beam stop was
used to prevent the high intensity of the directly transmitted
beam from damaging the CCD camera and where this
obstructed individual diffraction peaks, only those peaks
present in all datasets were used in the analysis. See ESI 3} for
full discussion of diffraction pattern analysis methods.

Bright-field scanning transmission electron microscope (BF-
STEM) imaging was used to reveal the lattice structure. These
images were acquired on a JEOL GrandARM 300, operated at an
accelerating voltage of 300 kV. Crystals of interest were aligned in
TEM imaging mode before switching to STEM mode for the image
acquisition. The total electron flux for alignment was estimated as
<100 e~ A2, and individual images had a total flux of ~60 e~ A~>
(512 x 512 pixels, 1.9 pA probe current, 3 ps pixel dwell time).
These were then denoised using a patch-based principal compo-
nent analysis (PCA) approach described previously.*®

Thermal analysis

Thermogravimetric analysis (TGA) for each material was per-
formed by heating with a TA SDT 650 thermal analyser from
room temperature to 800 °C under N, at a heating rate of 240 °C
h™". A Savitsky-Golay filter was applied to the raw data for mass
loss to minimise the effects of noise when calculating the rate of
mass loss of the crystals as a function of temperature. Addi-
tionally, variable temperature powder X-ray diffraction (VT-
PXRD) patterns were collected for crystals of MFM-300(M) at
the I11 beamline, Diamond Light Source, using a heating rate of
300 °C h™" from 25 °C to 800 °C. The diffraction patterns were
indexed using unit cell data of vacant variants of the MFM-300
(see ESI 77 for links to the relevant files).

Results and discussion

Quantifying electron beam-induced crystal degradation

Fig. 1a-d shows the unit cell structure of MFM-300(M) viewed
down the [100], [010], [001], and [110] directions respectively, as
previously reported from XRD analysis.'******° MFM-300(M)

This journal is © The Royal Society of Chemistry 2024
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Fig. 1 a)-(d) Schematic atomic models for MFM-300(M) as viewed
along the (a) [100], (b) [010], (c) [001], and (d) [110] directions. The
(002), (112), and (220) planes are indicated by red dashed lines in (d).
The view in (c) is along the main pore channel direction and the long
axis of the crystals, while views in (a)-(c) are perpendicular to this
direction. Crystallographic models are presented for MFM-300(Al) but
other MOFs studied are isostructural.* (e) Denoised bright-field STEM
image of MFM-300(Cr) aligned along [110], with the structural model
overlaid. Total fluence used for the image was 53.8 e A=2.

crystallises in the tetragonal space group /4,22, with the metal
cations arranged in spiralling chains running parallel to the
pore directions along the [001] direction (Fig. 1c). These cations
are connected via hydroxyl bridges and biphenyl-3,3’,5,5'-tetra-
carboxylate linkers, forming the (nn0) planes when viewed
along the [110] direction (Fig. 1d). The octahedral coordination
environment of the cations is shown by the blue polyhedra in
Fig. 1. The crystal is highly anisotropic, containing one-
dimensional channels parallel to the [001] lattice direction,
with these channels having an almost square cross section of
width =~6.5-8.1 A, depending on the cation M.’ The location of
the cationic chains which form the channels and the tetra-
carboxylate linkers are visible in the bright-field scanning
transmission electron microscope (BF-STEM) image in Fig. 1e,
demonstrating the potential of TEM/STEM to visualise local
atomic structures in these materials. All the MFM-300(M)
materials were rod-shaped crystals of 200-800 nm width and
1-3 pm long, as confirmed by the TEM images (Fig. 2, right).
Minor peak splitting was observed along the nn0 reciprocal
lattice directions in the diffraction pattern for MFM-300(Cr)
(Fig. S4t). Measurements of the lattice spacing corresponding

This journal is © The Royal Society of Chemistry 2024
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Fig. 2 Electron beam induced evolution of the selected area electron
diffraction patterns as a function of electron beam irradiation for MFM-
300(M). Electron diffraction patterns of MFM-300(Al) (blue, first row),
MFM-300(Ga) (red, second row), MFM-300(In) (green, third row), and
MFM-300(Cr) (yellow, fourth row) over time (5, 15, 30, and 60 min)
under constant exposure to an electron beam of incident flux 0.1 e~
A=2 571 The crystals from which the diffraction patterns were acquired
are displayed in the TEM images in the right-hand column, with the in-
plane lattice vectors illustrated on the image for MFM-300(Al). All
crystals are viewed down the [110] zone axis. The corresponding
acquisition time and total electron fluence for the diffraction patterns
is given above each column. The 220, 112, and 002 reflections are
highlighted by the red circles on the top left, 5 min MFM-300(Al)
diffraction pattern. The diffraction patterns and TEM images have been
rotated such that they are all viewed in the same orientation.

to the two sets of peaks reveals that they correspond to (110)
spacings of 10.60 A and 10.75 A (Table S21). The former matches
those calculated from reported structural data,* whereas the
latter could suggest the expansion in diameter of the channels
in MFM-300(Cr). This was recently reported for other iso-
structural members of this series of materials.*® No evidence of
such peak splitting was observed for the MOFs with Group 13
cations.

The selected area electron diffraction patterns (Fig. 2) reveal
the structural changes that occur for each of the MFM-300(M)
materials after 5, 15, 30, and 60 min of electron exposure
(accumulated electron fluences of 30, 90, 180 and 360 e~ A2
respectively). In general, smaller lattice spacings (high spatial
frequency data furthest from the centre of the diffraction
pattern) are expected to reduce in intensity more quickly than
larger spacings, since a fixed atomic displacement will have
a greater disruptive effect for smaller lattice separations.*
However, the diffraction patterns in Fig. 2 reveal a clear
anisotropy in the degradation behaviour for all MOFs studied.
The (nnh0)-type lattice planes are the most robust features across
all MFM-300(M) diffraction patterns, corresponding to the
lattice planes parallel to the long axis of the crystals.

Fig. 3a illustrates the decay of the intensities for the 002, 112,
and 220 reflections as a function of the total accumulated

J. Mater. Chem. A, 2024, 12, 24165-24174 | 24167


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ta03302g

Open Access Article. Published on 01 July 2024. Downloaded on 1/20/2026 8:23:23 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Journal of Materials Chemistry A

002 — mrM-300(a1)

— MFM-300(Ga)
050 MEM.300(1n)
025 MFM.-300(Cr)

ised Inten:
coon
"8u8
N
9
Critical Fluence (e~A?)
2

0 200 400 600 800 1000 1200 002 112
Total Accumulated Fluence (e-A?)

©) o6 d)

Integrated

200 400 600 800 1000 1200
Total Accumulated Fluence (e~A?2)

Fig. 3 Anisotropic degradation of the MFM-300(M). (a) Decay of the
electron diffraction spot intensity of the 002, 112, and 220 reflections
for MFM-300(M) as a function of the total accumulated electron flu-
ence. (b) The critical electron fluences at which the diffraction inten-
sities for the 002, 112, and 220 reflections as well as the integrated
intensity drops to 10% of their maximum intensity for MFM-300(M)
crystals. (c) The evolution of the 002, 112, and 220 lattice spacings as
a function of the total accumulated electron fluence. (d) TEM images
before and after electron irradiation illustrating the physical shrinkage
of a crystal of MFM-300(Cr) with dimensions indicated on the images.
Shading in (a) and (c) represents error bars on the measurements.

electron fluence for each of the four MFM-300(M) MOF crystals.
Fig. 3b gives the critical electron fluence for each reflection, o,
defined here as the fluence at which the measured intensity
degrades to 10% of its maximum intensity. All four MFM-
300(M) crystals show critical fluences that are similar for both
002 and 112 reflections (¢.(002) = o(112)), while the 220
reflections all have more than double the critical fluence for that
material (6.(220) > 2.2 ¢.(002) = 2.2 0.(112)), irrespective of
choice of cation. For example, in MFM-300(Al), the 002 and 112
reflections decay with a critical fluence of 134 and 160 e~ A~>
respectively, while the 220 reflection has a much higher critical
electron fluence of 413 e~ A™2. Some unexpected increases in
diffraction intensity are observed superimposed on the decay
during these experiments (particularly notable at a fluence of
450 e~ A~ for the 220 reflections in MFM-300(Cr)). However, as
the fluence that these occur at is not reproducible, they are
likely a result of crystal tilt during the degradation process.
Analysis of the diffraction pattern degradation reveals
a change in the unit cell dimensions of MFM-300(M) as a func-
tion of electron beam irradiation fluence for all cations. Fig. 3c
shows how the lattice spacings corresponding to the 002, 112,
and 110 reflections change as the crystal is irradiated. The (002)
lattice spacings for all MFM-300(M) materials showed contin-
uous lattice shrinkage during electron beam irradiation, with
the largest contraction of =13% seen for the MFM-300(Cr), with
smaller shrinkages of =5%, =3% and =1% for M = Al, Ga,
and In, respectively. MFM-300(Cr) also shows a continuous
lattice shrinkage of 10% for the perpendicular 220 lattice
reflections while the Group 13 element MOFs show no change
for MFM-300(Ga) and an initial shrinkage followed by a slight
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recovery for MFM-300(Al) and MFM-300(In). This shrinkage is
also translated into a macroscopic change in crystal shape after
electron beam irradiation. Fig. 3d compares TEM images of the
MFM-300(Cr) crystal before and after diffraction series acqui-
sition, and reveals a decrease in the long axis of 13.6% and
a decrease in width of 7.2%. These illustrate shrinkages of the
(002) and (220) lattice spacings, respectively, and are in good
agreement with the lattice spacing shrinkage observed in the X-
ray diffraction patterns.

Despite the lattice shrinkage, the MOF crystallites retain
their approximate shape even at electron fluences several orders
of magnitude larger than that required to remove all the
diffraction spots from the SAED pattern. Bubble formation (i.e.
trapped gas evolution due to MOF decomposition) was not
observed during electron beam irradiation. Together with the
strong diffuse scattering present in the diffraction data beyond
the critical electron fluences, this suggests that the porous
structure amorphizes without significant changes in
composition.

The observed anisotropic crystal deformation can be related
to the crystal structure of MFM-300(M). The columns of metal
cations (Al, Ga, In, or Cr) run parallel to the [001] directions,
giving rise to the (220) planes when viewed along [110], as
illustrated schematically in Fig. 1d. These cation-containing
(220) planes are found to be the most structurally stable
element of the MOF during electron irradiation, such that these
lattice planes, and the one-dimensional channels that they
delineate, persist even when all other long-range order in the
material has degraded. This is likely related to the columns of
metal cations being less susceptible to radiolytic electron beam-
induced degradation compared to the organic linkers.

Although all the MFM-300(M) materials showed qualitatively
the same anisotropic degradation behaviour, with (nno0)-type
lattice planes being the most structurally stable, there were
large differences in their critical fluence to complete amorph-
ization (Fig. 3b). To improve the accuracy of quantitative
comparison for the different cation chemistries, the summed
diffraction intensity in the reflections was measured as a func-
tion of the total electron fluence (Fig. 4a). MFM-300(Al) was
found to have the highest critical fluence of the three metal
cations from Group 13, with a summed critical fluence of 330 e~

e
c

°
2

—— MFM-300(A1)
—— MFM-300(Ga)
—— MFM-300(In)

MFM-300(Cr)

Total Integrated
Intensity (Normalised)
o s e
g S &
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S —

200 400 600 80 1000 1200 200 400 600 800 1000 1200
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Fig. 4 Evolution of the total integrated intensities of the MFM-300(M)
materials as a function of the total applied electron fluence, (a) nor-
malised to the maximum intensity and (b) plotted on a log scale. The
anomalous oscillations in intensity observed as the crystals degrade
are likely the result of electron beam damage-induced tilting of the
crystal, which slightly changes the diffraction conditions.
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A™2. The stability of the MOFs decreased with increasing cation
size, with MFM-300(Ga) and MFM-300(In) having summed
critical fluences (o.(sum)) of 189 e~ A~ and 147 e~ A2
respectively. Interestingly, the substitution of Cr, a Group 6
element, made the MOF significantly more stable, with MFM-
300(Cr) having the highest critical fluence of 1111 e~ A™2,

Specimen thickness could influence the stability of the
crystal under the electron beam,**** but in general it is not
straightforward to estimate the crystal thickness from a pro-
jected TEM image. However, cross-sectional SEM imaging of
individual MFM-300(M) crystals (see ESI 5t) showed that they
all have a square cross-sectional geometry, and this allows the
projected thickness to be calculated from the crystal width
when viewed along a known crystal axis. This makes it possible
to quantify the effect of crystal thickness on critical fluence.
Fig. 5 shows the comparison of 11 MFM-300(Al) crystals of
different thicknesses (100-900 nm). Thickness was found to be
a weak effect, with thicker crystals being only slightly more
stable; the mean trend line corresponds to an increase in crit-
ical fluence of only 4.2 e~ A~ per 100 nm increase in thickness
(equivalent to =1% of the integrated critical fluence), while the
difference in critical fluence for different crystals of similar
thicknesses (400-500 nm) was >120 e~ A~ (equivalent to =~30%
of the integrated critical fluence). This suggests that factors
other than thickness have a greater impact in determining the
degradation behaviour of individual crystals. This variability is
potentially related to the presence of adsorbed species in the
pores and on the surface, which has been shown to decrease
electron beam stability of zeolitic frameworks,>*** although to
our knowledge this effect has not been studied for MOFs. It
should be noted that despite crystal size having only a small
effect on the stability of the material, our comparison of MOF
degradation behaviour shown in Fig. 24 used crystals which all
had similar thicknesses of 400-500 nm.
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Fig. 5 Comparison of the stability of MFM-300(Al) as a function of
crystal size. (a) The normalised decay of the total diffraction intensity as
a function of the total electron fluence. (b) The critical fluence of each
crystal as a function of its width/thickness. (c) Comparison of how the
initial intensity as measured in the diffraction spots varies as a function
of its width/thickness. (d) Critical fluence as a function of initial inte-
graztedlintensity. All crystals were imaged with an electron flux of 0.1 e~
A C s
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Comparing the initial summed intensities of the 11 MFM-
300(Al) crystals as a function of thickness reveals that in the
range 200-900 nm, thinner crystals have a higher integrated
diffraction intensity (Fig. 5¢). The direct beam is not included in
the integrated diffraction intensity, so this is a measure of the
change in intensity of the diffraction spots due to inelastic
scattering processes, and hence provides a guide to the
increasing proportion of low-energy electrons generated for
thicker samples. Low-energy electrons are more likely to result
in radiolytic damage, while the higher energy electrons
predominantly cause knock-on damage.*® As the critical flu-
ence is only weakly dependent on thickness, this suggests that
the damage mechanism here is a combination of both radiolytic
and knock-on damage processes. The thinnest crystal we were
able to find in this study (150 nm) has a comparatively low
intensity, which is not unexpected as the mean free path of
a 200 kV electron beam in MFM-300(Al) is certainly greater than
100 nm. This indicates that for such thin crystals a high fraction
of the electrons will be unscattered and remain in the directly
transmitted beam, which is not measured in the data in Fig. 5c.

Quantifying thermal degradation behaviour

Electron beam irradiation can induce local heating, although
the degree of heating depends on the sample size, shape, and
support material.”” Thermogravimetric analysis (TGA) was
therefore used as an independent means to test whether the
electron beam stability of the four MOFs correlates with their
thermal stability. The TGA data in Fig. 6a and b show some
mass loss below 300 °C, which can be attributed to the
desorption of solvent molecules from within the framework
structures. Beyond 300 °C, mass loss is understood to be due to
structural decomposition. MFM-300(Al) is the most thermally
stable of the Group 13 MOFs, with decomposition occurring at
583 °C. MFM-300(Ga) is the next most stable, breaking down at
472 °C, while MFM-300(In) degrades at 456 °C. The relative
thermal stabilities of these three crystals thus correlates well to
their relative electron beam stabilities, with MFM-300(Al) being
the most stable and MFM-300(In) being the least stable. MFM-
300(Cr), however, decomposes thermally at 470 °C, giving it
a similar thermal stability to MFM-300(Ga). This contrasts with
its exceptionally high electron beam stability of more than 2
times that of MFM-300(Al) and more than 4 times that of MFM-
300(Ga) (Fig. 3b).

TGA analysis does not provide any direct crystallographic
information about these materials, so variable temperature
powder X-ray diffraction (VI-PXRD) was performed to better
understand the effect of temperature on the crystal structure of
the MOFs. Plotting the normalised VI-PXRD peak intensities as
a function of temperature allows determination of the “critical
temperature” for crystal structure degradation for each MOF
(defined when the intensity of the VI-PXRD peaks falls to 10%
of the maximum value). Fig. 6a shows the critical degradation
temperatures for MFM-300(M) to be 605, 570, 490 and 480 °C for
Al, Cr, Ga, and In variants respectively, revealing that MFM-
300(Al) crystallites are the most thermally stable, while the Ga
and In analogues degrade at lower temperatures. This is in good
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Fig. 6 Analysis of the thermally-induced degradation behaviour of
MFM-300(M) using TGA (a and b) and VT-PXRD (c-f). (a) Mass loss of
the sample on heating. (b) Mass loss rate of (a) as a function of
temperature, with the temperatures at which peak mass loss rate
occurred being taken to be the degradation temperature and labelled.
(c) Evolution of normalised peak intensities with temperature, with the
10% critical threshold line shown. (d) Intensity decay rate of the peaks
in (c), with the temperatures at which the peak decay rate was
observed being labelled. (e) The evolution of the 110, 112, and 004
lattice spacings with temperature, normalised as a percentage with
respect to the initial value. (f) The rate of change of the normalised
lattice spacings, from which the linear thermal expansion coefficients
of the MOFs along the specified directions can be determined.

agreement with their relative stabilities shown by the mass loss
rates observed by TGA (Fig. 6b). However, MFM-300(Cr) is more
stable than would be expected from the TGA data, suggesting it
may be sensitive to the rate of heating (the TGA used a slightly
lower ramp rate). An alternative approach that is more suitably
correlated to the TGA measurements of mass loss rate is ob-
tained by evaluating the first order differential of the intensity
change, as shown in Fig. 6d. Using this method, we can see that
the critical temperature for degradation of the Al, Ga, and In
MOFs, defined here as the temperature at which the decay rate
reaches its peak, are generally in good agreement (within 14 °C)
of the TGA data. MFM-300(Cr) is again the outlier when this
analysis approach is used for the VT-PXRD, showing higher
stability than expected from the TGA.

The thermal stability of a series of M-BDC MOFs (BDC>™ =
benzene-1,4-dicarboxylate; M = Al, Cr and V) has previously
been reported to correlate well to the enthalpy of formation of
their respective metal oxides,” with increasingly exothermic
enthalpies being indicative of increasing MOF thermal stability.
We observe the same trend for the four MOFs studied here
(Al,0; = —1675.7 k] mol *; Cr,0; = —1139.7 k] mol '; Ga,0; =
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—1089.1 kJ mol % In,03 = —925.8 kJ mol %), suggesting the
thermal degradation tendency we observe may also be
explained by the strength of the metal-oxygen bond in common
oxides.

Comparing the relative intensities of the 110, 112, and 004
PXRD peaks as a function of temperature for the four MFM-
300(M) crystals can reveal details of their structural stability.
Fig. 6c and d show a decrease in the intensity of the 004
reflection and an increase in the 110 and 112 at =100 °C. This is
particularly notable in MFM-300(Al) and MFM-300(Ga), and is
likely associated with the loss of adsorbed solvents. As the (110)
planes are the walls of the one-dimensional channels, this is
consistent with the homogeneity of the channels being
increased by removing these solvents. The diffraction angles
also change slightly around 100 °C as shown in Fig. 6e, which
reveals a 0.1-0.2% thermally-induced shrinkage of the 110
lattice spacings and a 0.2-0.5% increase of the 004 spacing
between room temperature and 300 °C. This demonstrates
a reduction in diameter of the one-dimensional channels (a-
and b-axes) accompanied by an expansion along the channel
length (c-axis) with the overall volume change of the crystal
found to be small (less than 0.05%, reaching a maximum at
100 °C, Fig. S97). This evidence of a slight reduction in the width
of the one-dimensional pores around 100 °C suggests the
presence of adsorbed solvents at room temperature acting to
slightly increase the internal diameter of the MOF channels.

Above 300 °C all solvents are expected to be evacuated and no
further changes are discerned in the observed lattice spacings
until onset of thermal degradation (Fig. 6¢c and d). In this
regime, all peaks increase and decay together, demonstrating
that the crystallinity degrades isotropically in response to
elevated temperature, in direct contrast to the observed aniso-
tropic electron beam-induced degradation behaviour.

Factors affecting crystal degradation

Our results confirm that, overall, the thermal degradation and
electron beam degradation behaviours for the Group 13 (Al, Ga,
and In) MOFs are in good agreement, with MFM-300(Al) being
the most stable and MFM-300(In) being the least. This order of
relative stability is correlated to the relative stabilities of the
corresponding oxide phases, which has been reported to predict
the thermal stabilities of MOFs.*® However, the transition metal-
containing MOF, MFM-300(Cr), shows higher electron beam
stability than would be expected from its thermal degradation
behaviour, and it is interesting to consider what other factors
might be contributing to this effect.

MOF chemical stability has been reported to correlate to the
inertness of the metal cation when interacting with a solvent,
which can be defined as the mean lifetime, 7, of a particular
solvent molecule in the first coordination shell of a given metal
ion complex, with higher values corresponding to greater
inertness.® The inverse of inertness, and thus of 7, is lability,
which is measured by the solvent exchange rate, k, defined as
the mean number of solvent molecules exchanged per second,
with water being the standard solvent molecule used for these
comparisons.® Considering the cations used in our work, Cr**
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has the lowest reported water exchange rate of the four metal
cations, followed by AI’**, Ga**, and In**,%*-*2 which agrees with
the electron beam stabilities of the MOFs measured in this
study. AI’*, Ga®", and In’" all have fully populated inner electron
shells, so the decrease in their cation inertness can be attrib-
uted both to their increased ionic radii,**** and to the increasing
inert s-pair effect going down the group, which causes the +3
oxidation state to become less stable in the heavier group
members.® In the case of electron beam stability, lability can be
indicative of the ease with which the metal cations react with
radiolytic species generated by the electron beam, with greater
cation lability indicating greater susceptibility to electron beam-
induced structural degradation. This would suggest that iso-
structural MFM-300(M) MOFs with M = Rh*' or Ir** could
potentially be more resistant to electron beam irradiation due to
their low water exchange rates, while MFM-300(Sc) would be
less stable due to S¢®* having a similarly high lability to In**,
although both hypotheses would need to be experimentally
verified.

Other factors that might affect the electron beam stability of
the MOFs are thermal and electrical conductivities. The devel-
opment of thermally®* and electrically®>*® conductive MOFs are
active areas of research, as these would broaden the application
of their highly tuneable gas adsorption behaviours for both
electro- and photocatalysis. While the thermal conductivities of
the MFM-300(M) are unknown, MOFs generally have low
conductivities of <2 W m™~' K ' and MOF-74's thermal
conductivity has been shown to vary with direction according to
its pore structure.®”” For MFM-300(M), the alignment of the
cation chains parallel to the channels is likely to improve
thermal conductivity along the channels, causing them to heat
up and damage more quickly, resulting in the anisotropic
degradation behaviour observed. The electrical conductivities
of MOFs in turn have been shown to change with the adsorption
of guest molecules, with a recent study showing that the
adsorption of iodine by MFM-300(M) led to an increase in their
electrical conductivities by up to 6 orders of magnitude due to
the formation of conductive paths along the channels.®®
However the choice of cation was crucial due to the need to tune
suitable host-guest charge transfer.* It would thus be inter-
esting to see whether the incorporation of iodine into the
channels of MFM-300(M) also translates to an increased elec-
tron beam stability.

Our work focuses on the stabilisation effect of different metal
cations, but we recognise that different organic linkers will also
have a strong effect on determining the MOF's electron beam
stability. A recent study by Miicke et al. on planar Cu>" MOFs with
varying linker compositions confirmed that while replacing the
hydrogen and nitrogen fragments in the linkers with oxygen and
increasing the local density only had a small stabilisation effect,
the substitution of oxygen with sulphur increased the stability of
the resultant structure by a factor of 30.>” They surmised that the
relative stabilities of these MOFs can be attributed to a balance
between the bond strengths of the constituent elements of the
linker, the caging effect from their packing densities, and their
electrical conductivities. Though their study only considered
Cu*"-containing MOFs, our results suggest that further
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improvements could potentially be made to the stability of these
MOFs by using cations with lower solvent exchange rates.

At present, only a handful of studies have quantitatively
evaluated the electron beam stability of MOFs,*””® and no
previous work has considered the effect of the metal cation
species. The effects of coordination environment, crystal
structure, and packing density have not yet been isolated and
systematically investigated. Future degradation studies that
explore these effects in isolation as well as the effect of metal
cations in other MOF systems are required to build a deeper
understanding of how all these various factors contribute to the
electron beam stability of MOFs.

Practical considerations for optimising TEM studies of MOFs

To promote successful future TEM imaging and diffraction
studies of metal-organic frameworks, it is helpful to consider
some of the practical considerations that need to be taken when
storing, preparing, and characterising these MOF materials to
improve the reliability of the data obtained. As we have shown
that adsorbed solvents have a measurable effect on both the
intensities and position of diffraction data, the prepared TEM
grids should ideally be stored in a vacuum desiccator between
experiments to reduce guest molecule adsorption.” Before the
samples are loaded into the TEM, it may also be beneficial to
heat them to 100 °C (if thermal stability allows) or irradiate
them using a UV lamp, ideally in a moderate vacuum, to
encourage desorption of adsorbates.*® Additionally, leaving the
sample overnight in the vacuum of the TEM before character-
isation can be used to further encourage desorption of lingering
guest molecules.*

As with any electron beam-sensitive specimen, calibration of
the TEM electron dose and the use of the low-dose protocols,
developed for cryo-EM imaging of proteins, is highly advisable.
A Faraday cup should preferably be used to accurately measure
the probe current used,*® with the phosphor screen current
being an acceptable, albeit less accurate, alternative.” Unlike
single particle cryo-EM analysis, high-resolution imaging of
MOF crystals requires manual alignment to a preferred zone
axis, which can incur significant electron doses. Programs that
can calculate the tilt needed to orient the sample correctly from
an initial diffraction pattern are becoming increasingly avail-
able, and these will have great benefit for reducing unnecessary
electron exposure.” The usage of DED cameras,**
techniques such as iDPC-STEM that can make more efficient
use of the scattered electrons,*** are highly desirable to mini-
mise the electron dose needed to achieve acceptable signal-to-
noise ratios. It is important to note that preservation of the
original structure of the MOF materials is vital for elucidation of
structure-property relationships. Once the ligands collapse, the
functionality of the MOF is largely compromised and therefore
erroneous conclusions may be drawn from structural images
even before the overall crystal structure is destroyed. All TEM
analysis should therefore pay close attention to the potential for
electron beam induced structural distortions, even at electron

as well as

dose conditions below the critical dose.

J. Mater. Chem. A, 2024, 12, 24165-24174 | 24171


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ta03302g

Open Access Article. Published on 01 July 2024. Downloaded on 1/20/2026 8:23:23 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Journal of Materials Chemistry A

Finally, the total electron fluence experienced by a region of
interest is often missing from analysis of TEM imaging of
MOFs. Wider reporting of this information, considering not
only the acquisition time but the total irradiation time, starting
from when the region is first exposed to the electron beam,
would be highly valuable to drive forward progress in the field.
Future work could study electron beam stability at different
accelerating voltages as well as at cryogenic and elevated
temperatures, to try to decouple beam-induced heating and
other damage mechanisms.

Conclusions

In conclusion, we have performed the first analysis of annealing
and electron beam-induced structural degradation for the
MFM-300(M) family of MOFs. We find that electron beam-
induced structural changes are anisotropic, with the (nno)-
type lattice planes that run parallel to the one-dimensional pore
channels being the most structurally stable feature. The
thermal and electron beam stabilities for the Group 13 (Al, Ga,
and In) MOFs are in good agreement, with MFM-300(Al) being
the most stable and MFM-300(In) being the least. This behav-
iour is in line with the relative stability of their cation oxides,
and agrees with previous work comparing the thermal stability
of Cu-BDC materials.”® However, MFM-300(Cr) was shown to
have an exceptionally high electron beam stability, twice that of
MFM-300(Al), despite having a relatively lower thermal stability
similar to that of MFM-300(Ga). The electron stability rankings
of all four MOFs agrees well with the relative values for the
inertness of the four metal cations when interacting with
solvent, suggesting that electronic interactions between the
cations and the electron beam as well as any generated radio-
lytic species are a greater contributor to degradation than beam-
induced temperature changes. All four MOFs were found to
undergo a gradual decrease in lattice parameter on electron
beam irradiation, which was also reflected in the macroscopic
size of the crystals. Excitingly, the lattice spacing contraction
corresponding to the pore channel diameters in MFM-300(Cr)
reached =10% before structural degradation of the pores,
creating opportunities to tune the width of the MOF's one-
dimensional channels around the chemically important size
range of =1 nm.

It is interesting to note that our observations of electron
beam-induced degradation correlate with the relative photo-
catalytic stabilities of the MFM-300(M) MOFs. Photocatalytic
testing has shown that MFM-300(Cr) is the only member of this
isostructural family to demonstrate an extended structural
stability of up to 2 days under continuous photochemical
exposure, whereas the Al, Ga, and In variants deteriorated
rapidly under the same conditions.” These results offer the
intriguing possibility for electron beam-induced degradation
studies to be applied in the future to understand and predict
photocatalytic degradation.

Our results further suggest that the use of cations with high
inertness may be a viable route to generating MOF structures
with extended lifetimes for electrocatalytic and photocatalytic
reactions. The knowledge gained in this work also provides
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valuable guidance on the effect of crystal thickness and MOF
chemistry for improving our ability to investigate the local
structure and chemistry of MOF materials with transmission
electron microscopy, thereby supporting efforts to design new
MOF structures and to tune their performance.

Data availability

The data supporting this article have been included as part of
the ESLt

Author contributions

G.C.andY. C. carried out synthesis of the MOF samples. E.-P. T.
was responsible for carrying out the experimental TEM work,
with D.-T. N. providing training. N. C. drafted the initial Python
script used for the analysis of the experimental data acquired,
which E.-P. T. then developed and used for the data analysis. Y.
C.,J.H.C,,S.P.T.and C. C. T. collected the VT-PXRD data. E. T.
acquired the SEM cross-section images of the MOFs. C.A.
acquired the STEM images of the MOFs. E.-P. T. was responsible
for analysing all of the collected data. M. S., S. Y. and S. J. H.
were responsible for the overall direction and design of the
project. E.-P. T. and S. J. H. wrote the manuscript with contri-
butions from all authors.

Conflicts of interest

There are no conflicts to declare.

Acknowledgements

S. J. H. thanks the Engineering and Physical Sciences Research
Council (EPSRC) for funding under grants EP/M010619/1 and
EP/P009050/1, EP/1011870, EP/S021531/1 and the European
Research Council (ERC) under the European Union's Horizon
2020 research and innovation programme (Grants ERC-2016-
STG-EvoluTEM-715502, ERC-2017-AdG-NanoChem-742041). E.-
P. T. and S. J. H. acknowledge funding from the BP Interna-
tional Centre for Advanced Materials (ICAM-21 project). This
work was supported by the Henry Royce Institute for Advanced
Materials, funded through EPSRC grants EP/R00661X/1, EP/
S019367/1, EP/P025021/1 and EP/P025498/1. Matt Smith is
acknowledged for TEM support. We are grateful to Diamond
Light Source for access to Beamline 111 (CY23483-1). We are
grateful to the ePSIC facility at Diamond Light Source for
acquisition of the STEM image data (MG29225 and MG30737).

References

1 H. Furukawa, K. E. Cordova, M. O'Keeffe and O. M. Yaghi,
Science, 2013, 341, 974-986.

2 H. Deng, S. Grunder, K. E. Cordova, C. Valente, H. Furukawa,
M. Hmadeh, F. Gandara, A. C. Whalley, Z. Liu, S. Asahina,
H. Kazumori, M. O'Keeffe, O. Terasaki, J. F. Stoddart and
O. M. Yaghi, Science, 2012, 336, 1018-1023.

This journal is © The Royal Society of Chemistry 2024


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ta03302g

Open Access Article. Published on 01 July 2024. Downloaded on 1/20/2026 8:23:23 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

3 B. Xiao, P. J. Byrne, P. S. Wheatley, D. S. Wragg, X. Zhao,
A. J. Fletcher, K. M. Thomas, L. Peters, J. S. O. Evans,
J. E. Warren, W. Zhou and R. E. Morris, Nat. Chem., 2009,
1, 289-294.

4 M. Zhao, K. Yuan, Y. Wang, G. Li, J. Guo, L. Gu, W. Hu,
H. Zhao and Z. Tang, Nature, 2016, 539, 76-80.

5 Z. Jiang, X. Xu, Y. Ma, H. S. Cho, D. Ding, C. Wang, J. Wu,
P. Oleynikov, M. Jia, J. Cheng, Y. Zhou, O. Terasaki,
T. Peng, L. Zan and H. Deng, Nature, 2020, 586, 549-554.

6 Y. Y. Li, K. Wang, W. Zhou, Y. Y. Li, R. Vila, W. Huang,
H. H. Wang, G. Chen, G.-H. Wu, Y. Tsao, H. H. Wang,
R. Sinclair, W. Chiu and Y. Cui, Matter, 2019, 1, 428-438.

7 T. Zhou, Y. Du, A. Borgna, J. Hong, Y. Wang, J. Han,
W. Zhang and R. Xu, Energy Environ. Sci., 2013, 6, 3229.

8 W. Liang, C. J. Coghlan, F. Ragon, M. Rubio-Martinez,
D. M. D'Alessandro and R. Babarao, Dalton Trans., 2016,
45, 4496-4500.

9 G. C. Shearer, J. G. Vitillo, S. Bordiga, S. Svelle, U. Olsbye and
K. P. Lillerud, Chem. Mater., 2016, 28, 7190-7193.

10 W. Wang, H. Yan, U. Anand and U. Mirsaidov, J. Am. Chem.
Soc., 2021, 143, 1854-1862.

11 M. Taddei, G. M. Schukraft, M. E. A. Warwick, D. Tiana,
M. ]J. McPherson, D. R. Jones and C. Petit, J. Mater. Chem.
A, 2019, 7, 2378123786

12 X.Ma, L. Wang, Q. Zhang and H. Jiang, Angew. Chem. Int. Ed.,
2019, 58, 12175-12179

13 J. A. Botas, G. Calleja, M. Sanchez-Sanchez and M. G. Orcajo,
Int. J. Hydrogen Energy, 2011, 36, 10834-10844.

14 S. Yang, J. Sun, A. ]J. Ramirez-Cuesta, S. K. Callear,
W. 1. F. David, D. P. Anderson, R. Newby, A. ]J. Blake,
J. E. Parker, C. C. Tang and M. Schroder, Nat. Chem., 2012,
4, 887-894.

15 M. Savage, Y. Cheng, T. L. Easun, J. E. Eyley, S. P. Argent,
M. R. Warren, W. Lewis, C. Murray, C. C. Tang,
M. D. Frogley, G. Cinque, J. Sun, S. Rudi¢, R. T. Murden,
M. J. Benham, A. N. Fitch, A. J. Blake, A. J. Ramirez-Cuesta,
S. Yang and M. Schroder, Adv. Mater., 2016, 28, 8705-8711.

16 H. G. W. Godfrey, I. da Silva, L. Briggs, J. H. Carter,
C. G. Morris, M. Savage, T. L. Easun, P. Manuel,
C. A. Murray, C. C. Tang, M. D. Frogley, G. Cinque, S. Yang
and M. Schroder, Angew. Chem. Int. Ed., 2018, 57, 14778~
14781.

17 L. Delidovich, A. Hoffmann, A. Willms and M. Rose, ACS
Catal., 2017, 7, 3792-3798.

18 W.-T. Koo, ].-S. Jang, S.-J. Choi, H.-J. Cho and I.-D. Kim, ACS
Appl. Mater. Interfaces, 2017, 9, 18069-18077.

19 M. J. Cliffe, W. Wan, X. Zou, P. A. Chater, A. K. Kleppe,
M. G. Tucker, H. Wilhelm, N. P. Funnell, F.-X. Coudert and
A. L. Goodwin, Nat. Commun., 2014, 5, 4176.

20 A. Mayoral, R. Mahugo, M. Sanchez-Sanchez and 1. Diaz,
ChemCatChem, 2017, 9, 3497-3502.

21 Y. Zhu, ]. Ciston, B. Zheng, X. Miao, C. Czarnik, Y. Pan,
R. Sougrat, Z. Lai, C.-E. Hsiung, K. Yao, I. Pinnau, M. Pan
and Y. Han, Nat. Mater., 2017, 16, 532-536.

22 L. Liu, Z. Chen, J. Wang, D. Zhang, Y. Zhu, S. Ling,
K.-W. Huang, Y. Belmabkhout, K. Adil, Y. Zhang, B. Slater,
M. Eddaoudi and Y. Han, Nat. Chem., 2019, 11, 622-628.

This journal is © The Royal Society of Chemistry 2024

View Article Online

Journal of Materials Chemistry A

23 T. Yang, T. Willhammar, H. Xu, X. Zou and Z. Huang, Nat.
Protoc., 2022, 17, 2389-2413.

24 Z. Huang, M. Ge, F. Carraro, C. Doonan, P. Falcaro and
X. Zou, Faraday Discuss., 2021, 225, 118-132.

25 X. Wang, L. Xu, M. Li and X. Zhang, Angew. Chem. Int. Ed.,
2020, 59, 18078-18086.

26 L. R. Parent, M. S. Denny, ]J. P. Patterson, P. Abellan,
Q. M. Ramasse, F. Paesani, S. M. Cohen and
N. C. Gianneschi, Microsc. Microanal., 2018, 24, 1970-1971.

27 S. Ghosh, P. Kumar, S. Conrad, M. Tsapatsis and
K. A. Mkhoyan, Microsc. Microanal., 2019, 25, 1704-1705.

28 C. Wiktor, M. Meledina, S. Turner, O. I. Lebedev and
R. A. Fischer, J. Mater. Chem. A, 2017, 5, 14969-14989.

29 D. Zhang, Y. Zhu, L. Liu, X. Ying, C.-E. Hsiung, R. Sougrat,
K. Li and Y. Han, Science, 2018, 359, 675-679.

30 Z. Lee, H. Rose, O. Lehtinen, J. Biskupek and U. Kaiser,
Ultramicroscopy, 2014, 145, 3-12.

31 X. Gong, K. Gnanasekaran, Z. Chen, L. Robison,
M. C. Wasson, K. C. Bentz, S. M. Cohen, O. K. Farha and
N. C. Gianneschi, J. Am. Chem. Soc., 2020, 142, 17224-17235.

32 L. Liu, D. Zhang, Y. Zhu and Y. Han, Commun. Chem., 2020,
3, 99.

33 A. R. Faruqi, Adv. Imag. Electron. Phys., 2007, 145, 55-93.

34 A. R. Faruqi and G. McMullan, Nucl. Instrum. Methods Phys.
Res. Sect. A Accel. Spectrom. Detect. Assoc. Equip., 2018, 878,
180-190.

35 L Lazi¢, E. G. T. Bosch and S. Lazar, Ultramicroscopy, 2016,
160, 265-280.

36 B. Shen, X. Chen, K. Shen, H. Xiong and F. Wei, Nat.
Commun., 2020, 11, 2692.

37 D. Miicke, I. Cooley, B. Liang, Z. Wang, S. Park, R. Dong,
X. Feng, H. Qi, E. Besley and U. Kaiser, Nano Lett., 2024,
24, 3014-3020.

38 C. P. Krap, R. Newby, A. Dhakshinamoorthy, H. Garcia,
I. Cebula, T. L. Easun, M. Savage, ]J. E. Eyley, S. Gao,
A. ]J. Blake, W. Lewis, P. H. Beton, M. R. Warren,
D. R. Allan, M. D. Frogley, C. C. Tang, G. Cinque, S. Yang
and M. Schroéder, Inorg. Chem., 2016, 55, 1076-1088.

39 L. Briggs, R. Newby, X. Han, C. G. Morris, M. Savage,
C. P. Krap, T. L. Easun, M. D. Frogley, G. Cinque,
C. A. Murray, C. C. Tang, J. Sun, S. Yang and M. Schroder,
J. Mater. Chem. A, 2021, 9, 7190-7197.

40 F. de la Pena, E. Prestat, V. T. Fauske, P. Burdet,
J. Lihnemann, P. Jokubauskas, T. Furnival, M. Nord,
T. Ostasevicius, K. E. MacArthur, D. N. Johnstone,
M. Sarahan, J. Taillon, T. Aarholt, P. Quinn, V. Migunov,
A. Eljarrat, J. Caron, C. Francis, T. Nemoto, T. Poon,
S. Mazzucco, N. Tappy, N. Cautaerts, S. Somnath, T. Slater,
M. Walls, F. Winkler and H. W. Anes, Hyperspy/Hyperspy:
Release v1.7.3, Zenodo, 2022.

41 W. McKinney, Proc. 9th Python Sci. Conf., 2010, vol. 1, pp. 56—
61.

42 P. Virtanen, R. Gommers, T. E. Oliphant, M. Haberland,
T. Reddy, D. Cournapeau, E. Burovski, P. Peterson,
W. Weckesser, J. Bright, S. J. van der Walt, M. Brett,
J. Wilson, K. J. Millman, N. Mayorov, A. R. ]J. Nelson,
E. Jones, R. Kern, E. Larson, C. ]J. Carey, I Polat, Y. Feng,

J. Mater. Chem. A, 2024, 12, 24165-24174 | 24173


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ta03302g

Open Access Article. Published on 01 July 2024. Downloaded on 1/20/2026 8:23:23 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Journal of Materials Chemistry A

E. W. Moore, ]J. VanderPlas, D. Laxalde, J. Perktold,
R. Cimrman, I. Henriksen, E. A. Quintero, C. R. Harris,
A. M. Archibald, A. H. Ribeiro, F. Pedregosa, P. van
Mulbregt, A. Vijaykumar, A. Pietro Bardelli, A. Rothberg,
A. Hilboll, A. Kloeckner, A. Scopatz, A. Lee, A. Rokem,
C. N. Woods, C. Fulton, C. Masson, C. Haggstrom,
C. Fitzgerald, D. A. Nicholson, D. R. Hagen,
D. V. Pasechnik, E. Olivetti, E. Martin, E. Wieser, F. Silva,
F. Lenders, F. Wilhelm, G. Young, G. A. Price, G.-L. Ingold,
G. E. Allen, G. R. Lee, H. Audren, 1. Probst, J. P. Dietrich,
J. Silterra, J. T. Webber, J. Slavi¢, J. Nothman, J. Buchner,
J. Kulick, J. L. Schonberger, J. V. de Miranda Cardoso,
J. Reimer, J. Harrington, J. L. C. Rodriguez, J. Nunez-
Iglesias, J. Kuczynski, K. Tritz, M. Thoma, M. Newville,
M. Kiummerer, M. Bolingbroke, M. Tartre, M. Pak,
N. J. Smith, N. Nowaczyk, N. Shebanov, O. Pavlyk,
P. A. Brodtkorb, P. Lee, R. T. McGibbon, R. Feldbauer,
S. Lewis, S. Tygier, S. Sievert, S. Vigna, S. Peterson, S. More,
T. Pudlik, T. Oshima, T. J. Pingel, T. P. Robitaille, T. Spura,
T. R. Jones, T. Cera, T. Leslie, T. Zito, T. Krauss,
U. Upadhyay, Y. O. Halchenko and Y. Vazquez-Baeza, Nat.
Methods, 2020, 17, 261-272.

43 The pandas development team, Pandas-Dev/pandas: Pandas
v2.0.1, Zenodo, 2020.

44 S. van der Walt, J. L. Schonberger, J. Nunez-Iglesias,
F. Boulogne, J. D. Warner, N. Yager, E. Gouillart and T. Yu,
Peer], 2014, 2, e453.

45 J. D. Hunter, Comput. Sci. Eng., 2007, 9, 90-95.

46 N. Clark, D. ]J. Kelly, M. Zhou, Y.-C. Zou, C. W. Myung,
D. G. Hopkinson, C. Schran, A. Michaelides, R. Gorbachev
and S. J. Haigh, Nature, 2022, 609, 942-947.

47 Y. Han, Y. Chen, Y. Ma, ]J. Bailey, Z. Wang, D. Lee,
A. M. Sheveleva, F. Tuna, E. J. L. McInnes, M. D. Frogley,
S. J. Day, S. P. Thompson, B. F. Spencer, M. Nikiel,
P. Manuel, D. Crawshaw, M. Schréder and S. Yang, Chem,
2023, 9, 739-754.

48 X. Li, J. Wang, N. Bai, X. Zhang, X. Han, I. da Silva,
C. G. Morris, S. Xu, D. M. Wilary, Y. Sun, Y. Cheng,
C. A. Murray, C. C. Tang, M. D. Frogley, G. Cinque,
T. Lowe, H. Zhang, A. J. Ramirez-Cuesta, K. M. Thomas,
L. W. Bolton, S. Yang and M. Schroder, Nat. Commun.,
2020, 11, 4280.

49 H. Stark, F. Zemlin and C. Boettcher, Ultramicroscopy, 1996,
63, 75-79.

50 J. R. Fryer, Ultramicroscopy, 1984, 14, 227-236.

51 J. R. Fryer, Ultramicroscopy, 1987, 23, 321-327.

24174 | J Mater. Chem. A, 2024, 12, 24165-24174

View Article Online

Paper

52 L. A. Bursill, E. A. Lodge and J. M. Thomas, Nature, 1980, 286,
111-113.

53 L. A. Bursill, J. M. Thomas and K. J. Rao, Nature, 1981, 289,
157-158.

54 M. M. ]. Treacy and J. M. Newsam, Ultramicroscopy, 1987, 23,
411-4109.

55 R. F. Egerton, P. Li and M. Malac, Micron, 2004, 35, 399-409.

56 R. F. Egerton, Micron, 2019, 119, 72-87.

57 C. N. Valencia, W. B. Lomholdt, M. H. Leth Larsen,
T. W. Hansen and J. Schigtz, Nanoscale, 2024, 16, 5750-5759.

58 I.J. Kang, N. A. Khan, E. Haque and S. H. Jhung, Chem.-Eur.
J., 2011, 17, 6437-6442.

59 W. M. Haynes, CRC Handbook of Chemistry and Physics, CRC
Press, 95th edn, 2014.

60 D. T. Richens, Chem. Rev., 2005, 105, 1961-2002.

61 L. Helm and A. E. Merbach, Chem. Rev., 2005, 105, 1923-
1960.

62 A.]. Rieth, A. M. Wright and M. Dinca, Nat. Rev. Mater., 2019,
4, 708-725.

63 W. Henderson, in Main Group Chemistry, The Royal Society
of Chemistry, 2000, vol. 3, pp. 57-75.

64 M. Islamov, H. Babaei, R. Anderson, K. B. Sezginel,
J- R. Long, A. J. H. McGaughey, D. A. Gomez-Gualdron and
C. E. Wilmer, npj Comput. Mater., 2023, 9, 11.

65 L. S. Xie, G. Skorupskii and M. Dinca, Chem. Rev., 2020, 120,
8536-8580.

66 W.-H. Li, W.-H. Deng, G.-E. Wang and G. Xu, EnergyChem,
2020, 2, 100029.

67 X. Wang, R. Guo, D. Xu, J. Chung, M. Kaviany and B. Huang,
J. Phys. Chem. C, 2015, 119, 26000-26008.

68 L. J. Small, R. C. Hill, J. L. Krumhansl, M. E. Schindelholz,
Z. Chen, K. W. Chapman, X. Zhang, S. Yang, M. Schroder
and T. M. Nenoff, ACS Appl. Mater. Interfaces, 2019, 11,
27982-27988.

69 X. Zhang, 1. da Silva, R. Fazzi, A. M. Sheveleva, X. Han,
B. F. Spencer, S. A. Sapchenko, F. Tuna, E. J. L. McInnes,
M. Li, S. Yang and M. Schroder, Inorg. Chem., 2019, 58,
14145-14150.

70 S. Ghosh, P. Kumar and K. A. Mkhoyan, Microsc. Microanal.,
2020, 26, 2968-2969.

71 J. Hafizovic, M. Bjergen, U. Olsbye, P. D. C. Dietzel,
S. Bordiga, C. Prestipino, C. Lamberti and K. P. Lillerud, J.
Am. Chem. Soc., 2007, 129, 3612-3620.

72 T. Luo, L. Li, Y. Chen, J. An, C. Liu, Z. Yan, J. H. Carter,
X. Han, A. M. Sheveleva, F. Tuna, E. ]J. L. Mclnnes,
C. C. Tang, M. Schroder and S. Yang, Nat. Commun., 2021,
12, 3583.

This journal is © The Royal Society of Chemistry 2024


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ta03302g

	Electron beam and thermal stabilities of MFM-300(M) metaltnqh_x2013organic frameworksElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ta03302g
	Electron beam and thermal stabilities of MFM-300(M) metaltnqh_x2013organic frameworksElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ta03302g
	Electron beam and thermal stabilities of MFM-300(M) metaltnqh_x2013organic frameworksElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ta03302g
	Electron beam and thermal stabilities of MFM-300(M) metaltnqh_x2013organic frameworksElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ta03302g
	Electron beam and thermal stabilities of MFM-300(M) metaltnqh_x2013organic frameworksElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ta03302g
	Electron beam and thermal stabilities of MFM-300(M) metaltnqh_x2013organic frameworksElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ta03302g

	Electron beam and thermal stabilities of MFM-300(M) metaltnqh_x2013organic frameworksElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ta03302g
	Electron beam and thermal stabilities of MFM-300(M) metaltnqh_x2013organic frameworksElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ta03302g
	Electron beam and thermal stabilities of MFM-300(M) metaltnqh_x2013organic frameworksElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ta03302g
	Electron beam and thermal stabilities of MFM-300(M) metaltnqh_x2013organic frameworksElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ta03302g
	Electron beam and thermal stabilities of MFM-300(M) metaltnqh_x2013organic frameworksElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ta03302g

	Electron beam and thermal stabilities of MFM-300(M) metaltnqh_x2013organic frameworksElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ta03302g
	Electron beam and thermal stabilities of MFM-300(M) metaltnqh_x2013organic frameworksElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ta03302g
	Electron beam and thermal stabilities of MFM-300(M) metaltnqh_x2013organic frameworksElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ta03302g
	Electron beam and thermal stabilities of MFM-300(M) metaltnqh_x2013organic frameworksElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ta03302g
	Electron beam and thermal stabilities of MFM-300(M) metaltnqh_x2013organic frameworksElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ta03302g


