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ABSTRACT: Porous NOTT-202a shows exceptionally
high uptake of SO2, 13.6 mmol g−1 (87.0 wt %) at 268 K
and 1.0 bar, representing the highest value reported to date
for a framework material. NOTT-202a undergoes a
distinct irreversible framework phase transition upon SO2
uptake at 268−283 K to give NOTT-202b which has
enhanced stability due to the formation of strong π···π
interactions between interpenetrated networks.

Studies on the adsorption of carbon dioxide (CO2) by
porous metal−organic framework (MOF) materials are

attracting enormous interest because of their potential to
capture CO2 from flue gases.1 MOFs often exhibit large internal
surface areas and extended crystal structures, and their
properties are thus amenable to study by advanced diffraction
techniques.2 An interesting feature is that CO2 adsorption may
trigger reversible phase changes in the host materials, leading to
an increase in pore volume and enhanced CO2 uptake.3−11

These structural changes can disappear or become much less
distinct when the MOF is exposed to other adsorbates such as
N2, CH4, and H2, which, unlike CO2, possess small or zero
quadrupole moments.9,12,13 Framework flexibility can also
involve changes in metal−ligand coordination geometry,3,8,13

free rotation of side chains on the organic linker,9,14 pore
opening/closing mechanisms coupled to phenyl ring rotation,12

gating of guest molecules,15 or, as recently discovered, bulk
structural defects.16

Although CO2 adsorption in MOFs has been intensively
studied, the capture and storage of SO2

17,18 in MOFs have
barely been reported.19−21 SO2 is highly corrosive, and few
porous MOF materials are stable to the presence of SO2. Even
though the amount of SO2 in the flue gas is much lower than
that of CO2, it still presents a significant environmental hazard,
and the development of effective capture methods for SO2
using highly stable MOFs represents a significant challenge. We
report herein the highly selective adsorption of SO2 by a
dynamic material NOTT-202a in which a dramatic irreversible
phase transition is observed upon adsorption of SO2 into

NOTT-202a at 268−283 K to form NOTT-202b. Overall, the
phase change process, which does not occur with other gases,
can be viewed as a chemical transformation catalyzed by acidic
SO2 gas with NOTT-202a being converted into NOTT-202b in
near-quantitative yield.
NOTT-202a has a doubly interpenetrated framework

structure but with one of the networks having only ∼75%
occupancy due to the conflicting steric requirements of the
ligands leading to a defect structure.16 Each of the single
networks is constructed from mononuclear [In(O2CR)4] nodes
bridged by L4− (biphenyl-3,3′,5,5′-tetra-(phenyl-4-carboxy-
late)) ligands in a 1:1 ratio (Scheme 1). Each [In(O2CR)4]

node connects to four different deprotonated ligands to give a
tetrahedral 4-c center, and vice versa to afford an overall
diamondoid network. The desolvated structure has a BET
surface area of 2220 m2 g−1 and a large pore void comprising
∼70% of the volume, estimated by PLATON/SOLV.22

The uptake of SO2 by desolvated NOTT-202a between 268
and 303 K (Figure 1) confirms that at low pressures the uptake
capacities decrease gradually with increasing temperature
(Figure S10), consistent with an exothermic sorption
mechanism. At increased pressure, however, adsorption of
SO2 at 293, 298, and 303 K reaches saturation at similar uptake
capacities of ∼8 mmol g−1 at 1.0 bar, giving type-I isotherms. In
contrast, adsorption isotherms of SO2 at 268, 273, and 283 K
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Scheme 1. Chemical Structure of H4L Used to Construct the
NOTT-202 Frameworks
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show inflection points above the plateau uptake of ∼8 mmol
g−1 at 0.35, 0.45, and 0.75 bar, respectively, and a further 2−6
mmol g−1 of SO2 are adsorbed at 1.0 bar, giving two-step
isotherm profiles. At 268−283 K, the corresponding desorption
isotherms do not follow the adsorption branches, resulting in
broad hysteresis loops. At higher temperatures (293−303 K),
the second SO2 uptake step disappears and the corresponding
desorption isotherms exhibit good reversibility. A maximum
SO2 uptake of 13.6 mmol g−1 (87.0 wt %) was recorded at 268
K and 1.0 bar, representing the highest value observed so
far.19−21 It is important to note that all adsorbed SO2 is released
from this system on returning to P/P0 = 0.
The presence of a stepwise adsorption isotherm coupled with

broadly hysteretic desorption behavior is indicative of a
potential framework phase transition.3 To probe this SO2−
host system, in situ synchrotron X-ray powder diffraction
(PXRD) patterns were recorded for NOTT-202a at 273 K
under vacuum and at various SO2 adsorption pressures (Figure
2). Similar studies were carried out for desorption at pressures
of 650 and 50 mbar and under vacuum. The PXRD pattern of
freshly desolvated NOTT-202a is consistent with the single
crystal structure of NOTT-202a, thus confirming the bulk
phase purity. No apparent phase change is observed in the
PXRD patterns recorded at SO2 loadings of 50 and 390 mbar,
confirming retention of the crystal structure of NOTT-202a at
low SO2 pressures, where the isotherm is in the first plateau
region. At 540 mbar of SO2 pressure, where the isotherm
exhibits the second step, a series of sharp diffraction peaks
appears at lower 2θ angle (e.g., 1.40°, 2.80°), suggesting the
presence of a new phase (NOTT-202b). However, the
diffraction peaks for NOTT-202a are still present at this
pressure, indicating that the phase conversion is not complete.
With increasing SO2 pressure, the peaks for NOTT-202a
decrease in intensity while those of NOTT-202b increase. This
network transformation nearly reaches completion at 1100
mbar of SO2 where the bulk of the material is now NOTT-
202b. Significantly upon desorption and removal of all SO2
under vacuum, the PXRD pattern and crystal structure of
NOTT-202b are retained, confirming that the phase transition

of NOTT-202a to NOTT-202b is irreversible. This is quite
distinct from previously reported examples of reversible
framework breathing upon guest inclusion3−11 and can be
viewed as a high yield (∼100%) catalytic reaction, in which
NOTT-202a is converted to NOTT-202b in the presence of
the SO2 catalyst.
The PXRD pattern for NOTT-202b was indexed to a

monoclinic cell, related to the original structure of NOTT-202-
solv (Table S1) but with the a-axis being halved. A good Le Bail
fitting was obtained in the space group A2/a from the reflection
conditions (hkl: k + l = 2n; h0l: l = 2n) (Figure S9). As
determined by the isosteric enthalpies (Qst) and entropies (ΔS)
of SO2 adsorption (see below), no significant bond breaking
was observed during the SO2 adsorption, suggesting that the
basic framework structure is retained during the phase
transformation. The structural model for NOTT-202b was
sequentially developed based upon the structure of NOTT-
202-solv by putting one network in the unit cell and generating
the other one by the operation of the a-glide plane. The
resultant model is similar to NOTT-202-solv except that the
second network is shifted by about c/4-b/6 in the bc plane
(Figure 3). In addition, the halved a-axis duplicates the network
to create two equally occupied positions with half the
occupancy for each network, resulting in a highly disordered
framework upon SO2 inclusion. Due to the complexity (50
independent atoms) of the structure, the disorder of the
frameworks, and the lack of resolved diffraction peaks, a
satisfactory Rietveld refinement model was not obtained.
However, the simulated PXRD pattern based on the NOTT-
202b model is in good agreement with the experimental PXRD
pattern (Figure S8), confirming the reliability of the structural
model for NOTT-202b. Disagreement of some hkl reflections
with h ≠ 0 is due to the disorder of the network along the a-
axis. According to the PLATON/VOID22 calculation, the
structural voids in NOTT-202a (before transition, 71%) and
NOTT-202b (after transition, 68%) are comparable to each
other. Careful examination of the packing of the two networks
in NOTT-202a and NOTT-202b shows interesting changes in
π...π stacking between the two forms. In NOTT-202a, the
phenyl rings on the ligand of two individual networks are in

Figure 1. Gas sorption isotherms for NOTT-202a. (a) SO2 sorption
isotherms at 268, 273, and 283 K; (b) SO2 sorption isotherm at 293,
298, and 303 K; (c) comparisons of ambient pressure SO2, CO2, CH4,
N2, Ar, O2, and H2 sorption isotherms at 273 K; (d) variation of
thermodynamic parameters Qst and ΔS as a function of CO2 uptake
(top) and SO2 uptakes (bottom).

Figure 2. Comparison of in situ high resolution powder diffraction
patterns for NOTT-202a as a function of different SO2 loadings, λ =
0.49581 Å.
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completely offset positions (perpendicular distance between
planes: 3.70 Å) reflecting weak π...π interactions between
networks (Figure 3c). In NOTT-202b, after shifting the
secondary network, the phenyl rings on the ligand of two
individual networks are in a perfect half-offset position
(perpendicular distance between planes: 3.30 Å) to form triple
π...π interactions that stabilize the overall framework (Figure
3c). Thus, the formation of relatively strong π...π interactions in
NOTT-202b maintains the resultant framework structure
against the highly corrosive nature of SO2 and allows additional
SO2 uptake after the phase transition. Interestingly, Kitagawa et
al. have recently reported shape-memory phase transition in
MOFs stabilized by crystal downsizing.23 In the case of NOTT-
202b, π...π interactions are modulated by SO2 uptake and
stabilize the structure upon removal of SO2 via an irreversible
phase transition.
We have probed the SO2 sorption process in NOTT-202a

via in situ DRIFTS (Diffuse Reflectance Infrared Fourier
Transform Spectroscopy) by monitoring the overtone
vibrations of SO2 in the region 2250−2540 cm−1 (Figure 4).
Background spectra of SO2 in the absence of NOTT-202a were
collected within a KBr disc, and the two overtone bands
observed at ca. 2500 and 2350 cm−1 were assigned to overtone
and combination bands, respectively. A sample of NOTT-202a
diluted with KBr was then exposed to increasing pressures of
SO2 gas (0−1 bar) at 273 K, and two new IR bands were
observed at 2461 and 2280 cm−1 consistent with SO2 within the
porous material. A comparison of the uptake isotherm (Figure
1a) with the integrated areas of these two IR bands (Figure 4c
inset) shows good agreement between both experiments, which
display a distinctive two-step uptake of SO2. The IR bands of
the local framework also change during adsorption of SO2
(Figures S1,S2); the major changes in the IR spectra appear
between 0.4 and 0.5 bar, consistent with a structural change
occurring over this pressure range, as observed by in situ PXRD
studies.

The isosteric enthalpies (Qst) and entropies (ΔS) of SO2
adsorption were calculated from the SO2 isotherms measured at
268−303 K using the van’t Hoff isochore (Figure 1d). The
isosteric enthalpy Qst (35 kJ mol−1) and entropy ΔS (−190 to
−200 J K−1 mol−1) of SO2 adsorption do not change
significantly over the uptake range of 1−5 mmol g−1. At higher
uptakes, Qst decreases sharply to 19 kJ mol−1 and
simultaneously ΔS increases rapidly to −147 J K−1 mol−1 at
∼7 mmol g−1.These changes correspond to a sudden increase
in disorder of the SO2−host system. The free-energy difference
(ΔFhost) between NOTT-202a and NOTT-202b, estimated
using the Langmuir−Freundlich equation combined with a
modified thermodynamic model used for other porous
MOFs,24,25 was found to be 20.5 kJ mol−1 (Figure S12). This
free-energy difference is higher than that observed in
[Co(BDP)] (BDP = 1,4-benzenedipyrazolate) (3.3 kJ
mol−1),24 [Cu(4,4′-bipy)(dhbc)2]·H2O (4,4′-bipy = 4,4′-
bipyridine; dhbc = 2,5-dihydroxybenzoate) (6 kJ mol−1),24 or
MIL-53 (Al, Cr) (2.5 kJ mol−1),24 indicating a larger difference
in relative stabilities of the NOTT-202a and NOTT-202b
phases in comparison to these “breathing frameworks”. This
result is in good agreement with the structural analysis and the
irreversible nature of this SO2-induced phase change to NOTT-
202b. The enthalpy of adsorption drives the adsorption process
which induces framework disorder above a loading of 5 mmol
g−1 (stoichiometry 4.0 SO2/In), with subsequent ordering
above the 7 mmol g−1 loading inducing the phase change from
NOTT 202a to NOTT-202b. When the structural change is
complete above an uptake of 9.5 mmol g−1, Qst increases to
∼28 kJ mol−1 and ΔS decreases to ∼−190 J K−1 mol−1. The
latter value is similar to the values observed before the
structural change. The Qst for SO2 adsorption in NOTT-202b
(28 kJ mol−1) is lower than that in NOTT-202a (35 kJ mol−1),
consistent with the increased framework stability and porosity
in NOTT-202b.
The variation in these thermodynamic parameters for SO2

adsorption in NOTT-202a contrasts with that observed for
CO2 adsorption. Qst has a relatively narrow range (20−22 kJ

Figure 3. (a) View of the crystal structures for the single network
along a axis (indium, green; oxygen, red; carbon, gray); (b) view of the
crystal structures of doubly interpenetrated frameworks along the a
axis showing the π...π interactions between two networks (shown in
blue and green); (c) detailed view of the π...π stacking between the
two independent networks (the π...π interaction is highlighted in
purple). All H-atoms are omitted for clarity. Figures in the top row
correspond to NOTT-202a, while those in the bottom correspond to
NOTT-202b.

Figure 4. In situ DRIFTS spectra of gaseous SO2 at various pressures
(0−1 bar) in the overtone region at 273 K: (a) KBr + SO2, (b) KBr +
NOTT-202a + SO2, and (c) the difference spectra, showing the
growth of two new bands. Arrows indicate the growth of bands due to
adsorbed SO2 with increasing pressure. Inset: Plot showing the growth
of the new bands at 2461 (red ▲) and 2280 cm−1 (blue ■) as a
function of SO2 pressure. The areas were averaged at each pressure to
produce a point-to-point average (black beta-spline line).
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mol−1) for CO2 uptakes up to 7 mmol g−1, increasing slowly to
25 kJ mol−1 at a higher uptake of 12 mmol g−1, while ΔS
decreases continuously with increasing surface coverage,
corresponding to ordering of the CO2−host system. In
contrast, the adsorption of SO2 in NOTT-202a results initially
in ΔS decreasing slightly before increasing due to disorder of
the SO2−host system with increasing chemical potential (SO2
pressure): this leads to ordering within the NOTT-202b, which
has increased framework stability and total porosity. This
difference in thermodynamic parameters for CO2 and SO2
uptakes is most likely due to the permanent dipole moment of
SO2 (1.62 D), which results in the pore surface forming
stronger electrostatic interactions with SO2 than with the CO2,
consistent with their values of Qst at zero surface coverage.
In addition to the high uptake capacity of SO2, NOTT-202a/

NOTT-202b also exhibits good selectivity for SO2 against other
gases (e.g., CO2, N2, CH4, O2). Comparison of a range of gas
adsorption isotherms at 273 and 293 K (Figures 1c, S11)
clearly shows that NOTT-202a/NOTT-202b can selectively
adsorb SO2 gas, the uptakes at 1.0 bar being 6−130 times
greater than those for other gases on a molar basis. Analysis of
the selectivity data based upon the Henry Law constants also
confirms good selectivity for SO2 (Table S3).
In conclusion, the adsorption of SO2 by NOTT-202a at

268−283 K shows two distinct steps with broadly hysteretic
desorption coupled to a framework phase change, which have
been studied by in situ PXRD, in situ IR spectroscopy, and
detailed thermodynamic analysis. The adsorption is driven by
the isosteric enthalpy leading to a structural change involving
initial disordering and then reordering to form a new
framework structure NOTT-202b. These results indicate that
SO2 adsorption in MOFs may induce new types of framework
flexibility and functionality, and by using SO2 gas as a catalyst, it
is possible to uncover new phases of MOFs which cannot be
obtained via traditional solvothermal synthesis.
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