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ABSTRACT: In situ imidazolate-4,5-diamide-2-olate link-
er generation leads to the formation of a [Zn14(L2)12(O)-
(OH)2(H2O)4] molecular building block (MBB) with a
Zn6 octahedron inscribed in a Zn8 cube. The MBBs
connect by amide−amide hydrogen bonds to a 3D robust
supramolecular network which can be activated for N2,
CO2, CH4, and H2 gas sorption.

Supramolecular chemistry is of great interest in the design of
new solid-state materials because it takes advantage of self-

assembly to synthesized new materials by virtue of cooperative
interactions such as ion−ion interactions, hydrogen bonding,
dipole−dipole interactions, and aromatic π−π interaction.1

Porous materials such as metal−organic frameworks (MOFs)
receive increasing attention due to their potential applications
in gas adsorption and separation, as molecular sieves, catalysts,
sensors, and for drug release.2

Hydrogen-bonded molecular building blocks (MBBs) with
permanent porosity are a new class of zeolite-like supra-
molecular materials. The groups of Beatty3,4 and Eddaoudi5,6

demonstrated that the use of metal−organic building blocks
containing peripheral H-bonding substituents is an effective
way to construct H-bonded supramolecular networks with
channels and pores. The H-bonded 3-D assembly, MOC-2
(MOC = metal−organic cube), was formed under solvothermal
conditions using In(NO3)3·6H2O and 4,5-dicyanoimidazole
((CN)2Im) as the precursor for the in situ generation of the
protonated 4,5-imidazolatedicarboxylate ligand (HImDC) by
complete hydrolysis of the cyano groups of (CN)2Im.

5

We previously developed a new class of metal−organic
frameworks called IFPs (IFP = imidazolate framework
Potsdam) based on 2-substituted imidazolate-4-amide-5-
imidate linkers.7−9 The chelating linker, 2-substituted imidazo-
late-4-amide-5-imidate, was generated in situ by partial
hydrolysis of 2-substituted (CN)2Im in the presence of a
metal salt hydrate in N,N′-dimethylformamide (DMF) under
solvothermal conditions.
Here, we describe a supramolecular network (1) based on a

Zn14-MBB which is formed from in situ hydrolysis of the ligand
precursor 4,5-dicyano-2-methoxyimidazole (L1). Partial hydrol-
ysis of the cyano groups to amide groups and of the methoxy to
the hydroxy group followed by two-fold deprotonation
generates the imidazolate-4,5-diamide-2-olate linker (L2)

(Schemes 1 and S2 (Supporting Information)). The ligand
L2 is only stable in the deprotonated and metal-coordinated
state.

Compound 1 belongs to the hexakisoctahedric crystal class
(m3̅m) within the cubic crystal system, and a rhombic
dodecahedron is formed. Single crystals show 12 faces (Figure
S1). The space group is Ia3 ̅d (No. 230), possessing the highest
crystallographic symmetry. As-synthesized 1 was characterized
by single-crystal X-ray diffraction as [Zn14(L2)12(O)-
(OH)2(H2O)4](DMF)18.

11 Twelve L2 ligands, one oxide ion,
two hydroxide ions, and four water molecules assemble with 14
zinc ions to an unprecedented cube-like tetradecanuclear Zn14-
MBB with peripheral amide groups (Figure 1b). The zinc
atoms in the Zn14 cluster form a distorted Zn8 cube (Zn2 and
Zn3 with an inscribed Zn6 octahedron (Zn1). The bridging
action between the Zn atoms is based on the dianionic
imidazolate-olate part of the L2 linker and the oxide ion. The
oxide ion (O1) is located in the center of the MBB, surrounded
by six Zn1 atoms in an exact octahedral coordination
environment (Figure S6b). Terminal water and hydroxide
ligands conclude the Zn1 octahedral coordination sphere.
Moreover, the combination of three different types of
coordination environments (octahedral for Zn1, tetrahedral
for Zn2, and distorted trigonal prismatic for Zn3) around the
Zn atoms in one compound is rarely observed (see Supporting
Information).12

The MBB contains amide groups at its vertices and edges.
Each cubic-like MBB is connected through its vertices with
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Scheme 1. In Situ Imidazolate-4,5-diamide-2-olate (L2)
Linker Synthesis, with Indication of Its Zinc Coordination
(cf. Figure 1a) and Hydrogen Bonds in 1 (See Supporting
Information for experimental details)
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eight MBBs in a body-centered cubic packing (Figure 1c) by
intermolecular N−H···O hydrogen bonds between the
peripheral amide groups, generating the 3D supramolecular
assembly of 1 (Figure 1d). Previously reported azolate-based
building blocks are connected via H-bonds with carboxylate
groups.5,6 To the best of our knowledge, 1 is the first example
where amide groups of MBBs are engaged in H-bonding among
azolate-based building blocks.
The topology of 1 can be described as H-bonded eight-

center body-centered cubic (bcu) net with the nodes as Zn14-
MBBs (Figure 1c). Alternatively, since the Zn14-MBB could be
described as a cube, one can also describe the net as the
augmented version of bcu (= bcu-a) that is called polycubane
(pcb).13 Inspection of the reference codes for H-bonded bcu
nets in TOPOS14 revealed that metal-based nodes contain only
two, four, and eight metal atoms,5,15 whereas the bcu-net of 1
contains 14 Zn atoms of bcu-net family.
The degree of in situ hydrolysis of the cyano groups of 4,5-

dicyano-2-methoxyimidazole (L1) into the corresponding

imidazolate-4,5-diamide-2-olate (L2) was studied with infrared
(IR) spectroscopy. The IR spectrum of the 1 manifests no
stretching bands related to CN in the region of 2225−2240
cm−1. Instead, the typical absorption bands for an amide are
observed between 3450 and 3200 cm−1 and at 1658 and 1548
cm−1 (Figure S2). Moreover, the solid-state magic-angle-
spinning (MAS) 1H and 13C NMR spectra of as-synthesized
1 (Figure S3) shows the 1H and 13C MAS NMR signals of the
imidazolate-4,5-diamide-2-olate linker. The purity of the as-
synthesized material was confirmed by elemental anaylsis, solid-
state NMR spectra (Figure S3), and positive matching between
simulated and experimental powder X-ray diffraction (PXRD)
patterns (Figure S5).
The framework of 1 exhibits two types of infinite channels.

The first type of channel has small openings with an
approximate diameter of 3.9 Å, while the second type can
accommodate a sphere with a maximum diameter of 6.0 Å,
given the van der Waals radii of the nearest atoms (Figure S8).

Figure 1. Crystal structure of 1: (a) asymmetric unit, (b) tetradecanuclear zinc MBB (hydrogen atoms are omitted for clarity), (c) schematic
presentation of the supramolecular augmented body-centered cubic arrangement of the MBBs, and (d) hydrogen-bonded supramolecular assembly
of 1 (without hydrogen atoms).
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The peripheral amide groups of the MBBs which are not
involving in H-bonds point into the channels.
The channels of as-synthesized 1 contain three DMF

molecules per formula unit, with solvent-accessible void volume
of 53% of the unit cell volume (see SI for details). Solid-state
NMR spectroscopy of as-synthesized 1 also provided evidence
for the presence of DMF molecules. Solvent exchange was
carried out by Soxhlet extraction with dry methanol over 7
days. The solvent-exchanged material was activated by
degassing at 50 °C under high vacuum (10−6 Torr) for 24 h,
prior to gas-sorption measurements. This activation procedure
completely removed the DMF molecules, as confirmed by
liquid-phase 13C NMR spectroscopy (Figure S4). Moreover,
the activated sample maintained its crystalline integrity, as
indicated in the PXRD pattern (Figure S5).
The N2 adsorption/desorption isotherms at 77 K exhibit

type-IV characteristics with a hysteresis loop which is associated
with capillary condensation taking place (Figure 2a). N2

sorption measurements were reproducibly carried out three
times on the same probe to ensure retention of porosity. There
is a limiting uptake over a range of high p/p0.

16 The desorption
shows an H2-type hysteresis loop in the 0.4−1.0 p/p0 range
which may be attributed to a difference in mechanism between
condensation and evaporation processes occurring in pores
with narrow necks and wide cavities.16 The estimated

Brunauer−Emmett−Teller (BET) surface area and the
Langmuir surface area are 471 m2/g and 570 m2/g, respectively.
However, such surface areas are slightly higher than those of
azolate-based supramolecular assemblies (MOC-35 and ZSA-
26) and higher than those of some H-bonded porous organic
networks (SOF-1a,17a HOF-1a,17b CBDU,17c and TTEB17d).
The total pore volume was 0.26 cm3/g (from “N2 DFT slit

pore” model of N2 sorption data at 77 K), which is less than the
0.42 cm3/g based on the PLATON-calculated 53% void
volume.18 However, at cryogenic temperature, diffusion of N2
molecules into small micropores is very slow. This diffusion
limitation at 77 K influences N2 adsorption in ultramicropores
(pores smaller than 7 Å) so that N2 probably does not probe
the 3.9 Å channels.19 The CO2 adsorption capacities in
activated 1 are 56 cm3/g at 273 K and 38 cm3/g at 298 K
(Figure 2b). Desorption branches show a slight H4-type
hysteresis which is often associated with narrow slit-like
pores.16 At 273 K and under higher absolute pressures, CO2
molecules can more easily access ultramicropores than N2 at
∼77 K, and the kinetic diameter of CO2 (3.3 Å) is also a little
bit smaller than for N2 (3.64 Å). So, advantages of micropore
analysis by CO2 adsorption at 273 K versus N2 adsorption at 77
K are (i) faster analysis, (ii) greater confidence that measured
adsorption points are equilibrated (both due to higher diffusion
rates), and (iii) extension of the range of analysis to pores of
smaller sizes that are accessible to CO2 molecules but not to
N2.

20 From the CO2 adsorption isotherm at 273 K, the pore
size distribution was derived between 4 and 10 Å by using
NLDFT with a “CO2 on carbon-based slit-pore model” (Figure
S12) and showed a relative maximum at ∼5.6 Å which is
comparable with the larger channel diameter (6.0 Å) obtained
from the X-ray structure. The CO2 uptake of 1 at 298 K and 1
bar was comparable to ZIF-68 (37.6 cm3/g), ZIF-69 (40.6 cm3/
g), ZIF-79 (33.5 cm3/g), and ZIF-81 (38.2 cm3/g, ZIF =
zeolitic imidazolate framework) which have, however, about
twice the BET surface area of 1 (see Table S7).21 The fact that
relatively large amounts of CO2 are adsorbed in the
comparatively low-surface-area material of 1 suggests that
CO2 interacts with the amide-functionalized framework due to
its large polarizability and quadrupole moment. To further
understand the adsorption properties, the isosteric heats of
adsorption were calculated from the CO2 adsorption isotherms
at 273 and 298 K (Figure S13). At zero loading the Qst value
(−ΔH) is 38 kJ/mol. Upon increasing the loading the Qst value
decreases rapidly to 28 kJ/mol which is still well above the heat
of liquefaction of bulk CO2 with 17 kJ/mol. The high Qst value
can be attributed to the high polar framework and the pore size
effect. The high adsorption enthalpy at zero coverage is
explained by the initial filling of the small ultramicropores with
4 Å diameter (Figure S8) with adsorbate−surface interactions
to both sides or ends of the CO2 molecules. The methane
sorption capacity for 1 at 273 K was estimated to be 17.3 cm3/g
(Figure 2b). 1 adsorbs 95.1 cm3/g (or 0.85 wt %) H2 at 77 K
and 1 bar (Figure 2b). Such uptake capacity is higher than
those of dicarboxlate-azolate-based supramolecular assemblies
like ZSA-1 and ZSA-2, measured at 298 K and 80 bar.6

In conclusion, we have reported an in situ linker generation
method for the synthesis of new molecular building blocks that
are connected by hydrogen bonds into a porous supramolecular
network. The ditopic linker was designed in such a way that it
simultaneously acts as bridging and capping ligand, which is
necessary for supramolecular assemblies via predictable N−H···
O hydrogen bonds. Interestingly, 1 crystallizes in the most

Figure 2. (a) N2 sorption isotherm at 77 K and 1 bar of 1; (b) H2,
CO2, and CH4 isotherms at 1 bar. Adsorption and desorption branches
are indicated in closed and open symbols, respectively.
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symmetrical space group, Ia3̅d (No. 230), which is very rare for
organic and metal−organic compounds. N2, CO2, and H2
uptake capacities are higher than those reported for azolate-
based hydrogen-bonded supramolecular assemblies and hydro-
gen-bonded porous organic compounds and ZIFs.
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