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Construction of large molecules that are amenable to design
and functionalization is of primary current interest as it represents
an important step in the achievement of molecular complexity.1-8

We believe that largeporousmolecules serve as intriguing initial
objects in this direction since the openings to their voids may be
useful in regulating the selective release and binding of smaller
molecules.9

At present there are at least two challenges that must be
addressed for larger and more complex systems to be realized.
First, single crystals of large molecules are difficult to obtain,
thus precluding their full structural characterization; second, design
of rigid entities that maintain their structure in the absence of
guests in order to allow for reversible access to the voids as well
as chemical functionalization of their voids and outside surface
remains largely unexplored.

Given these challenges and considering our recent work on
metal-organic frameworks (MOFs), where we have demonstrated
the use of secondary building units (SBUs) as means to the
construction of rigid networks with permanent porosity, we sought
to use the paddle-wheel cluster adopted by copper(II) acetate,
Cu2(CO2)4, as a rigid SBU for addressing these challenges.
Significantly, the assembly of such SBUs with polytopic car-
boxylate linkers generated rigid porous frameworks with open
metal sites where it is possible to functionalize the pores with
different ligands.10

The possible structures in which square SBUs (such as the
paddle-wheel) are linked by identical links are derived from four-
connected nets in which there is a planar (or near planar) vertex
arrangement where all links are equivalent (quasiregular).11

Replacing the vertices by (in the present report) a square of
vertices is a process which we have calledaugmentation.10e In
the case of polyhedral structures the augmentation process is
usually called truncation, and there are three possibilities11 for
square units: The truncated octahedron with 6 squares, the
truncated cuboctahedron with 12 squares, and the truncated
icosidodecahedron with 30 squares. We have previously used 1,4-
benzenedicarboxylate (BDC) with 180° (straight) links to produce
an infinite periodic structure.10c The analogous 1,3-benzenedi-
carboxylate (m-BDC) with 120° between functional groups is ideal
for building a finite truncated cuboctahedron structure with 12
linked paddle-wheels. Here we have used this design principle
toward the synthesis of large discrete molecular units.

We report the synthesis of a porous metal-organic polyhedron
Cu24(m-BDC)24(DMF)14(H2O)10‚(H2O)50(DMF)6(C2H5OH)6, here-
after termeda-MOP-1 (a ) anorthic ) triclinic) which is
constructed from 12 paddle-wheel units bridged bym-BDC to
give a large metal-carboxylate polyhedron.

Equimolar amounts ofm-BDC acid (0.014 g, 0.084 mmol) and
Cu(NO3)2‚2.5H2O (0.019 g, 0.082 mmol) in a solvent mixture of
DMF/C2H5OH (1.5/0.5 mL) were placed in a quartz tube (10 mm
diameter and 140 mm length). The tube was sealed under vacuum
and heated at a constant rate 1°C/min to 80°C for 24 h, then
cooled at a constant rate 0.1°C/min to room-temperature in
stepwise fashion (65°C for 10 h and 50°C for 4h). The blue
crystals ofa-MOP-1 were washed with DMF/ethanol mixture (3
× 4 mL) and DMF (3× 4 mL) to give 0.015 g (65% yield). The
crystals were formulated by elemental microanalysis and single-
crystal X-ray diffraction studies.12,13

Crystals ofa-MOP-1 are composed of large discrete molecules
constructed from the paddle-wheel clusters bridged bym-BDC
units (Figure 1a). The simplest way to view the structure is by
considering its relationship to the cuboctahedron, where each
square and link have been replaced by the paddle-wheel (square
SBU) and them-BDC (two-connector) units, respectively, to give
anexpanded-augmentedcuboctahedron (truncated cuboctahedron,
4.6.8 Archimedean polyhedron) (Figure 1b)sa motif also adopted
by R-Keggin structure.11
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This arrangement results in a porous polyhedron having 8
triangular and 6 square crevices that are 8 and 12 Å across,
respectively, and a benzene unit depth (Figure 1a,c).14 These open
into an internal spherical cavity having an average diameter of
15 Å and a volume of 1766 Å3. Each paddle-wheel unit of the
Cu-O-C polyhedron has two terminal ligands: one pointing into
the internal cavity toward the center of the polyhedron while the
other is bound to the copper center outside pointing away from
the outside surface of the polyhedron. Thus, the paddle-wheel
units have a total of 24 terminal DMF and water ligands. These
are distributed as follows: 4 units have only DMF (8 DMF), 6
units have 1:1 DMF:water (6 DMF and 6 water), and 2 units
have only water ligands (4 water). A combination of 8 DMF and
4 water ligands point toward the center of the polyhedron, while
additional 6 DMF and 6 water ligands point away from the surface
of the polyhedron to give it an overall size of 34 Å (with terminal
ligands) or 25 Å (without terminal ligands) in diameter.14

Further examination of the X-ray single-crystal structure of
a-MOP-1 revealed the presence of 50 water, 6 ethanol, and 6
DMF molecules acting as free guests: in the internal cavity (2
DMF, 4 ethanol, and 11 water), triangular and square crevices (2
DMF and 16 water), and the interstitial voids as solvates (2 DMF,
2 ethanol, 23 water).

It is worth noting that the expected cubic symmetry for the
polyhedron backbone is lowered to triclinic ina-MOP-1 due to
the presence of DMF ligands. Remarkably, re-examination of the
crystals after they have been left in the mother liquor for three
months showed complete substitution of the DMF by water
ligands and maintenance of the integrity of the Cu-O-C crystal
structure. X-ray single-crystal analysis on these fully hydrated
crystals (c-MOP-1) showed that they were body-centered cubic
and revealed the absence of DMF ligands originally bound to
the polyhedron.15

Preliminary evidence indicates that the Cu-O-C structure in
a-MOP-1 is stable as it is possible to completely dissolve the
solid in refluxing DMF and to recrystallize it by cooling to room
temperature. Thermal gravimetric analysis performed on a crystal-
line sample (5.23 mg) showed two distinct weight-loss steps of
7.3% at 60°C and 9.3% at 180°C, due to the loss of both free
and coordinated guests, then reaching a plateau between 200 and
300°Csindicating similar stability ofa-MOP-1 to the paddle-
wheel basedextendedporous structures.10a-c

At the outset of this study large metal-organic polyhedra have
been restricted to those assembled by metal-pyridine-type
linkages with their structures obtained from X-ray single-crystal
diffraction2,3,5,6 and NMR data,2-4 and to a recent example of a
polyhedral cluster prepared from Mo24+-carboxylate7sall sig-
nificantly smaller than MOP-1. This study illustrates the feasibility
of obtainingcrystalsof large porous metal-organic polyhedra
in which rigid SBUs are an integral part of a well-defined
structure. Current work is focused at functionalizing the links and
open metal sites and using other links for the synthesis of larger
polyhedra, assembled monolayers, and mesophases.
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Figure 1. The crystal structure of MOP-1 (drawn using coordinates obtained forc-MOP-1) showing (a) 12 paddle-wheel units (Cu, red; O, blue, C;
gray) linked by (m-BDC) to form a (b) large truncated cuboctahedron of 15 Å diameter void (yellow sphere), the gray spheres represent the polyhedron
constructed by linking together only the carboxylate C atoms in (a) to form linked square SBUs, an arrangement that provides for a (c) large porous
polyhedron with triangular and square windows. Hydrogen atoms in light gray otherwise same coloring scheme as in (a). All terminal ligands pointing
in the cavities and away from the surface have been omitted in (a-c).
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