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Abstract

A novel ligand comprising two dipyrrin units linked by a CH2 spacer at the 3-position has been
synthesized and used to prepare a double-stranded helical assembly. Its structure was confirmed by X-ray
analysis. A new approach to 3,3%-linked dipyrromethanes with CH2 as the spacer is also reported. © 2000
Elsevier Science Ltd. All rights reserved.
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The use of metal ions and ligands in supramolecular assemblies has been extensively studied
in recent years. Among many ligands designed by chemists, the polybipyridine ligands developed
by Lehn and his colleagues are particularly interesting with respect to their ability to generate
helicates,1 grids,2 cages,3 ladders,4 and rings.5 In contrast to bipyridine, dipyrrins 1 were recently
found to be ideal building blocks for supramolecular assemblies.6,7 Dipyrrins 1, formerly called
dipyrromethenes are important building blocks for porphyrins, bile pigments and linear
polypyrroles.8,9 In dipyrrin 1, the hydrogen at the N�H group can be removed and the resulting
mono-anionic species is a resonance stabilized ligand. The complexes generated by dipyrrins 1
and metal ions are neutral species, therefore, counterions are not needed. Consequently, it is
particularly convenient to purify the complexes by column chromatography since they are not
charged and are generally the least polar component in the reaction mixtures6,7 (Scheme 1).

Self-assemblies of polydipyrrins such as biladiene-ac 2,6 hexapyrrins 36 and 3,3%-bidipyrrins 47

have been reported. However, the self assembly of compound 10, in which two dipyrrin units are
separated by a �CH2� bridge at the 3,3%-positions and rotation and twisting around the �CH2�
bridge are permitted, is still unknown. Herein, we wish to report a new approach to 3,3%-linked
dipyrrins spaced by a methylene group and the synthesis and self-assembly of compound 10.
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Scheme 1.

The novel tetrapyrrole ligand 10 was synthesized in four steps with an overall yield of 39%
starting from the 3-unsubstituted pyrrole 5, as shown in Scheme 2. Obviously the 3,3%-
dipyrromethane 6 was a crucial intermediate. Although its analogs, 2,2%-dipyrromethanes, have
been known for a long time,8,9 3,3%-dipyrromethanes have been less explored. To the best of our
knowledge, there are only a few examples reported in the literature.10,11 Unfortunately, these do
not include detailed synthetic procedures or proper characterization. We tried to couple a
4-unsubstituted pyrrole with paraformylaldehyde under acidic conditions in different solvent
systems. It was found that the best yield of the key intermediate 3,3%-dipyrromethane 612 was
obtained by coupling 2-ethoxycarbonyl-3,5-dimethylpyrrole 513 with paraformaldehyde in
hydrogen chloride–glacial acetic acid at room temperature. It is worth noting that if the same
reaction was run at low temperature (below 0°C), the unsubstituted position of pyrrole 5 was
chloromethylated to yield 2-ethoxycarbonyl-4-chloromethyl-3,5-dimethylpyrrole.14 The purifica-
tion of compound 6 was particularly convenient since it precipitated out during the reaction and
could be isolated simply by suction filtration.

Scheme 2. Reagents and conditions: (a) paraformaldehyde and HCl in HOAc at rt (83%); (b) 4.0 equiv. NaOH reflux
in 95% ethanol for 4 h, then in 1 M H2SO4 (84%); (c) reflux in DMF for 30 min, benzoyl chloride at 0° for 15 min,
then aqueous sodium carbonate (77%); (d) 9 was dissolved in CF3COOH for 5 min, then 8 and HBr�HOAc were
added (73%)

Unlike 2,2%-dipyrromethane analogs,15 saponification of 6 using a large excess of sodium
hydroxide (4 mole equiv.) in aqueous ethanol under reflux for 5 h afforded the diacid product
712 in quantitative yield. The diacid 7 was converted to the corresponding diformyl intermediate
812 according to the standard Vilsmeier formylation procedure.16 Condensation of 8 with
3,5-dimethyl-4-ethyl-2-carboxypyrrole, generated in situ by treating the corresponding tert-butyl
ester 917 with trifluoroacetic acid, gave the expected tetrapyrrole 1012 in high yield. Following the
same procedures we also synthesized bis(2,4,7,9-tetramethyl-8-methoxy-carbonylethyldipyrrin-3-
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yl)methane and bis(2,4,9-trimethyl-7,8-diethyldipyrrin-3-yl)methane.18 When a solution of
Zn(OAc)2 and MeOH was added to a solution of 10 in CHCl3 a single complex 1112 was formed
in 92% yield, and had a molecular weight of 1060.5 as confirmed by MALTI-TOF mass
spectroscopy. It was a dimeric complex with a ligand:metal ratio of 2:2. The X-ray structure12

of this zinc complex (Fig. 1) of 10 shows that it has double stranded helical geometry, resulting
from a twist around the �CH2� bridge in 10. The distance between the two metal centers along
the axis of the helix is 7.7632 A, .

Figure 1. X-ray structure of 11 (hydrogen atoms are omitted for clarity)

In summary, our work has provided an efficient route to 3,3%-linked dipyrrins, which are very
useful building blocks for helical supramolecular architectures. Further work will focus on the
syntheses and self-assembly of a non-twisted biladiene-ac, in which two dipyrrin units are fixed
in the same plane and the twist or rotation around the 3,3%�CH2� is restricted.
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