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Abstract—An efficient and concise de novo synthesis of ferrocenyl tethered partially reduced phenanthrenes is described through
base-catalyzed ring transformation of 4-sec-amino-2-oxo-5,6-dihydro-2 H-benzo[/]chromene-3-carbonitriles with acetylferrocene.
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The chemistry of ferrocene is highly significant because
of its use as a building block for the synthesis of org-
anomaterials' displaying unusual solid state proper-
ties by virtue of their electron donating nature and
fixed intranuclear spacing. The ability of organoferro-
cenes to form charge transfer complexes and radical
ion salts with a wide range of organic and inorganic
acceptors makes them highly suitable as components
of molecular wires,? anion sensors? and potential organ-
ic ferromagnets.* Various ferrocenyl derivatives are
reported to display antimalarial,®> antitumor,® and
DNA cleaving’ properties. Phenanthrenes also represent
an important class of compounds abundantly distri-
buted in nature, which exhibit a broad spectrum of
biological activities.®> '3 The therapeutic importance of
both these ring systems inspired us to develop a syn-
thetic strategy by which compounds possessing both
ring systems in the same molecule could be prepared
efficiently.

Aromatic compounds with covalently linked ferrocene
are also of great interest due to their unusual solid state
properties and limited synthetic approaches.'*!3 It was
apparent from a comprehensive literature survey that
partially reduced ferrocenylphenanthrenes have not
been reported so far because of the difficulty in introduc-
ing the ferrocenyl moiety onto a phenanthrene ring.
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Cyclotrimerization of alkynes in the presence of transi-
tion metal catalysts is a general approach for the
construction of arenes,'® either in a stepwise or con-
certed manner. Highly functionalized ferrocenylarenes
are conveniently obtained from the reaction of ferro-
cenyl alkynes and zirconium cyclopentadiene using
CuCl or NiCly(PPh;), as catalyst.!”!® The size of the
substituent linked to the alkyne enhances the rate of
cyclization and yield of the product. The limitations
of accessibility of precursors, multistep processes,
harsh reaction conditions, low tolerance of func-
tional groups, and use of expensive catalysts, prompted
us to develop a novel approach, which could overcome
the shortcomings of the earlier procedures and also pro-
vide an option for varying the substituent on the aryl
ring.

Herein, we report a novel approach for the synthesis of
various 3-ferrocenyl-9,10-dihydrophenanthrenes, teth-
ered with an electron-withdrawing and donating
substituent through base-catalyzed ring transformation
of 4-sec-amino-2-0x0-5,6-dihydro-2 H-benzo[/lchromene-
3-carbonitriles 4 with acetylferrocene 5 in the presence
of powdered KOH in DMF.

The 4-sec-amino-2-oxo0-5,6-dihydro-2 H-benzo[A]-chro-
mene-3-carbonitriles 4 were prepared by reaction of
methyl 2-cyano-3,3-dimethylthioacrylate 1 and 1-tetra-
lone 2 in DMSO using KOH as base followed by
amination of the intermediate 4-methylsulfanyl-2-
0Xx0-5,6-dihydro-2 H-benzo[/ilchromene-3-carbonitriles
3, with a secondary amine in refluxing ethanol as
described earlier'® (Scheme 1).
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Scheme 1. Synthesis of 2-oxobenzo[/Jchromene.

As is evident from the structures of 4-sec-amino-2-oxo-
5,6-dihydrobenzo[/ilchromene-3-carbonitriles 4, they
posses three electrophilic centers at C-2, C-4, and C-
10b in which the latter is highly electrophilic and prone
to nucleophilic attack due to extended conjugation and
the presence of a electron-withdrawing substituent at
position 3 of the chromene ring. The nucleophile used
in the present study is the carbanion generated in situ
from acetylferrocene in the presence of a base.

Table 1. Ferrocenylphenanthrenes 6 synthesized®

Table 1 (continued)
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2 All the compounds synthesized were characterized®® by spectroscopic
techniques.

Thus, a mixture of 4 and acetylferrocene 5 in DMF in
the presence of powdered KOH was stirred for 6-7 h
at room temperature and the progress of the reaction
was monitored by TLC. After completion, the reaction
mixture was poured onto crushed ice with vigorous stir-
ring followed by neutralization with 10% HCI. The pre-
cipitate obtained was filtered, washed with water several
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Scheme 2. A plausible mechanism for the formation of 3-ferro-
cenylphenanthrenes 6.

times and dried. The crude product was purified by neu-
tral alumina column chromatography in 15-30% yields
and characterized as a 3-ferrocenyl-1-sec.amino-5,6-
dihydrophenanthrene-2-carbonitrile 6 (Table 1). Possi-
bly the initial step in the formation of 6 is the Michael
addition of acetylferrocene to 2-oxobenzo[/]chromene
4 followed by ring closure with loss of carbon dioxide
and water as shown in Scheme 2.

In summary, the synthesis of various ferrocenylphe-
nanthrenes possessing electron-withdrawing and donat-
ing substituents has been reported for the first time
through base-catalyzed ring transformation of suitably
functionalized 2-0x0-4-sec-amino-5,6-dihydro-2 H-ben-
zo[h]chromene with acetylferrocene under very mild
reaction conditions through C-C insertion. The proce-
dure is efficient and provides a new avenue for the con-
struction of new ferrocenyl pendant partially reduced
phenanthrenes.
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