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The first annulyne to be identified and characterized is [6]annulyne, which is commonly referred to as benzyne.  Well over 100 years ago, this first annulyne was undoubtedly produced as a  reactive intermediate.  The reaction simply involved the heating of bromobenzene and sodium amide with a Bunsen burner.  Neutral [6]annulyne was not directly observed until 1973 under cryogenic conditions (8 K).  Since its proposed existence, [6]annulyne has been shown to be a versatile reaction intermediate that is involved in a host of noteworthy reactions.  However, it remained the only small annulyne until very recently.  We became interested as to what the properties of [12]annulyne might be, as [12]annulyne can be thought of as the ring expanded double version of [6]annulyne (12 carbons and still one triple bond).   Surprisingly, we serendipitously succeeded in the synthesis of [12]annulyne via the simple base condensation of hexadiyne and found that [12]Annulyne is not at all like benzyne.  Indeed, the base initiated condensation of hexadiyne leads directly to the symmetrical isomers of [12]annulyne.  In the non-polar solvents (benzene or cyclohexane) both the all cis isomer, which exists as its corresponding

cumulene, and the 6,9-di-trans are formed.  One electron transfer to this mixture leads to the formation of an unsymmetrical [12]annulyne anion radical which transfers an electron to the all cis system leading to the biphenyl anion radical.  Reduction of the other symmetrical isomers of [12]annulyne leads to heptalene.  Hence, a number of isomers of [12]annulyne have been found and their one electron reductions lead to rather unpredicted products.
