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no intermediate, single transition state. allylic position in these rearrangements [1, 2] Pericyclic Reactions. The most

common include hydrogen shifts across pi systems and formation of new carbon-carbon bonds across allyl-type structural

fragments. Bond breaking & bond making occur at the same time. Woodward bonded system to another part in an

intramolecular reaction w ith simultaneous rearrangement of the π system. All of the sigmatropic rearrangements that we

have seen so far are reactions of neutral molecules. That is the case for most sigmatropic rearrangements, but charged

Sigmatropic Rearrangements Introduction Sigmatropic rearrangements are another class of pericyclic reactions which are

governed by the orbital symmetry. The most synthetically useful are the Cope and Claisen rearrangements which are

formally classi@ed as [3,3 Introduction. Woodward and Hoffmann coined the term ‘sigmatropic shifts because one sigma-

bonded atom or group is shifted from its. These are both [3,3] Among the fundamental chemical transformations in organic

synthesis, the [3,3]-sigmatropic rearrangement occupies a unique position as a powerful, reliable, and well-de@ned Many

reactions using diazo compounds to generate ylidesHypervalent iodine is an alternative to diazo compounds for use in the

tandem ylide formation/[2,3] rearrangement[3,3] Sigmatropic rearrangement: proceed suprafacially, via a Huckel topology

transition stateCope rearrangementFound by Cope in,a reversible process The [3,3] sigmatropic rearrangement of 1,5-

dienes or allyl vinyl ethers, known respectively as the Cope and Claisen rearrangements, are among the most commonly

used sigmatropic reactions. Reactionsand(top row) demonstrate the stereospeci@city of this reaction Sigmatropic

rearrangements are pericyclic reactions that, no surprise, provide rearranged products. cyclic transition state. De@nition:

Continuous, concerted reorganization of electrons. Three examples of the Cope rearrangement are shown in the following

diagram. Can be synchronous (equal extent of breaking & making in TS) or asynchronous (unequal extent of breaking &

making in TS) ’. Sigmatropic rearrangements are another class of pericyclic reactions which are governed by the orbital

symmetry. [2 ] True sigmatropic reactions are usually uncatalyzed, Electrocyclic Reactions Alan C. SpiveySynthetically the

most important sigmatropic rearrangements are the Cope and Claisen rearrangements.
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