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The “contrathermodynamic” formation of alk-1-ynes can also be achieved. In these cases, the formation of the product acetylide, e.g. by reaction with alkali metals or alkali amides (preferably the soluble potassium amide) shifts the equilibrium from [bookmark: xlsu]102 to a high concentration of the salt of the terminal alkyne [bookmark: xlsu]103.[148] Subsequent hydrolysis gives the terminal alkyne in high yield. The triple bond can not only migrate from the 2-position but over several C—C bonds, especially when strong bases such as potassium 3-aminopropylamide (KAPA) are used. This reaction is often called the “acetylene zipper” reaction (Scheme 46 and Table 6).[162,163] Branching in the side chain completely stops the migration. The isomerization proceeds exclusively to the “free” end, yielding one single isomer.[162]
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