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Halogen Dance

The First Halogen Dance (HD)
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X Eq. of NaNH2 Yield% r.s.m.%

Br 2 18 10

Br 1 36 35

Br 0.2 17 70

I 2 22 12

I 1 15 45

I 0.2 15 65
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1. External halogen ions did not affect 
the rearrangement process。

2. Different patterns from addition to 3-

haloarynes.

3. The aryne mechanism cannot explain 

the formation of dihalo- and terahelo-

products (Vaitiekunas’ results).
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Formation of arynes not shown
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HD Promotion HD Prevention

Low temperatures High temperatures

No excess of base Excess of base

Addition of base to halide Addition of halide to base

THF as solvent THP as solvent

Slow-reacting electrophile Fast-reacting electrophile

Ishihara, Y.; Montero, A.; Baran, P. The Portable Chemist's Consultant A Survival Guide for Discovery, Process, and Radiolabeling

https://books.apple.com/us/book/the-portable-chemists-consultant/id618463142

1. The thermodynamically most stable organometal species 

leads to the product

2. Migratory aptitude: I > Br >> Cl (F does not react)

3. HD can be minimized or completely prevented if undesired, 

a small amount of starting material is needed to initiate the 

rearrangement
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HD-Fries rearrangement cascade (left)

Double HD rearrangement (below)
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