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• No previously reported syntheses of 3.

• First racemic synthesis of aplydactone reported in the very previous issue of
  Angew. Chem. Int. Ed.

• C‒Br bond formed via late-stage radical bromination.
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• Catalytic, enantioselective heterodihalogention of allylic alcohol to form C‒Br 
   bond, and set up solvolysis-assisted cyclization through non-racemizing
   bromonium intermediate.
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• SeO2 allylic oxidation selective for more electron-rich alkenes, more substituted 
  terminus of tri-substituted alkenes; rendered catalytic in SeO2 with excess tBuOOH.

• Catalyzed heterodihalogenation is chemoselective for allylic alcohols over 
   trisubstituted alkenes.

• OH group controls regioselectivity by directing chloride addition to the proximal 
   carbon of the alkene.
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• Syntheses of (‒)-α-bromochamigrene, (‒)-ent-β-bromochamigrene, (‒)-
  dactylone, and (+)-aplydactone all from a common precursor ultimately derived 
  from geranyl acetate.

• Early catalytic, enantioselective heterodihalogenation sets Br-containing 
  stereocenter found in the final products.

• Formation of non-racemizing bromonium intermediate under solvolytic 
  conditions leads to stereoselective cyclization.

• Direct, possibly biomimetic, conversion of (‒)-dactylone to (+)-aplydactone with 
  UV irradiation was successful, contrary to negative results reported in prior  
  literature.
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