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•  Crinipellins	  (1	  –	  5)	  were	  first	  isolated	  from	  the	  
basidiomycete	  Crinipellis	  s5pitaria	  in	  1979.	  

•  These	  compounds	  display	  anFbacterial	  and	  
anFcancer	  acFvity.	  

•  Compounds	  6	  –	  9	  were	  isolated	  late	  from	  a	  different	  
fungal	  strain,	  Crinipellis	  sp.	  113	  and	  only	  show	  
moderate	  anFcancer	  acFvity.	  

•  These	  are	  the	  only	  known	  class	  of	  tetraquinane	  
natural	  products.	  

•  Only	  previously	  reported	  total	  synthesis	  of	  a	  
crinipellin	  natural	  product	  is	  Piers’	  report	  of	  the	  total	  
synthesis	  of	  crinipellin	  B1.	  
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I.	  IntroducCon	  
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1 - crinipellin A, R = H
2 - O-acetylcrinipellin A, R = Ac

3 - tetrahydrocrinipellin A

4 - crinipellin B, R1,R2 = O
5 - dihydrocrinipellin B,

R1 = H, R2 = OH

6 - dihydrocrinipellin A, R1,R2 = O
7 - tetrahydrocrinipellin B,

R1 = H, R2 = OH

8 - crinipellin C 9 - crinipellin D
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•  Eight	  conFguous	  stereocenters	  
•  Tetraquinane	  skeleton	  
•  UFlize	  their	  recently	  reported	  syntheFc	  methodology	  for	  triquinane	  synthesis	  from	  acyclic	  

substrates.	  
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II.	  SyntheCc	  
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RT, 99%
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IV.	  Forward	  Synthesis	  
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Mechanism a: Wittig olefination
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V.	  Mechanisms	  
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Mechanism d: Horner-Wadsworth-Emmons olefination
See mechanism a
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Mechanism f: Sharpless Asymmetric Epoxidation

Mechanism g: Swern oxidation
See mechanism c
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Mechanism h: Seyferth-Gilbert Homologation
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Mechanism j: TBDPS protection
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Mechanism m:
See mechanism b
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Mechanism t: Allylic oxidation
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Mechanism s: TBS protection
See mechanism j
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Mechanism v: Nucleophilic epoxidation
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Mechanism w:

Mechanism x: TBAF deprotection
See mechanism b

H

HO
OO O

(–)-Crinipellin A


