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EX267: Synthesis of (+)-Psiguadial B 

Lauren M. Chapman, Jordan C. Beck, Linglin Wu and Sarah E. 
Reisman, J. Am. Chem. Soc. 2016, 138, 9803−9806

1. ethylformate, NaH, 
then p-ABSA

2. cat A (10 mol%), 
reagent A, hv (254 nm)

3. Pd(OAc)2 (15 mol%)

Ag2CO3, TMBE, 90 °C
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12. KOH,

13. vinyllithium, THF, -78 °C
14. HG-II (10 mol%)
1,4-BQ, PhH, 80 °C

8. Cp2Zr(H)Cl, THF
Schwartz’s reagent

9. KOH, MeOH, rt

10. Ph3P=CH2
then 5M HCl

11. CuTC (15 mol%)
L1 (30 mol%)

Me3Al, Et2O, -35 °C

15. cat. B  
(name and structure), H2 
(500 psi)

16. CuI, 2,2’-bipyr (20 
mol%), KOt-Bu, DMF

Ullmann coupling

17. DDQ, EtO(CH2)2OH,
0°C to rt, 2 cycles

18. Ph2Cu(CN)Li2

BF3OEt2, Et2O

19. pyr-HCl, 200 °C

20. MeOCHCl2, TiCl4

4. Pd(OAc)2 (15 mol%), Ag2CO3
5. DBU

6. ethylene glycol,
CH(OMe)3, p-TSA 

7.= Cp2Zr(H)Cl, THF
then Ph3P=CH2, then HCl

Gilman’s reagent

higher order organocuprates
(Lipshutz cuprates)
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Alternative synthesis for starting material
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21. LDA, THF, -70 °C,
then

then 5M HCl
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22. NaI, acetone

23. HexLi, THF
24. aq. oxalic acid
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