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Step 1: Ideas for synthesis of cyclopropene 1?

Ji} ' 1.TBSOTY, EtsN, 1, CH,Cl, 0 °C E
: 2. NaOH, THF/H,0, rt. E Hint Step 10: Desilylation ocurs.
MeO , 3.2, KHMDS, THF, 0 °C .
E 4. Hp, Pd/C, EtOAc, r.t. E Step 11: Please name the reaction.
1-9 ' 5. MeONHMe'HCI, AIMe3, PhMe ' Lemieux-Johnson type
' 6. TBAF, THF, 0 °C |
E 7. HBr, AcOH, PhF, 0 °C E Hint Step 13: Two cyclizations ocur. Think in terms
! 8.3, THF, 0 °C 1 of tautomers of given functional groups. One of the
i : " TBSOTf KHMDS. THF. —-78 ° . cyclizations was undesired.
TBSO ( : 9 SOTHf, S, , —78 °C E
! 1 Step 13: Where in terms of pK, would you place
Br . OTIPS 9 o MgBr . Tf,NH on the following list of acids:
E EtO/IID\)J\OMe / ' TfOH < HCI < MeSO3H < TFA < AcOH
! 1 OEt 3 ' Tf,NH < TfOH < HCI < MeSO3H < TFA < AcOH
MeO E 2 E Step 14: Oxidation potential of CAN (vs SHE)? Is
' . 1 this a relatively small or large number?
10— 16 | 10. 4, SnCly, MeCN, 4A MS, r.t. E E = 1.6 V, one of the strongest shelf-stable
: 11. OsOy4, NMO, THF, H,0 then Pb(OAc), ' oxidants
I 12. DBU, PhMe, 0 °C I
E 13. Tf,NH, CH,Cl,, r.t. E Hint Step 15: Heterocycle opening.
' 14.CAN, MeCN/H,0, 60 °C 5
. 15. MsCl, Et3N, CH5CI,, 50 °C X NH, O OM
0 \/ 16. AIBN, Bu3zSnH, PhH, 80 °C 0 Ne\/
MeO,C7_Jar N ! !
! o Q ! ,
' ' "/IH
o, ' NEt '
) ""H ! MeO | E
E /] E Me0 HO OMe
MeO o ! 4 Br I
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B E 17. TMSOTTf, Et3N, CH,Cl,, 0 °C E Hint step 21 and 22: Double reaction.

5 18. PhSeCl, CH,Cl,, 0 °C 5

! 19. NalO,, THF, r.t. then NaHCO3, H,0 ! Hint step 24: Formal -CH,- deletion.

17 =27 E ;? EZ’BZd/C,\'AEtOHAC’ :'t' E Step 24: Please name the reagent.

| - NaBHy, MeOH, 0 °C . Jones reagent
. 22. Mel, t-BuOK, THF, 0 °C :
| 23.LiBH,, THF, rt. ;
NH2 © OMe | 24.CrOg, H,S04, rt. ;
o+|—N" ' 25.LiAlH,, THF, 80 °C !
' 26. 5, Et3N, PhH, 80 °C '
gy | 27.2Zn, 3M HCI, MeOH, rt, |
/ | |
Me0 HO OMe : NO, O ;
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