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1) 2 M aq. HCl, THF
2) TESOTf, TEA, DCM;
Pd(OAc)2, BQ, MeCN
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7) [Rh(COD)Cl]2, AgBF4,

PPh3, DCM, H2, 82%, dr = 5:1

Mechanism of 8b)?

3) 1 (0.1 mol%), AgOTf,

THF/H2O, 40 °C;

then DBU, DCM

71% for 1-2)
90% for 3)

4) TsNHNH2, EtOH, reflux
then CatBH, DCM, 0 °C;
NaOAc•3H2O, reflux

79%

Name and Mechanism of 4)?
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5) NaH, 2-Br-allylbromide,

THF, 0 °C, 62%

Name and Mechanism of 6)?

6) Pd(OAc)2, PPh3, TEA,

dioxane, 120 °C, 42%

N
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8) SeO2, dioxane, 80 °C

then AZADOL, PIDA, DCM, 77%

D

9) B2pin2, CuCl, ICyBF4
then NaBO3, THF/H2O
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O

64% over 2 steps
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11) Pd(PPh3)4, allyl acetate, THF

12) Xylene, 175 °C, µW

F

13) Wilkinsons's cat., CatBH
THF; H2O2, NaOH
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14) PCC, NaOAc, DCM

O

61% over 2 steps

G

45% over 2 steps

O
15) SmI2, THF
16) TPAP, NMO, DCM

17) SOCl2, TEA, THF

32% over 3 steps
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18) Vinyl-MgCl,
LaCl3•2LiCl,
THF
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19a) TEMPO+BF4
-,

MeCN, 35 °C
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20a) NH2OMe•HCl, MeOH
21a) Lawesson's Reagent
22a) Raney Ni, 80 °C
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H37% over 3 steps

( )-10-Deoxydaphnipaxianine A

19b) TEMPO+BF4
-,

dioxane, rt, 75%

20b) AZADOL, PIDA,

DCM, 98%

21b) Vaska's complex., TMDS, tol;

NaBH(OAc)3, AcOH, 66%
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Finisch it!

22b) m-CPBA, DCM, 0 °C

N+

H

O

( )-Calyciphylline R

O

80%

90%

-O


