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Total Synthesis of (+)-Conolidine and (+)-Apparicine

1. Please give the missing reagents for forming compound 5 from

compound 2.
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2. Please suggest the mechanisms for forming these 3 products
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3. Please provide the missing compounds and reagents from 10 to

apparicine.
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1.
o) o) o
n-BuLi, NsCl, NaBH,, THF NHNS /\ s
NH ——— NNs HO™ ">
THF, -78 °C, MeOH, rt K,COs, DMF,
85% 50 °C,
1 2 3

72% for 2 steps

H NS/
NS\/ IBX, DMSO, MNi/ TIPSOTf, Et3N, [L‘V
N Z4 N
HO/\/\/ (e}

50 °C, 93% DCM, 0°C,

povoe L
87% (E/Z =1:2.6) OTIPS
4 5 6
2.
[Au]*
Ms /‘:’/ HS \\y’ ?'__
M e N -y
[T ~A Y pams pasry
— a [ | i .
LL”\ “TL Z,/ 7-endo-diy \ K
o 5
OT|PS f‘*OT'PS QT”:S
e B
path a l G-exo-dig l —[Aul*
N N -
N N>, /’ NNs
[ \[ protonalysis r J\ / %
N D A L7
dep ion of — N
PN T &
K,.QTIPS QTIPS
A Cc
1, 5]-hydride +
[r.eFhydrde | I
[HS TIPSO \H;
%\q_ .x}
TIPSO
3.

DMP, DCM 1M KOH/MeOH
S THF, -78 °C 94% reflux then PhSH
H o 68% .
CSA, (HCHO)n 1. MeLi, THF
MeCN, reflux 2. TFA, DCM., rt

52% for 2 steps

conolidine apparicine



