______________________________

then mCPBA, 80°C, 2h HO

(-)-shikoccidin

Eschenmoser-Tanabe fragmentation E OMEM E Me
o) 1) NHzc(O)NHNH HCI photo-Frles rearr. ' '
Me NaOAc, EtOH/H,0 Me_~ 4) 254 nm lamp (500W) | Me Me
8 0 g Me 4h, 18°C, then LiBH, HO~ . | HO
o 2) Pb(OAc),, CH,Cl,, 0°C 0 | Me Meh | OEt
3) AIBN (0.2 eq.), NBS 5) SmA (IKA ElectraSyn), side-product :
MEMO MEMO O e IR A
H cCl, 80°C. 1h H n-BuyNBF,, additive +
Me Me 4, ’ Me Me  OFt AL AN 4n. emmmmmmm e
then A, Et;N, DMAP e e OEt CH,CN, 10h -
CH,Cly 1t 1h PIFA/HFIP . OMEM OH
T (standard conditions ! _ (0] NO
for step 5) . Me Z
' Me
\ HO*
' Me MeH
..o additive
6) LiAl(O-tBu)3H, then HBr
7) LIHMDS, -78°C, 10 min
then Ac,0, then NEts, Ac,0 (rt),DMAP
0 AT [
10) Me,C(OMe), PPTS O en NEts, Acz0 (1), > min H Y OLi
' Me then Jones reagent, acetone
Me Me
11) methylene blue M |
0,0 tungsten halogen lamp € Me O
Me” Me 0, CH3CN AcO
Schenck-ene reaction
) OAc /
12) TESCI, Et3N,CH,Clj, rt, 30 min H OH o i
then Ms,0, Lil, rt, 2h a)rt Me E
a9 o '
13) PhSeH, NaH, then TBAF, Ac,0O 30 min | !
14) PhSH, Et;N,toluene, 80°C, 10 min x=2 Me e OH |

OAc
H OH o
Me > N 15) Pd/C, Hy, MeOH, 12h

1 " then p -TsOH H,0 (x eq.) 35°c 3h

Me  me SO.Ph < ditions 6) Al(OiPr)3 iPrOH
Oo__0 82°C
retro-aldol
Me~ Me Me Me OH
(-)-shikoccin
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A N-N ﬁ
i H—s0,
N\N

\L B
PtCl, (0.1 eq.)

0 5 0 : 0 0
\ . .
MeO ~o tBu Mo Ny, | 80°C,toluene |MeO Q Grubbs (gen 1) M€O &
. e
1) Cs,CO , ' O
T)HF/2DMF3 ; ' mechanism? DCM
Julia-Kocienski olefination” -
] ,PtCl, *_ PtCl, :
! R™X% - > R/\@ :
Le VAU (I N ’
5 PtCl, -~ !
! /Ni g\ R Ptcl, R”  Ptcl, |
| gL / :
LR R H PtCl 5
i OTf | Me :
OTf Me : | Ny Me OTf !
. | !
R H et CRE T |
] r :
CuBr (10 mol%) E ?Tf disfavored |
Na,COs3 mechanism? ' . _Cu'" '
DCE role of methyl group? | 5 CuBr P TN
o : ,{loc 5
premmm e \ L P (0 Boc :
| Ph ! R B N :
: ! ' N r\/ oc I|3r X OH '
: A\ : : < Cule _ . base :
! : . Ph 7 O Ph ,
' N i : v !
: ! 1 / i
; Boc | | [3,311 |
_____________ E Boc Boc Boc |
: _N NH = N* .
: R—/ R—/ | — = R+ || > —— Product
| A X A N X |
, (0] O :
i Ph Ph Ph ;
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