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Annexe 1 : Synthese proposée par B. Herzon en 2010
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See the Michael Addition
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See the Saegusa-to Oxidation
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MOMO = CH3;—O-CH»—O- = groupe protecteur de type acétal
(déprotection : solution aqueuse acide)
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Ag,CO4, PhaP, Pd(0AC), TfNa, I-Pr,NEL
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Br TASF
+ TMS "Me =
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OMe : CH,Cly ] Phie
O~ Mo 787, 5min, 79% i O O~~Me  80°C, 60 min, 66%

MOMO O
Me See the Mizoroki-Heck Reaction

v

v

MeCN
RT, 20 min, 99%

Me See the Michael Addition

TIPSOTF, i-PrzNEt DMDO BH3 THF
CH,Cly CH2Clo, MeOH THF
0°C, 20 min -40 °C, 15 min, 76% (2 steps) -7810-20°°C, 2 h, 58%

See the Rubottom Oxidation
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Annexe 2 : Synthése proposée par K.C. Nicolaou en 2007
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Hz0, MeCN
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Agz0, BnBr
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CoC
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MazS20,

Et;0, EtOAC, H20

OH © 65°C,3.5h, 75% OH O RT, 18 h, 92% OBn O RT, 30 min
OMe OMe OMe
GG Br KOt-Bu @ Br 0504, Nal0y @0 Br
= THF Z Ma  Hz0, THF CHO
OBn OMe 0°C,2h,98% OBn OMe 70°C, 18 h, 84% OBn OMe
See the Lemieux-Johnson Oxidation
Bn = groupe Benzyle = Ph—CH,—
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TBSO i. CuBrMesS , MeMaBr TBSO TBSO
ii. TMSCI Me  Pd{0Ac)s, Oz Me  0s04 NMO
HMPA, THF DMSO Acetone, H20
Q -78°CtoRT,25h oOTMS RT, 18 h, 90% (2 steps) Q RT, 45 min, 76%
See the Michael Addition See the Saegusa-ito Oxidation See the Upjohn Dihydroxylation
"The starting material was 20:10 er” ‘Cristallized thrice fo =99:07 er”
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I ngru (i Pd(OAC)s, O i |
ii. ; w0, Me (OAc)z Oz 5 w0 Me 2 ;
THF g Me  nuso g Me  cnch, Pyr
0°C, 30 min OTMS RT, 18 h, 84% (2 steps) o] RT, 30 min, 92%

See the Saegusa-lto Oxidation
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-15°C, 60 min, 82% (2 steps)
See the Williamsaon Ether Synthesis
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TBSO =N, L
OMe TBSO M‘:‘ N JN-Cer
Br o) cul, Pda(dbals, Cu OMe i )<M9 “BF, AC20, DMAP EtsN
@G * , XME 5 v M N 4
CHO | “g Me  puso 00 o t > CH:Cly
OBn OMe 0 65°C, 2.5 h, 83% CHO CHoCly RT, 20 h, 95%
See the Ullmann Coupling OBn OMe 45°C 4 b 78%

See the Benzoin Condensation

Smilz, MeOH EtsN 5e0; HF
THF CH;Clz Dioxane Hz0, MeCN
-78 *C, 10 min RT, 60 min, 81% (2 steps) 110°C,9h, 72% RT,3h

Hy, PA/C
DMAF, EtzN, Ac,0 1 atm Imidazole, TBSCI
CHLCl, ACOH, EtOAC DMF
RT, 20 min, 89% (2 steps) - RT,3 h, 99% RT3 h, 94%
HCI, TsNHNH; [NHg)2Ce(NOs)s HCl LioH
H;0, i-ProH MeCN, Buffer (pH =) H0, MeCN Ha0, THF
RT, 18 h, 95% 0°*C, 60 min, 42% RT, 3 h, 95% RT, 60 min, 92%

TBSO OMe MN-NHTs

OH 0 Mz
(-)-Kinamygin F

Ac = groupe Acétyle = CH;—(C=0)-
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