BJIOK E
3 cXeMBbI CUHTE3A aJIKajounaa A.

0 NO,
°:0 1) BH,CLDMS, Et,0, 0°C, . .&
r 1) LiIHDMS, TESCL, E;N,

then NaOH/H,0,, THE, 78 t0 0°C: NaBH,,

77% + (7% of regioisomer) o CeCl3+7H0, 1) 9-BBN, THF;
°+ MCPBA @7| AlO3 |  LiHMDS, THF,-10°C, 1% Q7| 2) Eschenmoser salt, CHyCl, 91%; @7| MeOH, 99% | 2) NaOH/H,,0,, 88% o
[ Cutic0, I CiHig02 | | | CioHa3NO, C15HsNOs
/ 2) (COCl),, DMSO, E;N, 3) Mel, CH,Cly/ELO; — 1 —= 1 —
CH,Cl,, 9% 4) AL,O3, CHyCly, 95%; 1) MsCl, 1 eq, EtsN,

@ j\ CH,Cly, -78°C;
2) NaHMDS, THF,
\0\ CHCHCOM 1) KOH, EtOH/H,0, 90°C '78“’0n( 91%
"H,=CHCO,Me, ) , o
2) (CICOY,, CHyCl, 0°C 1) CICH,CN, BugNI (2 mol%
& ) LN, BugNI (2 mol%), Bry, 1,2,2,6,6-pentamethyl-
o~ \/‘ :;Cog'g;fch' | 1) Se0,, dioxane, 100°C 3) NaNs, acetone/H,0 iPr,NEt, THE, 67°C 1) KH, [18]erown-6, THF, RT (;); iy d CHPCI 7goyc C|9H NO.
K ) . . . piperidine, CH,yCly, -
° ‘ CaoH3603Si C51H3¢038i | CisHiyNOs Cy3H;BrNO3
— 2) CICO,Me, DTBMP, -78°C to RT —_—

2) PhyP=CH,, THF,

19H35NOSi |

4) toluene, reflux 2) BuyNF, THF, 0°C, 90%

7810 0°C, 90% 5) KOH, dioxane/H,0, 23°C, 64% 3)KOH, MeOH, H,0, RT, 81% G ¢ TEA/CH,Cl,
, k o H 0°C 81%
Cy6H300Si o N TFA, reflux, 67%
NH
1) NaBH,, MeOH, 0°C % 7 C5H,sNO,
1 1
[Cu(acac),] (cat), 2) A0, pyridine, 23°C | 0 - e sHis
1) NaH, THF, 0°C; then BuLi TsN3, EN, @ C“aSOAv benzene, @ 3) TSOH, iPrOH/H,0, 23°C, 74% @ piperidine (cat.), HO d f '
"
ocH C)5Ha405 CsHyN,O5 | 85°C, 3, 68% Cy5Hp,05 C11H1406 C1oHy5INOG 13H165fN03J (5_?2)2‘ ?;\fcsoglf/lm‘
CsHgOs3 2) NP 010 23°C; CH,Cl,, 0°C, 83% 4) 03, MeOH/CH,Cl, (10%), -78°C, MeOH, 23°C, 89% — 2728 T BT
ethyl vinyl ether, POCI, then Me,S -78 to 23°C, 89% 1) DCC, DMSO, pyridinium '
- i O
CH,Cl, 0 t0 23°C, 53% trifluoroacetate, zi ¢ 1) KHMDS, Et;SiCl, 15H13N04J
2) EgN, CH,Cly, 23°C, 91% —
’ THF, -78°C
1) Hg(OT#),4N,N-dimethylaniline, €y 5INO, | 2) (PhIOIN. BF;.OFt,, tricthy! phosphonoacetate,

Y 7810 0% NaH, THF, 0°C, E/Z 3:2, 92%
CH;NO,, 60-90% @7 NaOH (10%), THE, 91% s LiAlH,, THF, 0.25°C, 81% - MeOH, CH,Cl,, 78 to 0°C q
CagHpsN>06 CaoHpgN206 C21HpN204 toluene/CH;CN (1:1), 3) KHDMS, Comins' reagent,

Bcaitatd 2) NaBH,, NaOH, BnE;NCI, — = 90°C, 45 min, 98%

THE, -78°C, 61° C9H 9NO.
CH,Cly/H,0, 60% s L 61% 19H19NOs5
DIBALH, 1 eq,

TBAF/HOAc C7H5INO,
1:1, THF, 80% o, N o Target structure o
1) HCI (conc.), (MeOCHy),, 55°C 1) (iBu),AlH, leq, toluene, 0°C to RT BusSnH, AIBN (cat), 15H7BrF3NO J CH,Cl,, -78°C, 88%
CaoHzoN20,

'7 toluene, 95°C, 1 h, 85%
. i P
C35HyN,06S1 2) Et3SiH, TFA, CH,Cl,, reflux, 65% C7H5NO,

L

2) (iPr),NEt, McOH, 55°C, 90%

C17H13NO, €O (3.5 ban),
TMSCI, Nal, CH;CN, [PACl(dppf),]-CH,Cl, oni
) DIBALH, toluene, 90% ELOIP(O)CHCOMB > CH,C(OFx);, propionic
1) NaOMe, MeOH 1) DBU, PhMe, (ORI NEt;, MeOH, 63% CaoHagN,05 ( tzQ) (0)Cl gCOzl u, MeOH, (nBu)sN, acid (cat.), toluene,
2) TPAP, NMO, CH,Cl,, ol 5006 BuLi, THF, 65°C, . reflux, 64%
4 molcularsieves, 507 | 1 her MOMCL, (BuOK. DMEF, 80°C, 94%
23°C, 70% )
1) He(OT$),N N-dimethylaniline, CH;NO,, 60-90% @ 21H23NOs
2) NaBH,, NaOH, CH,Cl,, EtOH, 80% Alloc=allyloxycarbonyl EE=cthoxyethyl C16Hp0BrN
C36H44N207Si yloxy Y ethoxyethy! Cy5H7NOg 16120

BBN= 9-borabicyclo[3.3.1]nonane Eschenmoser salt= (CH3),N=CH,I NaOH/THF/EtOH, 86%

Bn=benzyl MOM=methoxymethy!
22H)sN303 | . 7 ymethyl MeNH,, MeOH,
— 22H24N204 Cbz= benzyloxycarbonyl NBS= N-bromosuccinimide 23°C, 100% . . (1?7

TESOT, Et;N, CHyCly, Comins reagent= Tf,NPh NMO-= 4-methylmorpholine N-oxide 1) 2-iodoaniline, Me3Al, C19HoNO.
0°C, 80% DBU= 1,8-diazabicyclo[5.4.0]Jundec-7-ene Piv= pivalyl= 2,2 2-trimethylacetyl CH,Cl,, 0°C to RT, 91%
[Cp,TiMe,], THF, DMS= dimethy! sulfide TES= trcthylsilyl CyH3aN,0¢ 2) NaH, MOMCI, THF, 86% )
4010 0°C, 3 b, 65% dppf=1,1-bis(di TFA= acid 1) diphenylphosphoryl
cOTf, , o i-tert-butyl-4-methylpyridine 1) CICO,CH,CH=CH,, pyridine, azide, Et;N, benzene,
1) McOTS, DTBMP, DTBMP=2,6-di-tert-butyl-4- h Ipyridi TPAP= tetrapropylammonium perruthenate l de, EGN, b
CH,Cl,, 0°C; DMAP, CH,Cl,, 0°C @ 25°C to reflux;
NaCN, Me,SO, C21H22N;0s 2) LiBH,, LiBEt;H (cat.), THF, 23°C Ca3Hp6BrIN! 2) MeOH, reflux, 89%
90°C, 85% 1) HCO,H, 23°C, 79% 3) Ac,0, pyridine,73% @ °
1) 0s0,, THF, -25°C y o , [Pd,(dba);].CHCl, -
zi 504, nr. 2 ) TSOH.H,0, CEIxCly HCI (3N), THF, 23°C, 18 h 1) [Pd(PPhy),, PPhs, 2) CICO,E, E;N, THE, 0°C ’HM Oéo AgsPO, E4N, THF, CaoH2oN205
ageous NaySO; di o 3) NBuyNN. ‘ o
s, MeOH, RT, 9% AgOTH, AgyCOs, CH,Cly, 45°C,15 min, 52@ pyrrolidine, CHyClp, 23°C ) NBu,NN3 o. reflux, 73%
3) NalO,, THE/H,0, 45% CagHa N:Og 2003, CHyCly CoH3CIN3O CyoHssNsOg % b Q o oo
L 3+ELY, 212
2) COCly, 2,6-lutidine, CH,Cl,, 0°C, 95% 4) toluene, Et;N (cat.), reflux, then EtOH, 23°C, 76% )/ T80 12°C, 64%

30H30N205 |

TSOH*H,0, CH,Cl,,
reflux, 50%

' DIBALH, CH,Cl,, -78°
§C30H32N206 z C3s5H33N207

. (:)7 ) . (:)7 1) HCI (conc.), MeOH, RT, 98% C31H3gN,0g
NaCN, Me,S0, 150°C, 99% ethyl vinyl ether, PPTS, CH,Cl,, RT, 85% 3103
2 > CogHazBN,0g | Yoy 2 ° CosHipsBrN,05 |

[Iaisciieand | it |
2) (iBu)Al, PhMe, -78°C to RT, 71% A

C2oHpoN05

L

Iatatand
PivCl, Et;N, DMAP,
CH,Cl,, 010 25°C, 92%

Cy3H,5BrN,O5

CH;C(OMe);NMe,,
m-xylene, 43%

K,CO3, McOH, 90% ] 1) zine dust, THI/HOA 1) NBS, AIBN, hv, CCly/CH,Cl,, 55-60°C, 60% @
C35HyoN20g

‘ Ca7H3N208
277 o) corcl Natico,, cHC, _l 2) AgOAc, HOAc, 52% ‘&

2y

o
C25H30N206

a gel




