E158: Synthesis of Belizentrin Methyl Ester

9. LiAlH,
;' gﬁNgﬁhHCI’ H.0 o 5 10. A, DIAD, PPh,
___________________ . BH3-SMe, ) COLEt 11. (NH,)gM0,0444 H,0, aq. HyO, |
1 | 3. PhyCCl, pyridine ~ Me 6. PP ittt 2 5
| ! 4. LDA, Mel N o 8 13. (COCI),, DMSO, DIPEA o :
a canonical amino acid PhyCO 5 5
Explain the stereochemical outcome of step 1.
___________________ 14.allyl-TMS, BFgOEt, _____________________ 21.KMnO,, HOAe
: ! 15. NaOEt, MeOH | 1 18. CoMe (# 29 acetone | :
; ! 16. TBSOTY, 2,6-lutidine | ! 19. [PhsPCH,OMe]CI, KO#Bu o 22. GBry, PPhg ! :
; ' 17. HF-pyridine o ' 20. . 23. PPhg N ;
Name of step 14? TBSO™ “OTBS 24. DIPEA
o-D-glucopyranose oo i OTBS . l
pentaacetate
B i | 25. CBS-catalyst B, BHySMe, E 5
""""""" | ! 26.K,0s0,, C, MsNH,, Ks[Fe(CN)g], K,COj ! !
; i 27. TESOTY, 2,6-lutidine : :
1 | - ' i —
MeO OMe
c . D ;
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28. (COCI),, TMBOH,

DMAP, K,COs E | SLEFRMS4A TS0, _~fly 34 AD-mixcp 5 ! Me
Z 29. MVK, HG-II : p 32. 35. TESCI, AgNO;, DMAP ! !
30. TESOT, EtN ! P 33, O~ 36. PhyP, Br, : :
' | ———— > '
! ' TB : !
CO,H : } TBSO~cho ; | I
T ; E CO,TMB : G 5 NT 0
Name of steps 31+32? . R H /Clr\
5 | 38" 2,4,6-ClyBzCl, EtN o C
5 ; v L=H,0
L ! F
(------. 37. PhMe,SiLi, thenH, | | 5 E
i ' CuCN BF5-OEt, ' ! '
| i ' i ' — Me
e K [ ' 38. DMAP | /\J/AI
C3H i ! ; :
34 PMBO/\/,(I)' _________________________ ' : ; PMBO™ ™
N. ) 7 S ; O ©
H ame of step 46. (PhsAs),Pd H
> N_ _OTIPS
49 47. [Py,l]BF, hig
39. then Ve ~ ©
Me 40. SiMe,Ph 43.4, ... H OTIPS °
41.1, ... 44. | 3
then N 45.
| | > Me .- = 0 ]
. > Me” X
o COZEt /\/\
BocHN Bpin
OH
Ph)l\/cozEt J
I
N 48. (dppf)PdCly,
G 48'. Rieke-Zn PhsAs, Mn
s a v
| | E ! 49. HF-pyridine | !
1 ' 52.D,... i i then 2-pyridone ! .
' ' 53.aq.HF : i 50. [PhsC]BF, ' 5
: ! then TMSOH ; ! 51.SOypyridine, DMSO, DIPEA ! ;
Name of step 52? Name of step 51?
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