Synthesis of Neocaesalpin A,AA & nom. Neocaesalpin K Exercise, 07.11.23
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o A c 7) OsOy4 (20 mol%), NMO,
3) "BulLi, A, THF, -78 °C, _ .
1) NaH,A, DMSO, RT, 76 % . acetone-H,O (12:1), RT,
o - 67 % - 99 %
2) B, BF3-OEt,, CH,Cl,, - 78 °C, 4) Co(::.\cac)z (20 mol%) 8) mCPBA, CH,Cl,,
85 %, (6.7:1 dr) PhSiH3, O (1 atm), RT, 82 %
2) Draw th J c 'PrOH, RT, 83 % D
raw the minor regioisomer an
potential side product 5) KO'Bu,'BuOH, RT,
50 %
6) Et3SiOTf, TEA, CH,Cl,, Y
RT, 98 %
11) Hg(OAc),, MeCN, RT 9) LAH,THF, RT — reflux,
B — reflux, 97 % - 5%
- 10) Ac,0, DMAP(cat.), TEA,
11) Mechanism? CH,Cly, RT, 71 %
|G F E
12) NaOH (ag), MeOH-CH,Cly, (5:1), 83 % ! o :
13) MeC(OMe)3, PTSA (10 mol%), MeCN, 'Yle x
- o 0, 1 1
then H,O, -30°C - RT, 69 % @Brp® (o)
E B O !
i A i
14) Ac,0,Py, RT, 56 % g
15) HF-Py, THF, RT, 80 %
H
16) K,CO3, MeOH, RT, 77 % Neocaesalpin A
17) Ac,0, DMAP(cat.), TEA,
CH,Cl,, RT, 94 %

Y

18) HF-Py, THF, RT, 80 % Neocaesalpin AA
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19) MeMgl, Et,0, 0 °C, 22) 0sOy4 (10 mol%), NMO,
c 74 % - acetone, RT, 94 %
20) KO'Bu,'BuOH, RT, 23) Co(acac), (20 mol%)
99 % PhSiHg, O, (1 atm),
21) Mel, KOH, RT, 83 % | | PPhs, PrOH-THF (17:1), | 4
RT, 34 %

24) LAH,THF, RT
12) NaOH (aq), MeOH-CH,Cl,, (4.5:1) ) LAH,

D ~25)A O, DMAP(cat.), TEA,
13) MeC(OMe);, PTSA (10 mol%), MeCN, )CCH220|2 RT (cat)
then H,0, - 30 °C > RT 26) Hg(OAC),, MeCN, RT
14) Ac,0,Py, RT, 32 % over three steps K s reflux, 14 % over three step

Nom. Neocaesalpin K
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