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2. Our Previous Works
- Stereoselective Mitsunobu-Type Glycosylation
HO_ HOHO  OH C(1)-OH galloylation
S OH carboxylic acid 1 OH
Ho o PPhs, DIAD Ho- o a H
HOA=Ne 1,4-dioxane, £ o~
OH OoH r, 30 min’ OH %
HO. o) OH a-D-glucose 78%, 99% B-selectivity
H ’ . OH *C(4)-OH Selective Acylation of Glucose
p'unlce?f(?hn o 0 0.0 macaranganin C(4)-OH galloylation 9y H\)(j)\
N bioactivity: o bioactivity: 5 OH cat. C1 (10 mol%) CgH170 N\n“' N N Y~ ~OCgHi7
invasion of HT1080 A 4 o (ArC0),0 (1.1 equiv) /I( I} o =
gaIonI group inhibitor of prolyl HO Ar e Ar N XN “ \H
HO' OH fibrosarcoma cells HO OH : Ho o~ CHCIa/comdme om oc0Ar |
endopeptidase OH 20°C, 48 h i
OH (ICs0 = 4.2 uM) OH o N
50 = %2 M (ICso = 43 nM)
50 82% yleld c1
C(2)-OH Selective Acylation OH OH 4. Stereodivergent Oxidative Coupling and Total Synthesis
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1. Selectivity for C-H Amination 2. Optimization
Rh;, cat. (5 mol%) Ph
R. _R H TrocNHOTs (1.0 equiv) NHTroc
H ~ o Ph: Ph
Rh catalyst Y chemoselective for C(sp®)-H ©/ base (1 5 equiv) ©/
H ! TrocNHOTs > o NHTroc site-selective for N-Me gruop solvent ', 12h o~
base (15eq.) Rh I-l{h
H § Z_
Synleft, 2021, 32, 728-732. entry cat. solvent base yield (%) | |
N Rha(tpa)s
3. Substrate Scope 1 Rha(tpa)s phel KyCO, o
H Rhy(oct), (5 mol% NHTroc Me
r TR ((1?; nu)iv) r 2 Rhy(esp), Phel K2COs 39
H Rhy(oct); (5 mol%) NHTroc N CO. (15 ¢ q N Me
r TrocNHOTs (1.0 equiv) g 5,CO3 (1.5 equiv) - “Kre 3 Rha(oct), PhCI K,CO3 46 0o
Ar’N\ K,COj3 (1.5 equiv) Ar’N\ toluene, rt, 12 h H Me -0 |
—_— 4 Rhy(oct) EtOAc K,CO3 40 Me 7T SRh—
method A: 10 equiv  toluene, rt, 12 h method A: 10 equiv \Flah\l
. method B: 1.5 equiv 5 Rhy(oct; CHClI. K;CO: 60
method B: 1.5 equiv 2(0Ct)s 2Clz 2C03 Rhy(esp);
6 Rhj(oct)s PhMe K,CO; 60
n-C7H1s
7 Rhy(oct)s PhMe Cs,CO4 41
NHTroc NHTroc NHTroc NHTroc NHTroc ?,\ ?
8 Rhj(oct) PhMe KOAc 40 1.
N._Me Ne_n-CiHis 2 AEZRE
ot ot ot o ol T —
MeO,C a . Rhj(oct),
ATT% A 53% A B0% A: 40% A 51% Run with 10 eq. of substrate
B: 47% B: 20% B: 45% B: 40% B: 36% -
4. Application for Demethylation
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