JP 2020-55786 A5 2021.11.11

gooobooooooooooboooooooooobbooao
goooooao
30 110 110 (2021.11.11)

O O
O O
O O
O O
O O
O O
O O

O0O0O0D0O0O0OQ0O0O0O 2020-55786(P2020-55786A)
O0O0O000D020 40 90 (2020-4.9)
0o0o0O0oDD0DDODO0O000000O0d2020-014
O0OO000000 2018-188693(P2018-188693)
ooDoooooao

oooOo 15/04 (2006.01)

oooo 5/06 (2006.01)

oooo 9/02 (2006.01)

oooo 21/64 (2006.01)
Ooogao

Ooooo 15/04 Oooo

oooo 5706 Ooono

oooao 9/02 oooao

oooao 21/64 oooao
ooooooao
O0O0O0O0ODDOO0O30 100 10 (2021.10.1)
Ooooooao
OoDooo0Dooooooo
ooDoooooooopooao
oooooooao
ooooooao
OoDoooo
00000000 oDoDOooDo0DooDo0oooDoooOOao
0 Methoxyphenyl 4,6-0-benzylidene-3-0O-pivaloyl-2-0O-tert-butyldimethylsilyl-a -D-

0 mannopyranosyl-(1-3)-[4,6-0-benzylidene-3-0-pivaloyl-2-0O-tert-butyldimethylsil
yl-a -D-mannopyranosyl-(1-6)]-f -D-galactopyranosyl-(1-4)-3,6-di-0-benzyl-2-deox
y-2-phthalimido-B -D-glucopyranoside (9)0O O O O
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000000000000 00000001002000000000000000°9 09 Q
000000000000 000O000030040000
RF=04500000/00000 = 2/10

TH-NMR (600 MHz, CDCl3) & 7.66-7.30 (m, 17H), 7.05-7.04 (m, 2H), 6.93-6.79 (m,
5H), 6.69-6.65 (m, 2H), 5.60 (d, J = 8.2 Hz, 1H), 5.57 (s, 2H), 5.44-5.40 (m, 1H
), 5.30 (dd, J = 10.3, 3.1 Hz, 1H), 5.19-5.12 (m, 2H), 4.87 (d, J = 1.4 Hz, 1H),
4.77 (dd, J = 34.5, 12.2 Hz, 2H), 4.62-4.58 (m, 1H), 4.50 (dd, J = 12.4, 3.4 Hz
, 2H), 4.40 (dd, J = 10.8, 8.4 Hz, 1H), 4.34-4.29 (m, 4H), 4.14-4.00 (m, 4H), 3.
91-3.75 (m, 8H), 3.65-3.63 (m, 1H), 3.44 (q, J = 4.9 Hz, 1H), 2.97 (t, J = 9.6 H
z, 1H), 2.11 (d, J = 49.8 Hz, 6H), 1.71-1.60 (m, 3H), 1.32-1.18 (m, 18H), 0.93 (
d, J = 9.3 Hz, 19H), 0.12 (s, 3H), 0.07 (s, 3H), 0.05 (s, 3H), 0.03 (s, 3H)
13C_NMR (151 MHz, CDCl;) & 178.08, 177.92, 170.28, 169.49, 155.65, 151.19, 138.
87, 138.23, 137.91, 137.86, 134.11, 129.08, 129.01, 128.87, 128.47, 128.41, 128.
28, 128.21, 128.03, 127.44, 126.33, 126.22, 123.70, 118.97, 114.66, 102.57, 101.
84, 101.70, 100.90, 97.89, 97.66, 78.01, 77.57, 77.36, 77.15, 76.94, 76.89, 76.8
2, 75.43, 74.74, 73.90, 72.93, 71.06, 70.86, 70.69, 70.63, 70.51, 70.45, 69.34,
69.18, 68.12, 65.20, 65.11, 64.99, 55.94, 55.90, 39.26, 39.23, 27.63, 27.60, 26.
19, 26.12, 21.33, 21.04, 18.31, 0.34
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0 O Methoxyphenyl 4,6-0-benzylidene-3-0O-pivaloyl-2-0-tert-butyldimethylsilyl-a -
D-mannopyranosyl-(1-3)-[4,6-0-benzylidene-3-0-pivaloyl-2-0O-tert-butyldimethylsil
yl-a -D-mannopyranosyl-(1-6)]-2-0O-acetyl-4-azide-4-deoxy-f3 -D-mannopyranosyl-(1-
4)-3,6-di-0-benzyl-2-deoxy-2-phthalimido-B -D-glucopyranoside (12)0 0O 0O O
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0 18-crown-60 1.92 g, 6.60 mmolO O 0O 000D 0O0OOOOOODDODDODODOOOODORO
OTLcooooooDooo0oooooDoooDooo0ooDoooDoooDooDoooooao
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TH-NMR (600 MHz, CDCl3) & 7.29-7.65 (m, 17H), 6.97-6.66 (m, 9H), 5.54 (t, J = 8
-4 Hz, 3H), 5.34-5.32 (m, 1H), 5.31-5.23 (m, 2H), 4.93 (s, 1H), 4.78 (d, J = 2.4
Hz, 1H), 4.76 (s, 1H), 4.69 (s, 1H), 4.63 (s, 1H), 4.51-4.47 (m, 2H), 4.36 (dd,
J = 10.1, 8.8 Hz, 1H), 4.32-4.23 (m, 4H), 4.18-4.04 (m, 4H), 3.95-3.72 (m, 9H),
3.65-3.60 (m, 2H), 3.32 (dd, J = 10.1, 3.3 Hz, 1H), 3.02 (dt, J = 10.0, 2.7 Hz,
1H), 2.24 (s, 3H), 1.66 (d, J = 4.1 Hz, 1H), 1.20 (s, 9H), 1.14 (s, 9H), 0.98 (
s, 9H), 0.84 (s, 9H), 0.14-0.09 (m, 6H), -0.09 (d, J = 5.8 Hz, 6H)
13C-NMR (151 MHz, CDCl3) & 177.91, 177.78, 170.54, 155.61, 151.12, 138.65, 138.
29, 137.93, 137.80, 133.96, 131.94, 128.95, 128.85, 128.56, 128.37, 128.34, 128.
23, 128.20, 127.44, 126.46, 126.33, 123.62, 118.85, 114.64, 104.29, 101.72, 101.
68, 100.21, 97.81, 80.30, 78.55, 77.57, 77.36, 77.15, 76.74, 76.53, 74.93, 74.82
, 73.94, 73.65, 71.14, 70.80, 70.69, 70.41, 69.15, 69.04, 68.51, 66.62, 65.63, 6
5.18, 59.82, 55.93, 55.88, 39.26, 39.18, 27.64, 27.57, 26.06, 25.96, 21.34, 18.3
4, 18.15, 0.34, -4.20, -4.51, -4.71

OooOooer oogoogadg

ooooooao

Oo0Do0oO0oDooooooo

OoDoooDooDoooooao

ooDoooooao

ooooooao

OoDoooo

0 O 2-0-acetyl-4,6-0-benzylidene-3-0O-pivaloyl-a -D-mannopyranosyl-(1-3)-[2-0-ace
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ORF=0.3200000/00000 O 2/10
1H-NMR (600 MHz, CDCl3) & 7.74-6.77 (m, 24H; aromatic H), 5.58 (d, J = 12.0 Hz,
2H; -CHPh), 5.44-5.39 (m, 2H; H-2°, H-29), 5.34 (dd, J = 10.3, 3.8 Hz, 1H; H-3¢
), 5.28-5.24 (m, 2H; H-1%, H-2P), 5.00 (d, J = 1.4 Hz, 1H; H-1%), 4.90 (d, J = 1
0.0 Hz, 1H; H-1%), 4.80 (d, J = 12.0 Hz, 1H; -CH,Ph), 4.69 (d, J = 12.0 Hz, 1H;
-CH,Ph), 4.50 (s, 1H; H-1P), 4.41 (dd, J = 21.5, 12.2 Hz, 2H; -CH,Ph), 4.32 (td,
2H; H-6%), 4.27 (dd, J = 10.7, 8.9 Hz, 1H; H-3®), 4.15 (t, J = 9.5 Hz, 1H; H-42
), 4.09-4.05 (m, 2H; H-22, H-4%), 4.03-3.92 (m, 2H; H-5°, H-39), 3.84-3.72 (m, 7
H; H-42, H-62, H-6°, H-49, H-69), 3.61 (d, J = 9.6 Hz, 1H; H-5%), 3.29 (dd, J =
10.0, 3.1 Hz, 1H; H-3P), 3.14 (d, J = 8.6 Hz, 1H), 3.03-3.00 (m, 1H; H-5P), 2.20
(d, J = 1.4 Hz, 6H; -COCH3), 1.84 (s, 3H; -COCH3), 1.16 (s, 9 H; -CO(CHz)3), 1.
09 (s, 9 H; -CO(CH3)3)
13C-NMR (151 MHz, CDCl3) & 177.14, 177.01, 170.58, 169.88, 169.63, 168.21, 138.
60, 138.08, 137.62, 133.99, 131.97, 129.38, 129.16, 129.10, 129.06, 128.59, 128.
55, 128.53, 128.45, 128.30, 127.58, 126.43, 126.33, 125.64, 123.56, 101.88 (-CHP
h), 101.74 (-CHPh), 100.74 (C-1°), 99.27 (C-1%), 98.64 (C-1P), 93.28 (C-1®), 79.
21 (C-3P), 78.43 (C-4®), 76.68 (C-3¥), 76.45 (C-4°), 75.85 (C-3%), 74.73 (C-5%),
74.60 (C-5P), 73.99 (-CH,Ph), 70.43 (C-2%), 70.09(C-6%), 69.90 (C-2P), 68.96 (C
-6°), 68.90 (C-4%), 68.65 (C-62), 68.24 (C-29), 67.81 (C-3°), 66.73 (C-6), 65.1
4 (C-5%), 64.47 (C-5°), 59.16 (C-4P), 57.72 (C-2®), 39.16, 39.09, 27.31 (-CO(CH5
)3), 27.24 (-CO(CHz)s), 21.22 (-COCH3), 21.18 (-COCH3), 20.77(-COCH3), 0.34
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TH-NMR (600 MHz, CDCl3) & 7.29-7.70 (m, 24H), 6.76-7.00 (m, 7H), 5.78 (dd, J =
53.6, 7.6 Hz, 1H), 5.53-5.63 (m, 3H), 5.43-5.45 (m, 1H), 5.32-5.39 (m, 4H), 5.26
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-5.28 (m, 1H), 4.91-5.02 (m, 3H), 4.79-4.82 (m, 1H), 4.68 (d, J = 12.4 Hz, 1H),
4.50 (s, 1H), 4.41-4.44 (m, 2H), 4.15-4.38 (m, 7H), 3.91-4.09 (m, 5H), 3.77-3.85
(m, 8H), 3.56-3.71 (m, 2H), 3.29 (dd, J = 10.1, 3.3 Hz, 1H), 2.96-2.98 (m, 1H),
2.20-2.22 (m, 7H), 1.79 (d, J = 8.6 Hz, 4H), 1.60 (s, 2H), 1.05-1.16 (m, 24H),
-0.00 (s, 2H)
13C_NMR (151 MHz, CDCl;) & 176.72, 176.68, 170.39, 169.64, 169.34, 167.55, 138.
06, 137.62, 137.35, 133.89, 131.59, 128.92, 128.88, 128.84, 128.61, 128.43, 128.
38, 128.21, 128.07, 127.44, 127.38, 126.18, 126.04, 123.44, 105.55, 104.14, 101.
64, 101.46, 100.45, 99.08, 98.74, 78.81, 78.21, 77.33, 77.12, 76.91, 76.40, 76.2
1, 75.11, 75.04, 74.60, 74.35, 73.82, 70.17, 69.81, 69.59, 68.75, 68.66, 67.91,
67.87, 67.52, 66.28, 64.90, 64.33, 58.67, 55.68, 55.53, 38.90, 38.81, 27.07, 27.
03, 26.98, 20.99, 20.94, 20.44, 0.10
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