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00000000900 mg, 6.6 mmolO OO ODOOOS5.0mbO0O 0000 dDOchloromethylmeth
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"H NMR (500 MHz, CDCl;): & 7.99 (d, J = 9.2 Hz, 2 H),
, 5.23 (s, 2 H), 3.89 (s, 3 H), 3.48 (s, 3 H).
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00000000 4-Methoxymethoxybenzoic acidd OO0 OO OODOOODOOO303 mg, 65
%, Rf=0.14, 0000 :0000C003:10000000CO0OO0OO0DO0DOO0O0O0OOoOoOoOOaO

"H NMR (500 MHz, CDCl;): & 8.05 (d, J = 8.9 Hz, 2 H), 7.09 (d, J = 8.9 Hz, 2 H)

, 5.25 (s, 2 H), 3.49 (s, 3 H).

Ooododgano
E MOMOQ MOMOO
[ COOMe COOH
[
8 7
[
gdooogad
Ooo0ogoao

oooooogoooooool,3,5-00000000D0DDDDDODODOOODODOOS5.0 g, 40
mmolO O BF;-2CH;COOHO 0 O OO OOODOOO20mLO000 0011000003 00000
OD0ODO0O0O0D0 KOAc ODOOO20nm0000000000D000O0ODO0DOOOMeOH ODODOO
0o0o0ooooooooooooDoooOao?2,6-Diacetylphloroglucinol0 000000 0O
0O0D0O005.8¢9, 680000000000 0O0O0OOODOOOOOO

"H NMR (500 MHz, acetone-dg): & 5.90 (s, 1H), 2.63 (s, 6H).
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[ O

. H A H OH

[

[

[ OH

[ OH O

[ 1 2

O
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Oo0oo0oogoggz2,6-Diacetylphloroglucinoll 02.0 g, 9.5 mmolO OO OOOOOOOO
Ooo0oO0o0oo0O00O01.58¢9, 143 mmollO 0 DMFOOOOODOOOODOO10mMLOODOOOO
OBnBr0000O0O0D0DOOODO11.7mL, 14.3 mmolO0ODO0OO60O000O04.5 000000
ooo0ooooO0O0ooOO0DO0oOooOO0ODO0OoooODO0OoQo0DO0OOKOAcDDOODODOODODOO

OCoo0oOoooOO00ooo0ObOO0oOoobo0bOO0oO0oo0DODO0O0Oo0ODbODDODO0DO0OODO0OOD0DaS30O2,4-Diacetyl-
5-benzyloxyresorcinol0 0 1.66 gD OO0 OOO0OOOOOOOOOOODOODDDODOGDODRO
"H NMR (500 MHz, CDCl;): & 7.5-7.1 (m, 5H), 6.01 (s, 1H), 5.13 (s, 2H), 2.71 (s,
3H), 2.54 (s, 3H).
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O000O0 pH2 OO0 OODODOOODODODOODODODOOODODOODODOODOOODOOO
I o o A O A R R W

0 4-Benzyloxy-2,6-dihydroxyacetophenoned 0364 mgD O 00D OO0 O0ODOODOOODOOO

Oo000ooO0oDooooDooooOoao

"H NMR (500 MHz, CDCl;): & 7.5-7.2 (m, 5H), 5.99 (s, 2H), 5.03 (s, 2H), 2.67 (s

, 3H).
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000040 4-Benzyloxy-2,6-dihydroxyacetophenoned (30 mg, 0.12 mmol)O 0-(2,3,4,
6-Tetra-0-benzyl-a -D-glucopyranosyloxy)trichloracetimidate (142 mg, 0.24 mmol)
OMS5A (14 mg) OOOOODODODOOOO (GbmM))bOOoOOoOoooooooooobooood
O O TMSOTf (4.5x 10.2 mmol, 5.6p L) 00O OODO10000000000000T
gooodogogooooooooooobooooofoooO0UooUoUogggogoooao
ooooogoooooooooobooboboboooobobobobooogOoogoOooooooao
oooooogooooooooooooDoDoDooooDo0oo0oooUogogooooooao
oooogoooooooooo (sio2 129, OODOD:O0O0O0O00O0 =9:1)00dd
O0047 mg (7.2x 10-2 mmol, 33%) 00000000 DODDODODODODADQO4-Benzyloxy-2,6-d
ihydroxy-3-(2,3,4,6-tetra-0-benzyl-pB -D-glucopyranosyl) acetophenone O 0O O 0O O
oooooooooooooboboboooaon

"H NMR (500 MHz, CDCl;): & 13.87 (s, 1 H), 9.19 (s, 1 H), 7.5-7.0 (m, 25 H), 6.
04 (s, 1H), 5.2-3.4 (m, 17 H), 2.64 (s, 3H).
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000000 4-Benzyloxy-2,6-dihydroxy-3-(2,3,4,6-tetra-0-benzyl-f -D-glucopyrano
syl) acetophenoned 0O 435 mg, 3.7 mmolD0 000D O0O0D0ODO0ODOODOA4-Methoxymethox
y benzoic acidd O 100 mg, 3.7 mmolO ODCCO O OO ODODODODDOGD138 mg, 4.4 mmol
oobpvMAPO O OO OOOOODODOT? mg, 0.37 mmolOODODODOOCCOCOOO10mLtODOOOO
oooooooooon0 240000000 00000000000D0O0O0DODDDDDODOGO
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4-Benzyloxy-2-(4-methoxymethoxy benzoyloxy)-5-(2,3,4,6-tetra-0-benzyl-p -D-gluco
pyranosyl)-6-hydroxyacetophenoned O 416mg, 79%0 0O 0 00O O0O0OOOOOOOOORO
oooooooooooooooao

"H NMR (500 MHz, benzene-dg): & 14.48 (s, 0.5 H), 13.59 (s, 0.5 H), 8.1-7.9 (m,
2 H), 7.5-6.7 (m, 27 H), 6.20 (s, 0.5 H), 6.10 (s, 0.5 H), 5.4-3.3 (m, 18 H), 2
.97 (s, 3 H), 2.22 (s, 1.5 H), 2.18 (s, 1.5 H).
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0000000 0D0O0O0O0ODOGeO 4-Benzyloxy-2-(4-methoxymethoxybenzoyloxy)-5-(2,3,4,6
-tetra-0-benzyl-pB -D-glucopyranosyl)-6-hydroxyacetophenone O O 100 mg, 0.11 mmol
OD0DO0DO0O0OO0O000O076 mg, 0.55 mmolO OMS4A (10 mg)OD O DO ODO22 MO0 OOCDODO1L
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100000000090 7-Benzyloxy-6-(2,3,4,6-tetra-0-benzyl-pB -D-glucopyranosyl
)-5-hydroxy-4"-methoxy methoxy-4H-1-benzopyran-4-onel] O 10 mg, 10%0 0 0 0 O O O
dododooooooooooboboobobobooooooaoad

"H NMR (500 MHz, CDCl;): & 13.37 (s, 0.6 H), 13.30 (s, 0.4 H), 7.9-7.7 (m, 2 H)
, 7.6-6.9 (m, 27 H), 6.62 (s, 0.6 H), 6.57 (s, 0.4 H), 6.47 (s, 0.4 H), 6.40 (s,
0.6 H), 5.3-3.3 (m, 22 H).
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0000090 7-Benzyloxy-6-(2,3,4,6-tetra-0-benzyl-pB -D-glucopyranosyl)-5-hydroxy-

4" -methoxy methoxy-4H-1-benzopyran-4-onel] O 10 mg, 11p molO O Pd(OH), OO O O O
goobodz2.2mg000booobo2.0ntb00b00b0DO0OO0DO0OObODOoO300O030O0
0do0doo0o0ooDoo0ooDOoooDOoooDOoooDOoooDOoooDaglod 6-B -D-Glucopyranosyl-5,7-
dihydroxy-4"-methoxymethoxy-4H-1-benzopyran-4-oneld 0 5.0 mg, 95%0 0 0 00 O O O
dodooooooooobbobbobbobobbododddoooooooao

'H NMR (500 MHz, MeOH-d,): & 7.92 (d, J = 10.0 Hz, 2 H), 7.18 (d, J = 10.0 Hz,

2 H), 6.65 (s, 1 H), 6.51 (s, 1 H), 5.27 (s, 2 H), 5.2-3.3 (m, 7 H), 3.48 (s, 3

H) .
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O0O0o0O0O0OoODO0OO00OO0O0oOai1006-B -D-Glucopyranosyl-5,7-dihydroxy-4"-methoxymethox 30
y-4H-1-benzopyran-4-oned O 5.0 mg, 11y molOd O TMADDO 1,1"-azobis(N,N-dimethylform
amide)D D ODODOODODODODODOO2.2 mg, 13umolO0 0000 THFO 1.0 mLO O OO O
00001000 000dTBPO tri n-butylphosphineO O D OODOOODOODO3.2u L, 13y m

ol DDODODOO30COO00240 000 0O0O0O0DO0DO0DODDODDODDODDDDDOOCDODDODODODOOO
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0000110 5,8,9-trihydroxy-7-hydroxymethyl-4"- methoxymethoxy [5"",6"":5",4"]
dihyrofurano[2®,3":7,6]-4H-1-benzopyran-4-oned0 0 3.0 mg, 60%0 0 000 000O00O0O
0ooooogoooooooooooooooaoan

"H NMR (500 MHz, MeOH-d,): & 7.95 (d, J = 10.0 Hz, 2 H), 7.19 (d, J = 10.0 Hz,

2 H), 6.71 (s, 1 H), 6.67 (s, 1 H), 5.28 (s, 2 H), 5.25-3.0 (m, 10 H). 40
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0000110 5,8,9-trihydroxy-7-hydroxymethyl-4"- methoxymethoxy [5"",6"":5",4"]
dihyrofurano [2",3":7,6]-4H-1-benzopyran-4-oned 0 3.0 mg, 7umolO D0 OO D0O0O0O (

1 mL) OOO CF;CO0H (0.1 ML) DO ODODDDODO30ODOCOO0DO0ODO0ODOUOOOOOOoOOO

I I I e o o e &1
Oooo0oo0oogogd2.0 mg (18u mol, 69%)0 OTACO 5,8,9-trihydroxy-7-hydroxymethyl-4%-h
ydroxypyrano [5"",6"":5",4"] dihyrofurano [2",3":7,6]-4H-1-benzopyran-4-one)d O
ooooooooooooobbobooofoboboOoooUOogooogooao

'3C NMR (500 MHz, MeOH-d,): & 184.8, 168.0, 167.0, 161.0, 128.5, 116.8, 113.0,
107.0, 103.0, 94.5, 87.6, 79.9, 72.3, 71.2, 67.3, 60.9.
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