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Supporting Information

Summary :

S1 : General Methods for the Experimental Section

S-2/8-24 : Copies of 'H NMR spectra : Figure S-2: (6); Figure S-3: (epi-6); Figure S-4: (4b); Figure S-5:
(epi-4b); Figure S-6: (7b); Figure S-7: (4¢); Figure S-8: (9); Figure S-9: (10); Figure S-10: (11); Figure
S-11: (12); Figure S-12: (4d); Figure S-13: (4e); Figure S-14: (4f); Figure S-15: (4g); Figure S-16: (4h);
Figure S-17: (5a); Figure S-18: (8a); Figure S-19: (Sc¢); Figure S-20: (5d); Figure S-21: (Se); Figure S-
22: (5f); ); Figure S-23: (5g); Figure S-24: (Sh).

General Methods for the Experimental Section. The reagents were purchased from commercial
suppliers and used without purification. All solvents were dried using standard procedures. Column
chromatography was performed with 40-60 um silica gel under medium pressure (1 bar). All melting
points are uncorrected. Infrared spectra were performed on an FT spectrophotometer. 'H and '’C NMR

spectra were recorded on 400 MHz spectrometers in CDCI3 with TMS as reference. LCMS (EI or CI)

were performed on a particle beam mass spectrometer.

S1



Ester 6

Foeddie WR4 AREEL
Ha

4378,

FERESEET %
(=]
Ho
!ﬂ-

S2



W

[ 21 n'a E'z
el aaaa l e il i

T

H
}

caresgss EIRAIUREL BRL A

F*: LI I.E.Egﬁi

-
i

= -h-l-"ui

“Eﬁ“‘ﬁ %

SREEE AEanIuew

E'?P Eﬂl Ig

ey

B

s
*E

4

e

Ba-#-1

;

¥

9-1d3 138

S3



] et
a4

SAA
u\wm
/o
/
J

iR
)&

..H“é{.“.:;gi:;:;%;ljigugéé%.”.J.H.%q" AR F—— ui W TP TP,
i 1" T
J
Y

§§23°385 necEEend gavgj 14“““"“}';!!?!; Ei!i

]| ; b
itk o] i) lfﬁéﬁﬁﬂa‘!gi il

ggl]lii ® § 3 FRf | ORTRy RO

o

qr 1040d1V



|

-]
il

1

g —

qp-1ds oyodry

QERFBEZIC EEEAICOE: RRL

el
ruI;n

3

Tio8le 308

=EBESF ZEam29EN

g
= - !‘l"i!-ﬂ.l -

i B B

S5



o'E
Liii

" TR

o'F

=
N

FERFSEES 3

;
-]
=de uF
Fuil
2% =35
=

eodlEn §E&

H.Emtl-ﬂ-

Eﬂﬂ'
=

Pt
3 g“
R
a2

Feny
e
= s

qL 91810V

S6



B
' e |

e [

[ E'E =]}
i aals g

Ll
iF

¥ gF o BE 0'E B'E a'r
l s T PETT T

= =0 /] E'
sl o g aalas g

i liie

I.l.I.I.

| I

fi%_ — o

e
T f—
=
=
R =
. (¢}
" H
-
1—-‘_ c
== -~
e — .
L m e

FeEsfdS BEIITIOEL WBI H.I'EI EERCNUY SELE
iﬁ . E “;=15 =

-] - E‘ 3
o of B2 s o5 ?ﬁgﬁﬂﬂ e
u-gﬂ g :iﬁ!gﬂﬂ“g g En -u “ __

S7



[ B L ] g o's
i el g M I T

'S

oo LN o &0 oz 62 L 4 L 3 a'e
o aalaaaal s ol s

-

ills s s 0o

[

Mafood EIH

sjagpesy *s

31;; |
uli.gg s

Mﬁﬁi

¥ 0%

¥oT CaTzN

Ed=0=1E JivO

6 [0Y0d1V

S8



Aldehyde 10

Carpeat

LD Jamib-111

B L |

L i

Fi - dequladt o Pacassiecs

Bt 1HOEL W

Time I.18

I LI

PRI EmF 0

WL M

by i

EOLNTT =4

3 ]

i i

| 111807y i

FImEs P NBENN BE

g JLESIERE) e

M 2am

L] FELI [T

] 5. e

W e

Bl 1. 00000 g

Vasmmrmrmman [RIMREL ] 4000 mmmmaan

Hr] "]

[ 1 o

[ & =i, &

i P [CNEPELLTE

¥l - Frocmialsg parmsetads

n rid]

w N-LINENS M

L1 ™

I= a

Ly Lm

t i

L4 Lm

Ab el plo parEeElirs

L1 ] M0 o

FIF LE W0 ppm

"_._n“q H"._...-u ]
=L, 0

H hui.ﬂ_ B

aw LER ] n_.i

S9



ala s s gl g g o0y

a'e 8's -’
T

|
|

ﬂ

0w

wle s o Bgis

A
:
J

]

y

&'t

@0 £’ o't
il g s o e gyl g

SARIBPIT 9PEIT008C 982

[

mEncad E!u"‘EEaEl

= 4
Bbonoo Bl

i

LA mew=

8 8

BE-B-FE 31¥0

e

Evr

#H%E

e

S10

LT [04od1vy



L

32332 zn;es;gﬁ B EC
ey 15
B &5 #

AL UE)S |

S11



i

Irll

PP APLION[JOUOIA]

|

RERIZRET IEE-':I!WII; WEd RERERR TWETSRMW ELEE

o - o8 3 ey
s 83 ow. ;_T-i E2goes E?ﬁaﬂ i #
& gg SHegEse"y 3 U E B

S12



=

o' 1 -] @
HIEEEE PNy i

Rl s a ol sel e g g ul s

ae

I e

= -] g [
ilia s s laaaalaayalda,

H

A

— .
)
=

"-...___‘ %
=
)
=.
(=]
1)
'S
)
Y <
5,
Hﬁ-ﬂzﬂf-!.". Ezéﬂ."nf'-ﬂ'lu BRa =REERT Em E'-EE
[-]
o w plF
I | »E
. iy .E E o E:E SEE o gﬁiﬁﬁ .. i %
.-_ - Soo k@
g u3 HEEESSE 3BTRS faE: 3

S13



- ]

¥ ——

aly

E 1] E°1 n'e
IIIJ..IJJLLH..H ﬁa.

L
ala il
H

BARZEZ2S BRIITIDEC ¥R

. = gﬁE =
- thEuﬂl s

= h‘;aggﬂ-; %

=EEER2 gd=nmaww

iznee ﬁﬁiﬁﬂ

J¥ ApLION[JOUOTA

S14



- B a'r
allesaaliis

' P

3y sprionpiq

-L'_‘—I—‘

ET

}i"'

BEMIBEZIS [EIINCTUBL §RI SEREED sEsnsgEe EiEl
o @

.= .E"'_i hy I

° 5 &5 .as. 598 Ganee. HEatel 2

a0 BB :
e W GHETE E g4 Baxd O

S15



il s s

ad o n il s sz

.o g 4
e L2
“'g'u g

sfuzyeecy g

EEERE M .EE E"-"t‘!'l

- %:iif:i
888 B3

Hl"l!iq;ﬂ

DOtd 1Y

BV S0EEYR

Uy sprionjiq

S16



j

Glycoside 5a

&

|

%

i

pGSn

JADESS, 101
AL PROG
L

DATE 3i-8-949

El-ﬂ‘ il T o0 P 5 R
Eﬂlﬂl

=
=
=

-n
a

}
m _._..m_ | uﬁ_ :1

-._.|-..-..-|_1.__-._--._..1-__ﬂ__.-.

6.0 5.8 4.8 4.8 4.8
i

3.4

2.8

__1-.___I___I__ﬂ--__ﬂ.-__-___-.-.

i.8

1.8

S17



¥

Lo k3
g - E =iwElis
i SiEgyes-y

SERIBEIZ WPEITo0EC
=

L1

Glycoside 8a JU2T08. 102
i

\ \ :
\ \ Ty ~ - |
:

L__J__J___.__.._____Jlma._aa_._a__._J__-__1-'._.._.-..l._1-_—.“-—.---III1_I.___-_II-1I._I__-_I-l.__-___dq1

5.0 0.5 B.a 1.8 7.8 E.5 6.0 -1 -] B.0 1.8 i,
uv__._n .5 J.a 2.8 £.0 i.5 1.0 o | 8.0 -5

S18



Glycoside Sc ﬁ\\

&

—

S19

!
!

._.___ -I-_-_

1.._|-lllu...l_..IHHI-I-l-._—-.II-.__i._..1.-.

.0 2.5 2.0 1.5 1.0 | 0.0 =5

mr |
fnw



e

'S L

L

i

E G'E0F

g

PS dPISOIAD

%T

fR=28322 gg: AERERE E.H‘EIE“E“ B

= i - Bas % % ;E
e W o 3~8 -..ﬂ..m.._-. 2 “ﬂﬁ &
e 3% sﬁmggas L = oo E: B ek 8

S20



—

'l:‘ !:. ﬂ:'l ‘l'll- ﬂ'l'-' "I'-' -;" l:‘ 'FIT 'l':'.‘ o F9 oW §® L §L 0R ¥R 0 ¥ 0k 0L
- L i i I I 1 1 1 I I M 1

—k A AK

|'

|
¢

=7

5

522 S| gEdREEEngEEpd ga
] T
| o

fxd i . : E o3

T me

&l i e SR

FeBof | 17gf poe :

LFT -]

3G IPISOIA[D

S21



a6
loss s oy

L
)

i'e

-l g8 L'
il e anlaa s ol eisili

sr

r
|IJlIIIIIIhIIJ_I.J-I—I.I-

EE

IIII.lI

i lis

g

I.llIJII

JS IPIS0IAID

J

a'a

nﬁﬁﬂmw

SRmATEI=

pari i
k)
' lﬂlﬂuﬂ

g5

LBEr

AT
g
-
i

i
2

nREEES %HEEE“ L

- %255

T M4

Bdn Lilr

5% -
u. =

DExE

%%

A
moE

S22



0'E
' RN

|

'L

BE a'r BF a's )] W
l'I'l‘-IIIlI'I"IILIIIIIIIlJI.llIIIIIIIJIIiI'IJI.

1] 'y L] - 4 e
Ii'lll|llll‘-l-thIIIlllIIIIlJIll

]

E'_

A

A

-"—--_,'

2
<
[«
Z.
5
L_EL\
, - N
= u,
EﬁHEEEEE %gﬁﬂrﬂﬂﬂ= ERs ~REEEE Eﬂa_ﬂﬂﬂ“ iEnEé
5 =chemm @
- HeS Taitigell | oroZ3
sﬂu“ .5 I-l- l.lﬂl.ﬂuﬂ a -..-H-luﬂ-n- Eiiiﬁﬁé g; .-E %
g= o5 SEREESETR B §°° 88 & ° o

S23



N
' YRR I

[

0'a g'a oL

e

or

ir
"lllllllllll'-

5'e
ilia g alagy

£ o1 ur
pdiaaalisaaliay

INTERREL

YS IPISOIL[D)

ol
)

i,

B

T T T

BER2EEEZ SRIIINEC BRI AESEF E¥aUR2gR cz.rm

= F :.-- — — fhr} - E H
a2 '.% 2 ese 338 Ymames kﬁﬁﬂ T EE %
2= =3 EEEE%EE“E 2 - EE R © n

S24



