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HO

B-orientation

Figure S1. Partial structure of the f-anomer of compounds 11, 12 and 13.
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Figure S2. Cont.

5.45

T
5.40



Molecules 2016, 21, 137; doi:10.3390/molecules21020137 S2 of S3
12082%<)1 H-&5eigne-C-36 DOMO —OTOONMD 0oy
Pove FREpRITe QDO TON—OQ NQ e
[ToYtoYtoxte} ot To RTo NTo HTo RTo RTo RYO Vo TV} < <
VL NN OSSN\ [
)
180
k70
FESVRVES ORIV IRIOIIVN SNPPIIOUIO! JUPIPPIIIOHY WUPIIIRIOIOE IPUPUPIIVIVE NIPIPPPIOIS SUPIUPIPI IR MOUPIPIPPI JIOIPIP
: (next page)
: 60
' a- (H-4R), B-B (H-4R)
i 2H,t, J=9.6 Hz
: +50
E Lo

B-B(H-IL) |5
a-B (H-6aR), B-B (H-6aR) 1H,d,J=7.8Hz
2H, dd, J= 6.6, 13.8 Hz

| ] ; ’ +20
|
| |
~10
+0
B-B (H-2L) a-B (H-2L)
1H, dd, J=7.8,9.6 Hz 1H, dd, J=3.0,9.6 Hz L-10
5.30 5.25 5.20 5.15 5.10 5.05 5.00 4.95 4.90 4.85 4.80 475 4.70
t1 (ppm)
i g il P T N R B bBRR 8 LT
Frope tineing parameter . § 8IS < HAANINAFE2==22 SR
= <t < << ST TSI TS MMM
——= S =N SNepe—— P F100
+90
=80
_________________________________________________________________________________________________________________________ ,
OH 70
HO

OH HO :
HO HO Co/c’o’ﬁ\,o-co oH | reo

co—0 . 20 :

HO o HO CO oc oH OH ]

HO co”’ % o ? \[;[ i

a-f (H-3R), B-B (H-3R) o O\COQOH of ]

m |

HO HO OH on |
oH Q OH OH
on oB, B-p (H6bR) |
53 o 2H, dd, J=4.8, 13.2 Hz

A0

OH L

af (H6al) Fiy Ao i
H.brd, 51321z 1H, dd §=t|1?;bl1_52 Hz i ”‘ ﬂ *

8,13, |
ap (H-5L) | : , . JL
1H, m I}l ‘h‘ ||'I |U I W \/ LS| P
n U
1y / o JU W 'W,J I
' ap {H-BbL} p- (HS5L)
—— B-p (H-6aL) 1H, dd, J=4.8,13.2 Hz 1H, m k1o
1H, brd, J=13.2 Hz
o
T T T T T T T T T T T T T T T T T
465 460 455 4.50 4.45 4.40 435 4.30 425 420 415 4.10 405 4.00 395 3.90 3.85

11 (ppm)

Figure S2. Two glucose cores with a *Ci conformation [0 3.80-6.23 (large coupling constants in all
sugar protons)] in sugar region.



Molecules 2016, 21, 137; d0i:10.3390/molecules21020137 S3 of S3
. OH
CornusiinH he u. o o
OH HO 0——0 2 190
Valoneoyl He Ho]ij_ HO O Co,oo:g\\;&/ﬂo} QON e
o o H- 170
T HO oo o HO He 9 ot on O [ieo
HO co/oo\ N o \(;( Fiso
HO co "o OHno OH OH o oo
OH He OH OH 120
Valoneoyl Hy HO oH OH Valoneoyl Hg oo
100
s‘; \ oo
H-1 oo
A L«N- L | N Ay O T e T e Fro
L 6x Galloyl 2H ! o
Zo 7ie 7io  7bs  7bo ebs ebo ks ebo 67  evp. Gbs  ebo  6is ebo e4s eic ebs edo eis ebo  eis
Camptothin B wo JH, oo
N i s 1Y g e
5 o 7o
Valoneoyl He Ho ® Ho co/°{§g~ﬁ’_1 on oo
HO €00 o HO H, €0 ot o oM H1so
T HO O co/oo\ BomOH + @m S
MO to “co o™ oH o 130
OH Hc OH H =0
HO on M 20
Valoneoyl H, Valoneoyl Hy |~
f to=
50
H-1g -~
LA‘L\ )}J \l ;)l o
"o N - kIMA)“f LAA) =1 ——— i PRSI U of S AT = | g
4x Galloyl 2H ——' HHDP —— o
7ie 7o 7bn  7be abs  ehe  ebs  ebo  evs 6o, mbn ke abs  aho  ein  eio  ads  ebo el o s
Figure S3. The comparison of aromatic regions of 13 with camptothin B (12) on '"H-NMR.
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Figure S4. The crucial correlations on the glucose core of 13 in TOCSY. The bold dotted and thin solid

lines mean the correlations of the right and left glucose core, respectively.



