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Table S1: X-ray crystal data of 5¢CHCl;

(selected H atoms and CHCl, have been omitted for clarity)

Empirical formula
Temperature (K)
Crystal color

Formula weight

Crystal system

Space group

a (A

b (A)

c(A)

a (9

B ()

y (9

V (A3)

Z

Density (calculated) (g/cm?®)
F (000)

A (R)

Reflections collected
Independent reflections

6 Range for data collection (9
Index range

Final R indices [1>26(1)]

Largest difference peak and hole [e A -]

C23H20Cl;
297.16(10)

colorless
481.30
Monoclinic
P2i/c
14.4878(12)
12.1979(8)
14.2602(12)
90.00
117.029(11)
90.00
2244.8(4)

4

1.424
1000.0
1.54184
8233

4165

4.989-69.800

-17<h <17
-14<k<7
-15<1<17

R1 =0.0545, wR, = 0.1444
0.367,-0.497
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Table S2 'H NMR Data Comparison of -Apopicropodophyllin

5 ref.! (Toste et al.)
(CDCls, 300 MHz) (CDCls, 300 MHz)
dn (ppm), J (H2) dn (ppm), J (Hz) 49 (ppm)

6.72s 6.71s +0.01
6.63 s 6.62 s +0.01
6.37s 6.36 s +0.01
5.954 5 5.94d (1.2)
5.947 5.93d (1.2)
4.90d (17.4)
4.82d (17.4) 4.82 m (3H)
4.81s
3.86 dd (22.2, 3.9) 3.85dd (22.5, 4.5) +0.01
3.79s 3.78s +0.01
3.78s 3.77s +0.01
3.65dd (22.2, 3.6) 3.63dd (22.5, 4.5) +0.02

Table S3 'H NMR Data Comparison of y-Apopicropodophyllin

6 ref.2 (Yamaguchi et al.)
(CDCls, 300 MHz) (CDCls, 300 MHz)
Jn (ppm), J (H2) Jn (ppm), J (Hz) 49 (ppm)

6.77 s 6.77 s 0.00
6.52 brs 6.52 brs 0.00
5.97s 5.97s 0.00
470t (8.7) 4.70 dd (8.8, 8.8) 0.00
4.01t(8.7) 4.01 dd (8.8, 8.8) 0.00
3.92s 3.92s 0.00
3.83s 3.84s -0.01
3.39td (15.9, 8.7) 3.40m

2.94 dd (15.0, 6.9) 2.94 dd (16.0, 6.6) 0.00
2.79 dd (15.6, 15.3) 2.82.d (16.0) -0.03

(1) Kennedy-Smith, J. J.; Young, L. A.; Toste, F. D. Org. Lett. 2004, 6, 1325.
(2) Kashima, T.; Tanoguchi, M.; Arimoto, M.; Yamaguchi, H. Chem. Pharm. Bull. 1991, 39, 192.
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Table S4 'H NMR Data Comparison of Dehydrodesoxypodophyllotoxin

7 ref.3 (Tanabe et al.)
(CDCls, 400 MHz) (CDCls, 400 MHz)
dn (ppm), J (H2) dn (ppm), J (Hz) 49 (ppm)

7.70s 7.70 s 0.00
7.21s 7.21s 0.00
7.12s 7.12s 0.00
6.55s 6.55s 0.00
6.09 s 6.09 s 0.00
5.38s 5.385s 0.00
3.97s 3.97s 0.00
3.84s 3.845s 0.00

(3) Nishii, Y.; Yoshida, T.; Asano, H.; Wakasugi, K.; Morita, J.-i.; Aso, Y.; Yoshida, E.;
Motoyoshiya, J.; Aoyama, H.; Tanabe, Y. J. Org. Chem. 2005, 70, 2667.
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169.618

Sample Name:
x1a0j20160929

Data Collected on:
Agilent-NMR-inova600

Archive directory:

Sample directory:

FidFile: CARBON

Pulse Sequence: CARBON (s2pul)
Solvent: cdcl13

Data collected on: Sep 30 2016

Temp. 25.9 C / 299.1 K
Operator: liusq

Relax. delay 1.000 sec

Pulse 45.0 degrees

Acq. time 0.869 sec

Width 37700.3 Hz

12712 repetitions
OBSERVE C13, 150.8309410 MHz
DECOUPLE H1, 599.8471949 MHz
Power 48 dB

continuously on

WALTZ-16 modulated
DATA PROCESSING

Line broadening 2.0 Hz

FT size 65536
Total time 10 hr, 26 min

—152.966
—349.931
—148.695

—140.449

+—139.823

\137.817

~—-134.613

130.342
130.304
103.766

103.629
——liselq
—67.969
—61.020
—56.145

/__27.000

\__76.786
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\—118.709
—107.267

AT

101.829

k=

3C NMR (150 MHz, CDCl5)
o]
I
o]
(o]

MeO OMe

OMe
Dehydrodesoxypodophyllotoxin (7)

S12



