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1. Spectroscopic data of the methyl ester of chromoazepinone A (5)

Fig. S1. EIMS spectrum
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Fig. S2. '"H NMR spectrum of Me ester of 5 inDMSO-dj
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Fig. S3. >C NMR spectrum of Me ester of 5 inDMSO-d
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Fig. S4. UV-Visible spectrum of Me ester of 5 in MeOH

Compound 5-Me ester
2 92 xpp"% "y
(a?'.s?éz:’f) 289 man (0 8o/ 8D
\8*).033:: £ - 20630
PREXY.
% 33%&:777&
\ D28nm (0-1943)
£E=50/3
\‘
%

g il
) [ici]
L) (3
[l o

S4

=)

o]

.
o
L

i
IEUD

Y

bl



Fig. S5. IR Spectrum of Me ester of 5
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Fig. S6. Analyses and assignments of NMR data and its other physical data

Compound 5

[a]p2’ =+ 56.0 (c=0.16, EtOH);
UV(MeOH) Ao (log &) 272 (4.30), 289
(4.31), 331shoulder (3.89), 428 (3.70) nm

~~ X\ HMBC Me ester of Compound 5
UV (MeOH) Ayay (log £) 270 (4.14), 289
w— COSY (4.23), 425 (3.66) nm; IR (KBI) Vi, 1690,
oo > NOE 1640, 1518, 1260, 740 cm’!
HREIMS of Me ester of 5
m/z M* 371.1272 (caled for CpyH,705N5,
Methyl ester of Compound 5 371.1270)
400 MHz, DMSO-d, The solvent peak: 6;=2.49, 8:=39.50
Position 'H e Position 'H 13c | Position 'H BC | position 'H 3¢ Position 'H 3¢
1 7.09() 1028 [5a —  13360) [ 9 714 )-79H) 120.2(d) | 2' 646(@I=15H2) 123.6(d)| 6' 7.06 (t, J=8.0 Hz) 121.4(d)
2 — 1308(s) | 6 11990rs  — | 10 790 =19 H2) 120.6(d)| — 108.8(s) | 7' 7.28 (d, J=8.0 Hz) 111.5(d)
3 7.07(d,J=61Hz) — 6a — 137.5¢s)| 10a —  1254(s)| 3'a i 12599) 93— 136.0(s)
4 546(d 161 H2) 56.97 (d) 7747 (4,127 H2) 112.5(d) 10b —  120.4(s) 4' 7.81(d,J=8.0Hz) 118.8(d)| 11 — 165.4(s)
5 —  1825(s) | 87371791y 126.4(d)| 1" 10750 — §' 699(.)=80Hz) 118.8(d)| 12 375GH.9)  52.40(q)
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2. Spectroscopic data of chromoazepinone B (6)
Fig. S7. EIMS spectrum
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Fig. S8. '"H-NMR spectrum in DMSO ds
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Fig. S9. "C-NMR spectrum in DMSO d
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Fig. S10. UV-visible spectrum of 6 and its change as a function of pH.
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Fig. S11. IR spectrum (KBr tablet) of 6
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Fig. S12. Analyses and assignments of NMR data and its other physical data

No HMBC cross peak
between H-1 and C-3 leads
to the conclusion that this
structure is incorrect.

-7\ HMBC Compound 6

<--m--m NOE UV(MeOH): pH 2.0, Aoy (log €) 282 (4.18), 322 (4.20), 422 (4.15), 550
(3.95)nm; pH 7 & 12, Ay (log €) 282 (4.26), 322 (4.32), 405 (4.21) nm.
HREIMS m/z M* 355.0930 (calcd for Cy H,305N;, 355.0957)

400 MHz, DMSO-d The solvent peak: 6;=2.49, 6.=39.50

Position 'H B¢ Position 'H 3¢ | Position gy 3¢ |Pposition 'H B¢ Position 'n B¢
1 873 1190 |52 — 140.0 | 9 740IT6HD 1222 | 20 9.00() 1331 6  Pasiy 1226
_ 3 — 115.4 v T8 1116
2 - 134.8 6 13.17(verybrs) —— 10 8.39(d,J=7.6Hz) 1219 - 7 1=7.9 Hz) 3
3 — — l6a — 1390 | 102 — 1252 | 3 — 1268 | 4, — 136.3
4 —_— 153.4 7 771, J=7.6Hz) 113.2 | 10b — 122.4 4 ?37?9(‘151) 124.1 11 - 1685
5 _ 1706 | § 7620, 1=76H») 128.6 | 1' 1180(s) — 5' ]7{-21)7« =19 1211
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3. Spectroscopic data of methyl ester of chromoazepinone B (6)

Fig. S13. EIMS spectrum

trc

QJara : compdlliCHan2 Date : @l-Nov-94 17:49
Saepia: compd (1, CHONE
Note @ #
Inlet : Direct lon Made : EI+
sa18e2112
£
sa%
18
== - - T - = ; == ¥ T . T : -
0.5 1.2 ] 2. 2.5 3.2 2.5 4.0 4.5 s.a 5.5 L 6.5 7.8
Time (min.)
{ Mass Spectrun ]
RT : 2,28 min Scank : 45 Temg : 34.7 deg.C
Ton tade © EL+ Int. © 378.76 Spec. Type 1 Regular
10273536 388
lee (M+)
sa‘l
57
ae f
21t
% 68
]
s8 i 83 2%
56 -
4 ] 431]
| | 354,
- 1‘ 1
z8S
§ Ja s 4 20 | 17
2 | 152 1 i
f v 225
| it i
| 17t " |
mJ . il I‘ i 1 !
i il i I
o LM i -1‘! .‘l‘-l.\\ ] i 1 o i E ALl ORI ‘ il " ]
s 82 @ 120 4@ §@ 189 200 228 243 252 2| @@  dz@ M@ 363 @@ 4@ 4@ w2 4@ 82 5@
oz
El-Mass Spectrum of monomethylated compound 6
. 1 .
Fig. S14. 'H NMR spectrum in DMSO ds
=
3
a
o
- CODCH, 2
[y Hls
g
3
&
- IS
2
s 3
j m
X 1. J_L JUL}L o "
B e e e o A T —— T T
14 12 16 8 51 4 2
H1 ¢339 AB7E 1 ~d50 .0 Aot used s2oul
BQC0G.0 Bpod 0 non. not used ngt used nNot usea
3.300 1 500 < 200 8000.0 =705 1 not used
aa 2 NSO

1H -NMR Spectrum of monomethylated compound 6

{ 500 MHz , dmso-d& )

S9



Fig. S15. *C NMR spectrum in DMSO dj

—— 170,509

170

16756

‘ i i } | g g
‘ uh‘:‘l.uhhh‘jiummn AT A oAl Jﬁl.l‘JL b |“h\i;‘ A.[ml‘lmulx.hlm Ut

160

EEE o

x prE ep

: u By

= 3 m N
¢ L | ;

— 1555

— 1518

m.ﬂl.hilm&ulm.mi.th:l T

! .“l

150 0

20URQIOSqY

130 120 PPH
3 CHs3
5 : LR #
= 2 &
| “*%Tj*ﬁj?yﬁ» - 1
PO R i R i i rsys. tabiin G e g e A Lo bl A e
240 220 200 180 160 140 120 100 80 B0 4% 20 0 -20
13C-NMR Spectrum of monomethylated compound 6
(' 50 MHz , dmso-d6 )
. .. . . 5
Fig. S16. UV-visible spectrum dissolved in MeOH (8.67x10°M)
4
3.5
3
. neutral
:Q\ acidic
1.5 = basic
1 - J //- \\
05 = >\
0 \"aveleng“th (nm)

200 300

400 500 500

S10




IR spectrum of compound 6-Me ester; Not Measured

Fig. S17. Analyses and assignments of NMR data and its physical data

No HMBC cross peak
between H-1 and C-3 leads
to the conclusion that this
structure is incorrect.

UV (MeOH); acidic: Ay (log &) 283 (4.00), 326 (4.06), 416

N HMBC (4.06), 432 (4.08), 536 (3.86), 553 (3.86) nm; neutral: 283 (4.05),
318 (4.19), 416 (4.13), 420 (4.13) nm; basic: 283 (4.04), 333
-oeme- » NOE (4.26), 429 (4.14) 507 shoulder (3.86) nm

HREIMS m/z M* 369.1111 (calcd for Co,HsN305369.1113)

400 MHz, DMSO-d The solvent peak: &;=2.49, 6:=39.50

Position 'H BC  [position 'H 13 |Position 'H B¢ |Pposition 'H 3¢ Position 'H 3¢
1 873 119.3 5a —_— 140.0 9 743(tJ=8.0Hz) 122.2 2! ?':022_5(51}) 133.1 6 7.24(m) 122.5
32— 1337 | 6 12970r) — | 1083980y 1218 | 3 115.2 7' 75t 1116
3 — — |6 — 1389 10a — 1251 3a — 16T g, — 1362
4 — 153.5 7 773 I=80H) 1137 | 1o — 1221 4" 9:36(m) 123.9 11 — 167.3
L — 1705 | § 76518007 128.6 | 1'  1181() — 5 724(m) 121.1 12 4040H5)  52.59

4. Spectroscopic data of the methyl ester of chromoazepinone C (7)

Fig. S18. EIMS spectrum
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Fig. S19. "H NMR spectrum of compound 7-Me ester in DMSO ds
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Fig. S21. UV-visible spectrum of compound 7-Me ester in MeOH
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Fig. S22. IR spectrum of compound 7- Me ester (KBr tablet)
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Fig. S23. Analyses and assignments of NMR data of -Me ester of 7 and its physical data

Compound 7

[o]p2® =+ 26.6 (¢=0.15, EtOH);

Me ester of Compound 7

_H‘ UV (MeOH) A, (log €) 280 (4.04), 285

4 (3.99), 347 (3.93) nm; IR (KBr) Ve, 1702,
s 1640, 1620, 1258, 740 cm™!

HREIMS of Me ester of 7
— COSY m/z M* 371.1275 (caled for
C,,H,705N3, 371.1270)

Methyl ester of Compound 7 H

400 MHz, DMSO-dg The solvent peak: &=2.49, &-=39.50

Position 'H BC |Position 'H 3¢ | Position 'H BC | Pposition 'H Bc Position  'H B¢
1 7.67 (s) 115.5 Sa —_— 136.3” 9 7.15(,J=8.0Hz) 120.4 2' 6.67(d,J~1.9Hz) 122.8 6' 7.06(t,J=8.0Hz) 121.4
2 _ 1196 | 6 11.86(brs) — 10 775 (4, 1-8.0 Hz) 118.1 3 — 106.9 7' 7.31(d, J=8.0Hz) 111.5

a

3 ol @ — | — 1363 | 102 1260 | 32 — 1257 | 5, — 1362
4 — 166.3 7 747(d,1-8.0Hz) 112.0 | 10b — 107.9 | 4" 755(dJ=80Hy) 118.2 1 - 163.8
5 542(d) 4551 8 721(,J=80Hz) 1224 | 1' 10.89 (brs) — 5' 697(J8.0Hz) 118.7 12 3.74(3H,s) 52.37

The chemical shifts of C-5a, C-6a and C-7'a are interchangeable due to the very close values.

5. Spectroscopic data of arcyriarubin A (9)
Fig. S24. EIMS spectrum of compound 10
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Fig. S25. "H-NMR spectrum of compound 9 dissolved in DMSO-d;
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Fig. S26. *C-NMR spectrum of compound 9 dissolved in DMSO-dj
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Fig. S27. UV-visible spectrum of compound 9 dissolved in MeOH.
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Fig. S29. Analyses and assignments of NMR data of compound 9 and its physical data

Arcyriarubin A

s
’ ‘ UV (MeOH) Aoy (log €) 276.5 (4.05), 369.0 (3.71),
: ¢ 458.0 (3.85) nm; IR (KBE) ¥y, 3390, 1750, 1700, 1530,
¢ n N N 1340, 740 cm’!
o \\7/4 HREIMS m/z M 327.1020 (calcd for CyoH;3N30,,
HMBC
327.1008)

400 MHz, DMSO-dg The solvent peak: 8;=2.49, 6=39.50

Position 'H Bc Position g 13c Position 'H 13c | Position 'H 3¢
1&1 1165() — 3a&3a —  1260(s) | 6&6' 699(,80H) 1222(d)| 8&8'  — 128.3 ()
2&2' 773425 H2) 129.7 (d) 4&4" 680(d,80H7) 121.5(d) 7& 7" 736(d,80Hz) 112.3 (d) 9&9 _— 173.6 (s)
3&3 1062(s) | 5&5' cosqsorn 1199(d) | 7a&Ta —  13657(9)| 10 10870
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