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Table S1. Solubility of azocumarin derivatives in different solvents (2 mg of the

compound in 1ml of solvent).

H0 THF CHCI: DMF CH3;0H
Sample | room | boiling | room | boiling | room | boiling | room | boiling | room | boiling
temp. temp. temp. temp. temp. temp. temp. temp. temp. temp.
6-a - +/- +/- +/- +/- +/- + + +/- +/-
6-b - - +/- +/- +/- +/- + + +/- +/-
6-¢ - +/- +/- +/- +/- +/- + + +/- +/-
6-d - +/- +/- +/- +/- +/- + + +/- +/-
6-¢ - - +/- +/- +/- +/- + + +/- +/-
6-f - - +- +- +- +/- +- + +- +-
6-g +/- +/- +/- +/- +- +/- +/- + +/- +-
6-h - +/- +- +/- + + +/- + +/- +-
6-i — +/- +/- +/- + + +- - +/- +/-
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Figure S1. UV-vis spectra of 6b registered before and after irradiation (A=365nm, 2.9 W,
30s) in (a) chloroform, (b) ethanol, (¢) DMF, and (d) polystyrene.
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Figure S2. Absorbance spectra of compound 6a-61 in DCM

Table S2. Content of cis-isomer directly after the 5 min of UV-light irradiation, and time of
cis to trans transformation of dyes in polystyrene matrix.

Time of cis-
Code Isosbestic Content of trans
points cis isomer conversion
[nm] (%) [days]
6a+PS 418 13 8
6b+PS 420 14 8
6¢+PS 421 13 >8
6d+PS 424 11 >8
6f+PS 419 14 7
6g+PS 410 14 >8
6h+PS 437 7 7
6i+PS 407 22 >8

'H, 3C NMR and HRMS spectra of compounds 3-5, 6a-6i and additional DEPT-135, COSY, NOESY, HMBC,
HSQC spectra for compound 6g.



Compound 3

5.

10.378

2

11.507=

=0.912

—0.942

11.0

PPM

118.870 —

- =

145.278 —

152.371 —

163.718 —

191.203 —

40

60

T
100

T
120

T
140

T
160

T
180

PPM




2.615

solvent: EtOH

A

=-2.895

—3.99
—1.961
—1.011
——1.000

=—0.979

Compound 4

0.0

0.4

1.2 0.8

2.0 1.6

2.4

3.2 28

44 40 3.6

7.2 68 64 6.0 56 52 438

7.6

8.4 8.0

PPM

30.418 —

119.295

ok
[ ES

148.886
147.260 —\—

me.Nmu |
158.474
156.630

195475 —




Compound 5

N
W
P
P

solvent: EtOH

JJ

DO DD DD DD NNNNN
DBENN = = DO POV
VOOV NLD OO

LLJL—JL

I

=-3.010

—. 4318

==5:479

=--1.025
=—1.000

—0.963
=-—1.010

—1.032

1.0 0.0

2.0

3.0

4.0

5.0

6.0

7.0

8.0

9.0

10.0

PPM

16.357 —

126.868 —

130.021 —
132.273 —

142,239 —
145.789 —
148.788 —
152,276 —
155.446 ——
159.130 —

179.719 —

oL

.

I
160

I I [ T T l T l I I
140 130 120 110 100 90 80 70 60 50 40 30 20

I
150

T
170

PPM




— 2306

solvent: EtOH

N
~
JJ

UL

solvent: EtOH

NNNNNN
NV NS
NO N O

b L~
APIEN

|

5

Compound 6a

99/00 00 $0100 40 00/ 4 N> NS
2Bk o Dok iviv i

Swad

N OV ol
LL
~—=

11.421 —

—2.913

PPM

16.591 —

105.771 —

117.786 —
120.062 —

130.001 — —
129.109 —|

e
e

140.973 —
145247 —
148.878 —
152.329 —
155.379 —
159.171 —

169.905 —

T T T T I I
150 140 130 120 110 100 90

T
160

PPM



TOF MS ES+

210322_6cA 34 (0.366) Cm (33:42-2:8)
484.1242 1.7526
100+
B
485.1272
486.1257
466.1124 506.1060
| 1099553 1490505 1830331 237.1424 367 2711 Vo 588.1596 615.4363
T 75 200 255 250 275 300 335 350 35 4b0 455 4E0 475 500 525 550 55 @b &3

EREREEE Ly
75 100 125

Compound 6b
s woog °°F°.°°>'é>‘ M~ L
s BB WH OO NS b S »
& PR A A B A N 5
| g
solvent: EtOH solvent: EtOH
A
I
/
L ! l
— M L _J L L JUL
L A (111
4 INRG [
o @ o b o P
o & e e 3R &
I T I T I T I T I T I T I T I T

PPM 11.5 10.5 9.5 8.5 7.5 6.5 5.5 4.5 3.5



¥ 8gEgEg  EmERaRe 3 g
S N |
T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T
PPM 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0
210322_6aA 17 (0.197) Cm (15:24-(3:8+61:96)) TOF MS ES+
500.0941 4.84e6
100+
502.0919
503.0944
482.0835 504.0930

T
75

100 125 150 175 200 225 250 275 300 325 350 375 400 425 450 475

T T T+ T T T T Mz
500 525 550 575 600 625 650 675



Compound 6¢

solvent: EtOH

2.327
3

Y
7894 =— —
7.883 MW Iw
7.962 3
- ‘
e

1

8.389 —~
8.478 |\|
8.482
11.512 — =

——2.854

=-0.951
—6.188

=345
—1.003

=—$:38

—1.071

10.0 9.0 8.0 7.0 6.0 5.0 4.0 3.0 2.0 1.0 0.0

11.0

PPM

16.586 —

105.858 —

117.760 —

e

125.818
124.407 -
120,028 —
132.014
134.366 —

140.976 —
145215 —
148.870 —

152.312 —
155.384 —

159.176 —

169.909 —

I I I I I I I I
150 140 130 120 110 100 90 80 70 60 50

I
160

PPM



210322_6bA 22 (0.240) Cm (22:27-(4:7+81:97))

TOF MS ES+

oo 546.0427 fefiden
544.0448
=
547.0453
548.0447
568.0256
| 67.0439 146 0103 234.9494 2g1.1205 315.1997 4372708 9260334 | ¢ 635.9366
2 b0 ik 2o 20 0 | a0 | 40 | 4o S0 ' s e | ewo | 700
Compound 6d
|
‘ solvent: EtOH
/
e 'l |
L AN R A
[— TN |
9 Ll é
' I ! T I ! I ' T I ! I ' I T ' I I ' o
PPM 11.5 10.5 9.5 8.5 7.5 6.5 5.5 4.5 3.5 2.5 1.5 0.5




5 BombR R D D 5 ° -
3 AN s &G SYEEINESSY @ & o
2 QA Attt A 5 o
w N O = O H U1 OIONWAAEND N N w o«
S wmi A W O W0 O O NWow—oounN [+ - o
LU I
RN ERE . e | |
r-~—r—7r 77 rrrTrrr 17T 17 T7T T 17T T 7T T T T 7T T T T
PPM 160 150 140 130 120 110 100 90 80 70 60 SO 40 30 20 10 0
210322_60A 33 (0.357) Cm (33:40-(4:8+82:97)) TOF MS ES+
2.35¢5
- 502.0299
=
593.0328
1 594.0316
615.0169
o 124.0069 205.1987 340.2914 439.4187 538.4746 741.5215
B R e e L EA R E e e R B e o
50 ' 100 150 | 200 ' 250 = 300 350 & 400 & 4%0 500 550 = 600 & 650 700




Compound 6e

€

14

¥

é.
o9t

— 66V'TT
L
op*
&'
%
60€°C

solvent: EtOH

;
¥

i
{

= ¥
961 7=
£09'9~—
1997

os¢

T T T l ' I

PPM 11.0 10.0 9.0 8.0 7.0 6.0 5.0 4.0 3.0 2.0 1.0 0.0
210322_6i_A 17 (0.197) Cm (17:20-(3:8+81:97)) TOF MS ES+
o 534.0560 5 16e6
536.0536
B
537.0556
5154136 |00 0219
387.1810
409.1630 539.0535
338.3420
. 105.0702 213.0666 302-1138 =% , 683.5991

75 100 125 150 175 200 225 230 215 300 325 350 375 400 425 450 475 500 525 550 575 600 625 650 675



Compound 6f

2.323

3.810 —

11.434 —

i

=2.937

—3.046

=-2.048
=—0.965

—4.114

=—2.012
=-2.006

=—1.019

=988

}1.055

11.0 10.0 9.0 8.0 7.0 6.0 5.0 4.0 3.0 2.0 1.0 0.0

PPM

16.599 —

55.632 —

102.780 —

140914 —
145,185 —

148813 —
152301 —
1537 —
159,349 ——

169.681 —

:
|

T I I I I I I I I
160 150 140 130 120 110 100 90 80 70 60

I
170

PPM




210322_6fA 24 (0.256) Cm (24:41-(4:8+87:97))

100+

%

496.1438

327.1283 399.1835

TOF MS ES+
1.19e6

497.1469

498.1458

83,2327 163.1496 505 1285

0

Compound 6g

499.1466 565.5012 665.5072
% - m/z

100 125 150 175 200 225 250 275 300 325 330 375 400 425 450 475 500 525 550 575 600 625 630 675

— P11l

0s€
< zet

‘

== =




16.579 —
21.265 —

103.969 —

117.758 —
120,080 =—
129.620 o —

R

137.280 —
140913 —
145.087 —
148.882 —

152.342 —
155.392 —

159.214 —

169.687 —

I
60 50 40 30

I
70

90

I
140

I
160

PPM

DEPT-135




COSY

By

!
L

HMBC

6g
K.Laczkowski

Ll 1S

L

[ 1
| f
LR
"R |
]
L
[}
T B
l'vv
]

223

PE=



HSQC

6g
K.Laczkowski ”

iy |

¢
.
e o Ty .
» e ‘ - 3
«
i T : T r r r ; T : : r T r ; r -
NOESY
6g
K.Laczkowski
Il l ppm
e - ’ E1
F2
p—— : =
F3
] { .

%j R Wesie W v¢-¢b i Fy

-5

-6

F7

— —— - -
——" -
— - -8
9

f T T T T T T T T T T T T T T T T T
90 85 80 75 7.0 65 60 55 50 45 40 35 3.0 25 20 15 1.0 05 ppm



210322_6eA 33 (0.357) Cm (33:40-3:8)

TOF MS ES+

100+ 480.1490 1.45e6
=
481.1521
482.1506
462.1383 .
oL 1230449 183 0372 206.1337 2921000 326.0345 N 483.1519  556.1796 505 4580
T 100 155 1% 175 200 205 2R0 275 300 b5 B0 av5 b0 A% 4k0 A5 500 5hs SR0 518 6bo 635 oo
Compound 6h

— 629°1T
€
T
Ex
g8
T

oveE'T

nE=

€26 1= ———
1960 ——

168'E~— e ————

PPM 11.0 10.0 9.0




210322_6g_A74 (0.766) Cm (74:87-3:11) TOF MS ES+
. 511.1187 4665
=]
512.1219
533.1005
534.1035
493.1089
1001034 158.9640 2602232 202.1079 367.1804 3 535.1039 595 0723 661.1081
B T S S Py ) AT M 2 R4 s s s 1 00 A
Compound 6i
I |
| | |
| |
) : Il
S— J._.JL oA — —_.-_-.——__JLA.—_ L } -
T | T T | T | T I T | T T I | T | T | T I
PPM 11.0 10.0 9.0 8.0 7.0 6.0 5.0 4.0 3.0 2.0 1.0 0.0




i 8GR 3 38%8?}&2 5 ?—’IB‘S 2 &
N N = | B
MLM y
T v 1 v 17T =17 7 T ¥V 1T ¥ 17T % 1T 7 U L L I T
PPM 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0
210322_6hA 29 (0.311) Cm (29:40-3:8) TOF MS ES+
oo 524.2120 1.2506
525.2145
526.2144
7.21
, 161.9076 505 1267 2390682 337 1303 385.2852 524.1354 52. 2155 6282484 689.0997
00 ' 150 | 200 | 280 300 ©  3%0 400 = 480 500 55 600 650 700




