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Additional NMR spectra and *H NMR binding study of

3,3-acetamido-EBAB (5) with ethylenediamine
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'H NMR spectra of 4 and 5 before and after irradiation with light of the
wavelength 405 nm
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Figure S1: '"H NMR spectra of 3,3’-diamino-EBAB 4 before (red) and after (blue) irradiation with light of the
wavelength 405 nm in acetonitrile.
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Figuer S2: 'H NMR spectra of 3,3’-diacetamido-EBAB 5 before (red) and after (blue) irradiation with light of the
wavelength 405 nm in acetonitrile.
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Figure S3: The "H NMR spectrum of 3,3’-diamino-EBAB 4 in the spectral region of the aromatic protons after
irradiation with light of the wavelength 405 nm. The cis-4 to trans-4 ratio was determined by the integration of
the 'H NMR signals of the phenyl proton in para position to the azo group in both isomers.

sS4



[rel]
\

1.5

1.0

0.5

52.2739
47.7261

8.5 8.0 7.5 7.0 [ppm]

Figure S4: The '"H NMR spectrum of 3,3’-diacetamido-EBAB 5 in the spectral region of the aromatic protons
after irradiation with light of the wavelength 405 nm. The cis-5 to trans-5 ratio was determined by the
integration of the 'H NMR signals of the protons of the amide group in both isomers.
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'H NMR binding study of 3,3’-acetamido-EBAB 5 with ethylenediamine
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Figure S5: Graphic representation of the results of the 'H NMR titration of 3,3’-acetamido-EBAB 5 with
ethylenediamine in MeCN.

Stock solutions used for the titration:

stock solution of 5: 15.85 mg 3,3-acetamido-EBAB 5 in 1.0 mL MeCN-d3
ethylenediamine stock solution I:  2.49 mg ethylenediamine in 500 uL MeCN-ds

ethylenediamine stock solution Il:  101.40 mg ethylenediamine in 1.0 mL MeCN-d;
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Table S1: Composition of the samples of the "H NMR titration of 3,3’-acetamido-EBAB 5 with
ethylenediamine.

volume of volume of volume of volume of Irradiation
Nr. MeCN-d; stock solution ethylenediamine ethylenediamine
[uL] of 5 [uL] stock solution | [uL]  stock solution Il [uL] state
1 340 160 0 0 PSS 530
2 340 160 0 0 PSS 405
3 340 160 10 0 PSS 530
4 340 160 10 0 PSS 405
5 340 160 50 0 PSS 530
6 340 160 50 0 PSS 405
7 340 160 50 10 PSS 530
8 340 160 50 10 PSS 405
9 340 160 50 225 PSS 530
10 340 160 50 225 PSS 405
11 340 160 50 47.5 PSS 530
12 340 160 50 47.5 PSS 405
13 340 160 50 72.5 PSS 530
14 340 160 50 72.5 PSS 405
15 340 160 50 97.5 PSS 530
16 340 160 50 97.5 PSS 405
17 340 160 50 122.5 PSS 530
18 340 160 50 122.5 PSS 405
19 340 160 50 147.5 PSS 530
20 340 160 50 147.5 PSS 405
21 340 160 50 172.5 PSS 530
22 340 160 50 172.5 PSS 405
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Analysis of the fine structure of the 'H NMR signals of the protons of the

ethylene bridge of cis-3,3-diamino-EBAB (cis-4)

Experimental and Simulated 1H NMR Spectrum of the

Ethylene Bridge Protons of cis-3,3-diamino-EBAB (cis-4)
(500 MHz, CD,0D, 300 K)
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Figure S6: Experimental and simulated 'H NMR spectrum of the protons of the ethylene bridge of

cis-3,3-diamino-EBAB (cis-4)

Table S2:  Parameters of the "H NMR signals of the protons of the ethylene
bridge of cis-3,3-diamino-EBAB (cis-4) in CD;0D at 300 K.

parameter value

v (7-H,) 2.667 ppm

v (7-Hy) 2.652 ppm
2-Ia,a 9.6 Hz
2
Jbb 9.6 Hz
o ~14.7 Hz
3
-Ia,b 6.0 Hz
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