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Figure S2. 'H and 3C NMR spectrum (400 MHz, MeOD) of compound 10b.
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Figure S19. 'H and '3C NMR spectrum (400 MHz, MeOD) of compound 11g,.
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Figure S20. 'H and 3C NMR spectrum (400 MHz, DMSO) of compound 11h.
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Figure S21. 'H and 3C NMR spectrum (400 MHz, MeOD) of compound 111.
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Figure S22. 'H and 3C NMR spectrum (400 MHz, CDCls) of compound 13a.
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Figure S523. 'H and "3C NMR spectrum (400 MHz, CDCls) of compound 13b.



3000

2600

2400

2200

2000

1800

1600

1400

1200

1000

800

600

400

200

r-200

7T ﬁ
€71
OSWa S
OSWQ ST 1
OSWQ §Z
OSWA §Z
OSWQ §Z
97 1
eef
cef
X%
€€
€€
v
OtH t'€
s'e]
S
8¢
8
8¢
8’
8'€
8'€
8°€ 1
9% 1
S

—

Fsge
6LT
122

80°T
8
86°€
2600
Wﬁ.m
an.m
wam.o
0T
Brer
98T
Teco
Feeo
Fere
Bt

Wmm,m
74
Fveo

mm.o
60

Frot

Fos0

E880

6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0
f1 (ppm)

7.0

7.5

1600
1400
11200
1000
800
I 600
400
200

--200
- -400
--600
- -800

-1000

r-1200

-1400

r-1600

975 1
729

889 1
69 1
Tos ]
e
rec
Toe

seg

6891
9'69T
L7691
8691
8691
ToLT
S0LT

ST —

— T T T T T T T T T T T T T
240 230 220 210 200 190 180 170 160

T

80 70 60

140 130 120 110 100 90

150

f1 (ppm)

Figure S24. 'H and 3C NMR spectrum (400 MHz, DMSO) of compound 14h.
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Figure S25. 'H and 3C NMR spectrum (400 MHz, DMSO) of compound 14;j.
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Figure S26. 'H and 3C NMR spectrum (400 MHz, DMSO) of compound 14k.
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Figure S27. 'H and 3C NMR spectrum (400 MHz, DMSO) of compound 15h.



For the low-temperature photoinitiated thiol-ene coupling reactions, the experi-
mental set-up consists of the reaction vessel and the cooling medium (acetone-liquid ni-
trogen mixture) in a Dewar flask and a UV-lamp (Figure S1). Before irradiation, the entire
set-up is covered by an aluminum foil tent to protect the laboratory personnel against UV
light.

Reaction mixture

Dewar-flask
(cooling medium: acetone + liquid nitrogen)”

Figure S28. The experimental setup for carrying out hydrothiolation reactions at low temperature.
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Figure 529. ESI-MS spectrum of compound 10j.
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Figure S30. MALDI-MS spectrum of compound 10k.
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Figure S31. Calibrated MALDI-MS spectrum of compound 10k.
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Figure S32. MALDI-MS spectrum of compound 11h.

= -
S,
% 6000
S B
= - 5
©
N
4000 r
2000
) i ,M"-’“w N W JW

0 T T T

m/z

T L ]
720.0 725.0 730.0

Figure S33. Calibrated MALDI-MS spectrum of compound 11h.
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Figure S34. ESI-MS spectrum of compound 14j.
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Figure 535. MALDI-MS spectrum of compound 14k.
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Figure 536. Calibrated MALDI-MS spectrum of compound 14k.
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Figure S37. ESI-MS spectrum of compound 15h.



