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1. Micro-flow reactor setup

The employed micro-flow system for amide bond formation is shown in Figure S-1. Stainless steel T-shape
mixers were purchased from Sanko Seiki Co. Ltd. (inner diameter: 0.25 mm). Teflon® tube with inner diameter
0.8 mm was purchased from Senshu Scientific Co. Ltd. The T-shape mixers and Teflon® tube were connected
with PEEK fittings purchased from GL Science Co. Ltd. Solutions were introduced to micro-flow system with
the syringe pumps (Harvard Pump 11 and Harvard PHD ULTRA) equipped gastight syringes (SGE). The
gastight syringes and Teflon® tube were connected with joints purchased from Techno Applications Co. Ltd.
The gastight syringes and T-shape mixers 1 and 2 were connected with Teflon® tube (inner diameter: 0.8 mm,
length: 800 mm, volume 402 uL). T-shape mixers 1 and 2 were connected with reaction tube 1 (Teflon® tube).
T-shape mixer 2 was connected with reaction tube 2 (Teflon® tube). The reaction tube 2 and Teflon® tube (inner
diameter: 0.25 mm, length 100 mm, volume 5 pl) were connected to generate back pressure. T-shape mixers

and reaction tube were immersed in water bath.

syringe pumps

T shape mixer 2

“ reaction tube 1 and 2

T—shape mixer 1

& ./

-

Figure S-1

The employed micro-flow system for photochemical cyclization is shown in Figure S-2. 9 W UV lamp
(wavelength: 365 nm) were purchased from AS ONE Co., Ltd. A fluorinated ethylene propylene copolymer
(FEP) tube (Flon Industry Co., Ltd., inner diameter: 1.0 mm) was used as the tube reactor. The tube reactor was
tightly wrapped around the lamp. Solution was introduced to the micro-flow system via syringe pump (Harvard
PHD ULTRA) equipped with gastight syringe (SGE). The reactor and gastight syringe were connected by PEEK
tubing (inner diameter: 0.5 mm). The tube reactor and lamp were wrapped in aluminum foil (not shown in

figure).



Figure S-2
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2. NMR spectra

5-bromo-7-nitroindoline (Bni) (9)
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Bni-protected N-Fmoc-glycine 10
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Pentapeptide 22

88T T
6CV°T
G651
6G9°T
€8L°T
EeCT
S¥0°¢C
LLLYT
06L"T
008°¢
11872
€86°¢C
266°C

188 e~

921" ¥
061" ¥
£22° 1
8EZ" ¥
S5Z° ¥
ZLz v
80E" ¥
vz P
S0P ¥
€87 ¥
867"V
015" ¥
TL0°G
ZLT"S
6659~
ZUT L

A AN

800°€
L8O €
860°€
vez" €
Nqﬂ.ﬁuﬂﬂ

NO,
:

O
N

NH HN
_>:O

NHBoc

NH
N

NH

v

(0)
(0]
BnO

S
N

0
o
Ph

\

HN

2-CI-Cbz

ppm

PLT 2T
SPE"LT
102" 8¢
SEV 8T
86%°9¢€
T08°6€
006°6€
TEB TV
29T LY
CEV LY
€09° LY
ELLT LY
Fv6°LY
PIT 8%
g8c 8%y
629" 8%
F6S°€S
oao.me\\
92T 99
6EL 9L
L66°9L
68T LL
SEETLL
BOL 6L
012 91T
687 FCT
28T°9¢T
£9E°9ZT
90%"LTT
€19°LTT
¥¥8°LCT
196" LET
967821
8FG°8CT
2097821
£89°82T
SO07 TET
€6€°CET
SOL"CET
CPB EET
LEGPET
T89°GET
TSL 8ET
68T°0FT
€8G796T
128 85T
GS0TLOT
LO9°0LT

SNem———

Ppm

20

40

60

80
S-6

100

120

160 140

180
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cyclic pentapeptide 24
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cyclic RGD peptide (25)
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