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Figure S1.1 "H-NMR spectrum of cyclo-C3-dimethylallyl-L-Trp-Gly (2c) in CD;OH (600 MHz)
Figure S1.2 HSQC spectrum of cyclo-C3-dimethylallyl-L-Trp-Gly (2c) in CD;OH (600 MHz)
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Figure S2.4 NOESY spectrum of cyclo-C3-dimethylallyl-L-Trp-L-Tyr (5¢) in CD;OH (600 MHz)
Figure S3.1 *H-NMR spectrum of cyclo-N1-dimethylallyl-L-Trp-L-Tyr (5d) in CD;0D (500 MHz)
Figure S4.1 'H-NMR spectrum of cyclo-C3-dimethylallyl-D-Trp-D-Pro (9¢) in CDCl; (500 MHz)
Figure S5.1 "H-NMR spectrum of cyclo-N1-dimethylallyl-D-Trp-D-Pro (9d) in CD;0D (500 MHz)
Figure S6.1 'H-NMR spectrum of cyclo-C3-dimethylallyl-L-Trp-L-Ala (10c) in CD;OH (600 MHz)
Figure S6.2 HSQC spectrum of cyclo-C3-dimethylallyl-L-Trp-L-Ala (10c) in CD;OH (600MHz)
Figure S6.3 NOESY spectrum of cyclo-C3-dimethylallyl-L-Trp-L-Ala (10c) in CD;OH (600MHz)
Figure S7.1 *H-NMR spectrum of cyclo-C3-dimethylallyl-L-Trp-D-Ala (11c) in CD;OH (600 MHz)
Figure S7.2 HSQC spectrum of cyclo-C3-dimethylallyl-L-Trp-D-Ala (11c) in CD;OH (500 MHz)
Figure S7.3 HMBC spectrum of cyclo-C3-dimethylallyl-L-Trp-D-Ala (11c) in CD;OH (500 MHz)
Figure S7.4 NOESY spectrum of cyclo-C3-dimethylallyl-L-Trp-D-Ala (11c) in CD;OH (600 MHz)
Figure S8.1 "H-NMR spectrum of cyclo-C3-dimethylallyl-D-Trp-L-Ala (13c) in CD;0D (500 MHz)
Figure S9.1 *H-NMR spectrum of cyclo-C3-dimethylallyl-L-Trp-L-His (14c) in CD;OH (600 MHz)
Figure S9.2 HSQC spectrum of cyclo-C3-dimethylallyl-L-Trp-L-His (14c) in CD;OH (600 MHz)
Figure S9.3 HMBC spectrum of cyclo-C3-dimethylallyl-L-Trp-L-His (14c) in CD;OH (600 MHz)
Figure S9.4 NOESY spectrum of cyclo-C3-dimethylallyl-L-Trp-L-His (14c) in CD;OH (600 MHz)
Figure S10 HMBC correlations of 2c, 5c, 11c and 14c

Figure S11 NOESY correlations of 5¢, 10c, 11c and 14c

Figure S12 Time dependence of the product formation in the incubation mixtures of FtmPT1 with 2a,
9a and 11a.

Figure S13 HPLC chromatograms of incubation mixtures of 2a, 2b or 2c in the presence and absence
of FtmPT1.

Figure S14 HPLC chromatograms of incubation mixtures of 5a, 5b, 5¢ or 5d in the presence and
absence of FtmPT1.
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Figure S15 HPLC chromatograms of incubation mixtures of 10a, 10b or 10c in the presence and
absence of FtmPT1.

Figure S16 HPLC chromatograms of incubation mixtures of 11a, 11b or 11c in the presence and
absence of FtmPT1.

Figure S17 HPLC chromatograms of incubation mixtures of 13a, 13b or 13c in the presence and
absence of FtmPT1.

Figure S18 Dependence of product formation of b and c series on different substrate concentrations of
la, 2a, 5a, 93, 10a, 11a, 13a and 14a.
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Figure S1.1 *H-NMR spectrum of cyclo-C3-dimethylallyl-L-Trp-Gly (2¢) in CD;OH (600 MHz)
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Figure S1.2 HSQC spectrum of cyclo-C3-dimethylallyl-L-Trp-Gly (2c) in CD;OH (600 MHz)
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Figure S1.3 HMBC spectrum of cyclo-C3-dimethylallyl-L-Trp-Gly (2c) in CD;OH (600 MHz)
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Figure S2.1 "H-NMR spectrum of cyclo-C3-dimethylallyl-L-Trp-L-Tyr (5c) in CD;OH (600 MHz)
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Figure S2.2 HSQC spectrum of cyclo-C3-dimethylallyl-L-Trp-L-Tyr (5c) in CD;OH (600 MHz)
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Figure S2.3 HMBC spectrum of cyclo-C3-dimethylallyl-L-Trp-L-Tyr (5c) in CD3;OH (600 MHz)
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Figure S2.4 NOESY spectrum of cyclo-C3-dimethylallyl-L-Trp-L-Tyr (5c) in CD;OH (600 MHz)
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Figure S3.1 "H-NMR spectrum of cyclo-N1-dimethylallyl-L-Trp-L-Tyr (5d) in CD;OD (500 MHz)
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Figure S4.1 *H-NMR spectrum of cyclo-C3-dimethylallyl-D-Trp-D-Pro (9c) in CDCl; (500 MHz)
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Figure S6.1 "H-NMR spectrum of cyclo-C3-dimethylallyl-L-Trp-L-Ala (10c) in CD;OH (600 MHz)
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Figure S6.2 HSQC spectrum of cyclo-C3-dimethylallyl-L-Trp-L-Ala (10c) in CD;OH (600MHz)
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Figure S6.3 NOESY spectrum of cyclo-C3-dimethylallyl-L-Trp-L-Ala (10c) in CD;OH (600MHz)
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Figure S7.1 "H-NMR spectrum of cyclo-C3-dimethylallyl-L-Trp-D-Ala (11c) in CD;OH (600 MHz)
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Figure S7.2 HSQC spectrum of cyclo-C3-dimethylallyl-L-Trp-D-Ala (11c) in CD;OH (600 MHz)
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Figure S7.3 HMBC spectrum of cyclo-C3-dimethylallyl-L-Trp-D-Ala (11c¢) in CD;OH (600 MHz)
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Figure S37.4 NOESY spectrum of cyclo-C3-dimethylallyl-L-Trp-D-Ala (11c) in CD3;OH (600 MHz)

18



Electronic Supplementary Material (ESI) for Organic & Biomolecular Chemistry
This journal is © The Royal Society of Chemistry 2012

H-
H-4, H-6 “5 H-7
‘ | H-5'
| ““ s
H-2 H-10
7/\ WigJL ﬂ\ /‘\,,
l r i H-2’ ‘ ! \
N YN
i | ‘ - ‘ o
Nl .. wm,ui 1 IR UMJ'&LJJ LN
AR & b A L'y L Ll
7.0 6.6 6.2 5.8 5.4 5.0 4.6 4.2 3.8 3.4 3.0 2.6 22 1.8 1.4
f1 (ppm)

12 7.06 7.00 6.94 6.88 o (pﬁpﬁ\z) 6.76 6.70 6.64 6.58
H-14 H-11
H-2 ‘
H-20 H-22 | WA m
I II ‘L e |I
I Y ’ : |
‘ /| | ‘ le 1 Ha7 K7 | l
1 | |
‘ ; :H || I v | | u
| | . y DA .. I ‘L UL ) |
B VT, Sy USRIV, ¥ U VO O | VORI VU NPU N W AN 1 TN LY Y WALV
I 15T I L X & Lr T Il
o S aa oo S o S A onN - S ®
o ~— [N e) - O - i i O - Ll ™M N
85 80 75 70 65 60 55 50 45 40 35 30 25 20 15

f1 (ppm)

Figure S9.1 *H-NMR spectrum of cyclo-C3-dimethylallyl-L-Trp-L-His (14c) in CD;OH (600 MHz)
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Figure S9.2 HSQC spectrum of cyclo-C3-dimethylallyl-L-Trp-L-His (14c) in CDs;OH (600 MHz)
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Figure S9.3 HMBC spectrum of cyclo-C3-dimethylallyl-L-Trp-L-His (14c) in CD;OH (600 MHz)
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Figure S9.4 NOESY spectrum of cyclo-C3-dimethylallyl-L-Trp-L-His (14c) in CD;OH (600 MHz)
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Figure S12 Time dependence of the product formation in the incubation mixtures of FtmPT1 with 2a,

9a and 11a. The reaction mixtures contained 5 pg FtmPT1, 10 mM CaCl,, 2 mM DMAPP and 1 mM

cyclic dipeptide and were incubated at 37 °C. The substances were detected with a Diode Array

detector and illustrated for absorption at 296 nm.
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Figure S13 HPLC chromatograms of incubation mixtures of 2a, 2b or 2c in the absence and presence

of 5 pug FtmPT1. The reaction mixtures contained 10 mM CaCl,, 1 mM aromatic substrate and 2 mM

DMAPP and were incubated at 37°C for 2 h. The substances were detected with a Photo Diode Array

detector and illustrated for absorption at 296 nm.
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Figure S14 HPLC chromatograms of incubation mixtures with 5a, 5b, 5¢ or 5d in the absence and
presence of 5 ug FtmPT1. The reaction mixtures contained 10 mM CaCl,, 1 mM aromatic substrate
and 2 mM DMAPP and were incubated at 37°C for 2 h. The substances were detected with a Photo

Diode Array detector and illustrated for absorption at 296 nm.
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Figure S15 HPLC chromatograms of incubation mixtures with 10a, 10b or 10c in the absence and
presence of 5 pug FtmPT1. The reaction mixtures contained 10 mM CaCl,, 1 mM aromatic substrate
and 2 mM DMAPP and were incubated at 37°C for 2 h. The substances were detected with a Photo

Diode Array detector and illustrated for absorption at 296 nm.
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Figure S16 HPLC chromatograms of incubation mixtures with 11a, 11b or 11c in the absence and
presence of 5 ug FtmPT1. The reaction mixtures contained 10 mM CaCl,, 1 mM aromatic substrate
and 2 mM DMAPP and were incubated at 37°C for 2 h. The substances were detected with a Photo

Diode Array detector and illustrated for absorption at 296 nm.
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Figure S17 HPLC chromatograms of incubation mixtures with 13a, 13b or 13c in the absence and
presence of 5 pug FtmPT1. The reaction mixtures contained 10 mM CaCl,, 1 mM aromatic substrate
and 2 mM DMAPP and were incubated at 37°C for 2 h. The substances were detected with a Photo

Diode Array detector and illustrated for absorption at 296 nm.
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Figure S18 Dependence of product formation of b and c series on different substrate concentrations of
1a, 2a, 5a, 93, 104, 11a, 13a and 14a.
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