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S1. Synthesis of Cgyp —Ala

1 eq glycine
4 eq (CH,0),

Figure S1: Synthesis of 2.

Reagents were used as purchased from commercial suppliers. All reactions
were carried out under a nitrogen atmosphere. Flash column chromatography
was performed using silicagel 60 (230-400 mesh). The following reaction is shown
in Figure S1: To a solution of 1 (50 mg, 69 pmol) in 1,2-dichlorobenzene (10
ml) glycine (10.4 mg, 138 nmol) and paraformaldehyde (8.3 mg, 276 pmol) was
added. The mixture was degassed by bubbling argon through the solution for
10 minutes, after which the mixture was stirred under reflux for 1 hour. TLC
indicated partial conversion. The reaction mixture was cooled and transferred
to a flash column (SiOg) immediately. The unreacted Cgy was eluted with
toluene (purple band), after which 2 was eluted with EtOAc/toluene - 25/75
(single brown band). The fraction containing 2 was concentrated to about 25
%: solution A (ca. 25 ml).

The following reaction is shown in Figure S2: To a cooled (0 °C) solution
of 3 (26 mg, 138 pmol) in CH2Cly (1 ml) dicyclohexylcarbodiimide (13.7 mg,
66 pmol) was added and the reaction mixture was stirred at 0 °C for 0.5 h.
After this the mixture (a white suspension) was aspirated with a syringe and
simultaneously filtered with the help of a syringe filter while being added to
cooled (0 °C) solution A. To this triethylamine (10 pl, 7 mg, 69 pmol) was
added. This mixture was stirred at RT for 17 h under exclusion of light. TLC
indicated partial conversion. The reaction mixture was concentrated to about
75 % and transferred to a flash column (SiO3) immediately and eluted with a
gradient of EtOAc/toluene - 5/95 to 7.5/92.5 to give 11 mg of 4 (Cgo —Ala,
yield 17 %) as a brown solid. Figure S3: 'H NMR (400 MHz, CDCl3) 5.63-5.34
(m, 5H), 5.02 (p, J = 6.9, 6.4 Hz, 1H), 1.67 (d, J = 6.9 Hz, 3H), 1.49 (s, 9H);
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Figure S2: Synthesis of 4 (Cgp —Ala).

TLC Ry 0.7 (4, EtOAc/toluene - 25/75), Ry 0.4 (2, EtOAc/toluene - 25/75).
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Figure S3: 'H NMR spectrum (recorded on a Bruker Advance ARX 400, 400

MHz) of Cgy —Ala in CDCl; (purchased from Euriso-top).



S2. Full VCD spectra
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Figure S4: The full experimentally obtained VCD spectrum of all the redox
species: Cgo—Ala (blue), Cgy—Ala (green), Czy —Ala (red) and C3; —~Ala (cyan).



