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Scheme S1. The reactions of indole and L-Ser catalysed by wild type tryptophane synthase a- and b-
units (A), the engineered tryptophan synthase b-unit PfTrpB6 (B) and the commercially available L-

amino acid oxidase (C).
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Figure S1. SDS Page electrophoresis analysis of purifies PfTrpB®(A) and NzsH(B).



A Intens.
x106 COOH
{ 205.0979
1 NH
1.25] \ 2
] N
] H,
1.00 ©
i Chemical Formula: C11H43N,0,*
] Exact Mass: 205.0972
0.75 N Mass error: 3.9ppm
0.50 7 206.1005
0.25
207.1026
0.00 T 4
205 o
B . OH
Lo Crf g !
N
i y &g g
ens. | Chemical Formula: CgHgN* * N . _ .
x105- Exact Mass: 118.0651  Chemical Formula: CoHyoN* H Chemical Formula: C11H1oNO;
] i . 188.0715 Exact Mass: 188.0706
] Mass error: 2ppm Exact Mass: 132.0808 . .
2'55 Mass error: 1.1ppm Chemical Formula: CyoH11N,* Mass error: 4.7 ppm
20] Exact Mass: 159.0917
] / Mass error: 0.1 ppm 205.0979
1.5
1.0—5 /
05 118.0554 132.0809 159.0923 |
1 L L L L L ‘
00 120 130 140 150 160 170 180 190 200 m/z

Figure S2. LC-MS (A) and MS/MS data (B) of L-tryptophan 13.
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Figure S3. LC-MS (A) and MS/MS data (B) of indole-3-pyruvate 14.
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Figure S4. LC-MS (A) and MS/MS data(B) of indole-containing acyloin 15.
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Figure S5. LC-MS (A) and MS/MS data (B) of 4-fluoro-indole-tryptophan 21.
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Figure S6. LC-MS (A) and MS/MS data (B) of 5-fluoro-indole-tryptophan 22.
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Figure S7. LC-MS (A) and MS/MS data (B) of 4-bromo-indole-tryptophan 23.
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Figure S8. LC-MS (A) and MS/MS data (B) of 6-hydroxyl-tryptophan 24.
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Figure S9.

LC-MS (A) and MS/MS data (B) of 7-azaindole-tryptophan 25.
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Figure $10. LC-MS (A) and MS/MS data (B) of 4-fluoro-3-indole pyruvate 26.
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Figure S11. LC-MS (A) and MS/MS data (B) of 5-fluoro-3-indole pyruvate 27.
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Figure $12. LC-MS (A) and MS/MS data (B) of 4-bromo-3-indole pyruvate 28.
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Figure $13. LC-MS (A) and MS/MS data (B) of 6-hydroxyl-3-indole pyruvate 29.
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Figure $14. LC-MS (A) and MS/MS data (B) of 7-azaindole-3-pyruvate 30.
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Figure $15. LC-MS (A) and MS/MS data (B) of 4-fluoro-indole-containing acyloin 31.



Intens. | R
x10° 1 268.0981 OH
207 OH
] H COOH
1.5 +2
1 Chemical Formula: C43H;5FNO,*
| Exact Mass: 268.0980
1.0 Mass error: -0.5 ppm
0.5 269.1014
] n 270.1038
0.0 T T —>2
268 269 270
B
Intens.
x10° E +Na*
290.0800
3 F.
= OH
|
N ] heor
. +2 ) N -H,0*
Chemical Formula: CqH;FN Hy 268.0981
R Exact Mass: 162.0714 +
: I\;I(::s e?::? .2.3ppm Chemical Formula: C,,H,3FNO,*
Exact Mass: 222.0925
Mass error: 0.1 ppm -H,0*
17 250.0875
N
\ 232.0769
222.0925
o . 1 1?2'0712 : i : i | | ' i : L N T
140 160 180 200 220 240 260 280

Figure $16. LC-MS (A) and MS/MS data (B) of 5-fluoro-indole-containing acyloin 32.
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Figure $17. LC-MS (A) and MS/MS data (B) of 4-bromo-indole-containing acyloin 33.
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Figure $18. LC-MS (A) and MS/MS data (B) of 6-hydroxyl-indole-containing acyloin 34.
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Figure $19. LC-MS (A) and MS/MS data (B) of 7-azaindole-containing-acyloin 35.
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Figure $20. LC-MS (A) and MS/MS data (B) of 2-methyl-indole-tryptophan 39.
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Figure $21. LC-MS (A) and MS/MS data (B) of indoline-tryptophan 40.
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Figure S22. LC-MS (A) and MS/MS data (B) of indazole-tryptophan 41.
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Figure $23. LC-MS (A) and MS/MS data (B) of 2-methyl-indole-3-pyruvate 42.
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Figure S24. LC-MS (A) and MS/MS data (B) of indoline-3-pyruvate 43.
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Figure $25. LC-MS (A) and MS/MS data (B) of indazole-3-pyruvate 44.
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Figure $26. LC-MS (A) and MS/MS data (B) of 2-methyl-indole-containing-acyloin 45.
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Figure S27. LC-MS (A) and MS/MS data (B) of indoline-containing-acyloin 46.
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Figure $28. LC-MS (A) and MS/MS data (B) of indazole-containing-acyloin 47.



