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S2

6aa [N-(Bz-Val-)-2-(trimethylsilyl)ethyl-(2S,3S)-3-amino-2-hydroxy-4-phenylbutanoate]: 1H 

NMR (400.16 MHz, DMSO-d6): δ 8.09 (d, 3J = 9.09 Hz, 1H, NHI), 7.89 (d, 3J = 8.84, 1H, NHII), 7.84 

(d, 3J = 7.58 Hz, 2H, arom. CH), 7.46 – 7.56 (m, 3H, arom. CH), 7.05 – 7.17 (m, 5H, arom. CH), 5.81 

(d, 3J = 6.06 Hz, 1H, α-CHOH), 4.28 – 4.37 (m, 1H, β-CH), 4.23 (dd, 3J = 8.59 Hz, 8.59 Hz, 1H, α-CH 

Val), 3.96 – 4.04 (m, 1H, α-CHOH), 3.92 – 4.13 (m, 2H, OCH2), 2.64 – 2.80 (m, 2H, γ-CH2), 1.92 – 

2.02 (m, 1H, β-CH Val), 0.87 – 0.98 (m, 2H, SiCH2), 0.81 (d, 3J = 6.57 Hz, 3H, CH3 Val), 0.72 (d, 3J = 

6.57 Hz, 3H, CH3 Val), 0.01 (s, 9H, Si(CH3)3); 13C NMR (100.62 MHz, DMSO-d6): δ 172.22 (C4), 

170.41 (C12), 166.20 (C17), 138.45 (C8), 134.41 (C18), 131.26 (C21), 129.20 (C9), 128.23 (C10), 127.92 

(C19), 127.48 (C20), 125.93 (C11), 72.43 (C5), 62.34 (C3), 59.11 (C13), 52.67 (C6), 35.01 (C7), 30.20 

(C14), 19.29, 18.69 (C15, C16), 16.86 (C2), -1.52 (C1); ESI/MS: calcd [M(TMSE-ester) = C27H38N2O5Si], 

498.25 Da; found (MNa+), m/z 521.3 Da. 
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S3

6a-b [N-(Bz-Val-)-2-(trimethylsilyl)ethyl-(2R,3S)-3-amino-2-hydroxy-4-phenylbutanoate]:

 1H NMR (400.16 MHz, DMSO-d6): δ 8.16 (d, 3J = 8.59 Hz, 1H, NHI), 7.86 (d, 3J = 7.33 Hz, 

2H, arom. CH), 7.76 (d, 3J = 9.35 Hz, 1H, NHII), 7.44 – 7.57 (m, 3H, arom. CH), 7.09 – 7.23 (m, 5H, 

arom. CH), 5.62 (d, 3J = 6.06 Hz, 1H, α-CHOH), 4.30 – 4.38 (m, 1H, β-CH), 4.25 (dd, 3J = 8.34 Hz, 

8.34 Hz, 1H, α-CH Val), 3.97 – 4.04 (m, 1H, α-CHOH), 3.99 – 4.09 (m, 2H, OCH2), 2.64 – 2.89 (m, 

2H, γ-CH2), 1.99 – 2.09 (m, 1H, β-CH Val), 0.85 – 0.95 (m, 2H, SiCH2), 0.84 (d, 3J = 6.56 Hz, 3H, CH3 

Val), 0.79 (d, 3J = 6.56 Hz, 3H, CH3 Val), -0.03 (s, 9H, Si(CH3)3); 13C NMR (100.62 MHz, DMSO-d6): 

δ 172.29 (C4), 170.43 (C12), 166.33 (C17), 138.38 (C8), 134.42 (C18), 131.24 (C21), 129.11 (C9), 128.20 

(C10, C19), 127.50 (C20), 126.15 (C11), 70.36 (C5), 62.32 (C3), 59.03 (C13), 53.08 (C6), 37.08 (C7), 29.87 

(C14), 19.34, 18.54 (C15, C16), 16.77 (C2), -1.55 (C1); ESI/MS: calcd [M(TMSE-ester) = C27H38N2O5Si], 

498.25 Da; found (MNa+), m/z 521.3 Da. 
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S4

10qa {N-[N-(Bz-Val-)-(2S,3S)-3-amino-4-(4-aminophenyl)-2-hydroxybutanoyl]-Ala-Leu-OH}: 1H 

NMR (400.16 MHz, DMSO-d6): δ 8.30 (d, 3J = 7.83 Hz, 1H, NHIV), 8.14 (d, 3J = 9.09 Hz, 1H, NHI), 

7.81 – 7.91 (m, 3H, arom. CH C25, NHII), 7.78 (d, 3J = 7.33 Hz, 1H, NHIII), 7.45 – 7.58 (m, 3H, arom. 

CH C26,27), 7.09 (d, 3J = 8.34 Hz, 2H, arom. CH C15), 6.85 (d, 3J = 8.09 Hz, 2H, arom. CH C16), 6.07 

(bs, 1H, α-CHOH), 4.30 – 4.43 (m, 2H, α-CH Ala C8, β-CH C12), 4.15 – 4.29 (m, 2H, α-CH Leu C2, α-

CH Val C19), 3.93 (bs, 1H, α-CHOH C11), 2.27 – 2.49 (m, 2H, γ-CH2 C13), 1.97 – 2.08 (m, 1H, β-CH 

Val C20), 1.58 – 1.69 (m, 1H, γ-CH Leu C4), 1.47 – 1.57 (m, 2H, β-CH2 Leu C3), 1.23 (d, 3J = 6.82 Hz, 

3H, CH3 Ala C9), 0.89 (d, 3J = 6.57 Hz, 3H, CH3 Leu C5/C6), 0.80 – 0.86 (m, 6H, CH3 Leu C5/C6, CH3 

Val C21/C22), 0.75 (d, 3J = 6.57 Hz, 3H, CH3 Val C21/C22); 13C NMR (100.62 MHz, DMSO-d6): δ 173.84 

(C1), 171.89 (C7), 170.85 (C10), 170.46 (C20), 166.41 (C25), 134.50, 131.27, 130.01, 128.27, 127.50, 

119.27 (C14,15,16,17,24,25,26,27), 73.25 (C11), 59.09 (C19), 52.98 (C12), 50.18 (C2), 47.38 (C8), 39.34 (C3), 

33.51 (C13), 30.27 (C20), 24.27 (C4), 22.88, 21.26 (C5, C6), 19.42, 18.64 (C21, C22), 19.05 (C9); ESI/MS: 

calcd [M(norstatine) = C31H43N5O7], 597.32 Da; found (MH+), m/z 598.4. 
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S5

10qb {N-[N-(Bz-Val-)-(2R,3S)-3-amino-4-(4-aminophenyl)-2-hydroxybutanoyl]-Ala-Leu-OH]}: 

1H NMR (400.16 MHz, DMSO-d6): δ 8.31 (d, 3J = 7.83 Hz, 1H, NHIV), 8.03 (d, 3J = 8.59 Hz, 1H, NHI), 

7.84 (d, 3J = 7.33 Hz, 2H, arom. CH C25), 7.80 (d, 3J = 7.08 Hz, 1H, NHIII), 7.71 (d, 3J = 9.09 Hz, 1H, 

NHII), 7.43 – 7.56 (m, 3H, arom. CH C26,27), 7.24 (d, 3J = 8.34 Hz, 2H, arom. CH C15), 7.04 (d, 3J = 

8.34 Hz, 2H, arom. CH C16), 6.18 (bs, 1H, α-CHOH), 4.17 – 4.36 (m, 4H, α-CH Ala C8, β-CH C12, α-

CH Leu C2, α-CH Val C19), 3.82 (bs, 1H, α-CHOH C11), 2.57 – 2.83 (m, 2H, γ-CH2 C13), 1.93 – 2.03 

(m, 1H, β-CH Val C20), 1.58 – 1.68 (m, 1H, γ-CH Leu C4), 1.46 – 1.55 (m, 2H, β-CH2 Leu C3), 1.20 (d, 

3J = 6.82 Hz, 3H, CH3 Ala C9), 0.88 (d, 3J = 6.57 Hz, 3H, CH3 Leu C5/C6), 0.83 (d, 3J = 6.32 Hz, 3H, 

CH3 Leu C5/C6), 0.78 (d, 3J = 6.57 Hz, 3H, CH3 Val C21/C22), 0.73 (d, 3J = 6.82 Hz, 3H, CH3 Val 

C21/C22); 13C NMR (100.62 MHz, DMSO-d6): δ 173.86 (C1), 171.90 (C7), 170.89 (C10), 170.37 (C20), 

166.43 (C25), 134.45, 131.22, 130.37, 128.24, 127.48, 121.00 (C14,15,16,17,24,25,26,27), 70.91 (C11), 58.66 

(C19), 52.76 (C12), 50.20 (C2), 47.48 (C8), 39.74 (C3), 36.73 (C13), 30.19 (C20), 24.22 (C4), 22.91, 21.22 

(C5,6), 19.39 (C9), 19.13, 18.34 (C21,22); ESI/MS: calcd [M(norstatine) = C31H43N5O7], 597.32 Da; found 

(MH+), m/z 598.4. 
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