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1. Crystalline Aliphatic Parent Tripeptide 1: Ac-LLE
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Figure S1. 1% row: Ac-ILE, Ac-L"LE; 2" row: Ac-MLE, Ac-LIE; 3" row: Ac-LL"E, Ac-LME; 4" row: Ac-
LLD; 5™ row: Ac-LLE-NH,, Ac-LLQ.
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Figure S1-2. Electron micrographs of Ac-L"

mm

Figure S1-3. Electron micrographs of Ac-MLE: (Left) 5 mg/mL; (middle) 40 mg/mL, supernatant; (right)
40 mg/mL, precipitate (precipitation occurred after more than one month on standing)

Figure S1-4. Electron micrographs of Ac-LIE: (Left) 5 mg/mL, supernatant; (middle) 5 mg/mL,
precipitate; (right)
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Figure S1-5. Electron micrographs of Ac-LL"E: (
(right) 20 mg/mL, precipitate
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Left) 5 mg/mL; (middle) 20 mg/mL, supernatant;

per
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Figure S1-9. Electron micrographs of Ac-LLQ: (Left) 5 mg/mL; (middle) 20 mg/mL; (right) 40 mg/mL

2. Crystalline Aliphatic Parent Tripeptide 2: Ac-LVE

Figure S2. 1% row: Ac-IVE, Ac-L"VE; 2" row: Ac-MVE; 3™ row: Ac-LV"E, Ac-LVD; 4" row: Ac-LVE-
NH,, Ac-LVQ.
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Figure S2-1. Electron m
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Figure S2-2. Electron micrographs of Ac-L"VE: (Left) 5 mg/mL; (middle) 20 mg/mL; (right) 40 mg/mL

Figure S2-3. Electron micrographs of Ac-MVE: (Left) 5 mg/mL, supernatant; (right) 5 mg/mL,
precipitate

Figure S2-4. Electron

i

micrographs of Ac-LV"E: (Left) 5 mg/mL; (middle) 20 mg/mL, supernatant;
(right) 20 mg/mL, precipitate (note biphasic distribution of crystallites and fibrils)
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Figure S2-6. Electron micrographs of Ac-LVE-NH,: (Left) 5 mg/mL, supernatant; (right) 5 mg/mL,
precipitate

Figure S2-7. Electron micrographs of Ac-LVQ: (Left) 5 mg/mL, supernatant; (right) 5 mg/mL,

precipitate
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3. Crystalline Aromatic Parent Tripeptide: Ac-YLD
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Figure S3-1. Electron mlcrographs of Ac-FLD: (Left) 5 mg/mL supernatant (right) 5 mg/mL,
precipitate

Figure S3- 2 Electron mlcrographs of Ac-YID (Left) 5 mg/mL; (middle) 20 mg/mL; (right) 40 mg/mL
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Figure S3-3. Electron micrographs of Ac-YL"D: (Left) 5 mg/mL, supernatant; (right) 5 mg/mL,
precipitate
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Figure S3-4. Electron micrographs of Ac-YMD: (Left) 5 mg/mL; (middle) 20 mg/mL; (right) 40 mg/mL
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Figure S3-5. Electron micrographs of Ac-YLE: (Left) 5 mg/mL; (middle) 20 mg/mL; (right) 40 mg/mL
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Figure S3-6. Electron micrographs of Ac-YLD-NH: (Left) 5 mg/mL; (middle) 20 mg/mL; (right) 40
mg/mL
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Figure S3-7. Electron micrographs of Ac-YLN: (Left) 5 mg/mL; (middle) 20 mg/mL; (right) 40 mg/mL

4. Fibrillar Aliphatic Parent Tripeptide 1: Ac-IVD

Figure S4. 1% row: Ac-LVD, Ac-L"VD; 2" row: Ac-MVD, Ac-IV"D; 3™ row: Ac-IVE, Ac-IVD-NH,, Ac-
IVN.
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Figure S4-1. Electron micrographs of Ac-LVD: (Left) 5 mg/mL; (middle) 20 mg/mL; (right) 40 mg/mL
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Figure S4-2. Electron micrographs of Ac-L"VD: (Left) 5 mg/mL; (middle) 20 mg/mL; (right) 40 mg/mL
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Figure S4-3. Electron micrographs of Ac-MVD: (Left) 5 mg/mL; (middle) 20 mg/mL; (right) 40 mg/mL
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Figure S4-4. Electron micrographs of Ac-IV"D: (Left) 5 mg/mL;
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Figure S4-6. Electron micrographs of Ac-IVD-NH,: (Left) 5 mg/mL; (middle) 20 mg/mL; (right) 40
mg/mL
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Figure S4-7. Electron micrographs of Ac-IVN: (Left) 5 mg/mL, supernatant; (right) 5 mg/mL,
precipitate

5. Fibrillar Aliphatic Parent Tripeptide 2: Ac-VIE
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Figure S5. 1% row: Ac-V"IE; 2™ row: Ac-VLE, Ac-VL"E; 3" row: Ac-VME, Ac-VID; 4™ row: Ac-VIE-NH,,
Ac-VIQ.
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Figure S5-1. Electron micrographs of Ac-V"IE: (Left) 5 mg/mL, supernatant; (right) 5 mg/mL,
precipitate
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Figure S5-2. Electron micrographs of Ac-VLE: (Left) 20 mg/mL, supernatant; (middle) 20 mg/mL,
precipitate; (right) 40 mg/mL
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Figure S5-3. Electron microg
precipitate
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Figure S5-5. Electron micrographs of Ac-VID: (Left) 5 mg/mL; (middle) 20 mg/mL; (right) 40 mg/mL

Figure S5-6. Electron micrographs of Ac-VIE-NH,: (Left) 5 mg/mL, supernatant; (right) 5 mg/mL,
precipitate
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Figure S5-7. Electron micrographs of Ac-VIQ: (Left) 5 mg/m

LEl 50KV  X40000

L; (middle) 20 mg/mL; (right) 40 mg/mL
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6. Fibrillar Aromatic Parent Tripeptide 1: Ac-MYD
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Figure S6. 1% row: Ac-1YD, Ac-LYD; 2" row: Ac-L"YD, Ac-MFD; 3™ row: Ac-MYE, Ac-MYD-NH,; 4"
row: Ac-MYN.
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s of Ac-L"YD: (Left) 5 mg/mL; (middle) 10 mg/mL, supernatant;

Figure S6-3. Electron micrographs of Ac-IYD: (Left) 5 mg/mL; (middle) 20 mg/mL, supernatant; (right)
20 mg/mL, precipitate

Figure S6-4. Electron micrographs of Ac-MFD: (Left) 5 mg/mL; (middle) 20 mg/mL, supernatant;
(right) 20 mg/mL, precipitate
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Figure S6-5. Electron micrographs of Ac-MYE: (Left) 5 mg/mL, supernatant; (right) 5 mg/mL,
precipitate

BN LEl 50KV X1000 10pm  WD85m BN LEI 50KV X20000 1Tam  WD8Amm

s of Ac-MYD-NH_: (Left) 5 mg/mL; (middle) 20 mg/mL; (right) 40

Figure S6-6. Electron micrograph
mg/mL

Figure S6-7. Electron micrographs of Ac-MYN: (Left) 40 mg/mL, supernatant; (middle) 40 mg/mL,
precipitate (right) 40 mg/mL (which gelled after prolonged sonication)
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7. Fibrillar Aromatic Parent Tripeptide 2: Ac-YYD
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Figure S7-1. Electron micrographs of Ac-FYD: (Left) 5 mg/mL; (middle) 20 mg/mL; (right) 40 mg/mL

WD 8.7m 50KV X40000 100nm n IBN 10000 100nm WD 86m

Figure S7-2. Electron micrographs of Ac-YFD: (Left) 10 mg/mL, supernatant; (middle) 10 mg/mL,
hydrogel clumps; (right) 15 mg/mL

50K
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middle) 20 mg/mL, supernatant; (right)

Figure S7-3. Electron
20 mg/mL, precipitate

Figure S7-4. Electron micrographs of Ac-YYD-NH;: (Left) 5 mg/mL, supernatant; (right) 5 mg/mL,
precipitate
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Figure S7-5. Electron micrographs of Ac-YYN: (Left) 5 mg/mL; (middle) 20 mg/mL; (right) 40 mg/mL
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Table S1. Details of crystallization, data collection and refinement

Crystal data

Chemical formula

Mr

Crystal system, space group
Temperature (K)

a, b, c(A)

a, B, v(°)

V (A%

V4

Radiation type

W (mm™)

Data collection
Diffractometer

emim 6max (o)

No. of measured, independent and
observed [/ > 20(/)] reflections
Rint

Refinement

RIF* > 2(F")], wR(F"), S

No. of reflections

No. of parameters

No. of restraints

Apmax, min (e A_B)

Absolute structure

Absolute structure parameter

C19H33N307

41548

Monoclinic, C2

100

31.362 (3), 5.4514 (5), 13.3403 (13)
90, 102.504 (5), 90

2226.7 (4)

4

Cu Ka radiation, A = 1.54178 A
0.79

Bruker Kappa APEX-II CCD diffractometer
2.9,54.2

10179, 2662, 1785

0.112

0.059, 0.166, 0.94
2662

273

1

0.28,-0.34

Flack x determined using 559 quotients [(I+)-(I-)}/

[(1+)+(1-)]'
0.0 (4)

Computer programs: APEX2°, SAINT*, SHELXD®, SHELXL2013*, ShelXle®, Coot® and pubICIF’
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