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Figure S 1 ROESY full-spectrum of 10Ca
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Table S 1 Crystallographic data for 10CaZ

Formula C28H30N4Os
FW (g-mor?) 550.56
Temperature (K) 293(2)
Wavelength (A) 0,56080
Crystal system Monoclinic
Space group P2;/n

a (A) 10,2036(18)
b (A) 14,2650(15)
c (A 18,965(3)

a (°) 90,00

B () 97,125(11)
v (°) 90,00

vV (A9 2739,1(7)

Z 4

Density (g-cn?’) 1,335

p (mm™) 0,061

F (000) 1160

Fit quality for F ? 1,021

R:final, wR? [l > 2(1)]

0,0786; 0,1725

R, wR? (for all data)

0,1378; 0,2002

Maximum difference peak and hole (e &)

0,457, -0,266




Figure S 2 Crystal packing of 10CZ (view alonga axis) with illustration of the C—H---O contacts

between the supramolecular chains




General experimental procedures'H NMR and MS spectra of crude reactions for conderations of

ortho-phthalaldehyde and hydrazide 9a
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Ar=3,4,5-(MeO);-CgH,

Table S 2Reaction conditions for condensationootho-phthaldehyde and hydrazi@a

Temperature
Entry Solvent Reaction time (h) Catalyst
(°C)
1 EtOH 24 78 -
2 EtOH 4/12 78/rt -
3 CHCl3 24 rt -
4 CHCl; 24 63 AcOH
5 CHCl; 4/12 63/rt AcOH
6 toluene 1 110 -

Entry 1

Hydrazide9a (3 mmol) andortho-phthalaldehyde (1,5 mmol, 0.201 g) were refluxedZ4 h in ethanol
(50 mL). The solvent was removed under vacuumrehielue was dried arftf NMR spectrum recorded
(Figure S3).

Entry 2

Hydrazide9a (3 mmol) andortho-phthalaldehyde (1,5 mmol, 0.201 g) were refluxed4 h in ethanol
(50 mL). The mixture was then stirred at room terapee for 12 h. The solvent was removed under

vacuum, the residue (denoted B2s) was dried andH NMR spectrum (Figure S4) were recorded.



Entry 3

Hydrazide9a (3 mmol) andortho-phthalaldehyde (1.5 mmol, 0.201 g) were stirredoatn temperature
for 24 h in chloroform (50 mL). The solvent was mrad under vacuum, the residue (denoted R3-10a)
was washed with cold ethyl ether, filtered and vealsagain with cold methanol. After dryifg NMR
spectrum was recorded (Figure S5).

Entry 4

Hydrazide 9a (3 mmol) andortho-phthalaldehyde (1.5 mmol, 0.201 g) were refluxed 24 h in
chloroform (50 mL) and a few drops of acetic adile solvent was removed under vacuum, the residue
(denoted R4t0a) was dried andH NMR spectrum recorded (Figure S6).

Entry 5

Hydrazide 9a (3 mmol) andortho-phthalaldehyde (1.5 mmol, 0.201 g) were refluxed 4 h in
chloroform (50 mL) and a few drops of acetic aciled. The mixture was then stirred at room
temperature for 12 h. The solvent was removed umdeuum, the residue was dried attl NMR
spectra and RP-HPLC performed. The solvent wasvethander vacuum, the residue (denotedlB§-
was washed with cold ethyl ether, filtered and vealsagain with cold methanol. After dryif NMR
spectrum was recorded (Figure S7).

Entry 6

Hydrazide9a (3 mmol) andortho-phthalaldehyde (1.5 mmoli, 0.201 g) were reflufedl h in toluene
(50 mL). The solution was concentrated under vagucmoled to room temperature and the resulted

white residue (denoted RBa) was dried andH NMR spectrum recorded (Figure S8).



Figure S 3'H NMR spectrum of crude condensation reaction corrsponding to entry 1 in Table S2
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Figure S 4'H NMR spectrum of crude condensation reaction corrsponding to entry 2 in Table S2
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Figure S 5'"H NMR spectrum of crude condensation reaction corrsponding to entry 3 in Table S2
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Figure S 6'"H NMR spectrum of crude condensation reaction corrsponding to entry 4 in Table S2
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Figure S 7*H NMR spectrum of crude condensation reaction corrsponding to entry 5 in Table S2
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Figure S 8'"H NMR spectrum of crude condensation reaction corrsponding to entry 6 in Table 3
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Optimisation of the cyclisation reaction and'H NMR spectra of the isolated product 5a in each
reaction
Table S 3 Reaction conditions used to prepare 10@afious isomers ratios) that were assessed as

precursors of the 1,3,4-oxadiazoles

Entry Starting material Isolated yield of 5a
10C
1 resulted from reaction preformed 35%

according to entry 6 in Table 3

10A + 10C
2 resulted from reaction preformed 33%
according to entry 5 in Table 3
10A + 10C
3 resulted from reaction preformed 34%

according to entry 4 in Table 3

Figure S 9'H NMR spectrum of the product 5a when optimising cglisation reaction conditions

Entry 3 in Table S 2

Entry 2 in Table S 2 . OMe
N—
: i’ @OMe

Entry 1 in Table S 2
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Figure S 10 UV-Vis and fluorescence spectra of commpnds 5bSolvent:CH,Cl,, Aex=270 nm,
c=8,5810° mole/L, A=0,291,=270 nm, c=2,8.0° mole/L,Ar=383 nm,Ap=113 nm
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Figure S 11 UV-Vis and fluorescence spectra of commpnds 5gSolvent: CHCIy, 1¢,=250 nm,
c=2,510" mole/L, A=0,8 =301 nm, c=2,4.0° mole/L,.r=360 nm,A¢p=59 nm
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Figure S 12 1H NMR spectrum of compound 10Ca
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Figure S 13 1H NMR spectra of compound 10Ca at 40°C, 70°C, 100°C, 120°C and
30°C after cooling down
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Figure S 14 13C NMR spectrum of compound 10Ca
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Figure S 15 H-H COSY NMR spectrum of compound 10Ca
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Figure S 16 H-C HMBC NMR spectrum of compound 10Ca
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Figure S 17 H-C HSQC NMR spectrum of compound 10Ca
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Figure S 18 H-N HMQC NMR spectrum of compound 10Ca
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Figure S 19 H-N HMBC NMR spectrum of compound 10Ca
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Relative Abundance
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Figure S 20 APCI-HRMS spectrum of compound 10Ca
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Figure S 21 1H NMR spectrum of compound 10Cb
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Figure S 22 13C NMR spectrum of compound 10Cb
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Figure S 23 H-N HMQC NMR spectrum of compound 10Cb
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Relative Abundance
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Figure S 24 APCI-HRMS spectrum of compound 10Cb
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Figure S 25 1H NMR spectrum of compound 10Cc

16°¢
Hm.NHvr

8g €

9L ¥~
6L v

£g’
Ge’
A
SP-
Ly
6V’
Is°
40
14°0
Ls”
659°
09°
19°
12°
oL”
8L”
6L°
¢6°
G6°
96"
86°
66°
¢0°

N N N o 2l al i nl nl al

Py OT—

mm.o.ﬁ/
66 01—
9T 1T

L

JiN

L

1H-NMR

12 13

10Cc

ppm

06°1
8 11
86°¢C

AR

31



Figure S 26 13C NMR spectrum of compound 10Cc
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H-N HMQC
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Figure S 27 H-N HMQC NMR spectrum of compound 10Cc
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Figure S 28 H-N HMBC NMR spectrum

of compound 10Cc
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Relative Abundance

Figure S 29 APCI-HRMS spectrum of compound 10Cc
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Figure S 30 1H NMR spectrum of compound 10Cd
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Figure S 31 13C NMR spectrum of compound 10Cd
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Figure S 32 H-N HMQC NMR spectrum of compound 10Cd
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Figure S 33 H-N HMBC NMR spectrum of compound 10Cd
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Figure S 34 APCI-HRMS spectrum of compound 10Cd
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18°¢

9t "g—

JU

aL”
90"
80°
ves
9¢”
62°
Ie°
1370
St°
e’
) 2
A
0s”
40
10
LS
86"
6G°
2L’
L’
LL
€8’
98’
88"’
06"
16°
€6’
62°0T

Jin

—

12 13

[l ol o S N S e o 2 a2l aE aE nE al )

~

41

s

~N

i

8L 0T— -

16 0T

1H-NMR




Figure S 36 13C NMR spectrum of compound 10Ce
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Figure S 38 H-N HMBC NMR spectrum of compound 10Ce
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Figure S 39 APCI-HRMS spectrum of compound 10Ce
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Figure S 40 1H NMR spectrum of compound 10Cf
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Figure S 41 13C NMR spectrum of compound 10Cf
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Figure S 42 H-N HMQC NMR spectrum of compound 10Cf
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Figure S 43 H-N HMBC NMR spectrum of compound 10Cf
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Relative Abundance

Figure S 44 APCI-HRMS spectrum of compound 10Cf
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Figure S 45 1H NMR spectrum of compound 10Cg
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Figure S 46 13C NMR spectrum of compound 10Cg

AN
XA
“EET
TETT
TETT
XA
XA

0T
TTET
TCET
T9ET
TBET
"6ET
T6ET
OFT
“8FT
"8yt
‘6F1
A
‘eqal
091
181
“E91
Vo1

o o 00 0O 0 P~ O
NMNNNNNN
ed oed eedoeed b v oed

|

13C-NMR

12_13

19

20
O,N

10Cg

}

110

ppm

90 80 70 60 50 490

100

180 1790 160 150 140 130 120

1980

52



Relative Abundance

Figure S 47 APCI HR-MS spectrum of compound 10Cg
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Figure S 48 1H NMR spectrum of compound 10Ch
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Figure S 49 13C NMR spectrum of compound 10Ch
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H-N HMQC

Figure S 50 H-N HMQC NMR spectrum of compound 10Ch
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Figure S 51 H-N HMBC NMR spectrum of compound 10Ch
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Relative Abundance

Figure S 52 APCI-HRMS spectrum of compound 10Ch
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Figure S 53 1H NMR spectrum of compound 10Ci
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Figure S 54 13C NMR spectrum of compound 10Ci
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Figure S 55 H-N HMQC NMR spectrum of compound 10Ci
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Figure S 56 H-N HMBC NMR spectrum of compound 10Ci
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Figure S 58 1H NMR spectrum of compound 5a
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Figure S 59 13C NMR spectrum of compound 5a
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Relative Abundance

Figure S 60 APCI-HRMS spectrum of compound 5a

547 1829 NL:
100 9.36E8
90 N 7ePMe BOXA26_HRMS_APCI_120
» NN A0B145537#1-19 RT-
80 3 N o 5~OMe  0,00-0,49 AV: 19 T: FTMS
+ p APCI corona Full ms
70 /NN OMe [100,00-2000,00]
/)
50 o
=0 OMe
40
5481854 MeO  OMe
30 5a
20
10 549 1880
0 547 AB66 547 9267 5486714 | 5497231 550,1908
547 1823 NL:
100 7.13E5
a0 CQBHQTN4GEZ
CoaaHar Na Op
80 pa Chrg 1
70
60
50
40
30 5481857
20
10
549 1890
J 5501899
E||||||||||||||||||||||||||||||||||'|||||||
5470 EAT 5 5480 5485 5490 549 5 550,0 550 5
miz



Figure S 61 'H NMR spectrum of compound 5b

9¢-

9¢°
86"
65"

aL”
LL”
LL”
8L”
6L°
18"
18°

1T
A
€T
A
A%
QT’

7.1 ppm

7.2

J\

67

S\

Q0 00 00 00 0 W

1H-NMR



Figure S 62 13C NMR spectrum of compound 5b
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Relative Abundance

Figure S 63 APCI-HRMS spectrum of compound 5b
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Figure S 64 1H NMR spectrum of compound 5c¢
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Figure S 65 13C NMR spectrum of compound 5c¢
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Relative Abundance

Figure S 66 APCI-HRMS spectrum of compound 5c¢
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Figure S 67 1H NMR spectrum of compound 5d
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Figure S 68 13C NMR spectrum of compound 5d
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Relative Abundance

Figure S 69 APCI-HRMS spectrum of compound 5d
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Figure S 70 1H NMR spectrum of compound 5e
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Figure S 71 13C NMR spectrum of compound 5e
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Figure S 72 APCI-HRMS spectrum of compound 5e
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Figure S 73 1H NMR spectrum of compound 5f
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Figure S 74 13C NMR spectrum of compound 5f
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Figure S 75 APCI-HRMS spectrum of compound 5f
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Figure S 76 1H NMR spectrum of compound 5¢g
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Figure S 77 13C NMR spectrum of compound 5g
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Figure S 78 APCI-HRMS spectrum of compound 5g
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Figure S 79 1H NMR spectrum of compound 5h
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Figure S 80 13C NMR spectrum of compound 5h
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Figure S 81 APCI-HRMS spectrum of compound 5h
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Figure S 82 1H NMR spectrum of compound 5i
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Figure S 83 13C NMR spectrum of compound 5i
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Figure S 84 APCI-HRMS spectrum of compound 5i
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