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Table S1: Signals in the HR-ESIMS spectra of mixture I.

a

m/z calculated | molecular formula structure mole fraction %
228.1461 228.1455 CoH17N505-H* ACDH 1.0
267.2055 267.2040 C11H2oNg-H” ABD; 14
310.2255 310.2211 C11H23N1g-H* ADsH 6.3
311.1988 311.1938 C12H2oNgO2-H” ACD, 5.0
350.2534 350.2529 C14H20N11" ABD3" 2.9
367.3097 367.3046 C16HasN1o-H" A2B,D2H> 3.2
368.2785 368.2768 C17H33N702-H” A,B,CDH 1.5
382.2765 382.2791 C15H31N11O-H” ABD3(OCHy3) 14
393.2625 393.2694 C14H2gN14-H" AD4 9.2
407.3354 407.3354 C1oH3gN1o-H" AsB3D; 2.3
410.3280 410.3211 C16HasN13-H” A,BDsH3 2.2
411.2982 411.2939 C17H34N1002-H" A,BCD2H; 2.0
450.3525 450.3524 Ci1oH3oN13-H* AsB,>D3H 4.9
451.3244 451.3252 CooH3gN100,-H* A,B,CD; 3.0
490.3801 490.3837 CooHasN1s" AsB3D3" 3.2
493.3688 493.3695 C19H4oN1g-H" A;BD4H; 2.5
494.3485 494.3422 CooH39N130,-H* A,BCDsH 2.9
533.4010 533.4008 Co2HasN1g-H" A2B,D4 5.3
576.4216 576.4178 CaoHasNyg-H* A>BDsH 1.7
577.3874 577.3906 C23Ha4N160,-H* A,BCD4 3.3
594.4454 594.4423 Co5Hs51N150,-H* A3B,CD3H3 2.7
616.4429 616.4491 CosHsoN1g" A,B:Ds" 1.8
677.4795 677.4906 CagHssN1g0,-H* A3B,CD4H> 4.2
716.5489 716.5497 CsoHe1N21-H* A3B3DsH 6.6
760.5557 760.5390 Ca1He1N2102-H* A3B,CDsH 7.7

* A =>N(CH2):N<; B =-(CHy)s-; C=-(CH2)3-O-CO-; D =-(CH2)sNs
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Table S2

: Possible structures of the components present in mixture I.

m/z molecular Possible structure® (number of possible isomers)
formula
228.1461 | CgHi7Ns5O2-H* ACDH ? H
O*N/\/N\/\/N:;
267.2055 C11H22N8'H+ ABD> NS/\/\NQN/\/\NS
310.2255 | CiiHpaNyp-H' ADsH N
~
N3
311.1988 C12H22N802'H+ ACD2 o N3
O)LN/\/N\/\/N-Qv
350.2534 C14H29N11+ ABD3+ N3/\/\NQNL\CN'\:3
367.3097 | CieHaaNio-H' A2B,D,H, NN P (13)
HNU vNa
368.2785 | C17H33N70,-H* A,B,CDH Y 3)
OW/N\/\N/\/\N NH
o KL L
N3
382.2765 | CisH31N11O-H* ABD3(OCHj3) OCHs
Ny SN NN
N3/\)
393.2625 C1aH2gN1a-H* AD, No
Ny S OSNSAN NS
Na/\)
407.3354 C1oH3gN1o-H* AB3D, NMNQ“‘MNﬁN N (3)
410.3280 Ci1gH3sN13-H* A,BD3Hj3 NSWHU/\/\H/\/H\/\/M (5)
411.2982 | C17H34N100-H* A>,BCD2H; H (4)
OWN\/\N/\/\N/\/N\/\/Na
0
450.3525 | CioHaoNig-H' AB,DsH . (8)
_ e,
451.3244 | CyoHzgN1gO2-H* A,B,CD, () (3)
OTNwNMNﬁNMN
o KL N ’
N3
490.3801 C22H44N13+ A283D3+ N3/\/\NQ\N/\/\CNCL/\N3 (5)
N3
493.3688 | CioHaoNig-H' A>BD4H» N My Kns (B)
N3/\) st
494.3485 | CpoHaoN1s02-H* | A,BCDsH Y @3)
T e
o]
L
533.4010 CooHaaN1g-H* AsB,D4 Ns 3)
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576.4216

Co2HasNig-H”

A2BDsH

)

577.3874

C23H4N1602-H”

A2BCD4

594.4454

CasHsoN1502-H”

A3B2CD3H3

(>20)

616.4429

CasHsoN1o"

A,B,Ds*

677.4795

CagHseN1802-H”

AngCD4H2

(>20)

716.5489

CaoHs1N21-H”

A3B3DsH

(>20)

760.5557

Cs1Hg1N2102-H”

A3B2CDsH

(>20)

? A =>N(CH2):N< ; B =-(CHg)s-; C=-(CH2)3-O-CO-; D =-(CHz)3N3
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Table S3: Signals in the HR-ESIMS spectra of mixture II.

a

m/z calculated | molecular formula structure mole fraction %
342.2615 342.2612 C15H31N;05-H* ACDH; 0.8
343.2344 343.2340 C16H30N4O4-H* AC,H, 0.8
381.3187 381.3197 C17H3sN1o-H* ABD,H, 0.9
382.2939 382.2925 C1gH35N70,-H* ABCDH 2.3
383.2657 383.2635 C19H3aN4O4-H* ABC, 1.7
424.3345 424.3368 Ci7H37N1g-H* ADsHs3 1.1
4253093 4253095 C18H36N1002'H+ ACD2H2 1.7
426.2824 426.2823 C19H35N704-H* AC,DH 5.2
464.3662 464.3681 CooHa1N13-H* ABDzH 1.7
465.3436 465.3408 C21H4oN1002-H* ABCD; 4.6
466.3123 466.3136 C2oHioN704" ABC,D" 0.6
507.3851 507.3851 CooHaoNig-H" AD4H» 1.5
508.3596 508.3579 C21Ha1N130,-H” ACDzH 3.1
509.3380 509.3307 CooHaoN10O4-H” AC,D, 9.0
547.4163 547.4164 CosHagNig-H" ABD,4 2.5
548.3918 548.3892 C24Ha6N1305" ABCD;5" 2.8
590.4328 590.4335 Ca3Ha7N1g-H" ADsH 1.4
591.4064 491.4062 CaHagN1602-H” ACDy4 8.9
630.4642 630.4648 CosHsoN1o" ABDs" 1.7
673.4812 673.4818 CoeHsoNoo-H* ADsg 2.6
719.5888 719.5879 CasH7oN1402-H* A,B3CD,H, 2.0
762.6042 762.6054 CasH71N1702-H* A,B,CD3Hj3 3.2
801.6630 801.6635 Cs7H76N20-H* A,B3D4H» 1.1
802.6391 802.6362 CagH75N170,-H” A,B3CD3H 2.6
805.6225 805.6220 CasH72N2002-H* A,BCD4H4 1.5
844.6776 844.6805 Cs7H77Nog-H* A,B,DsH3 1.2
845.6531 845.6533 CagH76N2002-H* A,B,CD4H, 3.2
884.7081 884.7118 CaoHgiNoz-H* A,B3DsH 1.1
885.6891 885.6846 Ca1HgoN2002-H* A,B3CDy 1.1
888.6719 888.6703 CagH77N2302-H* A,BCDsHs 2.3
927.7258 927.7289 CaoHgoNog - H* A,B,DgH> 1.2
928.7016 928.7016 Ca1HgiN230,-H* A,B,CDsH 4.0
967.7602 967.7602 CazHgsNog-H" A,B3Dg 1.1
971.7187 971.7187 Ca1HgoNog02-H” A,BCDgH, 2.6
1010.7772 1010.7772 CasHg7Nog-H* A,B,D-H 1.4
1011.7500 1011.7500 CaaHgeN2g02-H* A-B-CDg 4.0
1054.7670 1054.7670 CasHg7N2gO2-H* A,BCD;H 2.5
1093.8255 1093.8255 CagHooNzo-H* A,B,Dg 1.2
1094.7983 1094.7983 C47Hg92N2902 A,B,CD;" 1.4
1137.8154 1137.8154 Ca7HgoN3,05-H* A>-BCDg 2.0
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aA = >N(CH2)3-N(CH2)2N-(CH2)3N< B = -(CH2)3- :C= -(CH2)3-O-CO- D= -(CH2)3N3

Table S4: Possible structures of the components present in mixture 11.%

m/z molecular formula Possible structure®
342.2615 C15H31N7O2-H* ACDH3 i H
U/\/N\/\N/\/\NHZ
N3
Hyt o) o
343.2344 C16H30N404 H AC2H2 OAN/\/H\/\N/\/\NXO
N~ . L
381.3187 C17H36N10'H+ ABD>H> NS NN
N3/\) ng
382.2939 C1gH3sN705-H* ABCDH o) N
O)‘LN/\/N\/\N/\/\N/\/\N3
N N
H o 9
383.2657 C19H34N404-H ABC, N e
L
424.3345 C17H37N13'H+ ADsH3 (VN3
H N/\/N\/\N/\/\N/\/\N3
e~
425.3093 C1gH36N1002-H* ACD,H, 0 N
ShRgSS
N3
426.2824 C19H3sN704-H* AC,DH o Ns o
(w
O)kN/\/N\/\N/\/\N)LO
L ; L
464.3662 CaoHaiN3-H* ABD;zH IS NI
N~ e~
465.3436 Ca1HaoN1O2-HF | ABCD; 2
M
o N/\/\NmN/\/\N/\/\N3
N U N
466.3123 CaoHaoN704" ABC,D* o 0
221140IN7 Y4 2 @NNVR\/\I@
N3
507.3851 Con42N;|_6'H+ AD4H> (VN?’
HN/\/N\/\N/\/\N/\/\N3
N3A) KAN3H
508.3596 C21H41N1302'H+ ACD3H o Ns
O)LN/\/N\/\N/\/\N/\/\N3
N oy
509.3380 C22H40N1004-H+ AC-5D, o) N o)
O)LN/\/N\/\N/\/\NXO
N NN
547.4163 CosHagN1e-H" ABD, N3MNMN®NMNMN3




548.3918

C24H46N1302"

ABCD;3"

590.4328

Ca3Ha7N1g-H”

ADsH

591.4064

C24H46N1602-H”

ACD,4

630.4642

CaeHs2N1o"

ABDs"

673.4812

CaeHsaNoo-HY

ADs

719.5888

CasH7oN1402-H*

A2B3CD2H>

762.6042

CasH71N1702-H”

A2B2CD3H3

801.6630

Ca7H7N20-H”

A,B3DsH>

802.6391

CagH7sN1702-H”

A,B3CD3H

805.6225

CasH72N2002-HY

A,BCD4H4

844.6776

CazH77N2s-H'

A2B2DsH3

S7




845.6531

CagH7N2002-H”

A,B,CD4H>

884.7081

CaoHgiN2z-H*

A2B3DsH

885.6891

C41HgoN2002-H*

A2B3CDy4

888.6719

CagH77N2302-H*

A,BCDsH3

Z/\/\Eﬁ\
g

LA

$ k

/¢
/
1

N3

z
&

927.7258

CaoHgoNoe -H*

A2B2DeH2

ALUZ
LI/

C 5

7Y
544
A5

4
I

I
z
z
@

)

N3

928.7016

Ca1Hg1N2302-H*

A,B>CDsH

&sz
)

g
R

Z/\/\Z

7
Y/
J

T

f
/

b4
X

967.7602

Ca3HgeN2e-H”

A2B3Ds

2 s
.
i

§Z
p4
&

z
z
&
z

vaN/\/\N/\/\NS

971.7187

Ca1HgzaN2602-H”

A,BCDgH>
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1010.7772 CasHg7Nog-H' A;B2D7H ﬁ“a A
WaTA A
NH
R
““LNxNi -
N3
1011.7500 CaaHgsN2602-H™ | AB>CDs ﬁ“B A
AT ES
Ry
N3
N
C—/NXN/—FOQ
N3 KNs
1054.7670 Ca4Hg7N2sO-H* | A,BCD7H ﬁ“S A
NJNS—\NK{ \_¥N{_|_/7
L e
N
C}Nx"‘/—ro%o
N3 KNs
10938255 C46H92N32'H+ AZBZDS (_/NS N/_FNs N
AT S
N~
R e
”“LNxNi -
N3
1094.7983 CarHoaN2002 | A2B2CD7” GNﬂ fNJN;FN
N N*
Rer
N
D—/NXN/—FO%O
N3 KN:&
1137.8154 Ca7HooN3,0-H® | A,BCDs GNﬂ IJLF
N N
> C;VN:—LN/—}NS
N
N\_/NXN/—fo}ﬁo

f
/

p4
&
p4
&

®For the sake of clarity, we must outline here that these structures, in particular the

ones related to species deriving from the dimerization of the parent amine 4, are only

tentative representations and that in various cases the number of possible isomers is

very Iarge (> 20) bA = >N(CH2)3-N(CHz)zN-(CH2)3N< B = -(CH2)3- :C= -(CH2)3-O-

CO-; D = -(CHy)3N3
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Figure S1: *H NMR spectrum (DMSO, 600 MHz) of mixture I.
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Figure S2: *C NMR spectrum (DMSO, 150 MHz) of mixture I.
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Figure S3: COSY NMR spectrum (DMSO, 600 MHz) of mixture I.
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Figure S4: HMQC NMR spectrum (DMSO, 600 MHz) of mixture 1.
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Figure S5: *H NMR spectrum (DMSO, 600 MHz) of mixture II.
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Figure S6: **C NMR spectrum (DMSO, 150 MHz) of mixture 1.
S13



LPSM11
cosy

L} h‘"""-\-\_.__.

|

) 3
L3
| ] , ~ —=
” " 2.0 = +2
=B » —_— — i
—
= L] —
J
L —EeS— ‘} |
_— ai
1
[
|
/
5 ) T
J E
- . . a0 & < sk
— ) —
2 » — < s
J

. ., ‘
| 5

1]
Wl |

4I.5 4.IU 3j5 3.0 2.‘5 ZI.U 1.; o
f2 (ppm)
Figure S7: COSY NMR spectrum (DMSO, 600 MHz) of mixture 1.
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Figure S8: HMQC NMR spectrum (DMSO, 600 MHz) of mixture 1.
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Figure S9: UV-vis spectrum of guest 7 before (red) and after (blue) equilibration with

material CaNS-II.
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