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> Design of Monomers
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I Pathway Complexity of Monomers 1, 2, and 3
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Figure 2. a) Normalized absorption and emission spectra of supramolecular homopolymers of 1 (blue), 2 (green) and 3 (red) with distinct
absorption and emission profiles ([1]=[2]=[3]=1.5x10"°> M, TCE/MCH, 10/90 (v/v)). The emission spectra of monomer 1 (k=430 nm), 2
(hey=530 nm) and 3 (A, =600 nm). b) Time dependent absorbance changes (monitored at 475 nm for 1, 555 nm for 2 and 360 nm for 3) of b) 1,
c) 2 and d) 3, which exhibits kinetically controlled cooperative supramolecular polymerization of the monomers. In the background of figures b—d,
it shows the SIM images (inset) of the corresponding assemblies imaged through Channel |, Channel 11, and Channel 111, respectively which
shows the presence of blue, green and red emitting supramolecular polymers ([11=[2] =[3]=1.5x10"> M, TCE/MCH, 10/90 (v/v), Channel I:
Ao, =488 nm, A 495-575; Channel I1: A, =561 nm, A_,;=570-650, Chanel Ill: L, =642 nm, A 655-800 nm.
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Pathway Complexity of Monomers 1, 2, and 3
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) Pathway Complexity of Monomers 2
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Two-Component Supramolecular Block Copolvmers
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Figure 3. Time course of supramolecular polymerization on the addition of a) 2,4 into the metastable state of 1 (monitored using absorbance
changes at 485 nm) c) 3.4 into the metastable state of 1 (monitored using absorbance changes at 485 nm) and e) 3...4 into the metastable state
of 2 (monitored using absorbance changes at 555 nm) ([1]=[2]=[3]=1.5x%10"° M, TCE/MCH, 10/90 (v/v)). The spontaneous growth of the
monomers of 1 and 2, without a lag phase, hints towards the heterogeneous seeding process. These experiments are performed for various
monomer to seed ratios ([S]:[M]), which shows that the rate of growth of the second monomer decreases with a decrease in seed concentration,
reiterating the seed-induced supramolecular polymerization process. SIM images of the synthesized two components supramolecular BCPs of

b) 2..ei: 1 rmonomer (0.6:1) imaged through channel |, and channel 11, d) 3...4:1,0nomer (0.6:1) in channel | and channel 11l and f) 2,.4:3,,0n0mer (0.6:1) in
channel Il and channel Ill, which shows the presence of connected green-blue, red-blue and yellow-blue segments, respectively (Channel I:

Moy =488 nm, k. =495-575; Channel II: A, =561 nm, A =570-650, channel Ill: A, =642 nm, k= 655-800 nm).




Elongatu:}n

Qm

1Metastahle

d) 0.3

0.2

A
0.1-

mm -

Diblock Supramolecular Copolymer

c)

—0.2:1
—0.0:1

tls

IZSeed]' [1 M:momar]
—0.6:0
—0.0:1
— 0.6:1

800 1200

f) 18-
(2. J: [ ynomed]
——0:1
——0.6:1 121

CDI/
mdeg 6

35
30 1
251

kc* |
2o dmemed | 2
0.6:1 1[,«* 151

——0.31 1 10
54
0

ol /

0 ——— 7 . .
450 500 550 600 650 700 750

0.0 —_—
300 400

N DFEH TR AREBAEZS cNDI B FaY5HEF B

Alnm

6
300

HERBS TRREEEY.

B e T
//J\\)]D E—I u:lt'\
HFpFEB ST

HS(ABijj =



Three-Component Supramolecular BCPs with Tunable «
Microstructure
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Figure 4. Synthesis of tricomponent supramolecular BCPs. Time course of supramolecular polymerization on sequential addition of a) 2. c.er

and 1onomer 10 3eed (TCE/MCH, 10/90 (v/V), [Nmonomed = [Zmonomed = 1.5 % 107° M, €) 3monomer 21d Toonomer 10 2eeed (TCE/MCH, 6/94 (v/v),

[3monomer) =25x107° M, [T monomerd = 1.5 x107° M) and e) 1 monomer and 3 monomer to 2.4 (TCE/MCH, 6/94 (v/v), [1monomed] =1 5x107° M,
[3.monomer] = 2.5%107° M) to result in tricomponent supramolecular BCPs with sequences of 3...4:2,.0.omer: Tmonomen Zseed -3monomer 1 monomer 2N
zsccd:]momomcr’:3momomcn rESPECtiVE|)" SlM Images Of b) 3sccd:2monomcr:1mcnomcr’ d) zsccd:3m0n0mcr:]monomcr and f) zsccd:]monomcr:3mcnomcr tricomponent bIOCk

sequences in channel |, channel Il, channel 11l and merged channel showing presence green-red-blue, red-green-blue, green-blue-red segments,
respectively (Channel I: h,, =488 nm, L., =495-575; Channel Il: &, =561 nm, i, =570-650, channel Il1: A, =642 nm, A_,;=655-800 nm).
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