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Table S1. Elemental analysis results.?

No. N[%] C[%] H[%]
HP1 2.27 (2.57) 65.58 (74.84) 4.27 (4.99)
HP2 5.90 (7.99) 63.56 (71.97) 5.23 (6.33)
HP3 6.24 (/) 61.21 (/) 5.30 (/)

2 The theoretical EA values of HP1 and HP2 are listed in brackets for comparison, except HP3 due to the uncertainty of the exact
ratio of TCBD groups. Note: A large deviation between experimental and theoretical data has been obtained. Bases on the data of
DSC measurements, we attribute the deviation to the occurring of the cross-linking for HP1 at 132 °C, while at 190 °C for HP2
and HP3, which would make the HPs more thermally stable and thus lead to a large deviation for EA results.
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Fig. S1 FT-IR spectra of HP1-HP3.
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Fig. S2 DSC curves of HP1-HP2 measured under nitrogen at a heating rate of 10 °C/min.
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Fig. S3 Solution absorption spectra of HP2 in different solvents.
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Fig. S4 Solution absorption spectra of HP3 in different solvents, with the absorption maxima
listed in Table.
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Fig. S5. Proposed two design strategies for improving the NLO effects of TCBD-based
hyperbranched polymers.
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Fig. S6 '"H NMR spectrum of monomer 3 conducted in CDCl;.
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Fig. S7 "H NMR spectrum of HP1 conducted in CDCl;.

4



090~
S0~
680~
60—
101"
STT~
0e1T—

65'T—

U9~
89—
06'9—"

9Rl~
€L
L~
SO~
ot

wi—

i

K &

9'0

w0'E

0.5

1.0

1.5

2.0

8.0

8.5

25

3.0

6.5 6.0 5.5 5.0 4.5 4.0 3.5
Chemical Shift (ppm)

7.0

7.5

Fig. S8 '"H NMR spectrum of HP2 conducted in CDCl;.
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Fig. S9 '"H NMR spectrum of HP3 conducted in CDCl;.
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Fig. S10. 13C NMR spectrum of HP1 conducted in CDCl;.
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Fig. S11. 3C NMR spectrum of HP2 conducted in CDCl;.
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Fig. S12. 13C NMR spectrum of HP3 conducted in CDCl;.
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Fig. S13. GPC curve and data of HP1.
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Fig. S15. GPC curve and data of HP3.



Mass Spectrum List Report

Analysis Info

Acquisition Date  7/10/2019 10:52:20 AM

Analysis Name  D:\Data\lLizhongan\li-zangxiaobo20190710-1.d
Method tune_low_20170906_50-1200.m
Sample Name li-=zangxiaobo20190710-1

Comment

Operator BDAL@DE
Instrument / Serd micrOTOF 10401

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Active Set Dry Heater 200 °C
Scan Begin 50 miz Set Capillary 4000 v Set Dry Gas 4.0 /min
Scan End 1200 miz Set End Plate Offset -500V Set Divert Valve Waste
Intens. |
x107 4
3 625.0726
37
27
1 -
0 T T T [ 1T T T | T 1T T 1
590 500 610 620 630 640 650 miz
[—+Mms, 0.2min #9 ]
# mfz Res. SIN I FWHM
1 623.0726 10188 2040 25590 0.0612
2 6240777 9805 1357 17036 00636
3 6250726 10566 2522 31742 00592
4 6260754 10675 1480 18636 00586
5 627.0781 10532 513 6462 0.0595
6 628.0778 10744 N2.F 1605 0.0585

Fig. S16. HR-mass spectrum of monomer 3.



