Electronic Supplementary Material (ESI) for CrystEngComm.
This journal is © The Royal Society of Chemistry 2017

Supporting Information File

Novel meso-substituted trans-A,B, porphyrins: Synthesis and structure of

their metal-mediated supramolecular assemblies

Soumyabrata Goswami,* Bharat Kumar Tripuramallu®® and Israel Goldberg*¢

aSchool of Chemistry, Sackler Faculty of Exact Sciences, Tel-Aviv University, Ramat-Aviv, 69978 Tel-
Aviv, Israel; E-mails: sgoswami423@gmail.com, goldberg@post.tau.ac.il

bChemistry Division, Department of Sciences and Humanities, VFSTR University, Vadlamudi, Guntur
522213, Andhra Pradesh, India.

List of Contents
Details Figure/Table No. Page No.
NMR spectra (‘H and '3C) Fig. S1 — Fig. S5 2-6
Mass spectra Fig. S6 — Fig. 10 7-11
Emission spectra Fig. S11 12
Structural Illustrations Fig. S12-S16 12-14
SHAPE Analysis Table Table S1 15




— =0z

164,
T
g5/

L8

£6¢
vee!

ST'8-
LT

mwe |

ot |
502 |

w0 |

FOF |
00F |

i
L
=
-
=
=
11T
8T
250

Zov
W AN
iey -]
ooy

10

11

12

f1 (ppm)

896C—

STIT
mmm:%
w11
vSNﬁ/
ZE LTI
81zt
ge el }
E,mm%
SObET
ool
6281
90057
87'0ST

-10

220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50
1 (ppm)

230

Fig. S1 '"H NMR (400 MHz, CDCl;, 25 °C) and '3C NMR (101 MHz, CDCl;, 25 °C) of 1 (DPyDThP).
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Fig. S2 'H NMR (400 MHz,
(DPyDNO,P).

CDCl;, 25 °C) and '3C NMR (101 MHz, DMSO-ds, 25 °C) of 2
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Fig. S3 'H NMR (400 MHz, CDCl;, 25 °C) and 3C NMR (101 MHz, CDCl;, 25 °C) of 3

(DPyDPhnP).
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Fig. S4 '"H NMR (400 MHz, CDCl;, 25 °C) and *C NMR (101 MHz, CDCl;, 25 °C) of 4

(DPyDPyrP).
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Fig. S5 'H NMR (400 MHz, DMSO-d,, 25 °C) and 3C NMR (101 MHz, DMSO-d,, 25 °C) of 5a
(DPyDTcZP).
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Fig. S6 (a) ESI-TOF-MS and (b) HRMS of 1.
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Fig. S7 (a) ESI-TOF-MS and (b) HRMS of 2.
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Fig. S8 (a) ESI-TOF-MS and (b) HRMS of 3.



1: TOF MS ES+

4
1004 (a) 8653 [M+H] 1.61e4
4133
650.2
1731
2221
G51.2
==
628.2
414.3 s 368.3
652.2
869.3
7432
7442 8703
9393 = 1205.3 5 5
i \ h . e 10863 13283 43g95 15375 g0as 17206 19156 ;%10
B L A TRRNRBRAD o MAPRPRMMWHSIPRRIL V-4 L COMMREMMSL MHRLLS LG LGNNI LA SE
100 200 300 400 500 600 7O 800 900 1100 1200 1300 1400 1500 1600 1700 1300 90
KIEMRES 6.19e+003
10 . 867.3208
| |
| 866.3105 |
| | 868.3271
o% | | I
u; B151zp DOLETIE  BE3E03D Lo .00 ’_w|aae.ozoa m_mdas&.aa.eg . | e:'llmaﬂel 3?1__291213?.1,5&4. a73.2748 gtdg;ﬁd%“‘fms
"es10 | Bses20 | 8630 | BB4O B850 | 8680 8670 | 8680 869.0 870.0 a71.0 872.0 873.0 874.0 875.0
Minimum: =1.5
Maximum: 5.0 10.0 50.0
Mass Calc. Mass mDa PPM DBE i-FIT i-FIT (Morm} Formula
865.3074  865.3080 -0.6 -0.7 17.5 117.7 0.3 c62 HIT N6
8653013 6.1 7.0 44.5 118.6 1.2 C53 H33 W14

Fig. S9 (a) ESI-TOF-MS and (b) HRMS of 4.
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Fig. S10 (a) ESI-TOF-MS and (b) HRMS of 5.
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Fig. S11 Emission spectra of porphyrin 4 in DMSO excited at 420 nm wavelength.

Fig. S12 H-bonding interactions (represented by cyan dotted lines) observed in 1a.

12



2a.

Interdigitated
Phenanthrene
groups

o
o
o20X0%

Fig. S14 Pendant phenanthrene groups lining the upper and lower surfaces of the 2D layers in
complex 3a. Phenanthrene groups of one layer are interdigitated between those of the adjacent layers.
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Fig. S15 Dihedral angle between two neighbouring porphyrin macrocycles for complex 4a. Pyrene
substituents are removed for clarity.

Fig. S16 H-bonding interactions (shown as cyan dotted lines) found in complex 5a. Colour code:
yellow - Zn (to distinguish from the H-bonding) and others same as mentioned before.
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Table S1. Summary of SHAPE analysis for complex Sa.

Code Entry  Symmetry Geometry

PP-5 1 D5h

vOC-5 2 Cdv

TBPY-5 3 D3h

SPY-5 4 Cav

JTBPY-5 5 D3h

Structure [MLS5 ] PP-5

Zn , 31.992,

Pentagon

Vacant octahedron
Trigonal bipyramid
Spherical square pyramid

Johnson trigonal bipyramid J12

vOC-5 TBPY-5 SPY-5

5.162,  4.276, 3.716,
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JTBPY-5

5.094



