S1

Organometallic Ru(ll) Photosensitizers Derived from r-
Expansive Cyclometalating Ligands: Surprising
Theranostic PDT Effects

Tariq Sainuddin, Julia McCain, Mitch Pinto, Huimin Yin, Jordan Gibson, Marc Hetu, and
Sherri A. McFarland*

Department of Chemistry, Acadia University, Wolfville, Nova Scotia B4P 2R6, Canada

Supporting Information Page
Figure S1. '"H NMR (upper) and *H-'H COSY (lower) NMR spectrum of bhg in CDCly..........cccceevevveerirereernnn. 2
Figure S2. '"H NMR (upper) and *H-'H COSY (lower) NMR spectrum of benzo[h]quinoline-5,6-dione in
CDC g, oo e 3
Figure S3. 'H NMR (upper) and ‘H-'H COSY (lower) NMR spectrum of pbpq in CDCls..........co.cocovreerererennne. 4
Figure S4. 'H NMR (upper) and ‘H-'H COSY (lower) NMR spectrum of pbpz in CDCls. ......cc.cooevvereereerenan. 5
Figure S5. 'H NMR (upper) and ‘H-'H COSY (lower) NMR spectrum of popn in CDCls..........cc.cocoevreereerennne. 6
Figure S6. 'H NMR (upper) and ‘H-'H COSY (lower) NMR spectrum of compound 1 in MeCN-d................. 7
Figure S7.'"H NMR (upper) and *H-'H COSY (lower) NMR spectrum of compound 2 in MeCN-ds................. 8
Figure S8. *C NMR full spectrum (upper) and its aromatic region (lower) of compound 2 in MeCN-d........... 9
Figure S9. '"H NMR (upper) and *H-'H COSY (lower) NMR spectrum of compound 3 in MeCN-ds............... 10
Figure $10. *C NMR full spectrum (upper) and its aromatic region (lower) of compound 3 in MeCN-ds.......11
Figure S11. *"H NMR (upper) and *H-'H COSY (lower) NMR spectrum of compound 4 in MeCN-d............. 12
Figure S12. *C NMR full spectrum (upper) and its aromatic region (lower) of compound 4 in MeCN-ds.......13
Figure S13. DNA photocleavage of pUC19 DNA dosed with metal complex 3 and visible light. ....................... 14
Figure S14. DNA photocleavage of pUC19 DNA dosed with metal complex 4 and visible light......................... 15

Figure S15. Microscopic images of MC-DNA samples used for gel electrophoresis experiments. ..................... 16



—7.26 CDCI3

ppm

|

(=)

&

9.8

9.6

9.4 9.2 9.0 8.8 8.6 8.4 8.2 8.0 7.8 7.6 7.4

7.2

7.0

r7.2

r7.4

r7.6

r7.8

ppm
Figure S1. 'H NMR (upper) and *H-'H COSY (lower) NMR spectrum of bhq in CDCls.
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Figure S2. 'H NMR (upper) and *H-'H COSY (lower) NMR spectrum of benzo[h]quinoline-5,6-dione in CDCl,,
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Figure S3. 'H NMR (upper) and *H-'H COSY (lower) NMR spectrum of pbpg in CDCls,
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Figure S4. 'H NMR (upper) and *H-'H COSY (lower) NMR spectrum of pbpz in CDCls.
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Figure S5. 'H NMR (upper) and *H-H COSY (lower) NMR spectrum of pbpn in CDCls.
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Figure S6. 'H NMR (upper) and *H-'H COSY (lower) NMR spectrum of compound 1 in MeCN-ds.
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Figure S7. 'H NMR (upper) and *H-H COSY (lower) NMR spectrum of compound 2 in MeCN-d;.
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Figure S9. 'H NMR (upper) and *H-H COSY (lower) NMR spectrum of compound 3 in MeCN-d;.

S10



S11

99°ETT
TE6TT
LL6TT
200zt
61°02T
wee
86221
ree
8L'ETT
99'2T
00°921

09Tt
06'92
[(as
67821
09'827
L9'0ET

16067~
61E1
ECEET \
99°€€T
178617
£r'9ET “
et
L2061
£19vT
8021
SELbT ]
56851
ST
[-438
6421 ]
st ]
@est Q

"€ST
m.wﬂ k

et |
-9

——e— T

JM1-134a Ru(a)2pbp&

13C{1H} NMR of &
|

T
-20

-10

110

210

ppm

€611
R.m:M
woztr 7
oo/
e

85221\
ezt

seer”
99'5TT\_
00921 7
«c.mmﬁ“
o521 7/
Ly
mm.mmﬁ\‘
09’821

B.QQN
ﬁm.cmﬂ\
€6'TET

£EEET
aeer/

TT8ET 7
EV'8ET “
LT6ET

LLOVT —

LUT
80°LbT —F
SELKT /
S6'8YT ~
8T'IST

81°ZST

6275 k
SPeST—
£9°EST~

96'€ST 7
ST'HST *

STLST—

T9%5T

JM&R134a Ru(a)2pbpz.2PF6 Carbon.2.fid

13C§1H) NMR of

T T T T T T
145 140 135 130 125 120

T
150

m

PP
Figure S10. **C NMR full spectrum (upper) and its aromatic region (lower) of compound 3 in MeCN-d,.
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Figure S11. *H NMR (upper) and *H-'H COSY (lower) NMR spectrum of compound 4 in MeCN-dj.
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Figure S13. DNA photocleavage of pUC19 DNA (28.6 uM bases) dosed with metal complex 3 and visible light (14 J-cm™®). Gel
mobility shift assays employed 1% agarose gels (0.75 ug mL™* ethidium bromide) electrophoresed in 1X TAE at 80 V cm™ for 30

min. *Samples not irradiated. Upper gel: 0-50 uM MC; lower gel: 0-27 uM MC.
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Figure S14. DNA photocleavage of pUC19 DNA (28.6 UM bases) dosed with metal complex 4 and visible light (14 J-cm™). Gel
mobility shift assays employed 1% agarose gels (0.75 ug mL™* ethidium bromide) electrophoresed in 1X TAE at 80 V cm™ for 30

min. *Samples not irradiated. Upper gel: 0-50 uM MC; lower gel: 0-22 uM MC.
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Figure S15. Microscopic images (Nikon Eclipse TE2000-U inverted light microscope, phase-contrast mode) of MC-DNA
mixtures ([MC]=40 uM, [DNA]= 28.6 uM) used for gel electrophoresis experiments (lane 5 in Figure 7).



