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Figure S1 FTIR spectrum of precursor complex [Ru(bipy):Clz]
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Figure S3 FTIR spectrum of complex [Ru(bipy)z(4:Cl-Sal)]-2.6HzO-2EtOH (2-2.6H-0-2EtOH)
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Figure S4 FTIR spectrum of complex [Ru(bipy)2(4-Br-Sal)]-6H20 (3-6H:0)
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Figure S5 FTIR spectrum of complex [Ru(bipy)2(4-I-Sal)]-3H-0 (4-3H20)
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Figure S6 FTIR spectrum of complex [Ru(bipy)2(5-F-Sal)]-1.55H20 (5-1.55H20)
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Figure S7 FTIR spectrum of complex [Ru(bipy)x(5-Cl-Sal)] (6)
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Figure S8 FTIR spectrum of complex [Ru(bipy)2(5-Br-Sal)] (7)
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Figure S9 FTIR spectrum of complex [Ru(b1py)z I -Sal)]-4H-0 (8-4H-0)
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Figure S10 '"H NMR spectrum of complex [Ru(bipy)2(4-F-Sal)] (1) with marked signals for
solvents and impurities (blue dashed line).

w
=3
w
o
@
=
~
n
~
o
o
n
o
=)
w
i



S8R RNIISEEELARRSOCUESSERERT nknRSBS":S:BS@-‘EBﬂl}‘-ﬁ%ﬂmﬁ’:ﬂﬂ'ﬂi3ﬂﬂ&ﬁﬁﬂﬂﬂﬂmﬂﬂ”99l{QQHiEmEBBB&
35 % o o o e G e I T I R R M Geddee s semrinmac Moo
o— — = —— T 4500000
! o
[ 1 : 1 :
| i ' L
( il Ik 4000000
[ 1 1
[ HE L
f i ik
|| [ [ il ik
( 1 { 1 i 3500000
| [ | N [
J‘w' [ ] | [/ h Ty
] / / /] 1) N Hy
1, 1,
H Hy 3000000
h i
Hh i
1, 1y
Hh i
h N 2500000
- i !
Am)| | (m) 1(d) K () R HH
599 || 856 631 436 il o 2000000
1y 1 I
€(m) 1y 1 :
.60 i I il
1, I iy
1 I iy 1500000
1, 1 i,
! o i
- Jh I 1
10 17y 1, il
[ il i il 1000000
| il o |
EtOH ! EtoH |!H,0 ||' DMSO | Et0
h Ll (I h Hh =
i il i o 500000
iy |y N ol
iy 11, 1ih 1,y il
iR i, i i
¢ .y 1 o Lo
morT T T T T
53 Bk 5 B8 8 5 &
EE= 2 P2 = 33
T T T
9.0 85 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 s 3.0 25 2.0 15 1.0 05
f1 (ppm)

Figure S11 '"H NMR spectrum of complex [Ru(bipy)2(4-Cl-Sal)] (2) with marked signals for
solvents and impurities (blue dashed line).
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Figure S12 "H NMR spectrum of complex [Ru(bipy)2(4-Br-Sal)] (3) with marked signals for
solvents and impurities (blue dashed line).
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Figure S13 '"H NMR spectrum of complex [Ru(bipy)2(4-I-Sal)] (4) with marked signals for
solvents and impurities (blue dashed line).
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Figure S14 '"H NMR spectrum of complex [Ru(bipy)2(5-F-Sal)] (5) with marked signals for
solvents and impurities (blue dashed line).
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Figure S15 '"H NMR spectrum of complex [Ru(bipy)2(5-Cl-Sal)] (6) with marked signals for
solvents and impurities (blue dashed line).
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Figure S16 '"H NMR spectrum of complex [Ru(bipy)2(5-Br-Sal)] (7) with marked signals for
solvents and impurities (blue dashed line).
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Figure S17 '"H NMR spectrum of complex [Ru(bipy)2(5-I-Sal)] (8) with marked signals for
solvents and impurities (blue dashed line).
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Figure S18 ESI-MS spectrum of complex [Ru(bipy)2(4-F-Sal)] (1) together with the

assignment of the most significant peaks. Below is a comparison of the simulated and
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Figure S19 ESI-MS spectrum of complex [Ru(bipy)2(4-Cl-Sal)] (2) together with the
assignment of the most significant peaks. Below is a comparison of the simulated and

measured isotope pattern for the molecular peak.
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Figure 520 ESI-MS spectrum of complex [Ru(bipy)2(4-Br-Sal)] (3) together with the
assignment of the most significant peaks. Below is a comparison of the simulated and
measured isotope pattern for the molecular peak.

16004 £76.505
100.00%
15001
1400+
13004
1200+
1100+ .
{[Rubipy):(4-I-Sal)] +H}"

1000+
900
8004

676.006
0] 6475 | oo

675153,

B.E3%
6500

674.254
004 3251%|
4007 551.034

{[Ru(bipyn(Sah]+H}~ &% 672,958
300+ 569,053 18.18%
T i Toam {[Ru(bipy)>(4-I-Sal)]+Na}
200+ 5907 Lo, ‘
412,131
a10.137
6.35% %5370 32832
1004 529% 0381 700895
75001 148378 213.032 7.567 Jages T 0% g i 9;“:;‘: 566,225 1223287
: 0.64%  0.68% 0.77% “ - : 0.84% 082%
S £ Y1 Lk bs b S
-1004
T T T T T T T T T T T T T T T
100 200 300 400 500 600 700 800 felili] 1000 1100 1200 1300 1400 1500

m/z (Da)



16001 676.905

100.00%
1500

1400+
1300-
1200
1100-
1000+

900-|

800-|
676008

praze i

55
700+
gmis
ER
600
LE7254
3251%
5004

400 a4

67958
300- 18.16%

703582 pr—
1333%

2004 12.71%

erLa80

1004 Eo -

651028
231%

1004

670.5 671.0 6715 6720 6725 673.0 673.5 674.0 6745 675.0 675.5 676.0 6765 677.0 677.5 678.0 678.5 679.0 679.5 680.0 680.5 6810 6815 682.0 6825 682.0
miz (D2)

Figure S21 ESI-MS spectrum of complex [Ru(bipy)2(4-1-Sal)] (4) together with the assignment
of the most significant peaks. Below is a comparison of the simulated and measured isotope
pattern for the molecular peak.
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Figure S22 ESI-MS spectrum of complex [Ru(bipy)2(5-F-Sal)] (5) together with the
assignment of the most significant peaks. Below is a comparison of the simulated and
measured isotope pattern for the molecular peak.
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Figure S23 ESI-MS spectrum of complex [Ru(bipy)2(5-Cl-Sal)] (6) together with the
assignment of the most significant peaks. Below is a comparison of the simulated and
measured isotope pattern for the molecular peak.
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Figure S24 ESI-MS spectrum of complex [Ru(bipy)2(5-Br-Sal)] (7) together with the
assignment of the most significant peaks. Below is a comparison of the simulated and
measured isotope pattern for the molecular peak.
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Figure 525 ESI-MS spectrum of complex [Ru(bipy)2(5-1 -Sal)] (8) together with the
assignment of the most significant peaks. Below is a comparison of the simulated and
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Figure 526 UV-Vis spectra of complexes 1 -4 measured in solid state as nujol suspension.



395 nm
1.2 —— Complex P1
-1 573 nm Comp]ex 5
1.0 H —— Complex 6

Complex 7
08 = 363 nm
NIAN Hom
’ ﬁi 83 nm (s!
0.6 + "

Complex 8
04 . 391/ni

725 nm (sh)

Absorbance

0.2+
0.0 : i | —
400 600 800 1000

Wavelength (nm)

Figure 527 UV-Vis spectra of complexes 5 — 8 measured in solid state as nujol suspension.

1.8 1 ILCT II ‘_ Complex 1

—— Complex 2
—— Complex 3
—— Complex 4
—— Complex 5
—— Complex 6
—— Complex 7
—— Complex 8

Absorbance

MLCTIT

-

I 1
300 400 500 600 700
Wavelength (nm)

Figure S28 UV-Vis spectra of complexes 1 — 8 measured in solutions.



2.4

2.2

di

TU 1.2 1.4

©

T.6

T8 20 2.7 Z2&

de

2.0

0.8

0.6

(o]

di

.6

.8 2.0 2.2 24

2.4

2.2

2.0

9
o .
d:
o

di

TO 1.2 T4

T6 1.8 2.0 2.Z 2.4

(D)

de

0.8

0.6

H...H 45.9%

di

0.6 0.8

TO 1.2 174

(F)

T.6

T8 20 2.2 24



de

di "10...H/H...0 9.6 % di

(G) (H)

Figure S29 Hirshfeld surface mapped oved durm (A) and shape index (B) for complex
[Ru(bipy)2(4-F-Sal)]-3HO-EtOH (1-3H20-EtOH) together with corresponding overall
fingerprint plot (C) and plots by close contacts types: C...C (D); C...H/H...C (E); H...H (F);

F...H/H...F (G) and O...H/H...O (H).
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Figure S30 Hirshfeld surface mapped oved durm (A) and shape index (B) for complex
[Ru(bipy)2(4-Cl-Sal)]-2.6H0-2EtOH (2-2.6H20-2EtOH) together with corresponding overall
fingerprint plot (C) and plots by close contacts types: C...C (D); C...H/H...C (E); H...H (F);

Cl...H/H...Cl1 (G) and O...H/H...O (H).
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Figure S31 Hirshfeld surface mapped oved durm (A) and shape index (B) for complex
[Ru(bipy)2(4-Br-Sal)]-6H20 (3-6H:0) together with corresponding overall fingerprint plot (C)
and plots by close contacts types: C...C (D); C...H/H...C (E); H...H (F); Br...H/H...Br (G)
and O...H/H...O (H).
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Figure S33 Hirshfeld surface mapped oved dwrn (A) and shape index (B) for complex
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Figure S36 Hirshfeld surface mapped oved durm (A) and shape index (B) for complex
[Ru(bipy)2(5-1 -Sal)]-4H20 (8-4H20) together with corresponding overall fingerprint plot (C)
and plots by close contacts types: C...C (D); C...H/H...C (E); H...H (F); I...H/H...I (G) and

O...H/H...O (H).
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Figure S37 rt---mt stacking interactions for complex 1-3H:0-EtOH (A), 2-2.6H20-2EtOH (B)
and 3-6H20 (C).



(A)

(D)
Figure S38 m---mt stacking interactions for complex 4-3H20 (A), 5-1.55H:0 (B), 7-1.75H20 (C)
and 7-4H-0O (D).



] Equalien yEanhx
1.4x10" | wegnt Mo Weldhbng
Residual 0.08079
B
3 Pearscrsr 086207 ;
1.2x10"" 4 Adj R-Squa 098244 L
welue Srandard Er -
. Wecspt | 0seats 005238
1.0x10'" < s Sws | 121422350 5128.73020 .
2 o “m
5 8.0x10" _e
£ = 524
@ — .
0 .
5 6.0x10" ol — 1 -
[ .
5 40104 .
w
14
2.0x10"
T \
0 10107 26107
0o . ‘ ‘ r : ‘ X190 <10
300 320 340 360 380 400 420 [complex] (M)

Wavelength (nm)

Figure S39 (A) Changes in fluorescence spectra of BSA upon complex 1 concentration
rising, (B) graphical dependence of relative BSA fluorescence emission intensity (I/Io) vs.
concentration ratio [complex] .
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Figure S40 (A) Changes in fluorescence spectra of BSA upon complex 2 concentration
rising, (B) graphical dependence of relative BSA fluorescence emission intensity (I/Io) vs.
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Figure S42 (A) Changes in fluorescence spectra of BSA upon complex 4 concentration
rising, (B) graphical dependence of relative BSA fluorescence emission intensity (I/Io) vs.
concentration ratio [complex] .
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Figure S43 (A) Changes in fluorescence spectra of BSA upon complex 5 concentration
rising, (B) graphical dependence of relative BSA fluorescence emission intensity (I/Io) vs.
concentration ratio [complex] .
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Figure S44 (A) Changes in fluorescence spectra of BSA upon complex 6 concentration
rising, (B) graphical dependence of relative BSA fluorescence emission intensity (I/Io) vs.
concentration ratio [complex] .
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Figure S45 (A) Changes in fluorescence spectra of BSA upon complex 7 concentration
rising, (B) graphical dependence of relative BSA fluorescence emission intensity (I/Io) vs.
concentration ratio [complex] .
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Figure S46 (A) Changes in fluorescence spectra of BSA upon complex 8 concentration
rising, (B) graphical dependence of relative BSA fluorescence emission intensity (I/Io) vs.
concentration ratio [complex] .
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Figure S47 Changes in the electron spectra of complexes upon addition of ct-DNA
solution for complex 1 (A), 2 (B), 3 (C), 4 (D), 5 (E), 6 (F), 7 (G), 8 (H).
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Figure 548 (A) Changes in fluorescence spectra of EB-DNA upon complex 1 concentration
rising, (B) graphical dependence of relative EB-DNA fluorescence emission intensity (I/Io)
vs. concentration ratio [complex] .
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Figure 549 (A) Changes in fluorescence spectra of EB-DNA upon complex 2 concentration
rising, (B) graphical dependence of relative EB-DNA fluorescence emission intensity (I/Io)
vs. concentration ratio [complex] .
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Figure S50 (A) Changes in fluorescence spectra of EB-DNA upon complex 4 concentration
rising, (B) graphical dependence of relative EB-DNA fluorescence emission intensity (I/Io)
vs. concentration ratio [complex] .
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Figure S51 (A) Changes in fluorescence spectra of EB-DNA upon complex 5 concentration
rising, (B) graphical dependence of relative EB-DNA fluorescence emission intensity (I/Io)

vs. concentration ratio [complex] .
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Figure S52 (A) Changes in fluorescence spectra of EB-DNA upon complex 6 concentration
rising, (B) graphical dependence of relative EB-DNA fluorescence emission intensity (I/Io)
vs. concentration ratio [complex] .
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Figure S53 (A) Changes in fluorescence spectra of EB-DNA upon complex 7 concentration
rising, (B) graphical dependence of relative EB-DNA fluorescence emission intensity (I/Io)

vs. concentration ratio [complex] .
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Figure S54 (A) Changes in fluorescence spectra of EB-DNA upon complex 8 concentration
rising, (B) graphical dependence of relative EB-DNA fluorescence emission intensity (I/Io)

vs. concentration ratio [complex].



