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Figure S1. (A — D) The isotopic models (dots) and mass spectra (lines) of the major
platinated adducts under positive-ion mode arising from the reaction of complex 1 and
ODN I (A), II (B), III (C) or IV (D) upon irradiation under blue light for 1 h. 1’ =

[Pt(N3)(py)2]" and 1" = [Pt(py),]*".
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Figure S2. Tandem mass spectra of the parent ions {I + 1'}"(A), {IL + 1'}"(B), {III +
1'}7(C), {IV +1'}7(D)in the mass range of m/z 100 — 1250 with the main peaks labeled.

The corresponding MS/MS data in detail are listed in Tables S5 — S8 in the Supporting

Information. 1’ = [Pt(N3)(py)2]"
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Figure S3. The isotopic models (dots) and mass spectra (lines) of the representative

platinated fragments from the tandem mass spectrum of the parent ions {I + [Pt(py).]}*

(A), {IL+ [Pt(py)2]} ™ (B), {IIL + [Pt(py),]}™ (C) and {IV + [Pt(py),]} ™~ (D).



Table S1. MS data under positive-ion mode for the reaction between Pt(IV) complex 1
and ODN I at a molar ratio of 1/I = 1.0 after irradiated under blue light for 1 h (Charges

for Pt moiety and the loss of protons from I for balancing the charges of the ions are

omitted for clarity). 1 = [Pt(N3),(OH),(Py),].

Ions Formula m/z* observed(calculated)
[A]" CsHsN; 136.058(136.062)
[Pt(OH),(py)a]* CioH11N,O Pt 387.055(387.054)
(1] C;30H3sN1,0;5P; 435.106(435.110)

[PtV(N3)>(OH)2(py).]*

{A + [PtN3)(py)2]}*

{L+ [Pt(py)2]}**

{I+ [PtN3)(py)al}**

[T A°]"

{I+ [PtN3)(py)2] + [Pt(py)2]}**
{I+ [PtN3)(py)al2}**

LN

{1 + K}

{do/wy + [PtN3)(py)2 ]}
{[1]2 + [Pt(N3)(py)] + K}**
{1 A°] + [Pt(N3)(py)2]}*
{I+ [Pt(py)a]}*

{I+ [PtN3)(py)2]}

CioH4O,NgPt
CisH4NjoPt
C4oH4N14015P,Pt
C4oH47N70,5P,Pt
C25H33N70,5P2
CsoHssN19O15P2Pt
CsoH56N2015P2Pt
C30H3sN12015P>
CeoH75N24030P4K

C30H36N1,013P,Pt

C70HgaN39030P,PtK

C35H4N,045P,Pt
C4oH46N140,5P,Pt

C4oH47N7015P,Pt

474.096(474.096)
530.108(530.112)
610.625(610.627)
632.133(632.135)
734.155(734.158)
807.654(807.652)
829.163(829.160)
869.213(869.213)
888.191(888.191)
1030.178(1030.172_
1085.717(1085.717)
1128.215(1128.209)
1220.253(1220.246)

1263.271(1263.264)

aThe most abundant isotopic mass-to-charge ratio.

bA represent the neutral loss of an adenine.



Table S2. MS data under positive-ion mode for the reaction between Pt(IV) complex 1
and ODN II at a molar ratio of 1/II = 1.0 after irradiated under blue light for 1 h

(Charges for Pt moiety and the loss of protons from II for balancing the charges of the

ions are omitted for clarity). 1 = [Pt(N3),(OH),(Py),].

Ions Formula m/z* observed(calculated)
[A] CsHsN; 136.058(136.062)
[Pt (OH),(py)2]" CioH11N,O Pt 387.049(387.054)
[PtV(N3)2(OH)1(py)]* C1oH14NgO,Pt 474.095(474.096)
{C + [Pt(N3)(py)a]}* C14H4NgOPt 506.100(506.101)
{A + [Pt(N3)(py)2]}* CysH 4N Pt 530.111(530.112)
{I1 + [Pt(py).]}>* C39H46N1,0,6P,Pt 598.618(598.621)
{II + [Pt(N3)(py)2]}>* C39H47N1506P,Pt 620.130(620.130)
[II — CP]* Cy5H33N;045P; 734.158(734.158)
{II + [Pt(N3)(py)2] + [Pt(py)2]} " C49Hs5N1706P,Pt, 795.643(795.646)
{I1 + [Pt(N3)(py)2]2}** C4oHs6N201P,Pt, 817.156(817.155)
[Iy* Cy9H3gN14O6P> 845.202(845.202)
{wy + [Pt(N3)(py)l}* Cy9H36N 190 14P,Pt 1006.166(1006.161)
{[I], + [Pt(py)2]}* CesHgaN»,O3,P,Pt 1021.222(1021.219)
{[I]; + [Pt(N3)(py)a]} 2" CesHgsNpsO3,P4Pt 1042.729(1042.728)

{(I = AP] + [PtN3)(py)]}*
{11 = C*] + [Pt(N3)(py)a]}
{1+ [Pt(py).]}*

{IL+ [Pt(N3)(py)2]}

(115>

C34H4N06P,Pt
Cs35H4oN,045P,Pt
C39HyN,016P,Pt
C39oH47N50,6P,Pt

Cg7H114N30045Pg

1104.198(1104.202)
1128.212 (1128.209)
1196.245(1196.235)
1239.260(1239.252)

1267.807(1267.800)

aThe most abundant isotopic mass-to-charge ratio.

YA and C represent the neutral loss of an adenine and a cytosine base, respectively.



Table S3. MS data under positive-ion mode for the reaction between Pt(IV) complex 1
and ODN III at a molar ratio of 1/III = 1.0 after irradiated under blue light for 1 h

(Charges for Pt moiety and the loss of protons from III for balancing the charges of the

ions are omitted for clarity). 1 = [Pt(N3),(OH),(Py),].

Ions Formula m/z* observed(calculated)
[C] C4HsN;0 112.056(112.051)
[A]" CsHsN; 136.058(136.062)
[Pt(OH),(py).]* Ci10H11N,O,Pt 387.049(387.054)
[PtV(N3)2(OH)x(py)a]* C1oH14NgO,Pt 474.095(474.096)
[C + [Pt(N3)(py)a]} " C4H4NgOPt 506.095(506.101)
{III + [Pt(py).]}2>* C39H46N1,0,6P,Pt 598.618(598.621)
{III + [Pt(N3)(py)2]}** C39H47N1506P,Pt 620.124(620.130)
[wo]* Cy0H27N;045P; 636.118(636.121)
[III — Cb]* C,5H33N7045P; 734.153(734.158)

{IIT + [Pt(N3)(py)2] + [Pt(py)2]}** C4oHs5N170,6P,Pt,

795.643(795.646)

{ITI + [Pt(N:)(py)s]o} 2" CaoHs6N29016PPt 817.150(817.155)

[II1]* CoH3sN O 16Ps 845.202(845.202)

{wa + [PtN3)(py)a] L+ C30H36N1,043P,Pt 1030.175(1030.172)
{[III — AP] + [Pt(N3)(py)a]}* C34H4N 100 16P,Pt 1104.202(1104.198)
{[ITT — C*]+ [Pt(N3)(py)a]}* C35H,N,0,5P5Pt 1128.205(1128.209)
{III + [Pt(py)>]}* C30H46N1,016PPt 1196.231(1196.235)
{III + [Pt(N3)(py)a]}* CioH47N/50,4P5Pt 1239.253(1239.252)

aThe most abundant isotopic mass-to-charge ratio.
A and C represent the neutral loss of an adenine and a cytosine base, respectively.



Table S4. MS data under positive-ion mode for the reaction between Pt(IV) complex 1
and ODN 1V at a molar ratio of 1/IV = 1.0 after irradiated under blue light for 1 h
(Charges for Pt moiety and the loss of protons from IV for balancing the charges of the

ions are omitted for clarity). 1 = [Pt(N3),(OH),(Py),].

Ions Formula m/z* observed(calculated)
[Pt(OH),(py),]* CioH1N,O,Pt 387.049(387.054)
[PtV(N3)2(OH)x(py)a]* C1oH14NgO,Pt 474.095(474.096)
[To: To¢]* C1sHoN,04,P; 483.051(483.056)
{C+ [PtN3)(py)2]} C14H4NgOPt 506.096(506.101)
{IV + [Pt(py)2]}** C35H46N190;7P,Pt 586.614(586.616)
{IV + [Pt(N3)(py)2]}** CisH47N30,,P,Pt 608.122(608.124)
[TV — C*T* C4H33N5044P; 710.147(710.147)

{IV + [Pt(N3)(py)2] + [Pt(py)2]}>* C43Hs5N15017P,Pt,

783.639(783.641)

{IV + [Pt(N3)(py) ]2} 2 CasHsgN5O17P>Pt 805.147(805.149)

[IV]* CysH3sN50,7P; 821.190(821.190)

{[da/w] + [PtN3)(py)al}* Ca9H3gN 100 14P,Pt 1006.160(1006.161)
{[IV — C*] + [Pt(py),]}* C34H,N;0,6P,Pt 1061.184(1061.181)
{[IV — C*] + [Pt(N3)(py)»]}* C34H4N10016P,Pt 1104.203(1104.198)
{IV + [Pt(py)a]}* C35H46N/017P>Pt 1172.228(1172.224)
{IV + [Pt(N3)(py)a]}* C35H4N30,7P,Pt 1215.249(1215.254)

aThe most abundant isotopic mass-to-charge ratio.

bC represent the neutral loss of a cytosine base.

°The internal fragment B,,:B, results from fragmentation at both the a- and w-sites, having a
phosphate group at their 5'-terminus and a furan ring at the 3'-terminus.



Table S5. Fragment ions observed by MS/MS analysis in positive-ion mode of mono-
platinated I ([I+ 1']*) produced by the reaction of complex 1 with ODN I at 310 K after
irradiation under blue light for 1 h. (Charges for Pt moiety and the loss of protons from

I for balancing the charges of the ions are omitted for clarity). 1’ = [Pt(N3)(py).]**

5’
Ions m/z* observed(calculated)
[A]" 136.055(136.062)
[a1/z, — H,OT* C1oHoN5O 216.084(216.088)
[a1/z]" C1oH;N50, 234.093(234.099)
[Pt(N3)(py)2]" C1oHyNsPt 395.053(395.058)
{A + [Pt(N)(py)]}* C1oHoN,Pt 423.054(423.064)

{dTMe® + [Pt(N3)]}+

[T2:TL9]*

{A + [P(N3)(py)2]} ™

{A+ A+ [P(N3)(PY)]}

{[a/zi] + [Pt(N3)(py)]} "

C,0H,sNsOsPt
CisHaoN2012P2
CisH 4Ny oPt
CisHisNy Pt

C15H15N902Pt

479.077(479.064)
483.052(483.056)
530.102(530.112)
543.102(543.108)

550.089(550.107)

{A+ A + [P(N)(py)]}* CysH 4N Pt 558.114(558.118)
{[dTMe + PO,] + [Pt(py)]}* C1sH,6N;0,PPt 577.041(577.045)
{ci/x; + [Pt(py)] C1sH,sNgOsPPt 586.059(586.056)
{[dTMe + PO,] + [Pt(N)(py)]}* CysH,;N,0-PPt 592.049(592.056)

{ci/x; + [PN)(py)]}* C1sH,¢N;05PPt 601.061(601.067)
{dy/wy + [PtON)(py)]}* C;sH,sN,06PPt 619.066(619.078)
[do/w,]* Ca0H2N;0,5P; 636.120(636.121)

{bi/y1 + [Pt(N3)(py)a]} "

C0H2,N19O5Pt

646.154(646.160)



{[dTMP* + POs] + [Pt(py)]}

{[dTMP¢ + PO;H] + [Pt(N)(py)]}*

{ci/x; + T+ [Pt(py)]}*
{di/wy + [Pt(N3)(py)2]}*
[I—- AT

{{T2: T + [P(py)]}*
{{T2: T4 + [PtN)(py)]}
{[az = T2] + [Pt(N3)(py)21}
{cofxy + [Pt(N) ]}

{do/wy + [PUN) ]}

[

{{T2:To4] + [Pt(N3)(py)a]}*
{ca/x; +[Pt(py)]}™

{co/xa + [PtN)(py) ]}
{do/wa + [P(py)]}*

{do/w; + [PtN)(py)]}*
{a2/zy + [PU(N3)(py)21}*
{da/w; + [Pt(N3)(py)]}*
{{1=T°] + [Pt(N3)]}*
{do/w> + [Pt(py)2]}"
{do/wy + [PUN)(pY)2]}
{ca/xy + [PtN3)(py)2]}
{da/w; + [Pt(N3)(py)2]}*
{1 —T°] + [Pt(N3)(py)]}
{[as — As°] + [Pt(py)2]}"
{I+ [PN)]}™

{1 AT+ [Pt(py)al}*

{[as = AT+ [Pt(N3)(py)2]}*
{[I - HO] + [Pt(py)]}*

{1 AP+ [Pt(N3)(py)a]}*

C,oH,N4OgPPt
CisHoN4O4,P,Pt
C,oH,1NgO,PPt
Cy0H23N;O6PPt
CasH33N7015P2
Ca0H23N;01,P,Pt
Cy0H24N,404,P,Pt
C,5H»7N,007PPt
Cy0H24NgO1,P,Pt
Ca0Ha6NsO13P2Pt
C30H3sN12015P2
CasHaoN7O 2P, Pt
CasHasNgO1,Po Pt
CasHaoNoO12Po Pt
CasH30NsO13Po Pt
CasH31NoO13P, Pt
C30H33N1,04PPt
CosHz 1N O3PoPt
CasH31N13013P,Pt
C30H35NgO13P, Pt
C30H36N10013P2Pt
C30H34N,0,,P,Pt
C30H36N12013P,Pt
C30H36N140,3P,Pt
C35H39NoO14P,Pt
C30H37N1305P,Pt
C35H41NoO,sP,Pt
C35H4oN2014P,Pt
C35H39N130,4P,Pt

C35H4N,045P,Pt

672.081(672.082)
690.033(690.028)
712.087(712.099)
726.119(726.126)
734.155(734.158)
755.050(755.048)
770.054(770.059)
806.154(806.152)
826.076(829.071)
844.082(844.072)
869.213(869.213)
877.123(877.107)
890.103(890.102)
905.118(905.113)
908.115(908.113)
923.125(923.124)
932.201(932.195)
951.130(951.130)
979.136(979.138)
987.153(987.155)
1002.159(1002.166)
1012.151(1012.167)
1030.172(1030.172)
1058.179(1058.178)
1067.185(1067.182)
1077.171(1077.173)
1085.184(1085.192)
1110.195(1110.198)
1123.185(1123.194)

1128.215(1128.209)



{I + [Pt(py)]}+ C35H41N13015P2Pt 1 141206(1 141 204)

{I+ [Pt(N)(py)]}* C35H,N14,045P5Pt 1156.220(1156.215)
{[1 - H,0] + [PtN3)(py)]}* Cs5H4oN 60 14PPt 1166.235(1166.211)
{I+ [Pt(N3)(py)] C35H,N0;sP>Pt 1185.230(1185.221)
{I+ [Pt(py)a] CaoHu6N14015P,Pt 1220.260(1220.246)
{1+ [PN3)(py)a]}* CaoH47N170,5P,Pt 1263.264(1263.264)

aThe most abundant isotopic mass-to-charge ratio.

A and T represent the neutral loss of an adenine and a thymine base, respectively.

°T, and A, represent the loss of a thymine or an adenine base, followed by elimination of a HO
molecule to form a furan ring, n indicates the position of the base in strand 1.

dThe internal fragment B,:B, results from fragmentation at both the a- and w-sites, having a
phosphate group at their 5'-terminus and a furan ring at the 3'-terminus.

¢dTM and dTMP represent the thymidine and thymidine monophosphate, respectively.



Table S6. Fragment ions observed by MS/MS analysis in positive-ion mode of mono-
platinated II ([II + 1'T") produced by the reaction of complex 1 with ODN II at 310 K
after irradiation under blue light for 1 h. (Charges for Pt moiety and the loss of protons

from II for balancing the charges of the ions are omitted for clarity). 1’ = [Pt(N3)(py).]*

5'

Ions Formula m/z* observed(calculated)
[C]* C,HsN;0 112.045(112.051)
[A]* CsHsNjs 136.057(136.062)
[a; — H,O]* C1oHoN;O 216.082(216.088)
[a;]" C1oH1N5O, 234.094(234.099)
[PN)(py)=]" C1oHoN;Pt 367.037(367.052)
{C+ [Pt(N)(py)]}* CoHyN;OPt 399.048(399.053)
{C + [Pt(N3)(py)]}* CoHyN,OPt 427.052(427.059)
{dTMe + [Pt(N3)]}* C1oH3N5O5Pt 479.072(479.64)
{C + [Pt(N3)(py)a]}* C14H 4sN5OPt 506.092(506.101)
{A + [Pt(N3)(py)2]}* CisH 4N (Pt 530.108(530.112)

{[dTM® + PO,] + [Pt(py)]}*
{[dTM® + POs] + [Pt(py)]}*
{[dTMP¢ + PO;] + [Pt(py)]}*
{[dTMP¢ + PO3H] + [Pt(N)(py)]}
{wi + [PN3)(py)2]}

{c1 + T+ [Pt(py)]}*

C,sH,eN:O,PPt
C15sHsN;OgPPt
CaoHa N;OPPt
C;5Hy0N4O4,P,Pt
C9H»3N3gO,PPt

CyoH21NgO,PPt

577.040(577.045)
593.035(593.040)
672.074(672.082)
690.022(690.033)
702.109(702.115)

712.097(712.099)



[as — G5

{[a2 — To°] + [Pt(N3)(py)]}*
[I1 - Cb]*

{[T2: T2 + [PtN)(py)]}*
{[w2 = C*] + [PN)(py)]}

{[az — o]+ [Pt(N3)(py)al}

{[x2 = C*] + [Pt(py)]}* or {[TY] +
[Pt(py)2]}"

[

X2 + [Pt(py)]} ™

{[x2 — C°] + [Pt(N3)(py)2]} " or {[T,9]
+ [Pt(N3)(py)a]} "

{x2 + [Pt(N3)(py) ]} *
{w2 + [Pt(py)]}™

{ca+ [P(py)]}*

{lwz = C*I+ [Pt(N3)(py)2l}
{e2 + [PN)(py)]}

{dx + [Pt(py)]} ™

{dy + [Pt(N3)(py) ]}
{az + [PN3)(py)2]}
{wy + [Pt(py)a]} ™

{d> + [Pt(py)]}*

{x2 + [Pt(N3)(py)2]}*
{wa + [Pt(N3)(py)2]}*
{ca + [PUN3)(py)]}
{[II - H,O] + [Pt]}*
{dx + [Pt(N3)(py)21}*
{1 = HyOT+ [PtN) ]}
{IL + [Pt(N)]}*

{11 = AP] + [Pt(py)a]}*

{las — Cs¢] + [Pt(py)2]} ™

CasH31N7014P2
CaoH,NsO,PPt
CasH33N7015P2
Cy0H24N4O4,P,Pt
Ca0HaNsO13P2Pt

C25H27N1007PPt

CpsH 3N, O4,P,Pt

Cr9H33N¢0O16P2

C4HysN6O13P,Pt

C,sHoN701,P, Pt

C14H9N7043P,Pt
Cp4H30NGO 4P, Pt
C2sHagNsO12Po Pt
CasH31N7013P,Pt
CasHoNgO 1P, Pt
CosH3oNsO13PoPt
CasH31NgO13Po Pt
C30H33N1,09PPt
CyoH35N70,4P,Pt
C30H35N9O13P,Pt
CyoH34N9O;3P,Pt
CyoH36N 190 14P,Pt
C30H34N1,01,P,Pt
CyoH34N 9O 5P,Pt
C30H36N12013P,Pt
Ca9Hj35N11015P,Pt
CaoH37N 1 016P2Pt
C34H41N;O44P,Pt

C35H3oNoO 4P, Pt

716.161(716.148)
727.105(725.110)
734.154(734.158)
770.053(770.059)
802.066(802.072)

806.152(806.152)
834.087(834.090)

845.191(845.202)

866.086(866.091)
877.103(877.107)

881.099(880.102)
884.110(884.102)
890.095(890.102)
895.118(895.118)
905.115(905.113)
908.119(908.113)
923.104(923.124)
932.186(932.195)
963.135(963.144)
987.143(987.155)
988.135(988.150)
1006.165(1006.161)
1012.151(1012.162)
1020.155(1020.140)
1030.162(1030.172)
1035.151(1035.151)
1053.151(1053.162)
1061.162(1061.181)

1067.182(1067.182)



{[II - Cb]+ [Pt(py)z]}+ C35H41N9015P2Pt 1085181(1085192)

{[X — H,O]+ [Pt(py)]}* C34H3N 04 5P,Pt 1099.192(1099.182)
([T — A*] + [Pt(N3)(py)a]}* C34H4N10016P,Pt 1104.195(1104.198)
{[as — C5] + [Pt(N3)(py)s]}* C35H40N,0,4P5Pt 1110.199(1110.198)
(11 + [Pt(py)]}*+ Cs4H4N O16P,Pt 1117.198(1117.193)
{[IT — CYT+ [PtN3)(py)a]}* C35H,N,0,5P5Pt 1128.205(1128.209)
{11 + [Pt(N5)(py)]}* C34H,2N14,014P,Pt 1160.203(1160.210)
(1T + [Pt(py),]}* CioH46N1,014P5Pt 1196.230(1196.235)
{II + [Pt(N;)(py)»]}* C30H,7N/5014P>Pt 1239.252(1239.252)

aThe most abundant isotopic mass-to-charge ratio.

YA and C represent the neutral loss of an adenine and a cytosine base, respectively.

°T, and C, represent the loss of a thymine and a cytosine base, respectively, followed by elimination
of a H,O molecule to form a furan ring, n indicates the position of the base in strand II.

dThe internal fragment B,,:B, results from fragmentation at both the a- and w-sites, having a
phosphate group at their 5'-terminus and a furan ring at the 3'-terminus.

¢dTM and dTMP represent the thymidine and thymidine monophosphate, respectively.



Table S7. Fragment ions observed by MS/MS analysis in positive-ion mode of mono-
platinated III ([III + 1'T") produced by the reaction of complex 1 with ODN III at 310
K after irradiation under blue light for 1 h. (Charges for Pt moiety and the loss of protons

from III for balancing the charges of the ions are omitted for clarity). 1’ =[Pt(N3)(py).]*

5’
Ions Formula m/z* observed(calculated)
[C] C4HsN;0 112.047(112.051)
[A]" CsHsN; 136.056(136.062)
[ai]* CoH N304 210.084(210.087)
[Pt(N3)(py)]* CioHgN;sPt 395.051(395.058)
{C+[PtN)(py)]}* CoHoN;sOPt 399.050(399.053)
{A + [PtN)(py)]}* CioHgN,Pt 423.048(423.064)
{C +[Pt(N3)(py)]}* CoHoN,OPt 427.055(427.059)
{[C — NH;] + [Pt(py).]}" Cy4H;1N,OPt 447.066(447.065)
{A + [Pt(N3)(py)]} " C1oHgNoPt 451.072(451.070)
{dTMe + [Pt(N3)]}* Ci0H3N;505Pt 479.079(479.064)
[T,:Tr4]* C1sHoN,01,P; 483.041(483.056)
{C +[Pt(N3)(py)2]}* C14H4NgOPt 506.095(506.101)
{A + [Pt(N3)(py)2]}* CisH 4Ny oPt 530.111(530.112)
{[dTM® + PO,] + [Pt(py)]}* CisH6N;0,PPt 577.043(577.045)
{x; + [Pt(py)]}* C,5H;sNgOsPPt 586.052(586.056)

{[dTMe + PO,] + [Pt(N)(py)]}* CysH,,N,0,PPt 592.042(592.056)



[do]"

{[dTMP® + POs] + [Pt(py).]}*
{[dTMP* + POsH] + [Pt(N)(py)]}*
{e1+ T+ [Pt(py)]}*

{wi + [PtN3)(py)2]}

[IIT - C°]*

{[dTMP=+ PO;H] + [Pt(py),]}*
{{[T2:To4] + [PUN)(py) 1}

{x2 + [PtN)]}*

{[d; — T° — 2H,O]+ [Pt(N3)(py)2]}*

{[c2 = C°] + [Pt(N3)(py)2]}* or {[Ty1]
+ [PtN3)(py)2]}

{2 + [Pt(N3)(py)]}

{x2 + [PtN)(py) 1}

{wz + [Pt(py)]}*

{wa + [PtN)(py) ]}

{d + A+ [Pt]}* or {w, + C + [Pt]}*
{wz + [PtN3)(py) ]}

{dy + [Pt(py)2]}™

{[a3 = As® = C*] + [Pt(N3)(py)al}
{w + [Pt(py)a]}*

{wz + [PtN)(py)21}™

{[II — C*]+ [Pt(py)]} *

{dy + A + [Pt(py)]} " or {wy + C +
[Pt(py)]}*

{[IIl — H,O]+ [Pt]}*

{wa + [Pt(N3)(py)al}

(III + [PtON)]}*
{[w2 + 20 + [Pt(N3)(py)2]}*

{las — As°]+ [Pt(N3)(py)2]}
{d2 + A + [Pt(py)2]} " or {w, + C +
[Pt(py)2]}*

Ca0H27N7013P2
CaoHa NOPPt
CisHyoN4O,,P,Pt
CaoHa N5OPPt
CyH23N1oO6PPt
CasH33N7015P2
Cy0H24N,4O4,P,Pt
Cy0H24N4O1,P,Pt
CaoHa6N3sO13Po Pt

C4H,6NgO, P, Pt

C,5H9N704,P,Pt

Co4H0N7043P,Pt
CasHaoNoO 2P, Pt
CasH30NsO13Po Pt
CasH31NoO13P2 Pt
Co4H30N ;9O 14P,Pt
CasH31N11013P,Pt
CyoH35N70,4P,Pt
C30H35N70,4P,Pt
C30H35NoO13P2 Pt
C30H36N10013P2Pt
C30H36N5O 5P, Pt
CyoH35N1014P,Pt
CyoH34N 9O 5P,Pt
C30H36N12013P,Pt
Ca9H37N11016P2Pt
C30H36N12015P,Pt
C34H40N19O15P,Pt

C34H4oN1,014P,Pt

636.118(636.121)
672.083(672.082)
690.026(690.033)
712.096(712.099)
726.125(726.126)
734.152(734.158)
754.063(754.064)
770.052(770.059)
826.076(829.071)

844.088(844.097)
877.108(877.107)

831.108(880.102)
905.108(905.113)
908.109(908.113)
923.128(923.120)
940.112(940.114)
951.144(951.130)
963.128(963.144)
975.133(975.144)
987.146(987.155)

1002.160(1002.166)

1006.152(1006.150)
1019.150(1019.156)

1020.161(1020.140)
1030.174(1030.172)
1053.157(1053.162)
1062.162(1062.162)

1086.193(1086.187)

1098.207(1098.198)



{[III - Ab] + [Pt(N?,)(py)z] }+ C34H42N10016P2Pt 1 104208(1 104. 198)

{III + [Pt(py)]}* C34H4 N 016P5Pt 1117.190(1117.193)
{[IIL — C*+ [Pt(py)a]}* C35H,N,0,5P,Pt 1128.211(1128.209)
{III + [Pt(N3)(py)]}* C34H,2N4,014P>Pt 1160.210(1160.210)
(III + [Pt(py)>]}* Ci0H46N1,016PPt 1196.237(1196.235)
{III + [Pt(N3)(py)o]}* Ci3oH,7N50,4P>Pt 1239.252(1239.252)

aThe most abundant isotopic mass-to-charge ratio.

bA, T and C represent the neutral loss of an adenine, thymine and a cytosine base, respectively.
°Ty, A, and C, represent the loss of a thymine, an adenine and a cytosine base, respectively, followed
by elimination of a H,O molecule to form a furan ring, n indicates the position of the base in strand
II1.

dThe internal fragment B,:B, results from fragmentation at both the a- and w-sites, having a
phosphate group at their 5'-terminus and a furan ring at the 3'-terminus.

¢dTM and dTMP represent the thymidine and thymidine monophosphate, respectively.



Table S8. Fragment ions observed by MS/MS analysis in positive-ion mode of mono-
platinated I'V ([IV + 1']") produced by the reaction of complex 1 with ODN IV at 310
K after irradiation under blue light for 1 h. (Charges for Pt moiety and the loss of protons

from IV for balancing the charges of the ions are omitted for clarity). 1’ =[Pt(N3)(py).]*

5’
Ions m/z* observed(calculated)
[C]* C,HsN;0 112.045(112.051)
[a1/2,]* CoH,N;05 210.083(210.087)
{[PtN)(py)2]}" C1oHoN;Pt 367.034(367.052)
{[Pt(N3)(py)21} " C1oHoN;sPt 395.058(395.058)
{C + [Pt(N)(py)]}* CoHyN;OPt 399.049(399.053)
{C + [Pt(N3)(py)]}* CoHoN;OPt 427.053(427.059)
{dTMe + [Pt(N3)]}* C10H3N505Pt 479.073(479.064)
{[dTM® — 2H,0] + [Pt(N)(py)]}* C,5H 4N,O5Pt 494.071(494.079)
{C + [Pt(N3)(py)a]}* C4H4NgOPt 506.093(506.101)
{C+C+ [Pt(N3)(py)]}* C13H 4N O,Pt 538.103(538.102)
{ci/x; + [Pt(py)]}* C14H,sN,O4PPt 562.036(562.045)
{C+C+[Pt(py)]}* C1sH gNgO,Pt 574.113(574.127)
{[dTMe + PO,] + [Pt(py)]}* C1sH ¢N;0,PPt 577.036(577.045)
{[dTM® + PO;] + [Pt(py)]}* CysH 6N;O4PPt 593.036(593.040)
[do/w,]* C19H,;N50,4P, 612.100(612.110)
{bi/y1 + [Pt(N3)(py)2]}* C1oH,,NgO4Pt 622.143(622.149)
{ba/y, + [Pt(N3)]}* C14H 9NgOoPPt 642.064(642.067)

{[dTMPe + PO5] + [Pt(py)]}* CsoHa N,OsPPt 672.075(672.082)



{[dTMP¢ + PO;H] + [Pt(N)(py)]}*

{di/wy + [Pt(N3)(py)21}*
[TV — C]*

{{T2: T2 + [P(py)]}*

{{T2: T4 + [PN)(py)]}
{[ca/x2] + [P}

{[c2/x2] + [PUN)]}*

{[do/w2] + [PEN) ]}

{{T2: T2 + [Pi(py)a]}*

{{T2: T4 + [PUN)(py)2]}
{[ca/xa] + [Pt(py)]}*

{{T2] + [PtN3)(py)a]} ™
{[do/w] + [Pt(py)]}*

{[a3 — Cs¢ — H,O] + [Pt(N3)]}*
{[d2/w2] + [PEN)(py)]}*

{az + [Pt(N3)(py)2]}

{dp/w, + C +[Pt]}*

{[c2/x2 = H0] + [Pt(py).]}*
{{IV = T°] + [P(py)a]}*
{[co/x2] + [Pt(py)2]}™
{[do/w>] + [Pt(py)2]}

{[a3 = C5° = C°] + [Pt(N3)(py)a]}*
{[do/w] + [Pt(N3)(py)2]}*
{[as — C5°] + [Pt(py)2]}*
{{IV = C°1 + [Pt(py)]}*
{[IV — H,O] + [Pt(py)]}*
{[as — G5 + [PN3)(py)2]}
{IV + [Pt(py)]}"

{{IV = C°1 + [PtN3)(py)a]}*

{IV + [Pt(N3)(py)]}*

CisHyoN4O,,P,Pt
C,5H;N5O,PPt
C24H33N5016P2
C20H23N3012P, Pt
Cy0H24N404,P,Pt
C4H3N6O13P,Pt
C24H29N7043P,Pt
C1oHy6N6O14P,Pt
C,sH3N4O4,P,Pt
CasHaoNsO,PoPt
Cy9H33N;0,3P,Pt
CasHaoN7O 2P, Pt
C4H30N6O14P,Pt
Cr4HoNgO 43P, Pt
C4H3N;0,4P,Pt
C29H33N19010PPt
Ca3H30NsO,5PoPt
CaoH31N701,P,Pt
Ca3H31NoO,5Po Pt
CaoH33N7013P,Pt
CaoH35N7014P,Pt
C30H35N70,4P,Pt
CyoH36N 19O 14P,Pt
Cs4H39N70,5P,Pt
C34H41N;0,6P,Pt
C33H39NgO P2 Pt
C34H4oN ;9O 5P,Pt
C33H41NgO17P,Pt
C33H4oN 9O 6P, Pt

C33H4N(,047P,Pt

690.023(690.033)
702.105(702.115)
710.143(710.147)
755.056(755.048))
770.054(770.059)
788.061(788.049)
802.059(802.060)
820.070(820.070)
834.088(834.090)
849.102(849.101)
866.088(866.091)
877.104(877.107)
884.100(884.102)
895.114(895.105)
899.107(899.113)
908.181(908.184)
916.099(916.103)
927.117(927.123)
931.113(931.114)
945.113(945.133)
963.137(963.144)
975.136(975.144)
1006.161(1006.161)
1043.167(1043.170)
1061.184(1061.181)
1075.187(1075.171)
1086.182(1086.187)
1093.179(1093.182)
1104.197(1104.198)

1136.194(1136.199)



{IV + [Pt(py)z]}+ C38H46N10017P2Pt 1 172221(1 172224)

{IV + [PtN3)(py)a]} C35H,7N130,7P,Pt 1215.241(1215.241)

aThe most abundant isotopic mass-to-charge ratio.

T and C represent the neutral loss of a thymine and a cytosine base, respectively.

°T, and C, represent the loss of a thymine and a cytosine base, respectively, followed by elimination
of a H,O molecule to form a furan ring, n indicates the position of the base in strand IV.

dThe internal fragment B,,:B, results from fragmentation at both the a- and w-sites, having a
phosphate group at their 5'-terminus and a furan ring at the 3'-terminus.

¢dTM and dTMP represent the thymidine and thymidine monophosphate, respectively.



Table S9. Fragment ions observed by MS/MS analysis in positive-ion mode of mono-
platinated I ([I + 1'']") produced by the reaction of complex 1 with ODN I at 310 K
after irradiation under blue light for 1 h. (Charges for Pt moiety and the loss of protons

from I for balancing the charges of the ions are omitted for clarity). 1'" = [Pt(py),]**

5’
Ions m/z* observed(calculated)
[A]" CsHsN; 136.058(136.062)
{A +[Pt(py)]}* CioHgNgPt 408.029(408.053)
{A +[Pt(py)2]}* Cy5sH3N7Pt 487.071(487.095)
{A+T+[Pt(py)]}" C1sH4NgO,Pt 534.090(534.096)

{A+A+[Pt(py)]}"
{evx + [Pt(py)]}
{A+ A+ [Pt(py)]}”
{dofw2}*

{ci/x; + T+ [Pt(py)]}*
{di/wi + T+ [Pt(py)]} "
[I— AT

{di/wi + A+ [Pt(py)]}™
{[T2: T + [Pt(py)]}
{[a2/z, — H,0] + [Pt(py)]}*
[

{ca/xy + [Pt(py)]}™

{wz + [Pt(py)]}*

{ax/z, + A+ [Pt(py)]} "

CisHi3Np Pt
C,sH,:NOsPPt
CaoHisNoPt
C20H27N7013P2
C,oH,1NgO,PPt
C,o0H»3NgOgPPt
CosH33N7015P2
C0H»N 1O6PPt
C20H23N3012P, Pt
C,5H,5sNgOgPPt
C30H3sN12015P>
CasHagNsO12Po Pt
CasH30NsO13Po Pt

C30H32N1309PPt

543.102(543.108)
586.059(586.056)
622.148(622.150)
636.120(636.121)
712.098(712.099)
730.098(730.110)
734.161(734.158)
739.113(739.121)
755.050(755.048)
792.131(792.126)
869.207(869.213)
890.103(890.102)
908.115(908.113)

945.203(945.191)



{wy + A+ [Pt} Cy5H3oN,0,3P,Pt 964.130(964.125)

{ws + [Pt(py)s]} C30H3sNyO3P,Pt 987.153(987.155)

{[1— AP] + [Pt(py)]}* Ci0H36N5O;sP,Pt 1006.155(1006.150)
{co/xa + A + [PHpY)]}* C30H33N30,,P5Pt 1025.175(1025.157)
{wa + A + [Pt(py)]}* C30H3sN130,5P,Pt 1043.176(1043.167)
I+ [Pt} Ci0H36N1,0,5P>Pt 1062.167(1062.162)
{wa + A + [Pt(py)s]}* C35H,40N140,3P,Pt 1122.204(1122.210)
{[1 - H,O]+ [Pt(py)]}* C35H30N30,4P5Pt 1123.199(1123.194)
{1+ [Pt(py)]}* C35H,N130,5P5Pt 1141.213(1141.204)
I+ [Pt(py)a]}* CaoHiN 1401 5P,Pt 1220.246(1220.246)

aThe most abundant isotopic mass-to-charge ratio.

YA represent the neutral loss of an adenine.

°The internal fragment B,,:B, results from fragmentation at both the a- and w-sites, having a
phosphate group at their 5'-terminus and a furan ring at the 3'-terminus.



Table S10. Fragment ions observed by MS/MS analysis in positive-ion mode of mono-
platinated II ([II + 1""]*) produced by the reaction of complex 1 with ODN IT at 310 K
after irradiation under blue light for 1 h. (Charges for Pt moiety and the loss of protons

from II for balancing the charges of the ions are omitted for clarity). 1" = [Pt(py),]**

5'

Ions Formula m/z* observed(calculated)
[C] C4HsN;0 112.045(112.051)
[A]" CsHsN; 136.060(136.062)
{A+C+[Ptpy)]}* C14H3NoOPt 519.091(519.096)

{A+ C+ [P(py)]}™
[ - o]
{[T2: T, + [Pt(py)]}

{ex +[Pt]}"

C19HgN;0OPt
CysH33N;0,5P;
Cy0H23N304,P,Pt

CyH»3N701,P,Pt

598.131(598.139)
734.151(734.158)
755.046(755.048)

811.077(811.060)

[(y* CyoH38N 19O 16P2 845.212(845.202)
{x, + [Pt(py)]}* C,4HyNgO13P,Pt 866.096(866.091)
{Wz + [Pt(py)]}+ C24H30N6014P2Pt 884096(8 84102)

{ca+ [PH(py)]}*

{[as = G+ [Pt]}™
{a; + C+ [Pt(py)]}*
{w, + A+ [Pt]}*

{1 = AP+ [Pt(py)]}*

{la; — C5°I+ [Pt(py)]} ™

CasHagNsO12Po Pt
C,sHoN7014P,Pt
Ca9H3,N1;1010PPt
C4H30N9014P,Pt
CaoH36NgO16P2 Pt

C30H34NgO14P,Pt

890.098(890.102)
908.098(908.097)
921.185(921.179)
939.103(939.114)
982.135(982.139)

988.139(988.139)



{x; + A + [Pt(py)]}+ or {c; + C +

Poy)]L CoH33N;,045P5Pt 1001.140(1001.146)
{[I1 — C*]+ [Pt(py)]}* C30H36N5O;sP,Pt 1006.156(1006.150)
fwy + A + [Ptpy)]}* CoH3sN 1 O14P,Pt 1019.145(1019.156)
([T — C*1+ [Pt(py)a] )+ C35H4NyOsP,Pt 1085.185(1085.192)
{[11 — H,O]+ [Pt(py)]}* C34H3oN 0, 5P,Pt 1099.189(1099.182)
(11 + [Pt(py)]}+ Cs4H4 N O16P,Pt 1117.195(1117.193)
{11 + [Pt(py)a]}* CioH46N1,014P>Pt 1196.235(1196.235)

aThe most abundant isotopic mass-to-charge ratio.

A and C represent the neutral loss of an adenine and a cytosine base, respectively.

°C, represent the loss of a cytosine base followed by elimination of a H,O molecule to form a furan
ring, n indicates the position of the base in strand I1.

dThe internal fragment B,:B, results from fragmentation at both the a- and w-sites, having a

phosphate group at their 5'-terminus and a furan ring at the 3'-terminus.



Table S11. Fragment ions observed by MS/MS analysis in positive-ion mode of mono-
platinated III ([III + 1'']%) produced by the reaction of complex 1 with ODN III at 310
K after irradiation under blue light for 1 h. (Charges for Pt moiety and the loss of protons

from 111 for balancing the charges of the ions are omitted for clarity). 1’ = [Pt(py),]*

2
-
1
1
1
|
1
|
1
1
1
1
1
1
1
1
1
1
1
1
1
|

5'

Ions Formula m/z* observed(calculated)
[C] C4HsN;0 112.047(112.051)
[A]" CsHsN; 136.056(136.062)
[ai]* CoH N304 210.082(210.087)
[T: Tl C1sHoN,01,P, 483.042(483.056)
{a; + [Pt(py)]}* C5H14NgO,Pt 506.087(506.090)
{A+C+ [Pt(py)]}* Ci4H3NyOPt 519.083(519.096)
{A+T+[Ptlpy)]}* CisH4NgO,Pt 534.094(534.096)

{A+C+ [Pt(py)]}”
[da]"

{er + T+ [Pi(py)]}™

{wi + T+ [Pt(py)]}*
[III — Ab]*

{[T2:T>] + [Pt(py)]}*
{[z2 — H,O] + [Pt(py)]}*
(x> + [Pt}

[T+

CioH 3N;OPt
C20H27N7015P2
C,oH,N3O,PPt
CooHasNsOgPPt
CasH33N7015P2
C20H23N3012P, Pt
C,5H,5sNgOgPPt
Ca0H23N701,P, Pt

Cy9H33N90O16P2

598.122(598.139)
636.118(636.121)
712.101(712.099)
730.101(730.110)
734.147(734.158)
755.053(755.048)
792.122(792.126)
811.060(811.060)

845.195(845.202)



{c2 + [Pt(py)]}”

{x2 + [Pt(py)]}*

{w2 + [Pt(py)]}*

{wy+ C+[Pt]}*

{w, + A+ [Pt]}*

{wz + [Pt(py)2]}*

{1 — C*+ [Pe(py)]}
{wy + C+ [Pt(py)]}™
{III + [Pt]}*

{1 = C*+ [Pt(py)]}*
{wz + C+ [Pt(py)2]}*
{{IX - HO+ [Pt(py)]} *
{IL + [Pt(py)]}*

{IIL+ [Pt(py)2]}

Ca4HosNgO13Po Pt
CasHagNsO12Po Pt
CasH30NsO13Po Pt
Co4H30N 19O 14P,Pt
CasH30N12013P,Pt
C30H3sNgO 3P, Pt
C30H36NsO15P2 Pt
CyoH35N;,014P,Pt
Ca9H36N19016P2Pt
C35H41NoO,5P,Pt
C34H4oN1,014P,Pt
Cs34H39N;,0,5P,Pt
C34H4iN; O 6P, Pt

C39H46N1,016P,Pt

866.079(866.091)
890.099(890.102)
908.105(908.113)
940.117(940.114)
964.138(964.125)
987.148(987.155)
1006.144(1006.150)
1019.153(1019.156)
1038.149(1038.151)
1085.193(1085.192)
1098.185(1098.198)
1099.183(1099.182)
1117.189(1117.193)

1196.235(1196.235)

aThe most abundant isotopic mass-to-charge ratio.

YA and C represent the neutral loss of an adenine and a cytosine base, respectively.

°The internal fragment B,:B, results from fragmentation at both the a- and w-sites, having a
phosphate group at their 5'-terminus and a furan ring at the 3'-terminus.



Table S12. Fragment ions observed by MS/MS analysis in positive-ion mode of mono-
platinated IV ([IV + 1""]") produced by the reaction of complex 1 with ODN IV at 310
K after irradiation under blue light for 1 h. (Charges for Pt moiety and the loss of protons

from IV for balancing the charges of the ions are omitted for clarity). 1" = [Pt(py),]"

5’
Ions m/z* observed(calculated)
[C] C4HsN;0 112.044(112.051)
[ai/z]* CoH;1N;04 210.079(210.087)
{C+C+[Pt]}" CsgHsNgO,Pt 416.031(416.043)
[T: Tyl C1sHoN,01,P, 483.047(483.056)
{C+C+[Ptpy)]}* C13H3N;0,Pt 495.076(495.085)

{C+C+[Pt(py)]}"
[do/wa]"

[IV — Cb]*

{co/xy + [Pt]}F

[Iv]*

{ca/x2 + [Pt(py)]}
{w2 + [Pt(py)]}*
{wy+ C+[Pt]}*

{wz + [Pt(py)2]}*
{{IV = C*] + [Pt(py)]}*
{wz + C+ [Pt(py)]}*
{[IV — H,0] + [Pt]}*

{IV + [Pt]}*

C,sH,sN5O,Pt
Ci9H27N5014P2
C24H33N5016P2
C19Ha3N5013P,Pt
CasH3sN5O17P2
Cr4HosN6O13P,Pt
C4H30N6O 4P, Pt
C23H30NsO,5Po Pt
CyoH35N70,4P,Pt
CaoH36NgO16P2 Pt
CasH35NoO15Po Pt
C,sH34N30 6P, Pt

CogH3¢N3O17P,Pt

574.116(574.127)
612.103(612.110)
710.135(710.147)
787.059(786.049)
821.182(821.190)
866.091(866.091)
884.091(884.102)
916.096(916.103)
963.134(963.144)
982.142(982.139)
995.131(995.145)
996.133(996.129)

1014.131(1014.140)



{[IV - Cb] + [Pt(py)z]}+ C34H41N7016P2Pt 1061. 174(1061 181)

{ws + C + [Pt(py)a]}* C33H,0N,¢O;sP>Pt 1074.157(1074.187)
{[IV — H,0] + [Pt(py)]}* C33H30NgO6P,Pt 1075.170(1075.171)
{IV + [Pt(py)]}* C33H,NyO,7P,Pt 1093.176(1093.182)
IV + [Pt(py)a]}* C35Hu6N017P,Pt 1172.224(1172.224)

aThe most abundant isotopic mass-to-charge ratio.
T and C represent the neutral loss of a thymine and a cytosine base, respectively.
°The internal fragment B,,:B, results from fragmentation at both the a- and w-sites, having a

phosphate group at their 5'-terminus and a furan ring at the 3'-terminus.



