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Figure S1: Representative chromatograms obtained from the LC-NSI-HRMS/MS analyses of POB- and PHB-DNA
adducts in the lungs of rats chronically treated with 5 ppm NNK for 50 weeks. Each channel is monitoring the two most
abundant product ions from MS*-fragmentation of a particular DNA adduct. Adduct identity and product ions are the
following: A) N'-POB-dIno (400 — 283.1300, 265.1194), (B) N'-PHB-dIno (402 — 286.1296, 268.1191), (C) N°-POB-
dAdo (399 — 283.1300, 265.1194), (D) [D4]N*-POB-dAdo (403 — 285.1456, 267.1350), (E) N°’-PHB-dAdo (401 —
287.1550, 269.1445), (F) [*NsN°-PHB-dAdo (406 — 290.1307, 272.1202) .

A RT: 18.22
MA: 2441176 2151 15.88 15.88
100 100 & 1 100 100 1a8t
8 ] 3 8 b ]
5 80 5 5 5 80 5 80 21.49
g 2 21. E 2 15.94 2
360 3 3 360 360 17.30
< < << < 2053 <
% 40 1816 oa % T % % 40 201 % 40 915,83 18.74
S 20 . k) k) T 20 & T 20 ’ |
['4 14 L x ['4
0 o L B, Ml ity 0
B RT: 16.50
MA: 1372761 18.73
100 1 100 4 Toaz 1 100 4 20ds 100 030 211
3 8 .07 i 3 8 7 3
g 80 £ 80 2152 | 2 2 80 £ 80 iast
g B 3 1628 20.98 E E o 21.44 g 16.70
2 60 32603 3 2603 H 3 60 i 18.77
2 2 3 2 < 7 1900 2016 <
20 2403 2 2404 g0
S 20 1675 3—'320—:| ‘ 3 %205' | || 3 20
['4 @ 4 (14 o =) o
0 ot R e —— 0
C RT: 20.07 RT: 20.01 RT: 20.04 RT: 19.91 RT: 19.99
MA: 5279056 : : MA: 19202948 MA: 1162172
. 100 5 MA: 594694 . MA: 11704978 100 . A
8 g 3 3 N | 19.94 8 6 2002
2 80 £ 80 2004 H 2 80 £ 80
B2 2 3 19.96 B 2 50 7 2 &6
5 60 S 60 o 20 5 5 - s
E 315.90
2 2001 f 5013 23 2 2 3 19.86 | <
© 40 ¢ 40 @ g 403 @ 40
= = 7 = - 20.52 Z
L 5 203 5 S 203 [159s 2 901585 19.91_}20.07
o e i | {4 o o ['4
0 N P, 0= 0= - 0 .
D RT: 20.02 RT: 19.96 RT: 19.99 RT: 19.89 RT: 19.94
MA: 42499683 MA: 38464089 MA: 33211553 MA: 23150632 MA: 33872779
100 100 5 100 100 100
© 19.99 | o 7 @ o 7 © 19.91
8 8 o0 E
g 80 2 80 3 £ 80 £ 803 £ 80
e N E £, 2
5 60 [ 20.08 560 19.91 360 3560 360
< 19.96_) < 3 < < i <
2 40 S0 &40 240y 1981 e 240 2002
ﬁ 20 § 20 20,05 g 20 § 20 3 g 20 198%'
0 4-|_—L= 0= s 0 0= ! 0 .
E RT: 18.54 RT: 18.50 RT: 18.38 RT: 18.51
MA: 579108 18.42 MA: 2173156 MA: 2928152 MA: 5369730
100 100 4 _19.1 100 100 5 100
8 8 03 8 18.47 g g 9
2 80 2 80 19.56 2 80 = 2 804 2 8o
= 73 e S g 18,54
g 50 g 603 1564 g 60 18.45 | 18,55 ; 60 3 1832 g 60
@ 40 18. © 403 17.52 1975 g 40 © 403 2 40 18.46_
& K 3 ks 18.39 ] B = 18.46 £
P | 18.63 3 20 3 $ 20 3 20 3 £ 2
['4 o - o 14 - [
0 (= 0 " L 'Y 0 = 0 Li_n.-.u_._._
F RT: 18.55 RT: 18.43 RT: 18.51 RT: 18.39 RT: 18.50
MA: 8986655 MA: 37389863 MA: 31740194 MA: 24766925 MA: 39420472
100 100 5 100 100 100
g 18.58 E 2 g0 d 18.41 3
580 580_ NSU gSO_ 580
E 2 603 E €603 18.34 E 1847
5 60 18.50_| é 60 E § 60 1556 § 60 E -34_| é 60 :
20 LE5 2403 1851 240 2403 240 1558
< 20 $ 204 1838 3 20 1843 | 3 20 1847 3 20 —
['4 o - {5 o o [
0 g oy 0 e 0 04 0 L!"v“y—v—v—r"y
16 18 20 22 16 18 20 22 16 18 20 22 16 18 20 52 16 18 20 22
Time (min) Time (min) Time (min) Time (min) Time (min)

5 fmol Std Control NNK (S)-NNAL (R)-NNAL

Figure S2: Structures and fragmentation patterns for the monitored N°-dAdo and N’-dIno adducts. dR: 2’-deoxyribose.
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