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'H-NMR (500 MHz, CDCl5)
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'H-NMR (500 MHz, CDCl5)

3 OM =N~ OFTT-ONMNM®OMOTW O O 0
e NOANET NAT-ODD NODK W~ A ™ <
o ©®O®O®XH VWBLL LY QO O @
- NENNN NNNNNNNNOooow,w o < A
CH,
o
Me
CHO
3ac
L I LA R
7.80 7.70 7.60 7.50
|
L L B B B B B B
7.050 7.000 6.950
|
| |
Il
!
l
y gy Y Y y !
N (RN N N N w
o o o N o o o
S] J © S o ) N
L L
11.0 10.0 9.0 8.0 7.0 6.0 5.0 4.0 3.0 2.0 1.0 0.0
ppm
BC-NMR (126 MHz, CDCls)
~ ) N+~ O - O
~ @© N- © N— < < o ©
© = Qo N ON — N~ < o
) o DWW © F O O cn @
e e SRR < 2
I
L L L L B B R R R R A B
213 200 188 175 163 150 138 125 113 100 88 75 63 50 38 25 13 0 -13
ppm

S4



'H-NMR (500 MHz, CDCl;)
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'H-NMR (500 MHz, CDCl,)

10.294
7.260
6.475
TS 6399
4.780
3892
t 3.816
3.762

S 7200
T— 5998

CH,
‘ MeODEO\)H(OMe
MeO cio °

| 3ba

|
|
* ]\ . Y Il . e
f 7 Hooy f s
N - N N ©
o o . o . P
= = NOR > o
L e I I
11.0 10.0 9.0 8.0 7.0 6.0 5.0 4.0 3.0 2.0 1.0 0.0
ppm
BC-NMR (126 MHz, CDCl5)
© ) o o © ™ o ~ ©
I N 1N < o re] © - o 0 ® WL ®
~ ~ N © S - N © © < @ oN N
~ o) N W < ') ~ N © N © B
) © L v < ® ~ - o ~ ~ © © o
- - - - - - - - - =N © B b o
h | ! ‘
| HE i
[TT T T[T T T T[T T T[T T [T T [T T T[T T T[T T T[T T[T T T T[T T T[T T[T T[T T[T T TT[TTrr[Tl]
188 175 163 150 138 125 113 100 88 75 63 50 38 25 13 0
ppm

S6



'H-NMR (500 MHz, CDCl5)
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'H-NMR (500 MHz, CDCl;)
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'H-NMR (500 MHz, CDCl;)
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'H-NMR (500 MHz, CDCl5)
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'H-NMR (500 MHz, CDCl;)

N L 4

ove'l

§GE L ——\
69 ——

y

88¢'V
[40} 54
LIEY
LEEY

¥96'v

6019
L9
18Y%'9
687'9
€veL
¥8€L
86€L
clyL
GES'L
6vS'L
295 L
9€L'L
188°L
11€'8

02901

i

|
N

780 770 760 750 7.40

7.90

= 3.32

> 2.24

=212

= 1.10

= 1.13

—1.03
T 2.05
T 2.06

= 1.08

= 1.00

13C-NMR (126 MHz, CDCl;)

66LvL

SLL'L9
§2S'99

€0.2°L01
Lo6'vel
closel
1867921

8.8'6¢l

Lizlel
yeegel
18€7L€)

W

680°951

oLesol

188'681

213
ppm

188 175 163 150 138 125 113 100 88 75 63 50 38 25 13 0 -13

200

S11



'H-NMR (500 MHz, CDCl;)

323
[t} L OO ON TN OO O o w o )
© N OKNAN~- OO KO O o N S =]
o QRO NN VI ON < Qo @ ]
~— O MMM NMNMNMNNMNDNS 0w < -
\)(ﬂ.lz
OO Me

3ce

JL

AR AR RARRRRRR RN
7.9007.8507.8007.750 7.700

RARARRARARRARRRRRRRN
7.500 7.450 7.400

b R o e oW —
N & smaaa NS w
) o ooooo o o Y
o - Qo oOw W oo © ©
T T ‘ T T T T ‘ T T T T ‘ T T T T ‘ T T T T ‘ T T T T ‘ T T T T ‘ T T T T ‘ T T T T ‘ T T T T ‘ T
11.3 10.0 8.8 75 6.3 5.0 3.8 25 1.3 0.0
ppm
13C-NMR (126 MHz, CDCl;)
o 0 O F © O © ¥ «~ N ©O ©~
< < N O LN O© © «~ O N < © —
- © O OO N © © O =} ©
2 e IogyogyydT e N 2
I P
I
|
I i
] H
\\‘\\\\‘\\\\‘\\\\‘\\\\‘\\\\‘\\\\‘\\\\‘\\\\‘\\\\‘\\\\‘\\\\‘\\\\‘\\\\‘\\\\‘\\\\‘\\\\‘\\\\‘\\\\‘\\
213 200 188 175 163 150 138 125 113 100 88 75 63 50 38 25 13 0 -13
ppm

512



"H-NMR (500 MHz, CDCl;)
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'H-NMR (500 MHz, CDCl5)
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'H-NMR (500 MHz, CDCl;)
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'H-NMR (500 MHz, CDCl;)
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'H-NMR (500 MHz, CDCl;)
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'H-NMR (500 MHz, CDCl;)
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'H-NMR (500 MHz, CDCl5)
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'H-NMR (500 MHz, CDCl5)
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'H-NMR (500 MHz, CDCl;)
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"H-NMR (500 MHz, CDCl3)
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'H-NMR (500 MHz, CDCl;)
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H-NMR (500 MHz, CDCl;)
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'H-NMR (500 MHz, CDCl;)
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'H-NMR (500 MHz, CDCl5)
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'H-NMR (500 MHz, CDCl5)
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'H-NMR (500 MHz, CDCl5)
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'H-NMR (500 MHz, CDCl;)

[32]

© © WON® NM ™ o ™ < ©
5] N O WO MM OO N @ = 0 <
P © ® VYWY << - S u© ﬁ ©
- ~ N~ ©© oo ©© 6 6w < -

CHO

MeO O/HrMe

CH,
M 3g'c
TTT T[T T[T [TTTT]TT

REREEBEREERRRRREEE 6.600 6.550 6.500 6.450 6.400 |
| 7.850 7.800 7.750

- - — S L

= - N N N w w

o - o o o o o

S > N & @ S >
L e B Y B B B

1.3 10.0 8.8 75 6.3 5.0 3.8 25 1.3 0.0
ppm
13C-NMR (126 MHz, CDCl;)

o ~ o < ~ o ® o

1] N © © =) K ® @« = Tl < ~

N o~ (=] < - N O o (a2l o] wn

@© © o o <3 o © © @ S 0 “

@© © © ® ® - - O © o 0 o

- - - - - - - < o ~ rel -

|

| |

| i o
L L L L L L B
213 200 188 175 163 150 138 125 113 100 88 75 63 50 38 25 13 0 -13
ppm

S31



TH-NMR (500 MHz, CDCl5)
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'H-NMR (500 MHz, CDCl5)
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'H-NMR (500 MHz, CDCl;)
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'H-NMR (500 MHz, CDCl;)
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'H-NMR (500 MHz, CDCl5)
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'H-NMR (500 MHz, CDCl;)
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'H-NMR (500 MHz, CDCl5)
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'H-NMR (500 MHz, CDCl5)
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'H-NMR (500 MHz, CDCl;)
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TH-NMR (500 MHz, CDCl5)
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'H-NMR (500 MHz, CDCl5)
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'H-NMR (500 MHz, CDCl5)
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'H-NMR (500 MHz, CDCl;)
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'"H-NMR (500 MHz, CDCl;)
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File Edit View Process Help

o] wiejE| @ M o) x|

Single Mass Anal p
Tolerance = 20PPM / DBE men = 15, max = 500
Element pradiction” Off

Number of isotope peaks used for i FIT = 3

Moncisolopic Mass, Even Eleckon lons

63 formulae) evaluated with 1 results within linits (up to 50 closest
Elements Used

HRMS of 3aa

sults for each mass)

AS-149.POS_MS_13.06.2017
1 TOF MSESe

49 (3 042) AM2 (A1,30000 0,556 28.0 00LS 1

189 0552 1 180+008
CH,
— o) OMe
' (o)
%
1330649
" 2430838
| 4272004
P amr
150542 AT 2951244 aes2ees (1P | 02004
i l 362015 | 432302 4412116 495 2054 5433296 857 1880 #789156
| otk A A " A " _ 497 3045 < 599 4078 635 3333 701.3961 733 3951 786.4807 832 4157 ° =2 sTssads
T " 2
1 100 125 150 s Ve 350 s 400 s 450 500 525 950 578 00 825 650 L] e i2s s 800 azs 850 8i/s 900 925 "o s 1000

For Help, press FL

S 200 25 20 205 00

positic
File Edit View Process

g9 sew & v 8 X

Help

ingle Mass Analysis
Tolerance = 1000 mDa / DBE: min =15, max =50.0
Element prediction: Off l IRMS f 3 b
Monoisotopic Mass, Even Electron lons 0 a
76 formula(e) evaluated with 44 results within limits (all results (up to 1000) for each mass)
Elements Usea:
C:0-100 H: 0-50 0:0-20 Na: 0-1
Mass Calc. Mass mDa_| PPM DBE | Formula C H O | Na -
6. €13 H14 04 Na 4
2570814 22 86 85 15 HI3 04 15 13 4
2570873 -8.1 =315 05 (8 HI7T 09 8 17 9 i
AS-151_12092018_193_3458 462 (4.024)
1: TOF MS ES+
2.92e+006
100- 161.0597
133.0658
189.0562
%
2570792
190.0590
l h
Ll X . . .
ettt Razseraasaniony: et e WARIERAZSssanaa b s s iy me e e
100 150 200 250 300 350 400 450 500 550 600 650 700 750 800 850 900 950 1000 1050 1100 1150 1200
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File Edit View Process Help

o neE & M 0l x|

ingle Mass Analysis -
Tolerance =5.0 m0a / DBE: min = -1.5, max = 50.0

Element prediction: Off HRMS f 3

Number of isotope peaks used for i-FIT = 3 0 ac E
Monoisotopic Mass, Even Electron lons.

24 formulae) evaluated with 1 results within limits (all results (up to 1000) for each mass) B |
Elements Used: -
Mass. Calc. Mass mDa | PPM | DBE | Formula i-FIT Norm | Fit Conf % C H |0

177.0919 1770916 55 Cl1 HI3 02 14624  n/a
AS190_16022018_005 402 (3.503) AM2 (Ar,30000.0,556.28,0 00, LS 10); Cm (401:413)

1. TOF MS ES+
100 159.0§13 177.0919 3.53e+007
CH,
Me
107.0498 3ac
%
121.0291
4231415
1780053
92081 2481207 a3g3410 07148 py 4448
elbo g | ey ! I | | 447.2209 ST 5490777 sgp 3193 6362441 6803715 7243072 7684243 g1p4s514 8564794 9005080 9445333 0855580 10325096.1051.3624
y t Y Y T y T u Y ¥ r T ? . v \ T T s T t T T ’ T T miz
150 200 250 300 350 400 450 550 600 650 700 750 800 850 900 850 1000 1050 1100 1150 1200

File Edit View Process He

| naE & M

p
| x|
Single Mass Analysis

Tolerance = 100.0 mDa / DBE: min =-1.5, max =50.0

Element prediction: Off

Monoisotopic Mass, Even Electron lons

68 formulate) evaluated with 34 results within imits (3l results (up to 1000) for each mass)
Elements Used:
C:0-100

HRMS of 3ad

H: 050 0:020 Br0-5
Mass Calc.Mass | mDa | PPM_ | DBE | Formula c | H Br -
C10 H10 02 Br

20882 23 95 35 G5 Hs oLl B
w006 71 95 165 ClEH O3 B 1 -
4S-216_12092018_193_3464 405 (3.528)
1.TOF S €S+
25164005
00 1810655
CH,
133.065¢ Br
*
1610823
2609855
1820890
"3
2000963
[T R | RO U1 (O T ey e TN " bs i 1
1 . siblbdimi i aarvansiniye bttt et " " " e
100 150 200 20 200 30 400 450 500 =0 800 850 700 750 800 850 900 020 000 10s0 1o | S0 1200
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File Edit View Process Help

o slew| & M Bl X

HRMS of 3ba

Single Mass Analysis
Tolerance = 10.0 PPM / DBE: min =-1.5, max = 500
Element prediction: Off
Number of isotope peaks used for i-FIT =3
Monoisotopic Mass, Even Electron lons
78 formula(e) evaluated with 2 results within limits (up to 50 closest results for each mass)
Elements Used:

3030869 -21 68 95 (16 HI5 06
AS-1608_MS_27-06-2017_045 322 (2.810) AM2 (Ar.30000.0,556.27,0.00.LS 1); Cm (314:340)
1: TOF MS ES+
100 221.0820

2490769
9%
281.1028
167.0704
[250.0797
303.0848
161 OSQz 193.0861
251.0848| 1204.0878
147.0439. ra 340.1453
bvden S | 91 T N S
100 125 150 175 200 225 2! 275 300 325 350 375

T
450 475 500 525 550

CH2
MeO. (o) OMe

21304008

MeO CHO
3ba

4801252 23571390 54042035511063 595.1064,509.1760520.1003 5991285 700.0429
. 12035311903 565.1069.599 17606291093
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Single Mass Analysis

Tolerance = 10.0 PPM / DBE: min =-1.5, max = 50.0

Element prediction: Off

Number of isotope peaks used for i-FIT = 3

Monoisotopic Mass, Even Electron lons

40 formula(e) evaluated with 1 results within limits (up to 50 closest results for each mass)
Elements Used:

HRMS of 3bb

al
2051181 2951182 01 03 65  CI5 HI9 06

Mass | mDa | PPM | DBE | Formula i-FIT_| i-FIT Mo | Fit Conf %

AS-166_MS_05-07-2017_004 359 (3.127) AM2 (Ar,30000.0,556.28,0.00.L5 1)
1: TOF MS ES+

For Help, press F1

T T
450 475 500 525 550

100 2951181 c|.|2 4.60e+006
MeO. 0. OEt
2210815 MeO CHO
2490764
.
317.0999
167.0707
[250.0794
161.0598 | 1930861 2671226 [318.1030
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File Edit View Process Help

o neE & M 0l x|

ingle Mass Analysis
Tolerance =50 mDa / DBE: min = 1.5, max = 0.0
Element prediction: Off
Monoisotopic Mass, Even Electron lons s f 3b
489 formulale) evaluated with 5 r2Sults within imits (up to 50 oS est results for each mass) HRM [0) C
Elements Used:
€:0-100 H: 0-50 N 0-50 0:0-50 Bro8
Mass Mass_| mDa | PPM | DBE | Formula [c[H[NTols]
X 9 13 6 2
Bz 38 160 25 CIHI3NIO O3 3 13w 3
271087 47 198 15 B HIT N2 06 8 17 2 &
AS193_MS_16-10-2017_031 347 (3.025)
1. TOF MS ES+
00 209.1185 CHZ 6.786+006
MeO 0.
Me
MeO CHO
3bc
%-
1940847
181.0488., J—
167.0707
S
152,0476
2790936
—— e — —— —_— —— ‘ :
100 125 150 175 200 225 250 275 300 325 350 375 400 425 450 475 500 525 550 575 600 625 650 G675 700 725 750 775 800
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o m@eE & M 6| x|

ingle Mass Analysis

Tolerance = 100.0 mDa / DBE: min =-1.5, max = 50.0
Element prediction: Off

Number of isolape peaks used for i-FIT = 3 HRMS Of 3bd
Monoisotopic Mass, Even Election lons

108 formula(e) evaluated with 51 results within limits (all results (up to 1000) for each mass)

Elements Used:

Mass Calc.Mass | mDa_| PPM | DBE | Formula

[E] C12 H14 04 Br

ifIT | i-FITNorm | FitConf% | € | H | O |Br
3010078 02 0.7 255 C5H

1419 25651 00 51
W04 33 10 35 G HB OB 1401 2188 000 7 9 B o
AS-219_26102018_213_3815 489 (4.255) A2 (Ar30000.0,556.33.0.00.LS 11,ABS
1: TOF MS ES+
301007 8034005
oo 303.0088
CH,
MeO 0.
Br
193.0650
MeO CHO
9%-
1820385
2750051
1540370 | g4 0723
453.1883
04,0108 o042
1300112 221.0605 4371544 4552002
2 2500804 _317.1089 1
| “ . Ly L:mum 4370944JL 4051867 509.1870 5073218 gs901e 9043395 TTTATIE  gog540 926.5661953 5462 10005020 1053.3853 11245671, 11426691 11734983
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File Edit View Process Help

o njeE & M ol x|

Single Mass Analysis -
Tolerance =20 PPM / DBE: min =-15, max = 50.0
Element prediction: Off
Number of isotope peaks used for i-FIT = 3 I IRMS Of 3ca b
Monoisotopic Mass, Even Electron lons
892 formulaie) evalualed with 1 results within imils (up 1o 50 closest results for each mass) Ls
Elements Used o
C16 H14 04 Na
AS-159B_S_27-06-2017_027 388 (33631 AMZ (A30000.0,556.26,0.00.L5 1) H
1. TOFMSES+ CH,
2110750 44304008
100
O OMe
3ca
9%-
230.0709 9710974 2930794
2
1950899 183 0805 3701166
1550851 400739 330.3375;
3375374 3643 300.1198 451.1349
i
ol b | L - Ll ‘Lﬁ | 4531403 5301738 g3 17443791880 61921055534507  708.5129719.5250 SR prpguss 0201 90549 ggpgyes 00
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Single Mass Analysis -
Tolerance =20 PPM / DBE: min =-1.5, max = 50.0

Element prediction: Off

Number of isotope peaks used for i-FIT = 3 HRMS Of 3Cb
Monoisotopic Mass, Even Electron lons

77 formula(e) evaluated with 1 results within limits (up o 50 closest results for each mass) L4
Elements Used: =

AS-174_MS_10-07-2017_005 394 (3 434) AM2 (Ar,30000.0,556 27,0.00.L5 1)
1: TOF MS ES+

100- 230071 4.17e+006
CH,
0. OEt
CHO °
3cb

307 0948

40.0741
2morse 0
165.0703

3465479
2851122
1550858, | par0761285.8 || Jpasesssnosne 4451409 5911971 5073753 8534813693099 726.95771‘2 “’557‘57 Lled 9695430
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o m@w & M O x|
ingle Mass Analysis
Tolerance =50 mDa / DBE: min = -1.5, max =500

Element prediction: Off S f 3
Monoisotopic Mass, Even Electron lons HRM O cc
422 formulaie) evaluated with 6 results within limits (up to 50 closest results for each mass)

Elements Used:

€:0-100 H: 0-50 N 0-50 0:0-50 Bro8

Mass Calc.Mass | mDa | PPM | DBE | Formula © 0 [Br

270072 2271072 00 85 CI5 HIS 02 1515 2
211077 05 -2 15 HLN203 12 3
27045 27 119 95 ClLHIL MG non s
271104 32 M1 05 C4 HIS N6 O5 415 6 S
27102 40 176 45 CIOHIS N2 O4 0015 2 4
270117 45 198 55 CSHIMNOO s om0 1

AS195_MS_16-10-2017_032 369 (3.392)
1 TOF MS ES+

2766+008
100 227.1072 CHz Be

o Me

CHO
3cc

% 1991126
1811012 2281108
157.0664
1280625 “ i 366.1126
i L Ly ] L " A -

T T ¥ T T T T T T T T T T T T T miz
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o sew & M o X

ingle Mass Analysis

Tolerance = 20.0 mDa / DBE: min = 15, max = 50.0

Element pedion OF HRMS of 3ae
Monoisotopic Mass. Even Electron lons.

112 formulate) evaluated with 10 results within limits (up to 50 closest resuls for each mass)

Elements Used:
C:0-100 H: 050 0:0-30 Na: 0-1
Mass Calc.Mass | mDa | P | DBE | For c|H| 0[N -
3190041 31910546 5 16 1 C18 HI6 04 Na 1B 16 4 1
3190970 28 81 135 C20 HIS O4 20 15 4
3190877 64 201 05 (9 HI9 012 9 18 B 3
3191005 64 -1 15 Cl1 H2 09 Na 1 0 8 1
3151029 88 -6 45 C13H9 09 1319 9
3190818 123 385 95 (16 HIS OF 16 15 7
3190734 17 461 65  Cl4 HIE O Na 4 18 7 1 i
2101000 KR OE 1AS ) WA A M » 1k 11

AS198_30102017_010 374 (3.257)
1: TOF MS ESe

100+ 147.0805 CHZ 3.35¢+006
o} o)

CHO OHC
3ae

1750749
319.0941
1940947
128.0625 297.1007 556.1425
T P NP A . i i L "
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o neE & M 0l x|

ingle Mass Analysis
Tolerance = 100.0mDa / DBE: min = -15, max =500
Element prediction: Off
Monsisotopic Mass, Even Electron lons HRMS Of 3be
121 formula(e) evaluated with 51 results within imits (all results (up to 1000) for each mass)
Elements Used:
:0-100 H:0-50 0:0-20 Br0-5
Mass Calc.Mass | mDa | PPM__| DBE | Formula [ c]lH]o]e] -
02 06 255 C%H3 % 3
55 (13 HI6 O4 Br 1316 4
37 117 35 (8 HIL 013 8 1 13
AS0W 55 178 165 C19 HI O5 ¥ 7 s -
AS-2038_26102018_213_3816 482 (4.195)
1: TOF MS ES+
7 04e+005
100 317.0243
315.0237
MeO oM _sr
17.1044
MeO CHO
3be
%
2074040 2350982
Y 287.0293
1820607
18.1108
1540641
236.1032
L \[\1” ) L ' " I\
1 u Trieer Tty T T MARAARASEsnaRLY: MaasasaanssamarmasEs) yAARM Bass miz
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o BaE 8 M O x|

Single Mass Analysis

Tolerance =50 m0a / DBE: min=-1.5, max = 500
Element prediction: Off

Monoisotopic Mass, Even Electron lons S f 3
112 formula(e) evaluated with 2 results Within imits (Up to 50 closest results for each mass) HRM 0 ce
Elements Used
0100 H:0-50 0030 Br0-8
Mass Mass mD PPM | DBE | Formula C 0 Br
3050162 3050177 5 49 85  Cl5 HIi 02 Br 51 2 1
050145 17 56 65 Cl0H9 Ol 0 9 u

AS202_24102017_005 389 (3.392)
1: TOF MSES+

7186+005
100 197.0966 CHZ .
0. Br
2250919
3ce
% 307.0135
305.0162,
T pese 360.1941
usng::' - 4111589
1520628 3080182 361.1028 464.1469 544.1395
| L > 4116620 J .
sl B .l.Hlll ‘ﬂ\ H oL Lll " L A A ) .
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o njeE & M ol x|

Single Mass Analysis
Tolerance = 100.0mDa / DBE: min = -15, max =500
Element prediction: Off .
Monoisotopic Mass, Even Electron lons HRMS Of 3.] a
201 formulale) evaluated with 119 results within limits (all results (up to 1000) for each mass)
Elements Used:
€:0-100 H: 0-50 0:0-10 £ 0-10
Mass Calc.Mass | mDa | PPM | DBE | Formula clH[O]F B
12 [! |
250480 10 -39 35 CHWOOSE 9 10 5 3
255M57 13 51  1LS CSHEOIF 5 8 3 1 =
AS-473-NEG1_19112018_221_3936 875 (4.658)
1. TOF MS ES-
9:636+006
o0 2550470 CH2
F. o} OMe
3ja
%
157.0102
2609649
120.0157 i
315.0299
2530525 3709829
J 173.0059 273.0585
2/ 2
1 T . |
prrriey T i bt ety T T T TP miz
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o mew| 8| M Ol X

Single Mass Analysis

Tolerance = 10.0 PPM / DBE: min =-15,
Element prediction: Off

Number of isotope peaks used for i-FIT = 3
Monoisotapic Mass, Even Electron lons

Elements Used

max = 50.0

HRMS of 3da & 3d’a .

63 formula(e) evaluated with 2 results within limits (up to 50 dlosest results for sach mast

95

C15 HI2 04

1: TOF MS ES+

AS-112_S_27-06-2017_041 366 (3.187) AM2 (4,30000.0,556.28.0.00.LS 1)

5986008
00 2030712 CH, CH,
1750760
Me o OMe 0 OMe
cHo ©O Me cHo ©
3da 3d'a
%
47,0008 257,079
2000968
2
1310492 2350970 [258.0824 331.1101 4831680 5231610
49275 3969089 4671731 546.2376
TR N ) 302:3065 3rag2is S 3L | 7 $81.2009 T08.5137 758 453170.2449 8024683 9215708 966.3381 3“”5\‘;
100 125 150 176 200 225 250 275 300 335 80 75 400 475 500 525 S50 675 600 :

750 775 800 825 @50 675 800 925 950 975 1000
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File Edit View Process Help

o nelew & M 8| X

ingle Mass Analysis
Tolerance = 10.0 PPM / DBE: min = -15, max = 50.0
Element prediction: Off

Number of isotope peaks used for i-FIT
Monoisotopic Mass, Even Electron lons
60 formula(e) evaluated with 2 results within limits {up to 50 closest resulls for each mass)

Elements Used

3

HRMS of 3db & 3d’b

sFL

0
4
210870 22 81 95 Cl6 HI5 C4 278 6 15 4
AS-167_WS_05-07-2017_005 441 (3.837) AM2 (41,30000.0,556.26,0.00.LS 1)
1. TOF MS ES+
100 2030709 CH, CH, 5276+005
Me O. OEt o} OEt
2710948
cHo © Me cHo ©O
1750760 3db 3d'b
%-
249.1126
147.0807
720974
[gos.0743 31200 455.1856
663.4529
139.9884 (zngngez M1 3792201 gos 1503 664 4553 7852847 8593530 881.318
2422054 ba7 0850 3383412, b4 kasﬁwaaa 5412099 5634635 6232445 7 7085117 7433044 ‘ 043901 9504383
ol [T L L ] AT T Sl o | i TN AT diad |4} 0439910335300 & .
) ) " } " " y y h y " " " ? " "
100 125 150 175 200 225 250 275 300 325 350 375 400 425 450 475 500 525 550 575 600 625 650 G675 700 725 750 775 800 825 850 875 900 925 950 975 1000

ew Process Help

=] & M 8| x|

Single Mass Analysis
Tolerance = 10.0 mDa / DBE: min = -1.5, max = 50.0
Element prediction: Off II f D)
Monoisotopic Mass. Even Electron lons. RMS O 3dc & 3d c
28 formulate) evaluated with 1 results within limits (up to 50 closest results for each mass)
Elements Used:
€:0-100 H. 0-50 0:0-30
Mass Calc.Mass | mDa | PPM | DBE | Formula [clnlo]
1911074 1911072 02 10 55 Cl2 HIS 02 1 15 2
AS101_MS_16-10-2017_020 381 (3.323)
1. TOFMS ES+
100 1639113 CH, CHy s
1210659 Me o} \)J\
Me Me
CHO Me CHO
'
3de 3d'c
%
191.1074
2090948
‘ I 4371237 488.2885
o4 WL 4 T derier - T A L T T r T T T - r T miz
100 125 150 175 200 225 250 275 300 325 350 s 400 Aéﬁ 450 475 500 525 550 575 600 Séﬁ 850 675 700 725 750 775 800 825 850 875 900 925 950 975 1000
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o neE & M 0l x|

ingle Mass Analysis -
Tolerance = 1000 mDa / OBE: min =-15, max =50.0 )
B HRMS of 3dd & 3d’d
Number of isotope peaks used for i-FIT =3 O =
Monoisotopic Mass, Even Electron lons.
70 formulae) evaluated with 30 results within limits (all results (up to 1000) for each mass) b
Elements Used: -
lass. Cale. Mass mbDa | PPM DBE | Formula i-FIT i-FIT Norm | Fit Conf % C H O | Br -
L 2
550082 62 43 165 C17 KB O3 10855 1942 000 R
2549930 920 333 125 Q13 H3 06 10850 18948 000 13 3 6 -
AS-218_26102018_215_3827A 541 (4.707) AM2 (Ar.30000.0,556.34,0.00.LS 1):ABS
1; TOF MSES+
386e+006
100 147.0587
257.0004
255.0020)
CH, CH,
Me PN o
Br Br
CHO Me’ CHO
3dd 3d'd
%W
1750589
135.0206
8
225.085T7
1819952 258.0080 6635667
3021332 5853764 664.5679
i Im H L J PR paerzeresn agnteo 5250431 spazsn_ | §074%02 7085383 7975703 9304345 8877471 O1879BS  goug07y 10193513 4og95149 11520204 11680503
. ity Baase r Banne: - - - - T Ransesasny e
100 150 200 250 300 350 400 450 500 550 600 650 700 750 800 850 900 950 1000 1050 1100 1150 1200
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H slew & M 8 X

Single Mass Analysis

Tolerance =2.0 PPM / DBE: min =-1.5, max = 50.0

Element prediction: Off

Number of isotope peaks used for i-FIT = 3

Monoisotopic Mass, Even Electron lons.

567 formulale) evaluated with 2 results within limits (up to 50 closest results for each mass)
Elements Used:

HRMS of 3ea & 3e’a

Mass Calc. Mass | mDa | PPM | DBE | Formula L-FIT [ i-FIT Norm | Fit Conf % 4 N[O[Na
2570192 2510790 13 H14 04 6478 0020 9. 13 14 41
ZI0% 05 19 105 ClLHO NG 02 6517 399 195 19 6 2
AS-163_MS_27-06-2017_026 366 (3.187) AMZ (A7 30000.0,556.28,0.00..8 1)
1 TOF IS ES+
2030700 49704008
1004
i M CH
e
(o) OMe 2
175.0758 0. OMe
Me
3ea 3e'a
*»
257.0702
147.0806
2040741
3023064
132.0888] 250968 250,082 2463327 3003504
| uh [ 2520579 [3033094 | ASOMIAEEE 4S1ATI2 gy q7p5 5234605 HEZN0 o 00p 6634567 08292% 700 5165 7632227 _s00.2793 8162941 g1p5313 795028 ggssgp
- - - - - . - - - ssds - - - e - - - —
100 125 150 175 200 225 250 275 300 325 380 375 400 425 450 475 500 525 S50 575 600 625 650 678 700 725 750 775 800 825 850 875 900 025 950 975 1000
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Single Mass Analysis -
Tolerance = 10.0 PPM / DBE: min =15, max = 50.0 H ’

Element prediction: Off RMS Of 3eb & 3e b

Number of isotope peaks used for i-FIT = 3 £
Monoisotopic Mass, Even Election lons

89 formula(e) evaluated with 1 results within limits (up to 50 closest results for each mass) L
Elements Used: -

C14 H16 04 Na
AS-168_MS_05-07-2017_006 386 (3.365) AM2 (Ar,30000.0,556.28,0.00LS 1)
1:TOF MSES+
5.09e+006
00 1750757 CH
203.0706 2
Me CHO
Al
3eb 3e'b
9%-
147.0807 2710041
04,0737
2481118 2720970
122.0867) 2430985 l 3383404 479.2046 5511871
3501473 511.1949 5742631
N hl R [ T a17.1193466.1283. | T B4 B182715 53 45015783051 7350764 7902733505 9680 8423108 3783120 ge7s7as 325789 ggposes -
» * } o \ | ~—— — L e
100 125 150 175 200 225 250 275 300 325 350 375 400 425 450 475 500 525 550 575 600 625 850 675 700 725 750 175 800 825 850 875 300 925 850 975 1000

posit
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o sjeE & M ol x|

Single Mass Analysis

Tolerance =50 mDa / DBE: min = -1.5, max = 50.0
Element prediction: Off

Monoisatopic Mass, Even Electron lons HRMS Of 3ec & 3e,c

269 formulale) evaluated with 4 results within limits (up to 50 closest results for each mass)

Elements Used:
C:0-100 H: 050 N: 050 0:0-50 Bro8
ass ic. Mass | mDa | PPM | DBE | Formula c | H/|mn[o]er
1911074 1911072 02 10 55 CI2 HI5 02 12 2
1911045 29 152 65 (B HI1 N6 8 1 6
1911032 42 20 15 CTHIS N2 O4 7T 15 2 4
1911117 43 .25 25 C2 HI1NID O 2 1 1o

AS192_MS_16-10-2017_030 378 (3.201)

1: TOF MS ES+ Me
00 209.0977 cHO CHO 3.32¢+006
Me
o Me
Me CH,
CH,
3ec 3e'c
%
191.1074
1631113
121.0659
[210.0090
I 301482 3442014
dod ] , k

t Y T T T Y T T T T T T T T T T T T T T T T T miz
100 125 150 175 200 225 250 275 300 325 350 375 400 425 450 475 500 525 550 575 600 625 650 675 00 725 750 775 800 825 @50 875 900 925 950 975 1000
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o nelew & M 8| X

ingle Mass Analysis
Tolerance = 100.0mDa / DBE: min = -15, max =500
Element prediction: Off
Monoisotopic Mass, Even Electron lons H RMS Of 3fa
47 formulae) evaluated with 24 results within imits (all results (up to 1000} for each mass)
Elements Used:
€:0-100 H: 0-50 0:0-20
Mass Calc.Mass | mDa | PPM | DBE | Formula c[H]oO -
4
21108 65 -3 05 CHSO s 19 9
210818 145 535 55 C12 HIS OF 2 15 7 =
AS-175_12092018_193_3462 431 (3.751)
1: TOF MS ES+
3598+006
CHO CH,
0. OMe
3fa
%
239.0709
4511236
165.0702..183.0836 271.0063
o s T T uL T . - L T T T T T T T T T T T T T T
100 150 200 250 300 350 400 450 500 550 600 650 700 750 800 850 900 950

T T T T miz
1000 1050 1100 1150 1200
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o m@w & M O x|

ingle Mass Analysis

Tolerance = 1000 mDa / OBE: min =-15, max =50.0
Element prediction: Off

oraastop s, oo ns HRMS of 3fb

48 formula(e) evaluated with 24 results within limits (all results (up 1o 1000) for €ach mass)

Elements Used
0100 H 050 0020
Mass Calc.Mass | mDs | PPM | DBE | Formula clnlo -
4
25118 65 -28 05 0 Ha 09 0w a9
®E0974 147 516 55 C3MI O7 B w7 -
(45-173_12082018_193_3451 433 (3.769)
1 TOF NS ES-
2110748 CHO CH2 1.768+006
100
0. OEt
%
2300700
285 1121
165.0702.163.0809 [
ok L Wk | L
aanne: " y T Ty e Sasaepasaananan T miz
100 150 200 250 300 50 400 450 500 550 500 650 700 750 800 850 900 950 1000 1050 1100 1150 1200
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o neE & M 0l x|

ingle Mass Analysis z

Tolerance = 10.0 PPM / DBE: min =-1.5, max = 50.0

Element prediction: OF S f 3

Number of isotope peaks used for i-FIT =3 HRM O ga L

Monoisotopic Mass, Even Election lons

86 formulae) evaluated with 1 resulls within limis (up 1o 50 closest resuts for each mass) 4

Elements Used o
AS-165-A_S_05-07-2017_002 356 (2.102)AM2 (A.30000.0.556.26.0.00.LS 1)
1 TOFMSES+
00 219.0855 MeO. CHO o 32664006

o OMe
CH,
3ga
1910705
9%-
2730733
163.0756 220,065
74.0764
1350805 147.0441 ll " 3383408 3611269 3BIN006 4152110 450 147 sog 1577 sa9a502 392202 633.18406624473 7199599 74304437732007 7929909 guq3699  ge73212  g3sagge 051
- y r rror-bie T T T r - . T T ? - e
100 125 150 175 200 225 250 275 300 326 350 375 400 425 450 475 500 525 550 675 600 625 650 675 700 725 750

T T T T T miz
800 825 850 875 900 925 950 975 1000
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ingle Mass Analysis

Tolerance = 100.0mDa / DBE: min =-1.5, max =500
Element prediction: Off
Monoisotopic Mass. Even Electron lons. HRMS f 3 9
43 formulale) evaluated with 22 results within limits (all resuls (up to 1000) for each mass) (o) g a
Elements Used:
C:0-100 H: 0-50 0:0-20
Mass Calc.Mass | mDa | PPM | DBE [ Formula c[H]oO -

51081 52 207 155 €20 HI P

251077 146 581 25 €9 HIS GB 9 15 8 -
£5-1658_12092018_193_3460 354 (3.085)
1: TOF MSES+

8.320+005
00 2190647 5
MeO O OMe
194.0702
1
3g'a
% 2510913
2730774
’“L‘J‘. — L — i - y — S Mawneazanaass e e miz

100 150 200 250 300 250 400 450 500 50 600 650 700 750 800 850 900 250 1000 1050 1100 1150 1200
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o wew & M o x

Single Mass Analysis

Tolerance = 10.0 PPM / DBE: min =-15, max = 50.0
Element prediction: Off

Number of isotope peaks used for i-FIT =3

Monoisotopic Mass, Even Electron lons HRMS Of 3 gb

74 formulae) evaluated with 2 results within limits {up to 50 dosest results for eath mass)
Elements Used

2670895 0.
2870919 - 95 (16 HI5 05 5424 3315

AS-172-A_MS_05-07-2017_007 375 (2.265)AM2 (A41,30000.0,556.28,0.00.LS 1)
1:TOF MSES+
MeO. CHO .
100 219.0661 o 4 66e+0086
o OEt
CH,

3gb
191.0712

287.0898
163.0761 2200693
0221 “7|Bze5 i 880027 327.0225
seseiasl || _,J‘ A Wil SOVI6T spg 1793 serjges TO2TS 815138 eezasso  roesurs 155259 ygeryy  79059N 6283856 0495237 9823044
— — —— e — — L Leslin sl
100 125 150 175 200 225 250 275 300 325 350 375 400 425 450 475 500 525 550

T T T
575 600 625 650 G675 700 725 750 775 80O

T T "
825 850 875 900 925 950 975 1000
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Single Mass Analysis -

Tolerance =2.0 PPM / DBE: min =-1.5, max = 50.0

Element prediction: Off S f 3 9

Number of isotope peaks used for i-FIT = 3 HRM [0) g b

Monolsatopic Mass, Even Electron lons

35 formulae) evaluated with 1 results within limits (up to 50 closest results for each mass)

Elements Used: o

Fit Conf %
[45-172-8_WS_06-07-2017_007 366 (3.187) AM2 (A7;30000.0,555.28,0.00,LS 1)
1: TOF MSES+
1,668+006
100 265.1078 CHO
MeO O OEt
CH,
210.0659
2870897 3g b
191.0710
%
12200602 2880027
137.0802 1630759 3023051 3383418
N 27123 7 - 551.1899

' A ‘ = il { L sonzens 51‘5.2101“1 1z ?27.1?23 i 53‘3.1804 @E.zfzs ssasses 708 51‘19 T2 ' ‘ 481059 920040 sasice _osazrey
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—
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ingle Mass Analysis
Tolerance =5.0 mDa / DBE: min = -1.6, max = 50.0
Element prediction: Off I IRMS f 3
Monoisotopic Mass, Even Electron lons O gc
336 formulale) evaluated with 4 r2Sults within imits (up to 50 dlosest results for each mass)
Elements Used
€:0-100 H: 0-50 N 0-50 0:0-50 Bro8
Mass | mDa | PPM | DBE | Formula H 0 [8r
2071021 03 14 55 Cl2HI5S 03 15 3
27098 30 145 65 CBHI NGO 6 1
2071066 42 -203 25 C2HII NI 02 un w2
207091 43 208 15 7 HISN2OS 52 s
AS1964_MS_16-10-2017_033 368 (3.205)
1. TOF MS ES+
100 137.0606 MeO. CHO 2166+008
o Me
CH,
3gc
207.1024
1890002
%-
1791075
3
149.0600]
b
118.0856 2081042
257.0802 3023063 4152110 §03.3005
L 1TF'S 90 S W OV SRR W :
100 125 150 175 200 225 250 275 300 325 350 375 400 425 450 475

T Y i T T T T
500 525 550 575 600 625 650 675 700 725 750 775 800 825

T T T T miz
850 875 900 925 950 975 1000
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o neE & M 6| x|
Single Mass Analysis

Tolerance =50 mDa / DBE: min = -1.5, max = 500
Element prediction: Off

Monoisotopic Mass, Even Electron lons HRMS Of 3g’c
335 formulare) evaluated with 4 results within limits (up to 50 closest results for each mass)
Elements Used:
€:0-100 H; 0-50 N 0-50 0:0:50 Broe
Mass Calc. Mass | mDa | PPM | DBE [ Formula H o e
207104 2071021 A 55 (12 HI5 03 15 3
27094 30 145 65 CBHILNG O o6 1
071066 42 -03 25 €2 HIL NID 02 o0 2
7081 43 N8 15 CT HIS N2 OS 52 s

AS196B_MS_16-10-2017_034 356 (3.102)
1: TOF MS ES+

179,107 7.81¢+006
1007 91075 CHO
MeO o Ve
CH,
3g'c
%
1510401 207.1024
137.0808
i
4111806
4514727
e ne T T T T er T T T T T
1[‘".] 125 150 175 200 Zéﬁ 250 275 300 325 350 3715 400 425 450 475 500 525 550 575 600 625 650 675 700 725 750 7}5

T T T T T T miz
800 825 850 875 900 925 950 975 1000
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ingle Mass Analysis

Help

Tolerance = 100.0 mDa / DBE: min = -1.5, max =50.0
Element prediction: Off

Monoisotopic Mass, Even Electron lons.
83 formula(e) evaluated with 48 results within limits (all results (up 1o 1000) for €ach mass)

Elements Used

HRMS of 3ha

File Edit

C:0-100 H: 0-50 0:0-20 Na: 0-1
Mass. alc. Mass mbDa | PPM DBE | Formula
€13 H14 05 Na

2730763 23 95 €15 H13 05

2730704 36 185
AS-164_12092018_193_3459 480 (4.178)
1; TOF MSES+
100 219.0647

CH,
0. OMe
OMe
3ha
%
191.0702
165.0544 273.0740
1220.0712
163.0784 ¥
4

e mn i L

100 150 200 250 350

jiew Process He

o BaE 8 M
Single Mass Analysis
Tolerance = 1000 mDa / OBE: min =-15, max =50.0
Element prediction: Off

Monoisotopic Mass, Even Electron lons
4170 formula(e) evaluated with 91 results within limits (all results (up to 1000) for each mass)
Elements Used:
C: 0-100

L

T T T T
1000 1050 1100 1150

1H: 050

2H:0-50

DBE | Formula

HRMS of 3aa(D)

C12 1H12 2H 04
05 €5 1H8 2H5 09
15 €5 1H12 2H3 09
75 C21HE 2H3 O4

=wwfo

100

AS-371_17072018_003 360 (3.136)
OF MSES+

1240875

1340719

CH,
(o) OMe

CDO 0

3aa(D)

244.0687

2220876

237.0746

225 230 235 240 285
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o m@w & M O x|

Single Mass Analysis

Tolerance =80.0 mBa / DBE: min = -1.5, max = 50.0

Element prediction: Off

Monoisotopic Mass, Even Electron lons

195 formulaie) evaluated with 69 results within limits (all results (up to 1000) for each mass)
Elements Used:

HRMS of 4af

C:0-100 H: 0-50 0: 0-20 8.0-20
Mass. Calc. Mass mbDa | PPM DBE | Formula C H 0 S -
.2 €16 H13 03 § E
2850552 28 98 155 Q9 H9 C3 19 9 3
2850610 =30 <105 65 C12 HI13 08 12 13 8
RS NG .20 127 55 M2 W7 N2 S 12 17 2 2 !
AS352_08052018_020 365 (3.179)
1:TOF MS ES+
2.40e+007
100- 285.0580
\\S//
4af
%-
[286.0608
I | .
: T by e oeaanan e e ; ,
100 150 200 250 300 350 400 450 500 550 600 650 700 750 800 850 900 850 1000 1050 1100 1150 1200
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o neE & M 6| x|

fiew Process

Single Mass Analysis

Tolerance =80.0 mDa / DBE: min = -1.5, max = 50.0

Element prediction: Off
Monoisotopic Mass, Even Electron lons

HRMS of 4bf

316 formulale) evaluated with 86 results within limits (all results (up to 1000) for each mass)

Elements Used:

c:0-100 H. 050 0.020 5020
Mass Calc. Mass | mDa | PPM | DBE | Formula c]H]o[s -
5 CI8 HI7 05 § 1
U572 1S 43 45 R HI R 2 1 2
350805 18 52 95 CIOMA S B2 3
AT AT a A 1EE M LD A " 13 < -
45354_08052018_021 342 (2982)
1: TOF MSES+
3450787 0 o 87364006
100-
MeO. \\S//
%
357.0780
ba
T T T T T — -y T T T T T T T T T T - miz
125 Ié-D 175 200 225 250 275 300 325 350 375 400 425 450 475 500 525 550 575 ﬁéﬁ 625 650 675 700 725 750 775 800 825 850 875 200 925 950 975 1000
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ingle Mass Analysis
Tolerance =80 0 m0a / DBE: min =15, max = 50.0
Element prediction: Off HRMS Of 4cf
Monoisotopic Mass, Even Electron lons
307 tormulaie) evaluated with 88 results within limits (all results (up to 1000) for each mass)
Elements Used:
C:0-100 H: 0-50 0:0-20 8:0-20
Mass. Calc. Mass mbDa | PPM DBE | Formula C H 0 = -
3350732 3350742 20 3
300 24 72 15 €23 HU 03 B ou 3
RS ATRT -5 ~104 95 C16 HIS OR 16 15 kS i
AS-355_15062018_005 391 (3.408)
1:TOF MSES+
17 9.91e+006
o0 3350732 N/
Me
4cf
wl
[336.0740
b
: T —— T — - - - — ——— - - iz
100 150 200 250 300 350 400 450 500 550 600 650 700 750 800 850 900 850 1000 1050 1100 1150 1200

£d) Help

naw & M O X

jew Process

al

Single Mass Analysis
Tolerance = 100.0 mDa / DBE: min =-1.5, max =50.0
Element prediction: Off
Monoisotopic Mass. Even Electron lons. HRMS Of 4hf
272 formulale) evaluated with 99 results within limits (allresuls (up to 1000) for each mass)
Elements Used:
C:0-100 H: 0-50 0:0-20 020
Mass Calc.Mass | mDa | PPM_ | DBE | Formula [celH[o]s] -
3150673 3150657 16 51 155 C20 HIL O4 2 14
315,061 7 105 CI7 HI5 04 17 15 4
3150716 43 1356 65 C13 HI5 09 13 15 9 -
AS431_11002018_183_3441487 (4.238)
1 TOFMSES+
315.0673 2.34e+007
100 OMe o. .0
N\o”
%
B16.0741
[317.0680 4921281
aansaneasanans T T - - - e e - - miz
100 150 200 250 300 250 400 450 500 50 600 650 700 750 800 850 900 250 1000 1050 1100 1150 1200
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ingle Mass Analysis

Tolerance = 100.0 mDa / DBE: min=-15, max =50.0

Element prediction: Off .
Monoisotopic Mass, Even Electron lons I IRMS Of 4lf
283 formulale) evaluated with 119 results within limits (all results (up to 1000} for each mass)

Elemenis Used

€:0-100 H: 0-50 0 0-20 5020
Cale.Mass | mDa | PPM_ | DBE | Formula [clnlo]s] -
325,042 2 05 105 6 HI7 S 1§17 3
3290484 115 €17 HI3 05 § 17 13 5 1
32,0509 4 75 3 HI3 Ol [ERNEERNET])
390517 27 82 65 CM4HITOSS u w5 2 <
AS-425_30082018_004 395 (3.443)
1: TOF WS ES+
00 3200490 OO0 1.08e+007
N4
Me
4if
%]

30,0518

revepreee AL e Mg el Ll i s e T e PR
100 150 200 250 300 350 400 450 500

TerTeTeTT TR T
550 600 650 700 750 800 850

R e A i A Lol Akl b A b S i AR Mt s S T miz
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g naw & M O X

ingle Mass Analysis
Tolerance = 80.0 mDa / DBE: min = -1.5, max = 50.0
Element prediction: OF HRMS of 4ag
Monoisotopic Mass, Even Electron lons
242 formulaie) evaluated with 70 results within limits (all results (up to 1000) for each mass)
Elements Used:
C: 0-100 H: 0-50 0: 0-20 8 0-20
Mass Calc. Mass. mbDa | PPM DBE | Formula C H 0 S -
C17 H15 03 S 3
2m61 21 70 65 C13 HIS 08 B 158
2990776 -an -10.0 55 €14 H19 02 9 19 2 2 5
AS-362_15062018_007 380 (3.308)
1:TOF MS ES+
3.06e+007
004 299.0746
N/
Me
4ag
%]
300.0732
01.0700 339 024
2
ARAsspassasinsy l T T ey e \BaaRERRRAN: e miz
100 150 200 250 300 350 400 450 500 550 600 650 700 750 800 850 900 850 1000 1050 1100 1150 1200
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ingle Mass Analysis
Tolerance = 80.0 mDa / DBE: min = -1.5, max = 50.0
Element prediction: Off S f 4b
Monoisotopic Mass, Even Electron lons HRM O g
372 formulaie) evaluated with 87 results within limits (all results (up to 1000) for each mass)
Elements Used:
C: 0-100 H: 0-50 0:0-20 § 020
Mass Calc. Mass mDa_| PPM DBE | Formula C H o] S -
1

350%2 12 33 95 CWOH3S R 3

25 AR 27 A1 145 72 HIQ 9 ” 1 2 =
AS-364_15062018_009 373 (3.248)
1. TOF MSES+

359.0950 1.99e+007
100 \//
MeO N
MeO O Me Me
%
360.0960

100 150 200 250 300 350 400 450 500 550 600 650 700 750 800 850 800 850 1000

T T " miz
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ingle Mass Analysis
Tolerance = 80.0 mDa / DBE: min = -1.5, max = 50.0
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317 tormulaie) evaluated with 88 results within limits (all results (up to 1000) for each mass)
Elements Used:
C:0-100 H: 0-50 0:0-20 $:0-20
Mass Calc. Mass mbDa | PPM DBE | Formula C H [*] 5 -
E
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ingle Mass Analysis

Tolerance = 100.0 mDa / DBE: min = -1.5, max =50.0

Element prediction: Off

Number of isotope peaks used for i-FIT =3 HRMS Of 4hg
Monoisotopic Mass, Even Electron lons.

283 formula(e) evaluated with 99 results within limits (all results (up to 1000) for each mass)

Elements Used:

o =
! L 4
3200873 -29 88 65  Cl4 HI7 09 10584 1865 1549 u 17 9
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Tolerance = 100.0 mDa / DBE: min = -1.5, max =50.0
Element prediction: Off

.
Monoisatopic Mass, Even Electron lons HRMS Of 4lg
336 formulale) evaluated with 118 results within limits (all results (up 10 1000) for each mass)
Elements Used:
€:0-100 H: 0-50 0:0-20 020
Mass Calc.Mass | mDa | PPM__| DBE | Formula [c[H[os] -
330650 M6 01 03 105 C9 HIS 53 19
3430640 29 115 CBHIS05S 1 15 5 1
3430665 15 44 75 Cl4 HI5 010 1 15 10 -
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Tolerance = 1000 mDa / OBE: min =-15, max =50.0
Element prediction: Off

Monoisotopic Mass, Even Electron lons. HRMS Of 4ah
827 formula(e) evaluated with 301 results within limits (all results (up 1o 1000} for each mass)
Elements Used
C:0-100 H: 0-50 0:0-20 5020 co8
Mass Calc.Mass | mDa | PPM | DBE | Formula c|lH[ols[a -
Cl16 HI2 03 5 1 3
3190190 11 34 15 (12 H19 0 Ci4 12 19 1 4
3190218 7 53 195 C2HIOS 2 7 1 1
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Tolerance = 100.0 mOa / OBE: min = -1.5, max = 50.0
Element prediction: Off
Monoisatopic Mass, Even Electron lons H RMS Of 4ch
1280 formula(e) evaluated with 393 results within limits (3l results (up to 1000} for each mass)
Elements Used:
C:0-100 H:0-50 0:0-20 8020 cros
Mass Calc.Mass | mDa | PPM__| DBE | Formula [cTulolsTal -
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Single Mass Analysis

Tolerance = 50.0 mDa / DBE: min = -1.5, max = 50.0

Element prediction: Off

Monoisatopic Mass, Even Electron lons

24 formula(e) evaluated with & results within limits (up 1o 50 closest results for each mass)

HRMS of 3ai

Elements Used:
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Assignment of product obtained from unsymmetrical arynes.

The products 3da/3d'a - 3ec/3e'c obtained from unsymmetrical aryne 1d and le are isolated as
inseparable mixtures of two regioisomers. The regioisomers are not separated into individual
isomers and their ratio was determined by 'H NMR data.

In order to confirm the product 3fa obtained from unsymmetrical aryne 1f, we have carried out an
independent experiment to synthesize the same compound 3fa alternatively using 2-hydroxy-1-
napthaldehyde and activated alkene methyl-2-(bromomethyl)acrylate. The product obtained from
this independent experiment was characterized by 'H and '3C NMR data. This spectroscopic data
resemble with our synthesized compound 3fa, which confirmed our proposed structure. This
suggests that the product obtained from 1f results in single regioisomer 3fa which is attributed to
preferential attack of carbonyl oxygen atom of DMF at the less sterically hindered carbon atom of
naphthalyne.

The assignment of products 3ga and 3g'a obtained from unsymmetrical aryne precursor 1g when
treated with methyl-2-(bromomethyl)acrylate could be explained from 'H NMR data. In case of
compound 3ga, the proton (3) resonates at 7.33 ppm whereas in case of compound 3g'a, the
proton (6) resonates at 6.47 ppm which appears to be more upfiled due to the presence of ether
groups on the adjacent position of the proton. This information from 'H NMR data helps us to
confirm our proposed structure.
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The structure of the compound 3ha was characterized by using 1D ('H and '3C) and 2D ('H-'H
NOESY experiment) NMR analysis.

The NOESY correlation between H-4/OMe-3 (Aromatic-ortho) protons and H-6/H-3' protons
suggests that they are in spatial proximity which confirmed our proposed structure.

S70



NOESY of 3ha
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