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SUPPORTING INFORMATION

1. Copy of 1H, 3¢ NMR and CHN/HRMS spectra for compounds 3, 4, 8a-c, and 9a-c S2

2. HPLC-MS spectra for compounds 4-6, 9b, 10b and 11b S25
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HPLC chromatograms and ESI-MS for chemical ligation of 4 in buffer
Summary Chromatogram: HPLC/(+)ESI-MS integrated ion-peaks for the 4 (top, rt 34.61), 5 (middle,

rt 38.08), and 6 (bottom, rt 60.58).
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MW 324-LP 5 (top) and MW 324-SM 4 (bottom): (+)ESI-MS.

SEQ-20044-01 7/18/2013 6:47:02 PM 2181-5RS-LP;5uL
Xterra MS C18:0.15,95:5(0)>65:35(10)>25:75(50)>5:95(60-75)
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MW 324-LP 5 (top) and MW 324-SM 4 (bottom): (+)ESI-MS/MS of the m/z 347 [M+Na]+ ions.

SEQ-20044-01 7/18/2013 6:47:02 PM 2181-5RS-LP; 5 uL
Xterra MS C18,0.15,95:5(0)>65:35(10)>25:75(50)>5:95(60-75)
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MW 324-LP 5 (top two) and MW 324-SM 4 (bottom two):

(2™ and bottom) of the m/z 325 [M+H]+ ions.

SEQ-20044-01
Xterra MS C18/0.15:95:5(0)>65:35(10)>25:75(50)>5:95(60-75)

7/18/2013 6:47:02 PM 2181-5RS-LP; 5 uL

ARKIVOC 2015 (iv) S1-S30

(+)ESI-MS/MS (top and 3) and -MS/MS/MS

SEQ.20044.01% 16521133 RT- 37563854 AV: D SB: 136953718 NL 75565
F: +CESI5id=3.00 Ful ms2 325 D@cid37.50 [3500-400.00]
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Summary Chromatogram: HPLC/(+)ESI-MS integrated ion-peaks for the 4 (top, rt 34.61), 5 (middle,

rt 38.08), and 6 (bottom, rt 60.58).

Relative Abundance

100

o
b

w IS @ Y
3 3 3 3
LT T T Tee

N
5

"
o

RT: 42.37
MA: 46714985743
BP:396.0
RT:40.07
MA: 15036889384
BP:396.1

2181-9TS-SM|

RT:49.65
MA: 643637228
BP:396.1

RT:59.56
MA 1179965192
BP:396.1

NL:5.70E8
miz= 395.6-396.6
F:+ ¢ ESI sid=1.00
Full ms
[125.00-700.00]
MS SEQ-20556-01

[5;

LB AL AL LA LA L L B B O B L R B R B
3% 37 38 39 40 41 42 43 44 45 46 47 48

R L R I B B L B B L L B R R N R R NN R
49 50 51 52 53 54 55 56 57 58 59 60 61 62 63 64 65 66

Time (min)
SEQ-20556-01 10/1/2013 8:45:43 PM 2181-9TS-SM; 2.5 ul
XTerra MS C18,0.15;95:5(0)>5:95(60-80)/254 nm/(+)ES
RT:3510-66.18
RT:59.43 NL:1.01E8
MA 3153078960 miz=395.6-396.6
100 BP:396.1 F:+ ¢ ESIsid=1.00
] Full ms
] [125.00-700.00]
90{ MS SEQ-20557-01
0] 2181.9TSLP|
704
2 ol
5 60
2 9
2 50
PR
2
2 1
S 40
L
307
20; RT:42.24
B MA: 353870525
10 RT:4043  BP:396.1 RT: 49.86
3 MA: 39308266 MA 44924908
] BP:396.1 BP:396.4

SEQ-20557-01

10/1/2013 6:54:08 PM

XTerra MS C18,0.15:95:5(0)>5:95(60-80)/254 nm/(+)ES

2181-9TS-LP; 10 uL

RT:37.62-73.03

Relative Abundance

RT:59.43
MA: 2577941224
BP:623.1

NL:6.44E7
miz=

556.6-558.6+
600.5-602.5+622.7-624.7
F:+ cESIsid=1.00 Full
ms [125.00-700.00] MS
SEQ-20557-01
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MW 395 isomers: (+)ESI-MS for RT 59.5 min LP 10b (top) and SM 9b (bottom).

wz

SEQ20557-01#2522-2562_RT. 59225065 AV: 5 SB: 2 56.59-53.83 ,60.17:60.37 NL 726E7
T: £ CESISid=100 Full ms [12500-700.00]

3804

Relaive Abundace

ﬁza’&:ms 653.2
o e

6020
i o1 . w2 251330 3RO ama aw‘fm‘a“?um san0 410020 sgp0 a0 | 2 "QD‘mAzsﬂlmnlﬁj e | ma
By ey s

P o .

firs

Ty
0 600

o i . 82 P
L e B et e L L s e e L WL O Tt

1o 10 B0 200 220 230 260 280 300 320 320 360 380 00 420 0 60
wz

T TP
0 20 si0

SEQ20556.0142731 RT: 5056 AV:1 SB:3 59.60.60.82 ,60.7-6037 NL: 3.38E7
T: 4 CESISid=100 Fullms[2500-700.00]

Relaive Abundance
B
T

i 071

20 2806 4620

4959 5869 6533 652

801 2439 26312711 g 3083 3250 seagoms | Cavayl 4970 4L sayg as02 4 4800 s55.3 |59 S84 5699 5025 6002 02106308  guey 6752 gg50

o wes M e il SN ol RN, 0 A PR e | PR G Pl i DRSSO PO M Wi 1 e s L s il it
e

MW 395, RT 59.5 min: (+)ESI-MS/MS of m/z 396 [M+H]+ ions for LP (top) and SM(bottom).

SEQ-20557-01 10/1/2013 6:54:08 PM 2181-9TS-LP; 10 uL
XTerra MS C180.15,95:5(0)>5:95(60-80)/254 nm/(+)ES

SEQ-20557-01 #2518-2558 RT:59.16-59.59 AV:5 NL: 1.77E7
F: +CESIsid=3.00 Full ms2 396.20@cid37 50 [105.00-450.00]

352.1
100

2
3

263.0

Relative Abundance
2 g
s 2

@
s

S

3531
173.0 2
1441 2301 2811 307.1 3490 3780

288.0 334.1

o

180.1 2151 2330 2500 [264.1 3250
12‘” 1340 156.1 1911 2307 2351 2450 ) 2720 2890 3051 | %080 323}‘326.0
SUSSSSUEN eSSt e bbb ; ) VGUGOPUSUREN MW MMSOVBRGRcho ] FRSONT s Feprebtb el et e
120 140 160 180 200 220 240 260 280 300 320 340 360 380 400

miz

F}S 1

o

SEQ-20556-01 #2720-2758 RT:59.38-50.88 AV:5 NL: 6.90E6
F: +CESIsid=3.00 Full ms2 396.20@cid37 50 [105.00-450.00]
3521

Relative Abundance =
288, 5.,.8..8..58.8.8.3

2

263.1

N

@

3531
3489
1441 1730 307.0

2341 2811 3780
288.0 3341

3250

-

2330 250.0 | 264.0
L o pra dEEe s L
- ; et I SRR i

Ll

2790 (2890 3050 | 3081

T T f T st FrTIT T
120 140 160 180 200 220 240 260 280 300 320
miz
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