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General. Diazomethane was prepared according to the method of Arndt (Arndt, F. Org. Synth. 1943,
Coll. Vol. 2, 165). Ethyl 2,5-dioxopentanoate (28) was synthesized via ozonolysis of ethyl 2-oxohex-5-
enoate (Macritchie, J. A.; Silcock, A.; Willis, C. L. Tetrahedron Asym. 1997, 8, 3895-3902). Ethyl 3-
amino-1H-pyrrole-2-carboxylate (29) was prepared according to literature procedures (Furneaux, R. H.;
Tyler, P. C. J. Org. Chem. 1999, 64, 8411-8412). Pyridine was distilled from calcium hydride prior to
use, and tetrahydrofuran (THF) was distilled from potassium benzophenone ketyl. All other reagents and
solvents were purchased commercially and were used without further purification.  Column
chromatography was performed using 60 A 230-400 mesh silica gel. RP-HPLC purification was
performed on a C8(2) Phenomenex® Luna column (5 pm, 250 x 10 mm) at 3 mL min"' with UV
detection (254 nm). Unless otherwise stated, 'H NMR spectra were recorded at 500 MHz in CDCl;
(residual CHCl; referenced to 7.26 ppm), DMSO-d; (residual DMSO referenced to 2.50 ppm), or CD;CN
(residual CH;CN referenced to 1.94 ppm) on a Varian Inova spectrometer. °C NMR spectra were
recorded at 75 MHz in CDCl; (referenced to 77.0 ppm) or DMSO-d; (referenced to 39.4 ppm) on a
Varian Inova NMR spectrometer.
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'H NMR (500 MHz, CDCl;) of marinopyrrole A (1)

N

1

ppm (f1)

S1



C NMR (75 MHz, CDCl;) of marinopyrrole A (1)
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COSY (500 MHz, CDCl;) of marinopyrrole A (1)
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HSQC (500 MHz, CDCl;) of marinopyrrole A (1)
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HMBC (500 MHz, CDCl;) of marinopyrrole A (1)
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Polarity/Scan Type: Positive

Sample Name: flchl297

HRESI-TOF of 1

Acqg. Date: Friday, February 10, 2006

Acq. File: 021006052 .wiff

B +TOF MS: 0.089 to 0.306 min from 021006052.wiff Agilent
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'H NMR (500 MHz, CDCl;) of marinopyrrole B (2)
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C NMR (75 MHz, CDCls) of marinopyrrole B (2)
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B (2)
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HSQC (500 MHz, CDCl;) of marinopyrrole B (2)
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HMBC (500 MHz, CDCl;) of marinopyrrole B (2)
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HRESI-TOF of 2

Polarity/Scan Type: Positive Sample Name: FLCH2994 Acqg. Date: Tuesday, April 11, 2006
Acqg. File: 0411061.wiff

N +TOF MS: 0.182 min from 0411061 .wiff Agilent Max. 1.5e6 counts. |
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'"H NMR (500 MHz, CDCl;) of marinopyrrole C (3)
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HSQC (500 MHz, CDCl;) of marinopyrrole C (3)
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HMBC (500 MHz, CDCl;) of marinopyrrole C (3)
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Polarity/Scan Type: Positive

Sample Name: £1ch3320

HRESI-TOF of 3

Acqg. Date: Wednesday, March 21, 2007

Acq. File: 032107065a.wiff

2882
2800 -

2700
2600 -
2500 -
2400
23001
2200{
2100 -
2000 -
1900 -
1800
1700
1600
1500 544.9174
1400 - l

intensity, counts

MH-+ |
542.9229 ‘
700 4 “ ‘

| ﬁ454210

| | |

o
i o
5439435 | |
5434335 | 1 | |
i | I “547

. ]

Ji
|

|
_4?6

F +TOF MS: 0.171 min from 032107065a.wiff Agilent

546.(9012
i
|
|
I

| 548.9148

[ 5859250 ' !

_pa6.a232 |
I [
by

I, 547.9233 '
9=

550.6254

551.6282

| 5528313 553 3581

5509007 1 | 557.1784

559.4026
|

Max. 4.4e5 counts.

Cl

568.8923

566.8900
|

S17



'H NMR (500 MHz, CDCl;) of marinopyrrole D (4)
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COSY (500 MHz, CDCl;) of marinopyrrole D (4)
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HSQC (500 MHz, CDCl;) of marinopyrrole D (4)
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HMBC (500 MHz, CDCl;) of marinopyrrole D (4)
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Polarity/Scan Type: Positive

HRESI-TOF of 4

Sample Name: flch3318 Acq. Date: Wednesday, March 21, 2007

Acq. File: 032107063 .wiff

W +TOF MS: 0.115 to 0.205 min from 032107063.wiff Agilent
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'H NMR (500 MHz, CDCl;) of marinopyrrole E (5)
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HSQC (500 MHz, CDCl;) of marinopyrrole E (5)
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HMBC (500 MHz, CDCl;) of marinopyrrole E (5)

— > — = (@) = B
— (S o) < ) — 120
> B
o & = . ;130
) ) B
-, —
= = — 140
— 150
— 160
f— <> |
Cl B
HN ) B
NN Cl 170
HO o N O OH -
“\ -
Cl j180
Br -
& =
v 5 :
'€ —190
| ppm (t1

T T 1T | T T ‘ T T I T T 177 ‘ T 1T ‘ T T 177 [ T T ‘ T T ’ T T ‘ [T 1T ‘ T T | T ‘ T T ‘ T T | 1T T ‘ T T 1
770 760 750 740 730 720 710 700 690 680 670 660 650 640 6.30
ppm (i2)

526



Polarity/Scan Type: Positive Sample Name: flch3319

HRESI-TOF of §

Acq. Date: Wednesday, March 21, 2007
Acq. File: 032107064a.wiff
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"H NMR (500 MHz, DMSO-ds) of marinopyrrole F (6)
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"H NMR (500 MHz, DMSO-ds) of synthetic marinopyrrole F (6)
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3C NMR (75 MHz, DMSO-dy) of synthetic marinopyrrole F (6)
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COSY NMR (500 MHz, DMSO-dg) of synthetic marinopyrrole F (6)
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HSQC NMR (500 MHz, DMSO-dg) of synthetic marinopyrrole F (6)
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HMBC NMR (500 MHz, DMSO-dg) of synthetic marinopyrrole F (6)
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Polarity/Scan Type: Positive

Sample Name:

flch3317

HRESI-TOF of 6

Acqg. Date: Wednesday, March 21, 2007

Acqg. File: 032107062.wiff
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CD spectra for 1-6 (CH;CN)
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"H NMR (500 MHz, CDCl5) of 11
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3C NMR (125 MHz, CDCl;) of 11
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Polarity/Scan Type: Positive Sample Name: flch3144

HRESI-TOF of 11

Acq. Date: Tuesday, April 18, 2006
Acq. File: 041806003.wiff

[ W +TOF MS: 0.240 to 0.475 min from 041806003.wiff Agitent
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'H NMR (500 MHz, CDCl5) of 12
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3C NMR (75 MHz, CDCl,) of 12
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Polarity/Scan Type: Positive

Sample Name: f£1ch3956

Acq. File:

HRESI-TOF of 12

Acq. Date: Wednesday, May 10, 2006

051006007 .wiff

W +TOF MS: 0.114 to 0.259 min from 051006007 . wiff Agilent
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'H NMR (500 MHz, CDCl5) of 13
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3C NMR (75 MHz, CDCl,) of 13
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Polarity/Scan Type: Positive

Sample Name: £1ch2178

HRESI-TOF of 13

Acq. Date: Thursday, February 08, 2007
Acq. File: 020807035.wiff

B +TOF MS: 0.100 to 0.262 min from 020807035.wiff Agilent
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'H NMR (500 MHz, CDCl5) of 14
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3C NMR (75 MHz, CDCl,) of 14
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CDCl) of 14
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HSQC (500 MHz, CDCl;) of 14

—115.0
¢ |8 :
cl @ g\b\ A L
HN { \J @ —120.0
N Cl n
HO o O OH L
MeO— | ,, B
(2= —125.0

T T ’ T T 1T } 1T 177 ‘ 17171 [ T T [ 1T 1T ‘ [T 17 ‘ 1171 ‘ T T ‘ T 171 [ T T T j T 71 | T 177 l [N ‘ T T T 1 T T 11
790 780 770 760 750 740 730 720 710 700 690 680 670 660 6.50
ppm (t2)

S48



HMBC (500 MHz, CDCl;) of 14
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HMBC (500 MHz, CDCl;) of 14
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HRESI-TOF of 14

Polarity/Scan Type: Positive Sample Name: flch2488 Acq. Date: Monday, February 26, 2007
Acqg. File: 022607001 .wiff
[ W +TOF MS: 0.375 to 0.502 min from 022607001 wiff Agilent Max. 4.4e5 counts.
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3C NMR (75 MHz, CDCl,) of 15
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CDCl;) of 15
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HSQC (500 MHz, CDCl;) of 15
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Cl HMBC (500 MHz, CDCl;) of 15
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HMBC (500 MHz, CDCl;) of 15
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Polarity/Scan Type: Positive

Sample Name: f1lch2489

HRESI-TOF of 15

Acq. Date: Monday, February 26, 2007

Acqg. File: 022607002 .wiff

[ +TOF MS: 0.190 min from 022607002.wiff Agilent
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'H NMR (600 MHz, CDCl5) of 16
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3C NMR (75 MHz, CDCl,) of 16
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COSY (600 MHz, CDCl;) of 16
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HSQC (600 MHz, CDCl;) of 16
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HMBC (600 MHz, CDCl;) of 16
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HMBC (600 MHz, CDCl;) of 16
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Polarity/Scan Type: Positive

Sample Name:

£1ch8669

HRESI-TOF of 16

Acq. Date: Friday, November 09, 2007
Acqg. File: 11090700la.wiff

W +TOF MS: 0.296 min from 110907001a.wiff Agilent
H+

3965 518.0431

3.8e5

3.6e5-

520.0411

3.4e5- |

3.2¢5
3.0e5 -

2.8e5-

2.6e5-

|
{

2465
2.2e5

2.0e5

Intensity, counts

1.8e5 1 “
|
1.6e5-

1.4e5 ! ‘ 522.0388

519.0457

1.2¢5
1.0e5 - l |
|

8.0e4 1‘ [
| by
6.0e4 I

4.0e4

_-521.0442

523.0410

Max. 3.9e5 counts.

51 §,32§8 :

oo
2084 - 5160208 ) 4 . %»24.5)376

525.0354

IELV

MNa+

530.?813 540.0240 -542.0318

~-532.0707

548.0539
|

.-550.0502
4 552.046
I i

6
555.1769
Mo S i

0.0b—— 3 TR
512 514 516 518

524 526

528 530 532 534 536 538 540 542 544 546
m/z, amu

550 552

554 556
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"H NMR (600 MHz, CDCl;) of 17
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Cl COSY (600 MHz, CDCl;) of 17
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OH o o

HSQC (600 MHz, CDCl;) of 17
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Cl HMBC (600 MHz, CDCls) of 17
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Polarity/Scan Type: Positive

Sample Name:

£1ch8670

Acqg. Date:

HRESI-TOF of 17

Friday, November 09, 2007

Acqg. File:

110907002 .wiff

"M +TOF MS: 0.218 to 0.3871 min from 110907002.wiff Agilent

2.2e5

2.1e5-
2.085*:
1.9e5 “
1.8e5
1.7e5;
1.6e5 ‘
1.595;
1.465;;
1.3e5
1.2e5ﬂi

1.1e5-

Intensity, counts

1.0e54
9.0e4 -
8.094:3
7.0e4
6.094;
5.0e4 |
4.0e4
3.0e4;
2.084;

1.0e4 -

787.1082

MH+ |
785.1098

-

‘ 789.1067

| |

”788.11045

** -

Co | 7901080
. 1
‘ ‘\ | ;
‘ 1791.1062
| |

7874509 - )
7854547 1 7921082
S0 79asts
17864569, ', ! ‘
L ereves

793.1083,  796.1861

_-797.1872

“46(32(: .

CbzHN

MNa+

807.0894-..

809'9890 811.0885

Max. 3.8e5 counts.
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"H NMR (500 MHz, CDCl5) of 22
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3C NMR (75 MHz, CDCl,) of 22
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HRESI-TOF of 22
Polarity/Scan Type: Positive Sample Name: f1lch8550 Acqg. Date: Wednesday, October 25, 2006
Acq. File: 102506007.wiff
B +TOF MS: 0.163 to 0.308 min from 102506007 .wiff Agilent Max. 5.0e5 counts.

399.8935
3.0e5- ;

2.9e5
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2765+ O OAc
265 1; :
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2.4e5 3 Br

2.3e5- }

ZT

2.2e5- 22
2.1e5- ;

2.0e5 :
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1.7¢5 !
1.665-
1565

Intensity, counts

1.4e5-
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1365 1
1.265-
1.1e5l‘
1.0854!
9.0e4;
8.0e4
7.0e4 -

379.8507
6.0e4 - i

5.0e4 -
4.064- | 381.8483 ‘ 400.8966

b

3.0e4 - 377.8545 | 1 | ‘ 3
‘ | | 3932982 398.8990 | i‘
i 403.8887

1
1 | ! | | |
2,084+ 3712264 ! | A T e 413.2671

b | ! | [
1.0e4 - : 3732229 380-§545 383.8461 3882548 3043040 3981440 ! 4021411 |
h . P . L Lo : oo N ‘ dor o i R

14
0.0 = SN i . . DL N - s - N f (PRSI /& " CLMN
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'H NMR (500 MHz, CDCl5) of 19
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3C NMR (75 MHz, CDCl;) of 19
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Polarity/Scan Type: Positive Sample Name: flché6844 Acqg. Date: Wednesday, August 30, 200¢€
083006063 .wiff

Acqg. File:

HRESI-TOF of 19

F +TOF MS: 0.167 min from 083006063.wiff Agilent

329.2149
5.8e5

5.665-
5465
5.2¢5 -
5.0e5
4.8¢5
4.6e5 4}
4.4e5

4.0851
3.8e51‘
3.6e5

3.4e5
3.2e5 7
3.0e5 7 ‘
2.8e5

Intensity, counts

2.6e5 ‘
2.4e5+ ‘
2.2e5 7 !
2.0e5!
347.2232

1.8e5-
1.6e5
1.465 - 3%30.2163

I L !
1:2e5 | 3294320 335.8991
1.0e5- l “ MH+ |

oy |

8.0e4 - ‘!‘ | 333.9020 |
| | ‘ [

6.0e4 331%13‘1\ | 337.8937 \ 359.2394

; Lo ; | 348.2280
4.0e4 Lok ‘; ; ‘ 347.4455;{7 g 3502114 f

| ‘ i

. 3304338 ) - i !
2004 o 3381216 1 335 3402 | 349.2171 360.2438
Dol . F { o ‘ ,‘\- ! .

4.2e5 i} 19

Br

o

Max. 2.2e6 counts.

OH

A

IS o
AN N e M ey Mo e e P e e S N e e Y R S SN S

. - -

322 324 3é6 328 330 332 334 336 338 340 34‘12 344 346 348 350 352 354 356 558 360 362 364 366 368
m/z, amu

370

372

S76



'H NMR (500 MHz, CDCl5) of 23
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3C NMR (75 MHz, CDCl,) of 23
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Polarity/Scan Type: Positive

Sample Name:

£flch8551

HRESI-TOF of 23

Acqg. Date: Wednesday, October 25, 2006

Acqg. File: 102506008.wiff

ﬁ +TOF MS: 0.149 to 0.294 min from 102506008.wiff Agilent

4.0e5-
3.8e5
3.6e5-
3.4e5 -
3.2e5-

3.095ﬂi
2.8e5;
2.6e5
2.495;

2.2e5-

2.0e5 |

Intensity, counts

1.8e5
1.6e5-

1.4e5 -

1.2e5 4
1.0e5-
8.0e4

6.0e4 4

4.0e4 - MH-+

2.0e4 423.8999
]

‘_,7425.8971 432.2795

437.2370
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'"HNMR (500 MHz, CDCl5) of 20
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3C NMR (75 MHz, CDCl;) of 20
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Polarity/Scan Type: Positive

Intensity, counts

Sample Name: f1lch8552

HRESI-TOF of 20

Acq. Date: Wednesday, October 25, 2006

Acq. File: 102506009.wiff

1.5e4 -
1.4e4-
1.4e4 -
1A3e4§§
1.3e4-
1.2e4 -
1.2e4~;
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4000.0 |
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1500.0-
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i
I
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V )
L S
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'H NMR (500 MHz, CDCl5) of 24
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3C NMR (75 MHz, CDCl,) of 24
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Polarity/Scan Type: Positive

Sample Name:

£1ch8553

HRESI-TOF of 24

Acq. Date: Wednesday, October 25, 2006
Acq. File: 102506010.wiff

B +TOF MS: 0.632 to 0.723 min from 102506010.wiff Agilent
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"H NMR (500 MHz, DMSO-d;) of 25
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1°C NMR (75 MHz, DMSO-d) of 25
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Pz =%

COSY (500 MHz, DMSO-ds) of 25
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HSQC (500 MHz, DMSO-dg) of 25
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HMBC (500 MHz, DMSO-dg) of 25
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Polarity/Scan Type: Positive

Sample Name:

£1ch2013

HRESI-TOF of 25

Acqg. Date: Wednesday, January 31, 2007
Acq. File: 013107039.wiff

[ +TOF MS: 0.129 to 0.220 min from 013107039.wiff Agilent

7385 258.1725

7000
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6000 -
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| R
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. \
| i
1247.1565 :,/24‘?.052’{2,251.19‘96 i ‘y " ?u‘25$‘?371,é

_-261.1288
\
|
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Max. 2.7e5 counts.
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'H, *C, and HMBC NMR Spectral Data for 30 (CDCl;)

position | 8" 8y, mult. (J, Hz)® HMBC
1 9.42, brs

2 129.7

3 117.5

4 109.9 | 6.29, m 35

5 1204 | 6.89, m 2-4

6 160.0

7 60.3 4.12,q(7.2) 6,8

8 13.9 1.10,t(7.2) 7

2' 124.6

3 117.8 | 7.06, m 2'4'-6'
4 108.5 | 6.25, m 2'3.5'
5' 130.0 | 6.88, m 2'-4

6' 160.6

7 59.6 4.16,q (7.2) 6'8'

8 14.2 1.22,t(7.2) 7

275 MHz. ® 600 MHz.

'H, *C, and HMBC NMR Spectral Data for 31 (CDCl)

position | 8" 8y, mult. (J, Hz)® HMBC
1 10.45,brs 24

2 126.8

3 120.5¢

4 102.2

5 106.0°

6 158.2

7 61.3 4.13, m 6,8

8 13.8 1.08,t(7.2) 7

2' 125.9

3 120.0 | 7.17,s 2'5%6'
4 100.5°

5' 114.3

6' 158.6

7 60.7 4.20,q(7.2) 6'8'

8 14.1 1.26,t(7.2) 7

75 MHz. ® 600 MHz. © Carbon assignments were based
on "°C data for 30.
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'H NMR (600 MHz, CDCl5) of 30
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3C NMR (75 MHz, CDCl) of 30
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COSY (600 MHz, CDCl;) of 30
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HSQC (600 MHz, CDCl;) of 30
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HMBC (600 MHz, CDCl;) of 30
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HRESI-TOF of 30

Polarity/Scan Type: Positive Sample Name: flch4384 Acq. Date: Friday, May 23, 200¢
Acq. File: 052308057.wiff

F +TOF MS: 0.314 to 0.332 min from 052308057 .wiff Agilent VN Max. 1.4e6 counts.
a+

299.1016

1.4e6 .
1.466
1.4e6- 3
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1.366 - HN )

i
1
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1.26 | N« GOkt
| wr
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1.0e6 |
]
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7.0e5- :
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4.0e5 |
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1.5e5 |

1.0e5 203.0452
: 159.0553 |
g |
0.0 ‘ ! L L . \
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"H NMR (600 MHz, CDCl5) of 31
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3C NMR (75 MHz, CDCl5) of 31
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COSY (600 MHz, CDCl;) of 31

ppm (t1

Br
CO,Et

—
m

HN
\W/

STONGIAN
Br

Br

31

2.00

2.50

3.00

3.50

ppm (t2)

S101



HSQC (600 MHz, CDCl;) of 31
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HMBC (600 MHz, CDCl;) of 31
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Polarity/Scan Type: Positive

Sample Name:

£1ch4385

HRESI-TOF of 31

Acq. Date: Friday, May 23,
Acqg. File: 052308058.wiff
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Figure S1. ORTEP of marinopyrrole F (6)
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Figure S2. ORTEP of bromophenol 19

S106



Figure S3. ORTEP of bipyrrole 31
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