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Scheme S1. Plausible biosynthetic pathway of apergiloid A-I and sphaeropsidin A-F
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Figure S1. "H NMR (500 MHz, DMSO-ds) spectrum of compound 1

YXf3-fj-B1-5-1 DMSO-d6 1H-NMR AVANCEIII S500MHz
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Figure S2. °C NMR (125 MHz, DMSO-dj) spectrum of compound 1
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Figure S3. DEPT spectra of compound 1 in DMSO-dg
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Figure S4. HSQC spectrum of compound 1 in DMSO-dg

YX£3-fj-B1-5-1 DMSO-d6 HSQC AVANCEIII 500MHz
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Figure S5. "H-"H COSY spectrum of compound 1 in DMSO-dj

YX£f3-£j-Bl-5-1 DMSO-d6 COSY AVANCEIII S500MHz
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Figure S6. HMBC spectrum of compound 1 in DMSO-dg

YXf3-fj-B1-5-1 DMSO-dé HMBC AVANCEIII S500MHz
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Figure S7. Enlarged HMBC spectrum (d¢ 180-160 ppm, dy 6.1-0.6 ppm) of compound 1 in DMSO-ds
YXf3-fj-B1-5-1 DMSO-d6é HMBC AVANCEIII S500MHz

E o w o w o w @ w o w o E
g 2 8 8 & R ¥ OB B 3% B el 8 8 3 S L T8
I W R L I . L I . [ [ _ _ T _ , — ,
i i i i i i i i i | I I I [ [ ! ! I I [
i i i i i i i i i | | I I [ [ [ ! I I W
: i | h i | | : i i | o= i i | = I} &
|||||||||||| e VNI L NI e I ot P e I~ R L i e T
[ I i [ i i [ [ I - = - ! = ! ! , ! ! ! =
I i i [ i i [ I i = & ! ! ! ! , ! ! !
| | | i i | i \ i 1 | I | | I l |
\ ‘ I | | ) i I i | I i i
! ! ! L | ! = o 0 b oIt | T IO (U000 0
|||||||||||||||||||||||||||||||||||||||||||||||||||| - . | I I I | [
| 1 1 1 r r r | b . : : , 3 ' , v
I I I [ I I [ I I ] | ! ! f I W
I I I [ I I [ I I ; ! ! ! W ! !

I I I ! | | [ I I - s L Vo L. L O -
|||||| s et L P B e e At EEEEEERE: i ! ! ! ! ! I o~
f , K , f o ‘ ‘ ' ' , ' '

I I I I I I I I I ! ! ! W ! ! !
! ! ! ! s ! ! ! p : _ _ : | | !
i i i i i | i i i I i | i i i
' ) ' ) ' ' - B T e TUCTISNEN 14 T QR R N . Lomaaio e WY
|||||| [ERSTPN [RRRSEy (TRRETY NS (SRS | [PRSNS REPRUU RS ] ! 8 T ! ! ! Iig ! o ' | o
P = i [ Lo
I | | I | | | I | B " ! = ! | -l ! I
i i | i H i I I | I
: ; . W i : W : _ R R P P HEPEE R .
...... P PP [N (VSN (FSORVEL VPRI NSRRI SN | O i ] _ W | ! Y|
i _ i , _ | [ i i o © : ! ! | ! ! ! !
[ I l I | l I [ i s . i e i
. § - X A , . : ) ' i =
: : ' W _ : - : : o --- i D SRS, gL 1) i O PRSI R SURER.C BT 10
[ | 1 I | 1 I [ | ) 97 | | [ ! L
...... 5 T T T B | ! i
" i ' ' ' ' [ ' i Il - - L ' . y (]
I I I [ I I [ I I mm o ! ! ! e =
: i : , | ———— | '
! : : : ' : : : _ o s A, S LN 3 [ W NP DO Bz
[ I [ I I [ I [ I o = ! [ <
'''''' | R NSRRI iy [ R R, R —— n—m——" 4 N
| | | I | | I | | o e M | b
| | | I | | I 1 | o 8 !
A g @ _
I I I [ I I [ I I
" ' ' ' ' ' ' " ' 5 Ml. H
...... S T T I S A S A A o
I I I I i I [ I I g o
! : ! : ' / , : ; o B
e o Z
I I I I I I I I I Jm g
;;;;;; LT Ty [T S SRR SR li_.fii_iiETM m B
i I i i i i [ i I >
' ' ' ' ' ' ) ' ' w0
bbb £
] | ] | I ] I ] | Q m
...... Y R TS U SN S N N U B Q
! _ d | ! _ , ! _ -~ Q ©
I I I i I i [ i I “ 70
[ I [ I | [ I [ | V1 m
R ZI
...... oo ] e B
1 1 1 1 1 1 1 1 1 ©o O .I_A
1T Z o
o i
a4
@ [
m |
m
&0
=
o



Figure S9. "H NMR (500 MHz, CDCls) spectrum of compound 1

YXE3-£j-BLl-5-1 CDC1l3 1H-NMR AVANCEIIT S500MHz
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Figure S10. °C NMR (125 MHz, CDCl;) spectrum of compound 1

YHL3-£j-EB1-5-1 CDCl3 13C-NMR AVANCE I
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Figure S11. HMQC spectrum of compound 1 in CDCl3
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Figure $12. "H-'"H COSY spectrum of compound 1 in CDCl;
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Figure S13. HMBC spectrum of compound 1 in CDCl;
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Figure S14. Enlarged HMBC spectrum (dc 177-167 ppm, oy 5.0-0.9 ppm) of compound 1 in CDCl;
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Figure S15. HRESI-MS spectrum of compound 1 in MeOH

Qualitative Analysis Report

Data Filename YXF3-FJ-B1-5-1.d Sample Name YXF3-FJ-B1-5-1
Sample Type Sample Position P1-A6

Instrument Name Instrument 1 User Name

Acq Method TEMP2.m Acquired Time  11/26/2010 3:40:55 PM
IRM Calibration Status Some Ions Missed DA Method Default.m

Comment

User Spectra

Spectrum Source Fragmentor Voltage Collision Energy Ionization Mode
Peak (1) in "+ TIC Scan" 170 0 Esi
x10 2 |*ESI Scan (1.398, 1.578-1.594 min, 3 scans) Frag=170.0V YXF3-FJ-B1-5-1.d Subtract
1- 329.1729
(M+Na)+
0.8
0.6
0.4 635.3553
0.2
719.4493
J L ‘

100 200 300 400 500 600 700 800 900 1000 1100 1200 1300 1400 1500 1600
Counts (%) vs. Mass-to-Charge (m/z)

Peak List
m/z z [Abund [Formula Ion
329.1729 1 (778087 |C18 H26 Na 04 (M+Na)+
329.399 51889
330.1758 1 137615 |C18 H26 Na 04 (M+Na)+
635.3553 1 (309541
636.3587 1 (109646
719.4493 57309
--- End Of Report --- {’ )
%! " 'T i,_ ] . . )
2040 /7 Y
M 7

S12



Figure S16. "H NMR (500 MHz, acetone-ds) of compound 6
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Figure S17. HRESIMS spectrum of compound 6
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Figure S18. "H NMR (500 MHz, acetone-ds) of compound 7
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