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Table S1. NMR Data for epicoccamide A (1).
	Position 
	δC 
	δH (J in Hz)
	1H-1H COSY
	HMBC

	1
	172.3
	
	
	

	2
	100.2
	
	
	

	3
	189.8
	
	
	

	4
	62.2
	3.87, br. s
	H-5
	

	5
	14.4
	1.23, d (6.3)
	H-4
	C-3, C-4

	6
	26.0
	2.88, s 
	
	C-1, C-4

	7
	194.5
	
	
	

	8
	35.2
	3.50, br. s
	H-9, H-23
	

	9
	33.0
	1.41, m , 1.58, m
	H-8, H-10
	C-10, C-11

	10
	26.6
	1.20~1.29
overlapped
	
	

	11-19
	28.8-29.2
	
	
	

	20
	25.6
	
	
	

	21
	29.2
	1.50, m
	H-22
	C-19, C-20, C-22

	22
	68.4
	3.39, m, 3.74, m
	H-21 
	C-20, C-21, C-1'

	23
	16.9
	1.08, d (6.7)
	H-8
	C-7, C-8, C-9

	1'
	100.2
	4.33, br. d
	H-2'
	C-2', C-5', C-22

	2'
	70.6
	3.60, m
	H-1', H-3'
	C-1', C-3', C-4'

	3'
	73.7
	3.23, m
	H-2'
	C-4'

	4'
	67.2
	3.29, m
	H-5'
	C-3', C-5', C-6'

	5'
	77.5
	3.00, m
	H-4', H-6'
	C-1', C-3', C-4', C-6'

	6'
	61.4
	3.45, m, 3.67, m
	H-5'
	C-4', C-5'






Table S2. Comparison of the signature residues for amino acid selection by adenylation (A) domains of selected fungal PKS-NRPS (NRPS).
	Protein (module)
	Pos1a
(235)
	Pos2
(236)
	Pos3
(239)
	Pos4
(278)
	Pos5
(299)
	Pos6
(301)
	Pos7
(322)
	Pos8
(330)
	Pos9
(331)
	Pos10
(517)
	substrate

	GrsA
	D
	A
	W
	T
	I
	A
	A
	I
	C
	K
	L-Phe

	CcsA
	D
	M
	S
	E
	S
	W
	C
	F
	C
	K
	L-Phe

	PsoA
	D
	A
	Y
	T
	S
	W
	A
	I
	C
	K
	L-Phe

	EqiS
	D
	F
	E
	S
	H
	W
	N
	I
	A
	K
	D-Ser

	Pks3
	D
	L
	L
	M
	T
	W
	W
	I
	V
	K
	D-Ser

	ATEG_00325
	D
	A
	S
	L
	Q
	W
	A
	I
	M
	K
	L-Leu

	MycA
	D
	L
	W
	G
	T
	W
	C
	V
	G
	K
	L-Leu

	ApdA
	D
	M
	V
	I
	Y
	W
	C
	A
	A
	K
	L-Tyr

	TenS
	D
	M
	V
	I
	T
	W
	C
	A
	A
	K
	L-Tyr

	CpaS (A. flavus)
	D
	M
	A
	L
	T
	W
	S
	A
	C
	K
	L-Trp

	CpaS (A. oryzae)
	D
	M
	A
	L
	A
	W
	S
	A
	C
	K
	L-Trp

	UcsA
	D
	V
	W
	F
	S
	W
	I
	I
	P
	K
	3-methylproline

	BuaA
	D
	V
	Q
	H
	K
	W
	V
	V
	I
	K
	4-methylproline

	HTS1.2(NRPS)
	D
	A
	G
	G
	C
	A
	M
	V
	A
	K
	D-Ala

	CssA(NRPS)
	D
	L
	L
	F
	G
	I
	A
	V
	L
	K
	L-Ala

	HTS1.3(NRPS)
	D
	L
	L
	F
	G
	I
	S
	V
	L
	K
	L-Ala

	EasA4
	D
	L
	L
	V
	V
	A
	G
	I
	L
	K
	L-Ala

	EasA5
	D
	I
	A
	I
	L
	V
	A
	I
	L
	K
	L-Ala

	EpiA
	D
	L
	G
	I
	F
	G
	V
	V
	W
	K
	L-Ala


Note: The 10 signature residues were based on the bacteria A domain as established previously [1]. Sequence numbering is according to A domain of EpiA as predicted by antiSMASH 6.0 [2] (corresponds to amino acid 2951 – 3354 of the full length EpiA) and were based on homology modelling with bacterial A domain as performed previously by Stachelhaus et al [3]. The signature residue table above is an expansion the table in this previous study [4]. 
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Figure S1. The 1H NMR specturm of compound 1（in DMSO, 600MHz）
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Figure S2. The 13C NMR spectrum of compound 1 (in DMSO, 151MHz)
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Figure S3. The 1H-1H COSY spectrum of compound 1 (in DMSO)
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Figure S4. The HSQC spectrum of compound 1 (in DMSO)
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Figure S5. The HMBC spectrum of compound 1 (in DMSO)
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Figure S6. HRESIMS spectrum of compound 1
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Figure S7. ESI MS/MS (-) spectrum of compound 1
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