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Abstract
Three new labdane-type diterpenoids, callicapene M3 (1), callicapene M4 (2) and

callicapene M5 (3) were isolated from the Callicarpa macrophylla Vahl.. Their
structures were identified by spectral methods including 2D NMR. All the isolated
three compounds were evaluated for inhibitory activity on NO production in
LPS-activated RAW 264.7 macrophage cells by using MTT assays. Compounds 1, 2
and 3 showed potent inhibitory activity, with ICs, value of 48.15, 46.31 and 38.72uM
respectively.
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Table S1 The *H and *C NMR data for compound 1-3 (CDCls, *H NMR 600 MHZ, *C NMR 150 MHZ)

No.

la
1
20
2p
3a

5
6o
65
Ta
B

8

9
10
11

12
13

14
15

1
'H
1.18 (td, 13.2, 3.7)
1.78 (m)
1.62 (m)
1.73 (m)

3.26 (dd, 11.8, 4.3)

1.09 (dd, 12.5, 2.7)

1.41 (ddd, 17.2, 13.0, 4.2)
1.77 (m)

1.96 (td, 13.0, 5.0)

2.43 (ddd, 6.5, 4.0, 2.5)

1.61 (1H, m)

1.67 (m)

1.76 (m)

2.26 (ddd, 16.4, 8.1, 3.7)
2.55 (ddd, 15.0, 9.3, 3.8)

5.84 (t, 1.5)

16a 4.69 (dd, 17.3, 1.5)

37.3

27.9

78.7
39.3
54.7
24.1

38.2

147.4
56.0
39.6
215

27.6

171.0
115.3
1742
73.2

2
'H
1.13 (td, 13.1, 4.1)
1.89 (td, 13.1, 3.5)
1.61 (m)
1.65 (m)
3.25(dd, 11.4, 4.4)

1.20 (dd, 11.5, 5.5)
1.97 (m)

2.00 (m)

5.47 (d, 1.4)

1.67 (m)
1.50 (m)
1.73 (m)
2.37 (ddd, 16.8, 10.8, 6.0)
2.60 (ddd, 16.0, 11.4, 4.5)

5.86 ()

4.73 (dd, 17.4, 1.4)

37.6

27.4

79.0
36.8
49.6
23.5

123.6

133.6
545
38.8
25.0

30.7

171.4
115.6
174.1
73.1

3
H
1.60 (m)
2.01 (m)
2.38 (m)
2.60 (ddd, 14.8, 12.5, 6.4)

1.61 (dd, 12.8, 2.7)

1.50 (m)

1.69 (m)

2.02 (m)

2.45 (ddd, 12.8, 3.2, 3.2)

1.72 (m)
1.61 (m)
1.66 (m)
2.45 (m)
2.49 (m)

6.00 (s)

4.18 (d, 16.9)

37.6

34.9

217.6
47.9
55.2
25.2

37.9

1471
56.4
39.6
23.9

29.2

164.9
113.1
171.3
66.0



16b
17a
17b
18
19
20

4.74 (dd, 17.3,1.5)
4.47 (d, 0.8)

4.90 (d, 0.8)

1.00 (s)

0.78 (s)

0.71 (s)

107.0

28.4
155
14.6

4.77 (dd, 17.4, 1.4)
1.69 (s)

0.98 (s)
0.86 (s)
0.78 (s)

22.1

28.0
15.2
13.8

4.24 (d, 16.9)
4.73 ()
4.94 (s)
1.09 (s)
1.01 (s)
0.83 (s)

107.8

26.1
21.8
14.2




Table S2. Inhibitory effects of compounds 1-3 against LPS-induced NO production in
RAW264.7 macrophages.

Compound ICsp value (uUM) Cell Viability (%)?
1 48.15 99.69+3.14
2 46.31 100.23£3.17
3 38.72 98.83+2.38
MINO" 35.13 100.19+3.29
The cell viability of RAW 264.7 cells in the presence of derivatives at a dose of 50uM after a

period of 24 h.
® Minocycline (MINO) was used as the positive control for NO production.
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Figure S1. Key HMBC and NOESY correlations for Compounds 1 to 3
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Figure S2. *H-NMR spectrum of 1 (600 MHz, CDCls)

IR
@m.:\
i Ve

65 EET—

BETOLT=—
0T FLT—

U

13C-NMR spectrum of 1 (150 MHz, CDCls)

Figure S3.



ppmr

L

=] =] =] =] =] =] =] =] o o E
& = & & =] & = @ & o
= = he 8 - - B

| | ! ! ! | | | ! |

| | T T T | | | T |

= RS RRY |ELERy  [EEp  N g hg g hEEg EyEE yS SNU Py Uy SNSRI N Sy R

'l | I I I | | | [ Fe

| | I I I | | | I |

: : . . . : : : . :

I gl | I I I I I I

: . X : : : . :

I i .*. e I I I I I
[ - -— [ T, T TR J T, [ I

I ‘. :‘_ .mu I I [ I

2 ! :

P Y e A A A A

% g 3 § - !z ! 5!
I e T el L le_ i e ___ _llq

| " m l ] ] | | | I |

: . . . : : : . :

_ Ba 2 T | e T | e 1

! ; O S ! 2! ! P

I o I I < I I I I I
| | | | | | | | | | -

........................................................... o

| | | | - | | | | |

@ ! - - 1 ] H

| | | I =1 | | | I |

! ! . . . ! ! ! . !

| | I I I | | | I |

! ! . . . ! ! ! . !
B O S NS SNSRI TSROt PN AN MO W U s

| | I I I | | | I |

-

| _ L - _ . | | _ [— | _

| | | | = | = 8 | | | B |

! . . - - ! !

| e = | | | = |
s T = e L T RaETEEL B ST}

| | I I I | | | I |

! ! . . . ! ! ! . !

| | I I I | | | I |

! ! . . . ! ! ! . !

| | I I I | - | I |

! . D - ! !

| = | | | | | | | |
[ T e e e e e e e e e e e e e T e T e e m e e = D

| | | | | | | | | |

| | | | | | | | | |

; ; . . . ; ; ; . ;

I I I I I I I I I I

| | . . . | | | . |

I I I 1 1 I I I ] I
i A [ = e [ 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 i I

I I i i i I I I i I
R A [ e [ [ L]

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 I I I
I M —

I I I I I I I I I I

1 1 1 1 1 1 1 1 1 1

I I I I I I I I I I

1 1 1 1 1 1 1 1 1 1

I I I I I I I I I I

1 1 1 1 1 1 1 1 1 1
1 1 1 1 1 1 1 1 1 1 =
=

Figure S4. HMBC spectrum of 1 (CDCl5)
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Figure S5. HSQC spectrum of 1 (CDCls)
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Figure S6. NOESY spectrum of 1 (CDCI5)
Figure S7. UV spectrum of 1
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Figure S8. IR spectrum of 1
Monoisotopic Mass, Even Electron lons
62 formula(e) evaluated with 3 results within limits (all results (up to 1000) for each mass)
Elements Used:
C:0-100 H:0-150 ©:0-30
22-23-0D340-1-Y3-3 KE399
WangZhenHui_20130331_004 142 (2.595) Cm (142:143) 1: TOF MS ES+
4.36e+003
100 3822519
3923239
9 336.2626
659.4180
319.2267 4
102.0037 01 37t [
A | - 6148y gy OTTBSST 1S9 440 ruyy sa4g sgqs 13008268 o
D LA R L L L Ly Ll R L LR LA Ly AR R LA LARAY AAARN RLLAN AL LALA) AL LA A AL AARE) RLAR) AR AL
100 200 300 400 500 600 700 800 900 1000 1100 1200 1300 1400 1500
Minimum: -1.5
Max imum: 20.0 10.0 50.0
Mass Calc. Mass mDa PEM DBE i-FIT Formula
319.2267  319.2273 -0.6 -1.9 5.5 0.9 C20 H31 03
318.2121 14.8 45.7 1.5 12.9 Cle H3l 06
319.2426 -15.9  -49.8 9.5 8.8 c24 H3l

Figure S9. HR-MS spectrum of 1
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Figure $10. *H-NMR spectrum of 2 (600 MHz, CDCl5)
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Figure S11. *C-NMR spectrum of 2 (150 MHz, CDCl5)

12



=) = = =
& = @ =
} } } }
, , i

-1+ 100
-1+120
~140
-1+160
180

I+I.I|I|7|I|I|+|I|I|J|I.I.IﬂI|I.I4I|I|I|1.||I|4||.||J|I|I.| 7
|
'
1
1
|
1

R

—— -

S SR S R
i
|
i
il
|

B .

™
B
—'—'—“r'—'—'—“!"—'—'—'-r'—'—'—-
|

S S
i
i
i

1

1

!
|||I|ﬁ||||LL|I||||

1

i

|

|||||L||||||WI
|
i
i

RO F

e

i
i
!
||||||_|||||
_
i
i
L

|
|
|
aimiatnieteed etttk Bttt Heti iy Hniehenieiniet Heteielniely Rty ettt
!
!
et S s S e s TR B

|

'

I

|
S

i

i

!
I_l|

i

i

!
I_l|

i

i

i
L]

I

i

i

i

[T

HURNI

0 ppm

5
Figure S12. HMBC spectrum of 2 (CDCls)
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Single Mass Analysis
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Figure S17. HR-MS spectrum of 2
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Figure S20. HMBC spectrum of 3 (CDCls)
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Figure S21. HSQC spectrum of 3 (CDCly)
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Figure S22. NOESY spectrum of 3 (CDCl,)
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Figure S23. UV spectrum of 3
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Figure S24. IR spectrum of 3
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