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Figure S1. Infrared spectrum of synthetic (E)-4-oxo-2-hexenal.
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Figure S2. GC chromatogram of synthetic (E)-4-oxo0-2-hexenal (retention time 9.005 min, HP-5 column).
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Figure S3. EI-MS spectrum of synthetic (E)-4-oxo-2-hexenal.
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Figure S4. 'H NMR spectrum (250.13 MHz, CDCls) of synthetic (E)-4-ox0-2-hexenal.
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Figure S5. *C NMR spectrum (62.90 MHz, CDCl5) of synthetic (E)-4-0x0-2-hexenal.
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Figure S6. 'H NMR spectrum (250.13 MHz, CDCl;) of metathoracic gland content of

Phloea subquadrata males.



£.910
£.890
£.869
6.856
£.834
£.801
6.778
6.760
1149
1131
1113
1095

i

E E a % 4150 4100
om M .

1 “

UL L L B IR
G900 6850 G800

10.00 9.50 T T T T T T T T I T T
G.150 6.100
H | \h » L l_‘ 1
T I

T T T T T T T T
10.0 5.0 0.0 ppm

Figure S7. 'H NMR spectrum (250.13 MHz, CDCl;) of metathoracic gland content of

Phloea subquadrata males.

e
— [{=] oy W o w W oo W M —
=t fun] o W L= e o = ] [=1N Y] o =t —
{i=] o o) — 0 W M F— — — D ow
oo -+ [ o o = @ o I =+ 3 w0
o =t ™ ™M Lor T or T o I ot B S ) o oy — -
[ ™o
=] (=0
o — M
o= =+ 3
g R
) [ I I
T
| ] 1 J
| | ||||||||||||||||||||||||||||||||
| ‘ ‘ | 350 300 250 200 150 100
| | |
[
| |||||||||||||||||||||||||
] 160 150 140 130
||||||||||||||||
200.0  195.0
1 | I 1 B . IH ‘I \|
T T I T T T T | T T T T | T T T T | T T T T | T
200 150 100 50 0 ppm

Figure S8. *C NMR spectrum (62.90 MHz, CDCIl;) of spectra of metathoracic gland content of

Phloea subquadrata males.
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Figure S9. GC chromatogram of natural dimers (HP-5 column).
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Figure S10. EI-MS of natural dimers (retention time 22.018 min).
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Figure S11. Mass fragmentation analysis of natural dimers (retention time 22.183 min).
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Figure S12. GC chromatogram of synthetic dimers (HP-5 column).
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Figure S13. EI-MS of synthetic dimers (retention time 22.563 min).

Abundance]
40000
35000
30000
25000
20000
15000 55.0

10000

5000

67.0

- i l‘ [y o 7501,

830

It

950

1251

1111
1391

.||. Iy

150.9
L

180

w0 b b 2l 2o

1671

1801
| oy

1951

2

22t|1 1

2

miz--> 5

Figure S14. EI-MS of synthetic dimers (retention time 22.723 min).
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Figure S15. EI-MS of synthetic dimers (retention time 22.929 min).
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Figure S17. *H NMR spectrum (499.9 MHz, CDCls) of synthetic (E)-4-ox0-2-hexenal dimers.
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Figure $18. 'H NMR spectrum (499.9 MHz, CDCI;) of synthetic (E)-4-oxo0-2-hexenal dimers.
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Figure S19. "H NMR spectrum (499.9 MHz, CDCls) of synthetic (E)-4-ox0-2-hexenal dimers.
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Figure S20. *H NMR spectrum (499.9 MHz, CDCl3) of synthetic (E)-4-oxo-2-hexenal dimers.
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Figure S21. *H NMR spectrum (499.9 MHz, CDCls) of synthetic (E)-4-ox0-2-hexenal dimers.
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Figure $22. *C NMR spectrum (125.7 MHz, CDCls) of (E)-4-0x0-2-hexenal dimers.
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Figure S23. DEPT 135 spectrum (125.7 MHz, CDCl;) of (E)-4-o0xo0-2-hexenal dimers.
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Figure S24. DEPT 90 spectrum (125.7 MHz, CDClj) of (E)-4-o0x0-2-hexenal dimers.
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Figure $25. "H-'H COSY spectrum (499.9 MHz, CDCl5) of (E)-4-oxo-2-hexenal dimers.
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Figure S27. *H, *C HMBC spectrum (499.9 MHz, 125.7 MHz, CDCl;) of (E)-4-oxo0-2-hexenal dimers.
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Figure S28. 1D NOESY spectrum (400.18 MHz, CDCIl;) of (E)-4-ox0-2-hexenal dimers.
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