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1. Scheme S1. Synthetic route of CAU13.
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The synthesis of CAU13 was started by stirring geraniol (5 mmol) with 3-Methoxy-
benzoic acid (5 mmol) in DCM (30 mL) under ice bath. Then dicyclohexylcarbodiimide
(DCC, 6 mmol) and 4-dimethylaminopyridine (DMAP, 0.6 mmol) were added into
reaction stirring for 30 minutes. After that removed the ice bath and the mixture was
finished by TLC detected after stirring 6 h, washed with saturated aqueous sodium
bicarbonate solution for 3 times, extracted with DCM, dried with anhydrous sodium
sulfate, and filtered. The organic phase was concentrated under reduced pressure and
purified by column chromatography to obtain it as colorless liquid, 90.1% yield. 'H
NMR (500 MHz, Chloroform-d) 6 7.64 (dd, J = 7.6, 1.3 Hz, 1H), 7.57 (t, J = 2.0 Hz,
1H), 7.33 (t, J = 8.0 Hz, 1H), 7.09 (dd, J = 8.2, 2.7 Hz, 1H), 5.47 (tt, J= 7.1, 1.4 Hz,
1H), 5.12 - 5.08 (m, 1H), 4.84 (d, /= 7.0 Hz, 2H), 3.85 (s, 3H), 2.14 — 2.06 (m, 4H),
1.77 (s, 3H), 1.68 (s, 3H), 1.60 (s, 3H). 3C NMR (126 MHz, Chloroform-d) & 166.6,
159.6,142.4,131.9,129.3,123.8,122.0,119.3, 114.1, 62.0, 55.4,39.6,26.3,25.7, 17.7,
16.6.



2. Figure S1. Binding curves and Scatchard plots (insert) of probe to ApisOBP9
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3. Figure S2. Competitive binding curves of compounds to ApisOBP9
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4. "TH NMR and *C NMR Spectrums of compounds CAU13 and 5a-5x

'H NMR of CAU13
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'H NMR of 5a
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'H NMR of 5b
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'H NMR of 5¢
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'H NMR of 5d
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'H NMR of 5e
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'H NMR of 5f
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'H NMR of 5¢g

OVET T~
90TLT—

0€1TT
SS1TT
mmmum\

186L°€—

L860°S
roTs
9LOT'S
901T'S
9EIT'S
8€TT'S

6885 —

€1889
86889
r689

£6689

SOTOL
TSI0L
8€TOL

v8T0L

M0E

=€0°L

—=~E0%E

=£0°1

— =001

07T

£1 (ppm)

13C NMR of 5g

€LLIN
YI61-
69°ST~
L0977

LTIy —

19°66—

IRadiey
eLYITY
95°TTI~
88°zel”

YL TET—

SCYvi—

80°LST—
00°€9T~
08691~

T
110

121

T
130

f1 (ppm)

12



'H NMR of 5h
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'H NMR of 5i
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'H NMR of 5j
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'H NMR of 5k
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'H NMR of 51
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'H NMR of 5m
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'H NMR of 5n
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'H NMR of 50
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'H NMR of 5p
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'H NMR of 5q
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'H NMR of 5r
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'H NMR of 5s
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'H NMR of 5t
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'"H NMR of 5u
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"H NMR of 5v
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"H NMR of 5w
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"H NMR of 5x
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5. HRMS Spectrums of compounds 5a-5x

HRMS Spectrum of 5a
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HRMS Spectrum of 5¢
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HRMS Spectrum of Se
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HRMS Spectrum of S5g
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HRMS Spectrum of Si
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HRMS Spectrum of 5k
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HRMS Spectrum of 5Sm
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HRMS Spectrum of So
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HRMS Spectrum of 5q

%104 |+ Scan (7.3466 min) I1-410.d Subtract [2)

5
345 0465

4473 {MaNal+ fﬁzﬂ;f
4254 3230645
4
375
3.5
325

325.0622

1.25
3460501
1 ihiaNae | 348.0489

0751 3240883 | 305 ngd Dhiajs
! 40, 342.0895
05 a1 O

- - " TR P T N = N . _ I e 1Y ) PP v B P Y zio A 2
319 30 31 92 33 34 35 36 37 3B 29 200 2 X2 30 34 35 36 37 38 29 M0 3 02 313 344 35 36 307 U8 9 30 B w2 23

Counts vs. Mass-to-Charge (m/z)

HRMS Spectrum of 5r

104 |+ Scan (7.8572 min) 11:411.d Subtract (2)

364

3450461 247.0458
3.4 [Meha)s  [MeNal
3.2

2.8

22 230645 3250635

0.8 346.0502 | 348.2477
064 [M+Na)+

0.4 324.0683 340.0331 3420886

326.0662 353.2663

L. | 1 ‘ | 1 ol el lon L o L

0 3é|1 3i.2l 3 324 hai; 3#7 325 & 3:'11l 332 35; 3#4 3&5. 3#5( E 3:3.5‘ 0 3i2“ 353 344 3 3&53 7 348 343 30 3/ B2 B3 B4 3B 6

Counts vs. Mass-to-Chaige [m/z)

38



HRMS Spectrum of 5s
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HRMS Spectrum of Su
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HRMS Spectrum of Sw
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