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1. NMR !H and 3C spectra of the compounds 10, 20 and 37-55.

Fig. S1.

IH spectra of Compound 20
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Fig. S2. 13C spectra of Compound 20.
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Fig. $3. 'H spectra of Compound 10
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Fig. S4. 13C spectra of Compound 10.
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Fig. S5. H spectra of Compound 38
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Fig. 6. 13C spectra of Compound 38
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Fig. S7. 'H spectra of Compound 39
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Fig. S8. 13C spectra of Compound 39

450

400

350

300

250

00

2

ﬁm.oﬁa/
SGET
_H.ﬁm./u
_H.HM.
B e~
SEF
552
L=

P9

£SO

6 T1T
B.T:W

LS9TT ™
69 0Z1

mﬁ.mmﬁM
STEET 7
Dﬂ.vmﬁn\.

£6'ThT
£5Eb1 -
40 BT
BIEST—

CEB5T =
26' 19T

40 30 20 10

70 50

220 210 200 180 180 170 160 150 140 130 120 110 100 90
f1 (ppm)

230



Fig. $9. 'H spectra of Compound 40
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Fig. S10. 13C spectra of Compound 40
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Fig. S11. 'H spectra of Compound 41
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Fig. S12. 13C spectra of Compound 41
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Fig. $13. H spectra of Compound 43
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Fig. $S14. H spectra of Compound 43
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Fig. S15. H spectra of Compound 44
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Fig. S16. 13C spectra of Compound 44
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Fig. $17. 'H spectra of Compound 45
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Fig. S18. 13C spectra of Compound 45
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Fig. $19. H spectra of Compound 46
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Fig. S20. 13C spectra of Compound 46
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Fig. S21. 'H spectra of Compound 48
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Fig. S22. 13C spectra of Compound 48
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Fig. $23. IH spectra of Compound 49
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Fig. S24. 13C spectra of Compound 49
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Fig. $25. H spectra of Compound 50
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Fig. $26. 13C spectra of Compound 50
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Fig. $27. H spectra of Compound 51
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Fig. $28. 13C spectra of Compound 51
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Fig. $29. 'H spectra of Compound 53
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Fig. $30. 13C spectra of Compound 53
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Fig. S31. H spectra of Compound 54-E
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Fig. $32. 13C spectra of Compound 54-£
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Fig. $33. IH spectra of Compound 54-Z
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Fig. S34. 13C spectra of Compound 54-Z
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Fig. $35. 'H spectra of Compound 55
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2. HRMS spectra of the compounds 10, 19 and 37-55.

Fig. S37. HRMS Spectra of the compound 20.
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Fig. S38. HRMS Spectra of the compound 20.

DO-CYC7 #5 RT:0.32 AV:1 NL:1.31E7
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Fig. $39. HRMS Spectra of the compound 37.

Do-cyc-2-2#3 RT:0.13 AV:1 NL: 1.69E5
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100

95

90

85

80

75

70

65

60

55

50

409
45

Relative Abundance

40
35
30 55.0

25

20

50

91.0

105.0

100

119.0

133.1

160.0

150

161.0

216.1
188.1
217.1
215.0
201.0
2181 5399
236.2
200 250

m/z

264.2

298.1
2971
319.1
2852 || 313.3
300

4313
430.3
3882
432.3
3834
389.2
355.3
3332 | 3602 4114
3393 || || 3684 || | 408.4 | 4124 [ 43%°
350 400 450



Fig. S40. HRMS Spectra of the compound 38.

DO-CYC-16 _230411140139#1 RT:0.00 AV: 1 NL:7.66E6
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Fig. S41. HRMS Spectra of the compound 39.
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Fig. S42. HRMS Spectra of the compound 40.

DO-CYC-21#2 RT:0.07 AV:1 NL:3.38E6
T: + ¢ El Full ms [32.50-470.50]
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Fig. S43. HRMS Spectra of the compound 41.

DO-CYC-5#29 RT:2.13 AV:1 NL:8.29E5
T: + cElFull ms [ 14.50-430.50]

Relative Abundance

100

95

90

85

80

75

70

65

60

55

50

45

40

35

30

25

20

38.9

27.0

55.0

50

91.0

8
o

119.0

105.0

100

174.0

,.

144.0

147.0

1721
157.0

150

188.1

202.0
203.0
284.1
204.0 283.1
227.1 285.1 3482
2281 2541 2640 [ 2921  320.1
200 250 300 350

m/z

374.2

375.2

76.2

4173
416.3

4183

4193

402.2 420.3

400



Fig. S44. HRMS Spectra of the compound 42.

DO-CYC-6 #6 RT:0.31 AV: 1 NL:5.12E4
T: + c El Full ms [ 32.50-450.50]
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Fig. S45. HRMS Spectra of the compound 43.

DO-CYC-15 #4 RT:0.19 AV:1 NL: 8.95E5
T: + c El Full ms [ 32.50-450.50]
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Fig. S46. HRMS Spectra of the compound 44.

DO-CYC-4_#10 RT:0.67 AV:1 NL:2.71E5

T: + c EIFull ms [ 14.50-440.50]
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Fig. S47. HRMS Spectra of the compound 45.

DO-CYC-24 #3 RT:0.16 AV:1 NL:4.63E6
T: + cElFull ms [ 14.50-430.50]
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Fig. S48. HRMS Spectra of the compound 46.

DO-CYC-10_230330142051 #12 RT:0.88 AV:1 NL:9.23E4
T: + cElIFullms [14.50-470.50]
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Fig. S49. HRMS Spectra of the compound 47.

DO-CYC-9 #3 RT:0.16 AV:1 NL: 3.04E4
T: + c El Full ms [ 14.50-480.50]
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Fig. S50. HRMS Spectra of the compound 48.

DO-CYC-18#3 RT:0.16 AV:1 NL: 1.89E6
T: +cElFullms [ 14.50-480.50]
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Fig. S51. HRMS Spectra of the compound 49.

DO-CYC-8#8 RT:0.44 AV:1 NL:4.32E5
T: + cElFullms [32.50-480.50]
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Fig. S52. HRMS Spectra of the compound 50.

DO-CYC-23#5 RT:0.26 AV:1 NL:6.52E6
T: + ¢ El Full ms [ 32.50-500.50]
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Fig. S53. HRMS Spectra of the compound 51.

DO-CYC-20#1 RT:0.00 AV:1 NL:7.29E5
T: + c El Full ms [ 14.50-400.50]

Relative Abundance

100

95

90

85

80

75

70

65

60

55

50

45

40

35

30

25

20

41.0

27.0

50

91.0

\CO
=
o

105.0

100

119.0

133.1

177.0
1480 176.0
188.1
348.2
258.1
391.3
390.2
174.0
349.2 923
158.1 189.1 216.1 59.1 -
: 201. '22 ;2571 ol 3222
81 on 2674 2021 3232 ||3502 3782
||| i (| Ll | " L
e e e e
150 200 250 300 350 400



Fig. S54. HRMS Spectra of the compound 52.
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Fig. S55. HRMS Spectra of the compound 53.

DO-CYC-17_230408142605#3 RT:0.16 AV:1 NL: 8.93E6
T: + cElFullms [ 14.50-420.50]
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Fig. S56. HRMS Spectra of the compound 54-E.

DO-CYC11-I-2 #2 RT:0.08 AV:1 NL:3.29E5
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Fig. S57. HRMS Spectra of the compound 54-Z.

DO-CYC-11-11 #17 RT:0.96 AV:1 NL:9.63E4
T: + c El Full ms [32.50-420.50]
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Fig. S58. HRMS Spectra of the compound 55.

DO_CYC_22#10 RT:0.71 AV:1 NL: 1.56E7
T: +cElFullms [ 14.50-450.50]
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3. 2D spectra of compounds 37, 43, 50, 54Z, 54E

Fig. S59. 'H-1H COSY spectra of the compound 37.

Ifav-Tsyp-DO-CYC-2.4.ser — AV-600, 1H-1H cosy, Tsypyshev, — DO-CYC 2 in CD3, 20.5mg
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Fig. S60. 'H-'H NOESY spectra of the compound 37.

[fav-Tsyp-DO-CYC-2.7.ser — AV-600, 1H-1H noesy, Tsypyshev, — DO-CYC 2 in CDO3, 20.5 mg
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Fig. S61. 1H-13C HSQC spectra of the compound 37.

[fav-Tsyp-DO-CYC-2.5.5er — AV-600, 13C-1H hsqge, Tsypyshev, — DO-CYC 2 in CDCI3, 20.5 mg
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Fig. $62. 'H-13C HMBC spectra of the compound 37.

Ifav-Tsyp-DO-CYC-2.6.5er — AV-600, 13C-1H hmbc, Tsypyshev, — DO-CYC 2 in CDCI3, 20.5 mg
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Fig. $63. *H-1H COSY spectra of the compound 43
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Fig. S64. 'H-1H NOESY spectra of the compound 43
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Fig. $65. 1H-13C HSQC spectra of the compound 43
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Fig. $66. 'H-13C HMBC spectra of the compound 43
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Fig. S67. 'H-1H COSY spectra of the compound 50
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Fig. $68. 1H-1H NOESY spectra of the compound 50
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Fig. $69. 1H-13C HSQC spectra of the compound 50
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Fig. $70. 'H-13C HMBC spectra of the compound 50
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Fig. S71. 1H-1H COSY spectra of the compound 54Z.

Ifav-do-cycl1-i1-2d.3.ser — DO-CYC11-i1-2D; CDCI3 — 1H-1H COSY
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Fig. S72. 'H-H NOESY spectra of the compound 54Z.

Ifav-do-cycli-i1-2d 4.ser — DD-CYC11-i1-2D; CDCI3 — 1H-1H NOESY
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Fig. $73. 1H-13C HSQC spectra of the compound 54Z.

Ifav-do-cyc11-i1-2d.5.ser — DO-CYC11-i1-2D; CDCI3 — 1H-13C HSQC
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Fig. S74. 'H-13C HMBC spectra of the compound 54Z.

Ifav-do-cyc11-i1-2d.6.ser — DO-CYC11-i1-2D; CDCI3 — 1H-13C HMBC
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Fig. $75. *H-1H COSY spectra of the compound 54E.

Ifav-do-cyc11-i2-2d.3.ser — DO-CYC11-12-2D; CDA3 — 1H-1H COSY
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Fig. $76. 'H-1H NOESY spectra of the compound 54E.

Ifav-do-cycl1-i2-2d.4.ser — DO-CYC11-12-2D; CDO3 — 1H-1H NOESY
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Fig. S77. 'H-13C HSQC spectra of the compound 54E.




Fig. S78. 1H-13C HMBC spectra of the compound 54E.

Ifav-do-cyc11-i2-2d.6.ser — DO-CYC11-12-2D; CDO3 — 1H-13C HMBC
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4. UHPLC of compounds

Fig. $83. UHPLC of the compound 43, 95.96% [320 nm]
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Fig. S79. UHPLC of the compound 10, 94.47% [320 nm]
A
Fig. S80. UHPLC of the compound 39, 98.28% [320 nm]
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Fig. S81. UHPLC of the compound 40, 95.11% [320 nm]
Fig. S82. UHPLC of the compound 41, 97.58% [320 nm]
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Fig. S84. UHPLC of the compound 44, 97.62% [320 nm]
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Fig. S85. UHPLC of the compound 45, 96.86 % [320 nm]
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Fig. S86. UHPLC of the compound 46, 98.02% [320 nm]
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Fig. $87. UHPLC of the compound 47, 98.39% [320 nm], 70%
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Fig. $88. UHPLC of the compound 48, 99.04% [320]
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Fig. S89. UHPLC of the compound 50, 97.35% [320 nm]
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Fig. $90. UHPLC of the compound 51, 98.31% [320 nm]
A
Fig. S91. UHPLC of the compound 52, 97.18% [320 nm]
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Fig. $92. UHPLC of the compound 53, 99.96% [320 nm]
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Fig. S93. UHPLC of the compound 54 (2), 99.1 % [320 nm]
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Fig. S94. UHPLC of the compound 54 (E), 95.90% [320 nm]
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Fig. S95. UHPLC of the compound 55, 97.30% [320]



5. Synthesis of compounds 23 to 31.

i. Synthesis of (+)-Myrtenal 23
50 mL of the aqueous solution of tert-butyl hydroperoxide (70%) was extracted with DCM. To the 50
mL of DCM extract of tert-butyl hydroperoxide were added selenium dioxide (7 mmol) and (+)-a-pinene (88
mmol). The mixture was stirred under reflux for 12 hours. Then, the reaction mixture was slowly neutralized
using 10% solution of sodium peroxide, and dried over sodium sulphate. Then, the drying agent was filtered
out, the solvent was evaporated, and the leftover mixture was purified using column chromatography (SiO,,
using mixture of hexane and chloroform with gradually increasing concentration of chloroform from 10 to
100%) The vyield of 23 was 70%. Properties of the synthesized alcohol align with the previously published literary
data[S1]
ii. Synthesis of alcohols 24-26.

To the stirred and cooled to 0-5 °C solution of the of 23, (-)-myrtenal, or cuminaldehyde (61.6 mmol)
in 100 mL of methanol, sodium borohydride (61.6 mmol) was added in small portions. Stirring continued for
the next 3 hours, then 5% solution of hydrochloric acid was added slowly, until the target pH of 4 to 5 was
achieved. Methanol was evaporated, the reaction mixture was subsequently extracted with diethyl ether,
and the extract was then dried over sodium sulphate. The drying agent was filtered off, and diethyl ether
was evaporated. The yields of 24, 25, and 26 were 55%, 72%, and 90% respectively. Properties of the
synthesized alcohols align with the previously published literary data[S2-S4]

iii. Synthesis of bromides 27-31.

To the stirred and cooled to 0-5 °C solution of 24, 25, 26, geraniol, or 3,7-dimethyloctanol (27.7
mmol) in 30 mL of dry diethyl ether, phosphorus tribromide (8.9 mmol) was added dropwise. Stirring was
continued for 1 hour under low temperature, then continued for two hours under room temperature. After
the completion of the reaction, the aqueous solution of sodium bicarbonate was added to the reaction
mixture until the unreacted phosphorus tribromide was completely neutralized. The organic layer was
separated, washed with brine, and subsequently evaporated. The yields of compounds 27 to 31 were 75%,
64%, 90%, 96%, and 88% respectively. Properties of the synthesized bromides align with the previously published
literary data[S5-S8]
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