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1. NMR spectra of pure compounds
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Figure S1. '"H NMR spectrum (CDCL) of (E)-2-(2-(thiophen-2-yl)vinyl)phenol (trans-1).
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Figure S2. Part of the 'H NMR spectrum (CDCL) of (E)-2-(2-(thiophen-2-yl)vinyl)phenol (trans-1).
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Figure S3. 3C NMR spectrum (CDCls) of (E)-2-(2-(thiophen-2-yl)vinyl)phenol (trans-1).
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Figure S4. 'H NMR spectrum (CDCls) of (Z)-2-(2-(thiophen-2-yl)vinyl)phenol (cis-1).
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Figure S5. Part of the 'H NMR spectrum (CDCls) of (Z)-2-(2-(thiophen-2-yl)vinyl)phenol (cis-1).

S7



@ 0 © IO dDNOOQNT N I)0 < come Py
© ~ OYTONBOAITARN ® O N I ome s
@ > SANNADIN SN®ON D T o 28
N < NNQM OO Qe QLW LW DM cox
] @ S BING WL OND G OO O O o
e} @ NN NN NNNN A o o oo o ool g
- “ PRI RN IRA IR I I R R RS RS RS s g

e e bbb Ll Ll |H H‘

T on o Il

OH

cis-1

»wi«mmmmwmijw TN TR VWmmmwmmwmmmwmmwmdmmmew

PPM 140.0 130.0 120.0 110.0 100.0 90.0 80.0 70.0 60.0 50.0 40.0 30.0 20.0 10.0
file: D:\SURADNJE\Bruno\000 Catalysts2022\00 REVISION\Catalysts2022_cisti NMR spekiri za ESI\Catalysts NMR\LR-1(19-20) COM\fid expt: <zgpg30> freq. of O ppm: 75.467807 MHz

transmitter freq.: 75.475295 MHz processed size: 32768 complex points

time domain size: 32768 points LB: 0.000 GB: 0.0000

width: 17985.61 Hz = 238.297995 ppm = 0.548877 Hz/pt
number of scans: 27705

Figure S6. 3C NMR spectrum (CDCls) of (Z)-2-(2-(thiophen-2-yl)vinyl)phenol (cis-1).
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Figure S7. 'H NMR spectrum (CDCls) of (4bS,5R,10bS,11R)-5,11-di(thiophen-2-yl)-4b,5,10b,11-tetrahydrochromeno[4,3-c]chromene

).
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Figure S8. Part of the 'H NMR spectrum (CDCls) of (4bS,5R,10bS,11R)-5,11-di(thiophen-2-yl)-4b,5,10b,11-tetrahydrochromeno[4,3-

c]chromene (2).
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Figure S9. 3C NMR spectrum (CDCls) of (4bS,5R,10bS,11R)-5,11-di(thiophen-2-yl)-4b,5,10b,11-tetrahydrochromeno([4,3-c]Jchromene

).

512



T O AN ANNNMDODONOO© -0 0O K NN M®DLLWLNENNLWN QA [<Jd © N @ 0 O ©
S28 3585838828833 b BmoIlRy8hysRan 2 8 S 3 383
IS SRR RS I8N B88 3 oot slisgss > (\l = 2 RS2
COECONNNNSORREITIIINAN IO 223393 NN~ N S o & S92
R I I S I S NN N AN SNV v v v v v R P I - o So o

-— 17
o

N s TN

R
HO
OH

S WU W SRR S— i1 “L Jw J ,,,,,, n ) P ) e - ~ _w)) vaw)LAx% ) thm

PPM 8.4 8.0 7.6 7.2 6.8 6.4 6.0 5.6 52 4.8 4.4 4.0 3.6 3.2 2.8 2.4 2.0 1.6 1.2 0.8 0.4 -0.0
file: D:\SURADNJE\Bruno\000 Catalysts2022\00 REVISION\Catalysts2022_cisti NMR spektri za ESI\Catalysts NMR\MD-308(3)B trans+hvoksi\fid ~expt: <zg30> freq. of 0 ppm: 600.130012 MHz

transmitter freq.: 600.135401 MHz processed size: 32768 complex points

time domain size: 32768 points LB: 0.000 GB:0.0000

width: 12019.23 Hz = 20.027532 ppm = 0.366798 Hz/pt
number of scans: 64

Figure S10. 'H NMR spectrum (CDCls) of naphtho[2,1-b]thiophene-6,9-diol (3) in the mixture with trans-1.
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'H NMR spectrum (CDCls) of the mixture of 2 and 4.
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2. Chromatograms, MS spectra and HRMS analyses of the detected compounds cis-1 and 2-4
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Figure S12. Chromatogram and MS spectrum of trans-1.
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Figure S13. Chromatogram of the mixture of trans-1 and cis-1 and the MS spectrum of cis-1.
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Figure S14. Chromatogram and MS spectrum of dimer 2.
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Figure 515. Chromatogram (1.052") and HRMS analysis of oxygenated electrocyclization product 3.
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