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Figure S1: Illustration of the switching of HOMO and HOMO-1 upon –OCH3-substitution
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Figure S2: Calculated heats of formation of trimers 8 (A) and 11-13 (B).
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Figure S3: POMO2 of 11, 12 and 13, illustrating the different degree of orbital mixing

Table S1: UB3LYP/6-311G calculated S2 values for the triplet state of all trimers before and after annihilation of the spin contamination

	Trimer
	Conformation
	S2 before annihilation
	S2 after annihilation

	7
	face-to-face
	2.0134
	2.0002

	
	90o-rotated
	2.0189
	2.0002

	8
	face-to-face
	2.0216
	2.0003

	
	90o-rotated
	2.0228
	2.0003

	9
	face-to-face
	2.0239
	2.0004

	
	90o-rotated
	2.0237
	2.0004

	10
	face-to-face
	2.0336
	2.0007

	
	90o-rotated
	2.0351
	2.0007

	11
	face-to-face
	2.0472
	2.0014

	12
	60o-rotated
	2.0391
	2.0010

	13
	90o-rotated
	2.0483
	2.0015


AM1 optimised geometry of neutral naphthalene
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UB3LYP/6-311G optimised structures of radicals 1-5
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Tabelle1

		3		0.00233		-0.0876		0.00768								3		-0.97193		0.01213										3		-0.40749

		3.1		0.00348		-0.02447		0.00364								3.1		-0.50686		0.03132										3.1		-0.18545

		3.2		0.00277		-0.00962		0.00168								3.2		-0.24204		0.04084										3.2		-0.08147

		3.3		0.00173		-0.0038		0.00074								3.3		-0.09849		0.04282										3.3		-0.0348

		3.4		0.0009		-0.00152		0.00032								3.4		-0.02631		0.0386										3.4		-0.01455

		3.5		0.00042		-0.0006		0.00014								3.5		0.0045		0.02938										3.5		-0.00597

		3.6		0.00018		-0.00023		0.00005								3.6		0.01197		0.01776										3.6		-0.00242

		3.7		0.00007		-0.00009		0.00002								3.7		0.00867		0.00798										3.7		-0.00097

		3.8		0.00002		-0.00005		0								3.8		0.00378		0.0027										3.8		-0.00039

		3.9		0		-0.00002		0								3.9		0.00115		0.00076										3.9		-0.00014

		4		0		0		0								4		0.00028		0.00021										4		-0.00007

		distance		face-to-face		60-deg. rot.		90-deg. rot.								distance		face-to-face		90-deg. rot.										distance		90-deg. rot.
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Tabelle3
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		3		0.03346		0.1613		0.00776								3		0.24892		0.0014										3		0.33861

		3.1		0.02203		0.1147		0.00489								3.1		0.18467		0.00233										3.1		0.2592

		3.2		0.01439		0.08054		0.00336								3.2		0.13424		0.00243										3.2		0.1953

		3.3		0.00932		0.05587		0.00217								3.3		0.09568		0.00217										3.3		0.14473

		3.4		0.006		0.0383		0.00139								3.4		0.06695		0.00177										3.4		0.10544

		3.5		0.00384		0.02597		0.0009								3.5		0.04605		0.00137										3.5		0.0755

		3.6		0.00243		0.01744		0.00057								3.6		0.0312		0.00104										3.6		0.05317

		3.7		0.00154		0.01161		0.00036								3.7		0.02087		0.00075										3.7		0.03685

		3.8		0.00097		0.00766		0.00023								3.8		0.0138		0.00054										3.8		0.02517

		3.9		0.00061		0.00503		0.00014								3.9		0.00904		0.00038										3.9		0.01697

		4		0.00037		0.00328		0.00009								4		0.00588		0.00026										4		0.01132

		distance		face-to-face		60-deg. rot.		90-deg. rot.								distance		face-to-face		90-deg. rot.										distance		90-deg. rot.
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		3.1		608.103		616.831		611.309								3.1		719.474		718.95										3.1		489.332

		3.2		600.243		609.378		601.376								3.2		705.271		704.807										3.2		484.26

		3.3		593.675		603.114		594.582								3.3		693.504		693.103										3.3		479.78

		3.4		588.22		597.882		588.923								3.4		683.879		683.566										3.4		475.902

		3.5		583.728		593.554		584.263								3.5		676.137		675.939										3.5		472.604

		3.6		580.057		590.008		580.461								3.6		670.028		669.948										3.6		469.836

		3.7		577.074		587.119		577.376								3.7		665.293		665.282										3.7		467.532

		3.8		574.654		584.773		574.878								3.8		661.622		661.621										3.8		465.619

		3.9		572.648		582.861		572.849								3.9		658.734		658.717										3.9		464.027

		4		571.072		581.295		571.191								4		656.432		656.404										4		462.695
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		3		0.00233		-0.0876		0.00768								3		-0.97193		0.01213										3		-0.40749

		3.1		0.00348		-0.02447		0.00364								3.1		-0.50686		0.03132										3.1		-0.18545

		3.2		0.00277		-0.00962		0.00168								3.2		-0.24204		0.04084										3.2		-0.08147

		3.3		0.00173		-0.0038		0.00074								3.3		-0.09849		0.04282										3.3		-0.0348

		3.4		0.0009		-0.00152		0.00032								3.4		-0.02631		0.0386										3.4		-0.01455

		3.5		0.00042		-0.0006		0.00014								3.5		0.0045		0.02938										3.5		-0.00597

		3.6		0.00018		-0.00023		0.00005								3.6		0.01197		0.01776										3.6		-0.00242

		3.7		0.00007		-0.00009		0.00002								3.7		0.00867		0.00798										3.7		-0.00097

		3.8		0.00002		-0.00005		0								3.8		0.00378		0.0027										3.8		-0.00039

		3.9		0		-0.00002		0								3.9		0.00115		0.00076										3.9		-0.00014

		4		0		0		0								4		0.00028		0.00021										4		-0.00007
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		3		0.03346		0.1613		0.00776								3		0.24892		0.0014										3		0.33861

		3.1		0.02203		0.1147		0.00489								3.1		0.18467		0.00233										3.1		0.2592

		3.2		0.01439		0.08054		0.00336								3.2		0.13424		0.00243										3.2		0.1953

		3.3		0.00932		0.05587		0.00217								3.3		0.09568		0.00217										3.3		0.14473

		3.4		0.006		0.0383		0.00139								3.4		0.06695		0.00177										3.4		0.10544

		3.5		0.00384		0.02597		0.0009								3.5		0.04605		0.00137										3.5		0.0755

		3.6		0.00243		0.01744		0.00057								3.6		0.0312		0.00104										3.6		0.05317

		3.7		0.00154		0.01161		0.00036								3.7		0.02087		0.00075										3.7		0.03685
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