Table 1 Substrate scope for the synthesis of bio-based aromatics.


Reaction conditions: DOH (1.0 mmol), amine (6.0 equiv), TFA (1.0 equiv), 1,4-dioxane (5 mL), 101 °C, overnight, isolated yield. aDOH (1.0 mmol), amine (6.0 equiv), HOAc (2.0 equiv), THF (5 mL), 67 °C, overnight. bNMR yield using 1,4-dinitrobenzene as standard reference. cDOH (0.5 mmol), HOAc (2.0 equiv), 1,4-dioxane (2.5 mL), 101 °C, overnight.


Table 2. Optimization of reaction conditions for the conversion of DOH to hydroquinone.


	[bookmark: _Hlk93856154]Entry
	Acid
	Solvent
	T (°C)
	t (h)
	Yield (%)

	1
	BF3∙2H2O
	H2O
	100
	5
	2

	2
	HCOOH
	H2O
	100
	26
	1

	3
	TFA
	H2O
	100
	26
	5

	4
	HCl
	H2O
	100
	24
	2

	5b
	HOTf
	H2O
	100
	22
	0

	6
	TFA
	d6-DMSO
	120
	1
	<1

	7
	TFA
	Dioxane
	100
	24
	2

	8
	TFA
	1-Butanol
	120
	3
	1

	9
	TFA
	Isobutanol
	100
	3
	0

	10
	TFA
	Cyclohexane
	80
	1.5
	<1

	11
	TFA
	Toluene
	120
	1
	5

	12c
	TFA
	PhCF3
	100
	5
	6

	13d
	TFA
	Mesitylene
	165
	1
	11

	14d
	TFA
	Xylene
	140
	1
	19

	15e
	TFA
	Xylene
	140
	1
	32

	16c
	TFA
	DCE
	85
	5
	3

	17c
	TFA
	Monoglyme
	85
	19
	1

	18d
	TFA
	1,2-diethoxyethane
	125
	5
	1

	19
	TFA
	Xylene
	100
	24
	<1

	20f,g
	TFA
	H2O
	150
	1 h
	9

	21f,h
	TFA
	H2O
	200
	1 h
	19

	22f,i
	TFA
	H2O
	250
	1 h
	27

	23f,j
	TFA
	H2O
	265
	1 h
	32


aReaction conditions: DOH (0.2 mmol), acid (2.0 equiv), solvent (0.4 mL), 100 °C, yield was measured by 1H NMR using 1,4-dinitrobenzene as reference. bDOH (0.02 M), HOTf (0.2 equiv). cDOH (0.1 M). dDOH (0.2 M). eTFA (20.0 equiv), xylene (20 mL). fDOH (0.1 mmol), H2O (2 mL). gN2 (30 bar). hN2 (16 bar). iN2 (40 bar). jN2 (56 bar).
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