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Table S1: Hydrogenation of neat LA using formic acid without base.
	Entry
	Cat.c
	Base
	LA Conversion (%)a
	GVL Selectivity (%)a
	4-HVA Selectivity (%)a

	1
	1
	-
	9
	100
	0

	2
	2
	-
	12
	100
	0

	3
	3
	-
	21
	100
	0

	4
	4
	-
	1
	100
	0

	5b
	-
	NEt3
	10
	100
	0



Conditions: LA (20 mmol), formic acid (20 mmol), catalyst (0.02 mmol), 12 h, 150 °C.22 [a] Conversion and Selectivity determined by NMR. [b] No catalyst. [c] Cat. = catalyst precursor; Average error estimates: ±0.45 (1), ±0.53 (2), ±0.51 (3), ±0.49 (4), ±0.56.











Table S2: Aqueous hydrogenation of LA using formic acid.
	Entry
	Cat.k
	LA Conversion (%)j
	GVL Selectivity (%)j
	4-HVA Selectivity (%)j

	1g
	1
	12
	100
	0

	2g
	2
	19
	100
	0

	3e
	3
	24
	100
	0

	4g
	4
	11
	100
	0

	1h
	1
	8
	100
	0

	2h
	2
	10
	100
	0

	3h
	3
	8
	100
	0

	4h
	4
	8
	100
	0

	5i
	1
	20
	100
	0

	6i
	2
	17
	100
	0

	7i
	3
	88
	100
	0

	8i
	4
	26
	100
	0


Conditions: LA (20 mmol), formic acid (20 mmol), catalyst (0.02 mmol), 2 mmol Et3N, 50 wt% H2O, 16 h. [g] 125 °C. [h] 175 °C. [i] Solvent-free, 125 °C. [j] Conversion and Selectivity determined by NMR. [k] Cat. = catalyst precursor; Average error estimates: ±0.77 (1), ±0.98 (2), ±0.93 (3), ±0.87 (4).
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Figure S1: 1H NMR spectrum of a crude mixture obtained from the hydrogenation of LA in a J Young tube.
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Figure S2: 1H NMR spectrum of mixture obtained from reaction of 1, FA and base in a J Young tube showing the liberation of hydrogen gas.
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Figure S3: HR-MS (ESI+) of 1. 
[image: ]Figure S4: HR-MS (ESI+) of 2. 
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Figure S5: HR-MS (ESI+) of 3.

[image: ]Figure S6: HR-MS (ESI+) of 4.
1

image4.emf

image5.emf

image6.emf

image1.jpeg
90 mins

30 mins

10 mins
0 | M T | I Lb R W
LA
; MeOD h L
0 mins
FA LA
c egb| af " NE
»9, a . t3

: WX e k| :
K : o MeOB == M

T T T T T T T T T T T T T T T

95 90 85 80 75 70 65 6.0 50 45 40 35 30 25 20 15 ppm




image2.jpeg
i k n \/
I
N\
. // m, e ® w
i | N\
) h‘% . h
- o i
i’ no
90 mins b ¢ ) MeOD NEE T
i - i NEt3
) . i, 4T MeO
d e.g ¢ J K| L eOD m’
A M JL\ , U ) FJ A )
W
MeOD
o
30 mins NEt3 | o’
BRe _a Py MeOD NEts
, P s i
d 9 | s K s .
MeOD h iy

FA

10 mins

MeOD, NEt3

MeOD

af NEt
= g . 3
L ‘ ik MEODINES: 1z

95 90 85 80 75 70 65 60 55 50 45 40 35 30 25 20 15 ppm




image3.png
100

%

496.0577

495.0574

494.0580

491.0597

499.0570

500.0595

501.0560

502.0588

u\‘;r

[M+H]"

521.0384

569.0336

Al

7.08€5

580

200

90

240

280

280

100

490

440

160

180

500

520

520

560

AN

500

690

640

660

680

200

290

730

760

miz




