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Introduction

The conversion of renewable biomass to useful chemicals and
fuels is one of the most important goals of green and sustaina-
ble chemistry.[1, 2] Cellulose is the major component of plant
biomass, which is readily available and does not compete with
the food supply.[3, 4] The challenge for the sustainable utilization
of these natural resources is to develop cost-effective process-
ing methods to transform highly functionalized carbohydrates
into value-added chemicals and fuels.[5, 6] In this respect, g-va-
lerolactone (GVL) has numerous properties that make it suita-
ble as a promising new platform molecule for next-generation
biorefineries.[7–9] In particular, it is considered to be a potential
biofuel and unique feedstock that can be converted into liquid
transportation fuels. Dumesic et al.[10] have developed an ele-
gant integrated biorefinery process to convert GVL into hydro-
carbon-based liquid fuels, which do not use external hydrogen
or noble-metal catalysts. Alternatively, Lange et al.[11] have dem-
onstrated that it is possible to produce a new family of fuels,
known as valeric biofuels, by esterification of the pentenoic
acid derived from GVL.

GVL can be obtained through the reduction of levulinic acid
(LA, 4-oxopentanoic acid),[12] which is accessible from the acid
hydrolysis of lignocellulosic biomass.[13] Indeed, LA preparation
through hydrolysis with dilute sulfuric acid offers several key
advantages over other techniques in terms of processing cost
and scalability. An equimolar amount of formic acid (FA) is also
produced during hydrolysis.[13, 14] As a result, there is a growing
interest in the use of FA as a viable and convenient sole source
of hydrogen for LA reduction.[15–17] Although several promising
strategies have been demonstrated to make GVL from LA and
FA, these processes are plagued by the need to separate LA
from H2SO4

[18] as residual sulfur leads to the deactivation of the
metal catalyst used for LA reduction or hydrogenation. To ad-
dress the issue of H2SO4 management that is involved in GVL-
centered biorefining, a new reactive extraction approach has
been proposed to produce GVL though the intermediate for-
mation of a hydrophobic mixture of levulinate and formate

esters from biomass and olefins.[19] Despite its usefulness, this
process suffers from some drawbacks, such as the inherently
low formate ester decomposition rate and in particular the in-
convenient need for external H2 to facilitate the reduction ki-
netics.

Over the past few years, we have been interested in the
unique catalytic properties of supported gold nanoparticles
(NPs) and applied them to green, sustainable organic synthe-
sis.[20] We have shown that small Au NPs (ca. 1.8 nm) deposited
on zirconia (Au/ZrO2) can successfully promote the effective,
efficient conversion of aqueous biomass-derived LA and FA
into GVL without using an external H2 supply.[18] In continua-
tion of our interest in the use of supported Au as sustainable
catalysts for biomass transformations, we report an efficient al-
cohol-mediated reactive extraction protocol[21] that uses sup-
ported Au NPs as a robust and reusable catalyst to make GVL
from biomass. As outlined in Scheme 1, our process relies on
the extraction of LA and FA using hydrophobic alcohols (i.e. , n-
butanol), instead of alkenes,[19] for the intermediate production
of levulinate and formate esters. Our results have shown that
the simple Au/ZrO2 system is highly efficient at making GVL
from biomass-derived n-butyl levulinate (BL) and formate (BF)
without external hydrogen gas. This process eliminates the
need for costly neutralization steps and facilitates the separa-
tion and recycling of products.
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The utilization of biomass has recently attracted tremendous
attention as a potential alternative to petroleum for the pro-
duction of liquid fuels and chemicals. We report an efficient al-
cohol-mediated reactive extraction strategy by which a hydro-
phobic mixture of butyl levulinate and formate esters, derived
from cellulosic biomass, can be converted to valuable g-valero-
lactone (GVL) by a simple supported gold catalyst system with-

out need of an external hydrogen source. The essential role of
the supported gold is to facilitate the rapid and selective de-
composition of butyl formate to produce a hydrogen stream,
which enables the highly effective reduction of butyl levulinate
into GVL. This protocol simplifies the recovery and recycling of
sulfuric acid, which is used for cellulose deconstruction.
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Results and Discussion

Esterification of LA and FA

We began our study by examining the alcohol-mediated
esterification of an aqueous solution that contained equimolar
concentrations of LA and FA, which is expected to represent
the easiest model to simulate the proposed reactive extraction.
The choice of n-butanol is based on the following: 1) to pro-
duce water-immiscible levulinate/formate esters, an alcohol
with at least four carbon atoms is preferred;[21] 2) n-butanol is
versatile, sustainable, and can be produced from a variety of
waste biomass sources.[22] Table 1 shows the results for the re-

active extraction of LA and FA under various conditions. As
shown in Entry 1, esterification of the aqueous solution that
contained low concentrations (1 m) of LA and FA at 90 8C for
2 h only afforded the production of BL and BF in moderate
yields. Extending the reaction time or varying the reaction
temperature did not improve the yields of BL and BF (Table 1,
Entries 2–4). Increasing the reaction temperature to120 8C led
to a substantial decrease in the yields of the ester products
(Table 1, Entry 3), which may be because the reverse of the
esterification, that is, the acid-catalyzed ester hydrolysis, is
more favored at elevated temperatures.

A survey of other reaction parameters revealed that, under
otherwise identical reaction conditions, the formation of BL

and BF esters can be greatly facilitated by the use of a concen-
trated solution of LA and FA (Table 1, Entries 5–8). This sug-
gests that the concentration of the reaction medium is critical
for the desired reaction pathway. Thus, under optimized condi-
tions (Table 1, Entry 8), an excellent yield of over 95 % was ob-
tained for BL formation. A high yield (85 %) of BF was also ach-
ieved in this case. After the esterification step, the aqueous
phase, which contains H2SO4 and trace amounts of unconvert-
ed LA and FA, separated spontaneously from the organic prod-
ucts. These results are consistent with those of the butene-
mediated reactive extraction established by Dumesic et al.[19]

Such a separation was very useful as the aqueous phase that
contains H2SO4 can be recycled for subsequent rounds of cellu-
lose deconstruction, which eliminates an expensive, energy-
consuming distillation step. The most significant finding, how-
ever, is that the organic phase in Entry 8 contains up to 98 %
of the LA and 93 % of the FA that were present in the aqueous
feed solution. The organic stream contained 98 % of the LA ini-
tially present in the aqueous solution, 95 % in the form of BL
and 3 % as unconverted LA. Analogously, the organic stream
contained 93 % of the FA initially present in the aqueous solu-
tion, 85 % in the form of BF and 8 % as unconverted FA.

Decomposition of BF

The above studies showed that an easily separable, hydropho-
bic mixture of levulinate and formate esters can be readily ob-
tained by esterification of aqueous LA and FA with n-butanol
catalyzed by dilute H2SO4 at 90 8C. Our subsequent studies fo-
cused on the production of hydrogen by BF decomposition
over supported gold catalysts. Although formate esters, espe-
cially methyl formate (MF),[23] have long been known as an al-
ternative source of syngas that can be applied to hydrogena-
tion and hydrocarbonylation reactions, effective generation of
CO/H2 mixtures from anhydrous MF is extremely difficult and
many reported procedures require the use of aqueous MF sol-
utions that contain large amounts of water.[24] The essential
role of water is attributed to its facilitation of a simple decar-
bonylation by its coupling with the water-gas-shift (WGS) reac-
tion, which is based on results that show the enhanced pro-
duction of H2 and CO2. To date, the most efficient catalyst re-
ported for this reaction is a homogeneous Ru3(CO)12–phos-
phine complex, which only allows the conversion of aqueous
MF into a mixture of H2, CO, and CO2 in moderate yields
(ca. 49 %) at 180 8C.[24] Therefore, the development of improved
catalytic systems that can efficiently afford H2/CO2 from the de-
composition of formate esters is still a matter of great interest.

The decomposition of BF was performed in a high pressure
Parr reactor at 170 8C. Table 2 shows that the Au/ZrO2 catalyst
decomposed BF in water efficiently (Table 2, Entry 2). The de-
composition of BF in the presence of Au/ZrO2 gives H2, CO2,
and n-butanol as the sole products. Compared to palladium,
platinum, or ruthenium NPs (average particle size ca. 1–3 nm)
supported on zirconia as reference catalysts, gold is far superi-
or to other noble metals in terms of its performance for the ef-
fective and selective decomposition of BF (Table 2, Entries 3–5).
Several activated-carbon-supported platinum-group-metal cat-

Scheme 1. The conversion of cellulose to GVL via BL and BF intermediates.

Table 1. Esterification of LA and FA with n-butanol under different aque-
ous phase concentrations, temperatures, and reaction times.[a]

Entry LA FA T t Yield[b] [%] LA[c] [%] FA[c] [%]
[M] [M] [8C] [h] BL BF org. aq. org. aq.

1 1 1 90 2 60 50 23 17 27 23
2 1 1 90 4 61 50 23 16 27 23
3 1 1 120 2 52 45 27 21 30 25
4 1 1 60 6 59 49 24 17 27 24
5 2 2 90 2 63 55 21 16 25 20
6 4 4 90 2 80 73 12 8 15 12
7 5 5 90 2 89 80 7 4 11 9
8 6 6 90 2 95 85 3 2 8 7

[a] Reaction conditions: butanol/(LA+FA) molar ratio is equal to 4:1. LA
(10 mmol), FA (10 mmol), n-butanol (80 mmol), H2SO4 (2.5 mmol), solvent
(water). [b] Selectivity of both BL and BF is 100 %. [c] Partition coefficients
(Morg/Maq) of LA and FA are 1.4 and 1.2, respectively.
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alysts such as Ru/C and Pd/C were also evaluated, but they
have very limited activities for this reaction (Entries 6 and 7).
As the choice of the support plays an important role in gold
catalysis, we also evaluated gold that was supported on TiO2

(Au/TiO2), which was prepared by a routine deposition–precipi-
tation procedure.[20c] This catalyst only affords a 60 % yield for
the decomposition of BF (Table 2, Entry 8). In contrast, gold
supported on silica (Au/SiO2) and activated carbon (Au/C) are
ineffective for the decomposition of BF under similar reaction
conditions (Table 2, Entries 9 and 10). Except for that of Au/C,
all of the above catalysts have similar mean metal-particle sizes
of ca. 2 nm. Hence, it follows that both the noble metal and
the nature of the support play a role in the catalytic activity of
BF decomposition.

In analogy to previously reported homogeneous systems,
the present heterogeneous Au-catalyzed formate ester decom-
position may proceed through a decarbonylation and WGS se-
quence, particularly considering that supported gold has long
been the catalyst of choice for WGS.[25]

An independent low temperature WGS did, however, not
proceed completely under the experimental conditions em-
ployed in this work (Figure 1). In addition, control experiments

in the absence of water indicated that the sole decomposition
of anhydrous BF over Au/ZrO2 proceeded sluggishly, albeit
with excellent selectivity to H2/CO2. Moreover, if FA was applied
instead of BF, a significantly higher rate was observed for the
Au-catalyzed FA dehydrogenation (Figure 2). Taken together, it
can be seen that the gold-catalyzed BF decomposition does
not involve a conventional WGS pathway, but a simple hydrol-
ysis of the formate ester, which enables the decomposition to
proceed through an FA intermediate.

Conversion of BL and BF into GVL

Having established that Au/ZrO2 is able to catalyze the selec-
tive decomposition of BF at 170 8C, we looked to reduce BL to
GVL using BF as the sole hydrogen source. The results in
Table 3 show that it is possible to convert BL to GVL and n-bu-
tanol by consuming the hydrogen generated in situ by BF de-
composition over the Au/ZrO2 catalyst. It can be seen from
Entry 1 in Table 3 that the conversion of a mixture of neat BL
and BF proceeded smoothly at 170 8C. In line with the results
of BF decomposition that are shown in Table 2, the rate of GVL
formation can be increased significantly by the introduction of
a suitable amount of water into the reaction system. A system-

Table 2. Decomposition of BF over heterogeneous catalysts.[a]

Entry Catalyst t Conversion[c] H2 yield Gas phase composition [%]
[h] [%] [%] H2 CO2 CO

1[b] Au/ZrO2 1 10 10 >49 >49 <1
2 Au/ZrO2 1 100 100 50 50 0
3 Pt/ZrO2 3 2 1.7 46 46 8
4 Ru/ZrO2 3 5 4 44 44 12
5 Pd/ZrO2 3 15 14 49 49 2
6 Pd/C 3 45 42 49 49 2
7 Ru/C 3 30 25 45 45 10
8 Au/TiO2 1 60 60 50 50 0
9 Au/SiO2 3 2 2 50 50 0
10 Au/C 3 3 3 50 50 0

[a] Reaction conditions: n-butyl formate (20 mmol), water (60 mmol), n-
butanol (120 mmol), metal (0.1 mol %), T = 170 8C. [b] n-butyl formate
(20 mmol), n-butanol (120 mmol), metal (0.1 mol %), T = 170 8C. [c] Deter-
mined by using GC with 2-methoxyethyl ether as the external standard.

Figure 1. WGS reaction with Au/ZrO2 catalyst. Reaction conditions: CO
(3.2 MPa at room temperature, equivalent to 20 mmol CO), Au (0.1 mol %),
water (60 mmol), butanol (120 mmol), T = 170 8C.

Figure 2. Decomposition of &) FA or *) BF with Au/ZrO2. Reaction condi-
tions: reactant (20 mmol), Au (0.1 mol %), water (60 mmol), butanol
(120 mmol), T = 170 8C, in a 25 mL Hastelloy-C high pressure Parr reactor.

Table 3. Conversion of butyl levulinate and formate to GVL with Au/ZrO2

catalysis.[a]

Entry H2O [mmol] t [h] Conversion[b] [%] Yield[c] [%]

1 0 6 35 33
2 40 6 90 87
3 80 6 98 95
4[d] 80 6 96 94
5[e] 80 10 85 83
6[e] 80 15 96 94

[a] Reaction conditions: butyl levulinate (20 mmol), butyl formate
(20 mmol), Au (0.1 mol %), T = 170 8C, N2 (1 MPa). [b] Based on butyl levuli-
nate. [c] Butyl 4-hydroxypentanoate was identified as an additional side
product. [d] Results for the third run for the Au/ZrO2 catalyst recycled
under the reaction conditions described in Entry 3. [e] Butyl levulinate
(20 mmol), butyl formate (20 mmol), Au (0.1 mol %), n-butanol
(120 mmol), T = 170 8C, N2 (1 MPa).
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atic study on the effect of the molar ratio of water to BL or BF
revealed that the reaction of BL/BF with 4 equiv. of water gave
an optimal result (Table 3, Entry 3). Taking into account the
prominent effect of water on the promotion of BL reduction
with molecular H2 (Figure 3), it is considered that the presence

of water leads to the hydrolysis of butyl levulinate and for-
mate, which enables the reduction to proceed through LA and
FA intermediates and leads to a higher overall rate for GVL
production. Under the conditions shown for Entry 3 in Table 3,
near quantitative formation of GVL can be achieved after 6 h.
The Au/ZrO2 catalyst can be used at least three times, and re-
tains a yield of GVL from BL of up to 94 % (Table 3, Entry 4),
which reflects the high stability and reusability of the catalyst.
X-ray photoelectron spectroscopy (XPS, Figure 4) and TEM
(Figure 5) showed no clear changes in the metallic state of Au
and the mean diameter of the Au NPs, respectively, after three
successive runs. Moreover, it was confirmed by induced cou-
pled plasma techniques that the Au content of the used Au/
ZrO2 catalyst was the same as that of the fresh catalyst and
there was no Au in the filtrate.

Given the high activity observed, more relevant studies have
been performed to simulate the real feed produced from the

n-butanol-mediated reactive extraction process. To this end,
we deliberately added an excess amount of n-butanol (10 mL)
into the BL/BF mixture. One can see that GVL was still be ob-
tained in up to 94 % yield, although a longer reaction time was
required (Table 3, Entries 5 and 6). Degradation products of n-
butanol were not found under the conditions examined; see
the Supporting Information for details. A high yield of GVL
(ca. 95 %) was also obtained from a hydrophobic mixture of
butyl levulinate and formate esters that was derived from a re-
active extraction of levulinic and formic acids with butene with
a two-component Pd/C–Ru/C catalyst system.[19] In addition to
the intrinsically low process productivity, this dual catalyst
system required external H2 gas (35 bar) to ensure that the de-
sired reaction process proceeded. Thus, the most distinctive
aspect of the Au/ZrO2 catalyst system is that effective BL re-
duction was readily achieved with BF as the sole hydrogen
source. Notably, the specific activity of BL conversion with Au/
ZrO2 is up to 64 mol h�1 molAu

�1 (corresponding to a BL conver-
sion level of �96 %), which is over ten times more active than
the previously reported dual Ru/C–Pd/C catalytic systems.[19]

Production of GVL from cellulose

To demonstrate the utility of the alcohol-mediated reactive ex-
traction protocol in the context of biorefining, we applied the
method to the conversion of cellulose into GVL. First, we ob-
tained a mixture of LA and FA from the acidic hydrolysis (cata-
lyzed by 25 mL, 0.5 m H2SO4 at 150 8C for 5 h) of microcrystal-
line cellulose (2 g, 5 % moisture, Sigma–Aldrich) with an aver-
age size of 20 mm. After a cycle of cellulose deconstruction, an-
other batch of microcrystalline cellulose (2 g, 5 % moisture)
was added to the reaction mixture and the vessel was re-

Figure 3. Conversion of BL to GVL with Au/ZrO2. Reaction conditions: &) BL
(20 mmol), Au (0.1 mol %), water (40 mmol), H2 (2.2 MPa at RT, equivalent to
20 mmol H2), T = 170 8C; *) BL (20 mmol), Au (0.1 mol %), H2 (2.2 MPa at RT,
equivalent to 20 mmol H2), T = 170 8C, in a 25 mL Hastelloy-C high pressure
Parr reactor.

Figure 4. XPS of Au/ZrO2 a) before reaction and b) after three runs; the bind-
ing energy of Au 4f7/2 for Au/ZrO2 is ca. 83.5 eV.

Figure 5. TEM image and gold particle size distribution of a) fresh Au/ZrO2

and b) Au/ZrO2 after three runs; mean diameters of the Au NPs are �1.8 nm
and �2.0 nm, respectively.
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sealed. This procedure was performed for five cycles.[26] After
separation of the solid that remained at the end of the reac-
tion, the aqueous solution contained 12 wt % LA and 5 wt %
FA (the overall yields of LA and FA from cellulose are ca. 50 %).
Notably, without isolation of the insoluble hydrolysis by-prod-
ucts, the subsequent BL reduction was very slow under the re-
action conditions described, which could owe to the strong
adsorption of humins by the Au/ZrO2 catalyst. The hydrolyzed
solution was transferred into a 50 mL round-bottomed flask
that contained n-butanol (0.2 mol) and subjected to a reaction
at 90 8C for 2 h. Analysis of the reaction mixture after the
esterification step showed that the yields of BL and BF were 60
and 50 %, respectively. Under these conditions, the organic
stream also contains 5.8 mmol of unconverted LA and
6.8 mmol of unconverted FA. Thus, the organic phase contains
83 % LA and 77 % FA that were present in the aqueous feed
solution initially. To this hydrophobic, organic stream were
added the Au/ZrO2 catalyst (0.1 mol %) and 4 equiv. of water,
and the catalytic reduction of BL and LA using BF and FA as
the in situ sources of hydrogen at 170 8C produced GVL in
94 % yield. The overall yield of GVL from cellulose was ca. 36 %.

The yield of GVL was improved by concentrating the cellu-
lose-derived LA and FA solutions. As shown in Scheme S1, the
cellulose-derived LA (12 wt %) and FA (5 wt %) solutions were
concentrated under reduced pressure using a rotary evapora-
tor. Some of the water and FA were then removed (the boiling
point of FA is close to water) by evaporation to obtain a more
concentrated solution of LA (ca. 6 m), FA (ca. 3 m), and sulfuric
acid. Subjection to reactive extraction with n-butanol at 90 8C
after 2 h led to the almost complete conversion of the mixture
of LA and FA into a hydrophobic layer of BL and BF. The BL
was converted into GVL using BF and FA (obtained from the
evaporation step), as an in situ source of hydrogen, in the pres-
ence of Au/ZrO2 (0.1 mol %). In this case, the overall yield of
GVL from cellulose was 47 %.

Conclusions

We have described a simple and efficient alcohol-mediated re-
active extraction protocol for the production of g-valerolactone
(GVL) via butyl ester intermediates starting from cellulose, in
which supported gold nanoparticles were facilitated the reduc-
tion of levulinic acid and its ester without using external hy-
drogen gas. This protocol simplifies the recovery and recycling
of sulfuric acid for cellulose deconstruction, which allows for
improved control of the overall process economics. The mix-
ture of levulinic and formic esters, along with residual levulinic
and formic acids, can be directly converted to an aqueous so-
lution of GVL and n-butanol over a single Au/ZrO2 catalyst, in
which H2, generated in situ from formic acid and its ester, is
used for the reduction of levulinic acid and its ester to GVL.
The operational simplicity and the improved efficiency of our
new catalyst system are expected to contribute to its utiliza-
tion for the cost-effective production of GVL or its derivatives
from renewable lignocellulosic resources.

Experimental Section

Preparation of Au/ZrO2 catalyst

Zirconia, with a Brunauer–Emmet–Teller (BET) surface area of
110 m2 g�1, was prepared by a conventional precipitation
method.[18] ZrOCl2·8H2O (12.9 g) was dissolved quickly in deionized
water (200 mL) at room temperature and the pH adjusted to 9.0
by dropwise addition of NH4OH (2.5 m). The resultant hydrogel was
washed with deionized water until free of chloride ions. The pre-
cipitate was then dried at 110 8C overnight and calcined at 400 8C
for 2 h in air. The Au/ZrO2 catalyst was prepared by a modified
deposition–precipitation method. ZrO2 powder (2 g) was mixed
with appropriate amounts of aqueous solutions of HAuCl4 at room
temperature. The pH was adjusted to 9.0 by the dropwise addition
of 0.25 m NH4OH. After 6 h of stirring at room temperature, the cat-
alyst was washed with deionized water (5 � 100 mL) and separated
by filtration. The samples were dried at 110 8C in a forced air oven
for 1 h and reduced with a stream of 5 vol % H2/Ar at 350 8C for
2 h. The BET surface area of the resultant Au/ZrO2 catalyst (final
mass ca. 1.9 g) was 113 m2 g�1. The concentration of gold was
0.8 wt %, which was measured by inductively coupled plasma
atomic emission spectroscopy. A large fraction of the Au particles
in the catalyst was within 1.2–2.5 nm in diameter. XPS measure-
ments showed that all the gold in the catalyst was in its metallic
state.

Esterification of biomass-derived LA and FA

A mixture of LA (10 mmol), FA (10 mmol), n-butanol (80 mmol),
H2SO4 (2.5 mmol), and water were charged to a 50 mL round-bot-
tomed flask and stirred at a rate of 800 rpm under a 0.5 MPa N2 at-
mosphere for the given reaction time (see Table 1). The mixture
was heated to the desired temperature in less than 10 min. The or-
ganic liquid products BL and BF were analyzed by using a Shimad-
zu GC-17A gas chromatograph equipped with a capillary column
HP-FFAP (30 m � 0.25 mm) and FID detector. Aqueous samples
were analyzed by using a HPLC (HP 1100, Agilent, USA) system
with a Platisil ODS C18 column and a refractive index detector.
H2SO4 (0.5 mm) was used as the mobile phase at a flow rate of
1 mL min�1. Both the column temperature and the detector tem-
perature were 40 8C.

Decomposition of BF

A mixture of BF (20 mmol), supported metal catalyst (metal
0.1 mol %), and water (60 mmol) were charged to a 25 mL Hastel-
loy-C high pressure Parr reactor and stirred at a rate of 800 rpm
under a 0.1 MPa He atmosphere for the given reaction time (see
Table 2). The mixture was heated to 170 8C in less than 15 min.
After the reaction, the concentration of residual BF was analyzed
by using a Shimadzu GC-17A gas chromatograph equipped with a
capillary column HP-FFAP (30 m � 0.25 mm) and FID detector (ex-
ternal standard: 2-methoxyethyl ether). The gaseous products were
analyzed by using a GC analyzer equipped with a TDX-01 column
and a thermal conductivity detector.

Conversion of BL and BF into GVL

A mixture of BF (20 mmol), BL (20 mmol), supported metal catalyst
(metal 0.1 mol %), and water (80 mmol) were charged to a 25 mL
Hastelloy-C high pressure Parr reactor and stirred at a rate of
800 rpm under 0.1 MPa N2 for the given reaction time. The mixture
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was heated to 170 8C in less than 15 min. After the reaction, the
concentration of residual BF was analyzed by using a Shimadzu
GC-17A gas chromatograph equipped with a capillary column HP-
FFAP (30 m � 0.25 mm) and FID detector. The identification of the
products was performed by use of GC–MS.

Recovery and reuse of Au/ZrO2

The catalyst was recovered by filtration of the solid Au/ZrO2 from
the liquid phase after the reaction. The recovered catalyst was
washed with acetone three times and then with distilled water sev-
eral times. The catalyst was dried at 100 8C for 12 h. After three
successive cycles, the catalytic activity of Au/ZrO2 did not signifi-
cantly decrease. Moreover, we did not detect the leaching of gold
or ZrO2 in the filtrate, which verifies the inherent stability of the
Au/ZrO2 catalyst during the reaction.

Production of GVL from cellulose

Microcrystalline cellulose (2 g, 5 % moisture, Sigma–Aldrich) with
an average size of 20 mm was loaded into a Teflon-lined stainless
steel autoclave (100 mL) with 0.5 m H2SO4 (25 mL). The mixture was
stirred vigorously at 150 8C under N2 (0.5 MPa) for 6 h. After a cycle
of cellulose deconstruction, another batch of microcrystalline cellu-
lose (2 g, 5 % moisture) was added to the reaction mixture and the
vessel resealed. This procedure was performed for five cycles. After
separation of insoluble humins produced during acid hydrolysis
using a 0.2 mm cellulose acetate filter (Shanghai Bandao Chemical
Co.), the liquid products were analyzed by using a HPLC (HP 1100,
Agilent) system consisting of a Platisil ODS C18 column and a re-
fractive index detector. H2SO4 (0.5 mm) was used as the mobile
phase at a flow rate of 1 mL min�1. Both the column temperature
and the detector temperature were 40 8C. The hydrolyzed solution
was transferred into a 50 mL round-bottomed flask containing n-
butanol and refluxed at 90 8C for 2 h. The organic stream contain-
ing BL, BF and unconverted LA and FA separated spontaneously
from the aqueous solution of H2SO4 after reaction. To the organic
stream were added Au/ZrO2 (0.1 mol %) and 4 equiv. of water. The
catalytic reduction of BL and LA using BF and FA as an in situ
source of hydrogen at 170 8C was then performed in a 25 mL Has-
telloy-C high pressure Parr reactor.
To further improve the yield of GVL, the cellulosed-derived LA
(12 wt %) and FA (5 wt %) solutions were concentrated under re-
duced pressure using a rotary evaporator. Some water and FA
were then removed (the b.p. of FA is close to that of water) by
evaporation to obtain a more concentrated solution of LA (ca. 6 m),
FA (ca. 3 m), and H2SO4. The concentrated solution was transferred
into a 50 mL round-bottomed flask with n-butanol and subjected
to reflux at 90 8C for 2 h. The BL and BF separated spontaneously
from the aqueous H2SO4 solution after the reaction. To the butyl
esters were added Au/ZrO2 catalyst (0.1 mol %) and FA solution
(obtained from the evaporation step). Catalytic reduction of BL
using BF and FA as an in situ source of hydrogen at 170 8C was
then performed in a 25 mL Hastelloy-C high pressure Parr reactor
(Scheme S1).
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