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EFFICIENT, ECOFRIENDLY, AND PRACTICAL PROCESS
FOR THE SYNTHESIS OF QUINOXALINES CATALYZED
BY AMBERLYST-15 IN AQUEOUS MEDIA

Ju-Yan Liu, Jing Liu, Jia-Di Wang, De-Quan Jiao, and
Hai-Wang Liu
College of Chemistry and Life Science, Tianjin Key Laboratory of Structure
and Performance for Functional Molecule, Tianjin Normal University,
Tianjin, China

Amberlyst-15/H2O has been used as an efficient and environmentally friendly catalytic

system for the synthesis of quinoxalines. The present methodology offers several

advantages, such as excellent yields, short reaction time, and simple workup.

Keywords: Amberlyst-15; 1,2-diamine; 1,2-diketone; quinoxaline; water

INTRODUCTION

The toxic and volatile nature of many organic solvents, particularly chlorinated
hydrocarbons and benzene, which are widely used in organic synthetic processes,
poses a serious threat to the environment. Recently, performing organic reactions
in aqueous media has attracted much attention because water is considerably safer,
nontoxic, more environmentally friendly, and less expensive than organic solvents.[1]

Water also exhibits unique reactivity and selectivity that cannot be attained in
conventional organic solvents.[2] There is no doubt that the use of water as a reaction
medium could have an outstanding impact on organic synthesis, including at a
process scale.

Nitrogen-containing compounds are of significant importance in human life,
but they are also useful as biologically active substances, dyes, and fine chemicals.[3]

For instance, quinoxaline is an important ring system. Its derivatives possess
well-known biological activities including antibacterial, antiviral, anti-inflammatory,
antiprotozoal, anticancer, and anthelmintic activities and can act as kinase inhibi-
tors.[4] Besides this, they have found widespread applications in dyes,[5] efficient
electroluminescent materials,[6] organic semiconductors,[7] building blocks for the
synthesis of anion receptors, and DNA cleaving agents.[8] Therefore, various syn-
thetic strategies have been developed for the preparation of substituted quinoxalines,
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and the most common method relies on the condensation of 1,2-aryldiamine with
1,2-diketone in refluxing ethanol or acetic acid for 2–12 h, giving 34–85% yields.[9]

Improved approaches have been reported for the synthesis of quinoxaline derivatives
including the Bi-catalyzed oxidative coupling,[10] solid-phase synthesis,[11] microwave
irradiation,[12] and the use of RuCl2–(PPh3)3–2,2,6,6-tetramethyl-1-piperidinooxyl
(TEMPO),[13] MnO2,

[14] POCl3,
[15] zeolites,[16] I2,

[17] sulfamic acid (SA),[18] montmor-
illonite K-10,[19] polyaniline-sulfate salt (SSA),[20] p-TsOH,[21] H6P2W18O62 �
24H2O,[22] InCl3,

[23] MnCl2,
[24] CuSO4 � 5H2O,[25] Zn[(L)proline],[26] ceric ammonium

nitrate (CAN),[27] and Ga(OTf)3
[28] as catalysts or activators. Many of these methods

suffer from one or more limitations, such as the use of toxic organic solvents, long
reaction times, use of expensive or corrosive reagents, tedious workup processes,
special apparatus, and harsh reaction conditions. Thus, the development of new
catalytic methods is highly desirable.

In recent years, heterogeneous catalysts have attracted much attention as
promoters for various chemical transformations as well as procedures related to
fine-chemical synthesis.[29–31] One of those heterogeneous catalysts is amberlyst-15.
It possesses unique properties such as environmental compatibility, reusability,
nontoxicity, noncorrosiveness, and physical and chemical stability. Amberlyst-15
can conveniently be handled and removed by simple filtration after the reaction.
Because of these advantages, amberlyst-15 has been explored as a powerful catalyst
for various organic reactions under mild conditions.[32] In this article, we report a
green and efficient protocol for the synthesis of quinoxaline derivatives in good to
excellent yields by the condensation of 1,2-diamines with 1,2-dicarbonyl compounds
catalyzed by amberlyst-15 in water.

RESULTS AND DISCUSSION

The catalytic activity of amberlyst-15 was first tested for the condensation of a-
diaminobenzene with benzil in water. Initially, the reaction was conducted at room
temperature in the presence of 1 equiv of amberlyst-15 and afforded the product in
70% yield over 45min (Table 1, entry 1). To our satisfaction, rapid conversion was
observed when the reaction was carried out with heating at 70 �C. In these cases,

Table 1. Amberlyst-15-catalyzed synthesis of 2,3-diphenylquinoxaline

Entry Amberlyst-15 (mol%) Temperature (�C) Time (min) Solvent Isolated yield (%)

1 100 25 45 H2O 70

2 100 60 23 H2O 93

3 47 60 25 H2O 93

4 24 70 19 H2O >99

5 20 70 26 H2O 90

6 No 70 60 H2O 0
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Table 2. Amberlyst-15=H2O catalytic synthesis of quinoxalines at 70 �C

Entrya Productb
Time

(min)

Isolated

yield Mp (�C) (lit. [ref])

1 19 >99 125–126 (124[18])

2 14 >99 110 (109[18])

3 12 >99 170–171 (172[18])

4 28 92 149 (150–151[28])

5 54 71 185 (183[18])

6 15 >99 161 (158[18])

7 52 70 135–136 (135[18])

(Continued )
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Table 2. Continued

Entrya Productb
Time

(min)

Isolated

yield Mp (�C) (lit. [ref])

8 12 >99 198 (195–196[26])

9 15 96 145 (142–143[21])

10 17 98 133 (131[27])

11 11 >99 117 (119–120[27])

12 50 78 106–107 (108[28])

13 15 >99 83–84 (81[28])

14 18 >99 105 (103[18])

15 11 >99 134 (133–135[28])

(Continued )
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lower temperature could also be applied but resulted in a longer reaction period
(Table 1, entry 3). We have also investigated the efficiency of the catalyst in less than
a stoichiometric amount. The condensed product was obtained using 24mol% of
amberlyst-15 in excellent yield. Lower catalyst loading could be used with only a
marginal drop in reaction rate (Table 1, entry 5). In the absence of catalyst, the
reaction did not yield any product at 70 �C even after a long reaction time
(60min). This result suggests that amberlyst-15 plays a critical role in this reaction.

To demonstrate the limitations and scope of this method, we examined the
reaction with various structurally diverse 1,2-diamines and 1,2-dicarbonyl com-
pounds under optimized conditions, and the results are summarized in Table 2.
The reaction proceeded very cleanly at 70 �C, and no undesirable side reactions were
observed. As shown in Table 2, a series of aromatic, aliphatic, and heterocyclic a-
diamines reacted with several a-dicarbonyls smoothly to afford a wide range of sub-
stituted quinoxalines in good to excellent yields. The nature of the substituents in the
diamine part affect the conversion rate; aromatic diamines with electron-donating
groups on the aromatic ring (Table 2, entries 2 and 3) react faster than o-phenylene-
diamine (Table 2, entry 1), and an electron-withdrawing substituent (i.e., NO2,
benzoyl) deactivated aryl diamines (Table 2, entries 4, 5, and 12). On the other hand,
the substituents at the 1,2-diketones had no significant effect on the yield of products
(Table 2, entries 8 and 9). Furthermore, the electron-deficient heterocyclic substrate
2,3-diaminopyridine gave the corresponding 2,3-diphenylpyrido[2,3-b]pyrazine in

Table 2. Continued

Entrya Productb
Time

(min)

Isolated

yield Mp (�C) (lit. [ref])

16 10 >99 57 (56[27])

17 14 97 132 (134[27])

aAll reactions were performed at 1mmol scale using 24mol% of amberlyst-15 in 15mL of water.
bAll products were well characterized using 1H NMR, 13C NMR, and elemental analysis.

Scheme 1. Synthesis of bisquinoxaline compound 8 using amberlyst-15 as the catalyst.
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70% yield without polymerization under these reaction conditions (Table 2, entry
7).[33] To check the versatility of this method, we also investigated compounds such
as furil and 1-phenyl-1,2-propanedione and obtained the corresponding products in
excellent yields (Table 2, entries 10, 11, 16, and 17). The generality of this catalytic
system was also confirmed by the employment of other dicarbonyls (i.e., diacetyl)
and other diamines (i.e., 1,2-ethylenediamine) as shown in Table 2 (entries 6, 13–15).

This reaction was further explored for the synthesis of bisquinoxaline com-
pound 8 by the condensation of 3,30-diaminobenzidine 7 and 2 equiv of benzil under
similar conditions. Compound 8 was obtained in excellent yield (Scheme 1).

One of the special features of amberlyst-15 is its insolubility in water
and organic solvents, which makes its recovery very convenient. It should be noted
that the workup involves simple filtration, and the catalyst could be recycled after
washing with ether and air drying. The recycling of amberlyst-15 was studied in
the reaction of o-phenylenediamine and benzil. Amberlyst-15 is recyclable and could
be reused without significant loss of its catalytic activity. Even after five runs, the
catalytic activity of amberlyst-15 was almost the same as that of the freshly used
catalyst (Fig. 1).

To evaluate the possibility of applying this methodology in a large-scale reaction,
we carried out the reaction of equimolar amounts of o-phenylenediamine with benzil
starting from 10.8 g (100mmol) of diamine. The yield in the 2,3-diphenylquinoxaline
(98%) was almost the same as that of the small-scale (1mmol) run.

CONCLUSION

In conclusion, we have developed a rapid, practical, and efficient protocol for
the synthesis of quinoxalines from 1,2-diketone and 1,2-diamine using amberlyst-15

Figure 1. Recycling of amberlyst-15 in the reaction between o-phenylenediamine and benzil.
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in aqueous media. The attractive features of this procedure are the simple manipu-
lation, good conversions, clean reaction profiles, recyclability of catalyst, and appli-
cability to large-scale reactions, all of which make it a useful and attractive strategy
for the preparation of various quinoxaline derivatives by simply changing different
substrates.

EXPERIMENTAL

General

All chemicals were purchased from Aldrich Co. and used as received. All
products were identified by their spectra and physical data. Melting points were
determined on a X-4 apparatus and are uncorrected. NMR spectra were taken with
a Varian 400 spectrometer using tetramethylsilane (TMS) as an internal standard
(CDCl3 solution). Elemental analysis were conducted on an MT-3 analyzer. All of
the obtained quinoxalines are known compounds and were characterized by
comparison of thin-layer chromatography (TLC), spectral, and physical data with
data of authentic samples.[18–28]

General Procedure for the Synthesis of Quinoxaline Derivatives

A catalytic amount of amberlyst-15 (24mol%, 0.05 g) was added to a mixture
of an appropriate 1,2-diketone (1mmol) and 1,2-diamine (1mmol) in water (15mL),
and the mixture was stirred vigorously at 70 �C. The progress of the reaction was
monitored by TLC. After completion of the reaction, ethyl acetate (10mL) was
added, and the heterogeneous mixture was filtered. The filter cake was washed
with diethylether, and the catalyst was recovered. The organic phase was washed
with water (2� 15mL) and dried over anhydrous MgSO4. The solvent was evapo-
rated under reduced pressure to provide the crude product, which was washed with
cold methanol and dried to afford pure product. In the cases of entries 5, 7, and 12,
the crude products were purified by silica-gel column chromatography (15% ethyl
acetate in petroleum ether) to give the pure quinoxalines.

Physical and Spectral Data of the Selected Products

2,3-Diphenylquinoxaline (6a). Mp 125–126 �C (EtOH); 1H NMR (CDCl3,
400MHz) d (ppm): 8.20 (m, 2H), 7.78 (m, 2H), 7.54 (m, 4H), 7.37 (m, 6H);
13C NMR (CDCl3, 100MHz) 153.51, 141.27, 139.19, 130.05, 129.98, 129.26,
128.88, 128.32. Anal. calcd. for C20H14N2: C, 85.08; H, 5.00; N, 9.92. Found: C,
84.99; H, 5.15; N, 9.89.

2,3,20,30-Tetraphenyl-[6,60]biquinoxalinyl (8). Mp> 296 �C (EtOH); 1H
NMR (CDCl3, 400MHz) d (ppm): 8.61 (s, 2H), 8.35 (d, J¼ 8.6Hz, 2H), 8.20 (dd,
J¼ 8.7Hz, J¼ 1.7Hz, 2H),7.56 (m, 8H), 7.39 (m, 12H); 13C NMR (CDCl3,
100MHz) 154.21, 153.77, 141.46, 141.29, 140.99, 139.09, 129.98, 129.91, 129.56,
129.00, 128.38, 127.52. Anal. calcd. for C40H26N4: C, 85.38; H, 4.66; N, 9.96. Found:
C, 85.19; H, 4.75; N, 10.09.

PROCESS FOR THE SYNTHESIS OF QUINOXALINES 2053

D
o
w
n
l
o
a
d
e
d
 
B
y
:
 
[
M
o
n
a
s
h
 
U
n
i
v
e
r
s
i
t
y
]
 
A
t
:
 
0
8
:
4
9
 
2
0
 
J
u
n
e
 
2
0
1
0



ACKNOWLEDGMENT

We are grateful for financial support from the Research Foundation for the
Doctoral Program of Tianjin Normal University.

REFERENCES

1. Lindstroem, U. M. Stereoselective organic reactions in water. Chem. Rev. 2002, 102, 2751.
2. Ranu, B. C.; Banerjee, S. Significant rate acceleration of the aza-Michael reaction in

water. Tetrahedron Lett. 2007, 48, 141.
3. (a) Gibson, M. S. In The Chemistry of Amino Group; S. Patai (Ed.); Interscience:

New York, 1968; p. 61; (b) March, J. Advanced Organic Chemistry, 4th ed.; Wiley:

New York, 1992; p. 768.
4. (a) He, W.; Meyers, M. R.; Hanney, B.; Spada, A.; Blider, G.; Galzeinski, H.; Amin, D.;

Needle, S.; Page, K.; Jayyosi, Z.; Perrone, H. Potent quinoxaline-based inhibitors of
PDGF receptor tyrosine kinase activity, part 2: The synthesis and biological activities
of RPR127963, an orally bioavailable inhibitor. Bioorg. Med. Chem. Lett. 2003, 13,
3097; (b) Kim, Y. B.; Kim, Y. H.; Park, J. Y.; Kim, S. K. Synthesis and biological activity

of new quinoxaline antibiotics of echinomycin analogues. Bioorg. Med. Chem. Lett. 2004,
14, 541.

5. Brock, E. D.; Lewis, D. M.; Yousaf, T. I.; Harper, H. H. (The Procter and Gamble
Company, USA). WO Patent 9951688, 1999.

6. Thomas, K. R. J.; Velusamy, M.; Lin, J. T.; Chuen, C. H.; Tao, Y. T.
Chromophore-labeled quinoxaline derivatives as efficient electroluminescent materials.
Chem. Mater. 2005, 17, 1860.

7. Dailey, S.; Feast, J. W.; Peace, R. J.; Saga, R. C.; Till, S.; Wood, E. L. Synthesis and
device characterisation of side-chain polymer electron transport materials for organic
semiconductor applications. J. Mater. Chem. 2001, 11, 2238.

8. (a) Jonathan, L. S.; Hiromitsu, M.; Toshihisa, M.; Vincent, M. L.; Hiroyuki, F.
Quinoxaline–oligopyrroles: Improved pyrrole-based anion receptors. Chem. Commun.
2002, 862; (b) Kazunobu, T.; Ryusuke, T.; Tomohiro, O.; Shuichi, M. Molecular design
and evaluation of quinoxaline–carbohydrate hybrids as novel and efficient photo-induced
GG-selective DNA cleaving agents. Chem. Commun. 2002, 212; (c) Hegedus, L. S.; Marc,
M. G.; Jory, J. W.; Joseph, P. B. Synthesis of 5,12-dioxocyclam nickel(II) complexes hav-
ing quinoxaline substituents at the 6 and 13 positions as potential DNA bis-intercalating
and cleaving agents. J. Org. Chem. 2003, 68, 4179.

9. Brown, D. J. In The Chemistry of Heterocyclic Compounds; E. C. Taylor and P. Wipf
(Eds.); John Wiley and Sons: Upper Saddle River, NJ, 2004.

10. Antoniotti, S.; Donach, E. Direct and catalytic synthesis of quinoxaline derivatives from
epoxides and ene-1,2-diamines. Tetrahedron Lett. 2002, 43, 3971.

11. (a) Sanjay, K. S.; Priya, G.; Srinivas, D.; Bijoy, K. Solid-phase synthesis of quinoxalines.
Synlett 2003, 14, 2147; (b) Zemin, W.; Nicholas, J. E. Solid-phase synthesis of quinoxa-
lines on SynPhaseTM lanterns. Tetrahedron Lett. 2001, 42, 8115.

12. (a) Shymaprosad, G.; Avijit, K. A. The first microwave-assisted regiospecific synthesis of
6-substituted pterins. Tetrahedron Lett. 2002, 43, 8371; (b) Zhao, Z.; Wisnoski, D. D.;

Wolkenberg, S. E.; Leister, W. H.; Wang, Y.; Lindsley, C. W. General microwave-assisted
protocols for the expedient synthesis of quinoxalines and heterocyclic pyrazines.
Tetrahedron Lett. 2004, 45, 4873.

13. Robinson, R. S.; Taylor, R. J. K. Quinoxaline synthesis from a-hydroxy ketones via a
tandem oxidation process using catalysed aerobic oxidation. Synlett 2005, 6, 1003.

2054 J.-Y. LIU ET AL.

D
o
w
n
l
o
a
d
e
d
 
B
y
:
 
[
M
o
n
a
s
h
 
U
n
i
v
e
r
s
i
t
y
]
 
A
t
:
 
0
8
:
4
9
 
2
0
 
J
u
n
e
 
2
0
1
0



14. Raw, S. A.; Wilfred, C. D.; Taylor, R. J. K. Tandem oxidation processes for the
preparation of nitrogen-containing heteroaromatic and heterocyclic compounds.
Org. Biomol. Chem. 2004, 2, 788.

15. Venkatesh, C.; Singh, B.; Mahata, P. K.; Ha, H.; Junjappa, H. Heteroannulation of
nitroketene N,S-arylaminoacetals with POCl3: A novel highly regioselective synthesis of
unsymmetrical 2,3-substituted quinoxalines. Org. Lett. 2005, 7, 2169.

16. Bhosale, R. S.; Sarda, S. R.; Ardhapure, S. S.; Jadhav, W. N.; Bhusare, S. R.; Pawar, R. P.
An efficient protocol for the synthesis of quinoxaline derivatives at room temperature
using molecular iodine as the catalyst. Tetrahedron Lett. 2005, 46, 7183.

17. Steven, A. R.; Cecilia, D. W.; Richard, J. K. T. Preparation of quinoxalines, dihydropyr-
azines, pyrazines, and piperazines using tandem oxidation processes. Chem. Commun.
2003, 2286.

18. Darabi, H. R.; Mohandessi, S.; Aghapoor, K.; Mohsenzadeh, F. A recyclable and highly
effective sulfamic acid=MeOH catalytic system for the synthesis of quinoxalines at room
temperature. Catal. Commun. 2007, 8, 389.

19. Huang, T. K.; Wang, R.; Shi, L.; Lu, X. X. Montmorillonite K-10: An efficient and
reusable catalyst for the synthesis of quinoxaline derivatives in water. Catal. Commun.
2008, 9, 1143.

20. Srinivas, C.; Kumar, C. N. S. S. P.; Jayathirtha Rao, V.; Palaniappan, S. Efficient,
convenient, and reusable polyaniline–sulfate salt catalyst for the synthesis of quinoxaline
derivatives. J. Mol. Catal. A: Chem. 2007, 265, 227.

21. Shi, D. Q.; Dou, G. L. Efficient synthesis of quinoxaline derivatives catalyzed by
p-toluenesulfonic acid under solvent-free conditions. Synth. Commun. 2008, 38, 3329.

22. Heravi, M. M.; Bakhtiari, K.; Bamoharram, F. F.; Tehrani, M. H. Wells–Dawson-type
heteropolyacid catalyzed synthesis of quinoxaline derivatives at room temperature.
Monatsh. Chem. 2007, 138, 465.

23. Hazarika, P.; Gogoi, P.; Konwar, D. Efficient and green method for the synthesis of
1,5-benzodiazepine and quinoxaline derivatives in water. Synth. Commun. 2007, 37, 3447.

24. Heravi, M. M.; Bakhtiari, K.; Oskooie, H. A.; Taheri, S. MnCl2-promoted synthesis of
quinoxaline derivatives at room temperature. Heteroat. Chem. 2008, 19, 218.

25. Heravi, M. M.; Taheri, S.; Bakhtiari, K.; Oskooie, H. A. On water: A practical and
efficient synthesis of quinoxaline derivatives catalyzed by CuSO4 � 5H2O. Catal. Commun.
2007, 8, 211.

26. Heravi, M. M.; Tehrani, M. H.; Bakhtiari, K.; Oskooie, H. A. Zn[(l)proline]: A powerful
catalyst for the very fast synthesis of quinoxaline derivatives at room temperature. Catal.
Commun. 2007, 8, 1341.

27. More, S. V.; Sastry, M. N. V.; Yao, C. F. Cerium(IV) ammonium nitrate (CAN) as a cata-
lyst in tap water: A simple, proficient, and green approach for the synthesis of quinoxa-
lines. Green Chem. 2006, 8, 91.

28. Cai, J. J.; Zou, J. P.; Pan, X. Q.; Zhang, W. Gallium(III) triflate–catalyzed synthesis of
quinoxaline derivatives. Tetrahedron Lett. 2008, 49, 7386.

29. Lee, S. H.; Park, D. R.; Kim, H.; Lee, J.; Jung, J. C.; Woo, S. Y.; Song,W. S.; Kwon,M. S.;
Song, I. K. Direct preparation of dichloropropanol (DCP) from glycerol using
heteropolyacid (HPA) catalysts: A catalyst screen study. Catal. Commun. 2008, 9, 1920.

30. Park, S.; Cho, K. M.; Youn, M. H.; Seo, J. G.; Baeck, S.-H.; Kim, T. J.; Chung, Y.-M.;
Oh, S.-H.; Song, I. K. Epoxidation of propylene with hydrogen peroxide over TS-1
catalyst synthesized in the presence of polystyrene. Catal. Lett. 2008, 122, 349.

31. Song, I. K.; Lee, W. Y. Heteropolyacid (HPA)–polymer composite films as heterogeneous
catalysts and catalytic membranes. Appl. Catal. A: Gen. 2003, 256, 77.

32. (a) Das, B.; Reddy, M. R.; Ramu, R.; Thirupathi, P. An efficient direct conversion of THP
ethers into acetates using amberlyst-15. J. Mol. Catal. A: Chem. 2006, 248, 185; (b) Das, B.;

PROCESS FOR THE SYNTHESIS OF QUINOXALINES 2055

D
o
w
n
l
o
a
d
e
d
 
B
y
:
 
[
M
o
n
a
s
h
 
U
n
i
v
e
r
s
i
t
y
]
 
A
t
:
 
0
8
:
4
9
 
2
0
 
J
u
n
e
 
2
0
1
0



Damodar, K.; Chowdhury, N. Amberlyst-15: A mild, efficient, and reusable hetero-
geneous catalyst for Michael addition of pyrroles to a,b-unsaturated ketones. J. Mol.
Catal. A: Chem. 2007, 269, 81; (c) Das, B.; Chowdhury, N. Amberlyst-15: An efficient
reusable heterogeneous catalyst for aza-Michael reactions under solvent-free conditions.
J. Mol. Catal. A: Chem. 2007, 263, 212; (d) Tajbakhsh, M.; Heydari, A.; Khalilzadeh,

M. A.; Lakouraj, M. M.; Zamenian, B.; Khaksar, S. Amberlyst-15 as a heterogeneous
reusable catalyst for the synthesis of a-hydroxy phosphonates in water. Synlett 2007,
2347; (e) Liu, Y.-H.; Liu, Q.-S, Zhang, Z.-H. Amberlyst-15 as a new and reusable catalyst
for regioselective ring-opening reactions of epoxides to b-alkoxy alcohols. J. Mol.
Catal. A: Chem. 2008, 296, 42; (f) Das, B.; Veeranjaneyulu, B.; Krishnaiah, M.;
Balasubramanyam, P. Benzylation and allylation of naphthols using amberlyst-15. Synth.
Commun. 2009, 39, 1929.

33. Porter, A. E. A. In Comprehensive Heterocyclic Chemistry; A. R. Katritzkyand, C. Rees
(Eds.); Pergamon: Oxford, 1984; pp. 157–197.

2056 J.-Y. LIU ET AL.

D
o
w
n
l
o
a
d
e
d
 
B
y
:
 
[
M
o
n
a
s
h
 
U
n
i
v
e
r
s
i
t
y
]
 
A
t
:
 
0
8
:
4
9
 
2
0
 
J
u
n
e
 
2
0
1
0


