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Gold Catalysis 

Gold(I)-catalyzed cycloisomerization of ortho-
(propargyloxy)arenemethylenecyclopropanes controlled by adjacent substituent at 
aromatic rings 

Wei Fang, Yin Wei, Xiang-Ying Tang, and Min Shi* 

Abstract: Gold(I)-catalyzed cycloisomerization of ortho-
(propargyloxy)arenemethylenecyclopropanes afforded two different 
types of products, including methylenecyclopropane migration 
products and cycloisomerization products from 
methylenecyclopropane moiety, controlled jointly by electronic 
effect and steric effect of the adjacent substituents. Furthermore, the 
corresponding cycloisomerization products could be also produced 
in an enantiomerically enriched manner.  
 

Gold catalysis as a convenient and powerful tool for synthetic 
organic chemistry[1] now has witnessed a rushing development in 
the past decades due to its potential for the rapid and available 
construction of the constitutional units,[2] which was widely 
employed in organic transformations, medicinal chemistry and total 
synthesis.[2f, 3] Metal-catalyzed cycloisomerization along with 
carbon skeleton migration is a very important strategy for the 
construction of complex molecules in organic synthesis. During the 
past decades, gold(I)-catalyzed such cycloisomerizations[4] and 
carbon skeleton migration reactions have made significant progress 
including H-migration,[5] halogen migration,[6] N-migration,[7] O-
migration,[8] and C-migration.[3r, 9]  

Recently, Waldmann’s group reported that ortho-(propargyloxy) 
styrenes I could be converted to 2H-1-benzoxocines II based on an 
8-endo-dig cyclization under gold catalysis (Scheme 1).[10] 
Methylenecyclopropanes as useful building blocks due to their 
highly strained ring energy[2l, 11] have been extensively investigated 
under transition metal catalysis or Lewis acid catalysis.[12] Therefore, 
we envisaged that methylenecyclopropane moiety replacing alkene 

moiety would be able to initiate a new cycloisomerization process to 
give novel cyclization product upon gold catalysis. Consequently, 
we designed and prepared ortho-
(propargyloxy)arenemethylenecyclopropanes as substrates to 
examine the reaction outcome. Herein, we wish to report that two 
different types of cycloisomerization products can be afforded in the 
presence of gold catalyst. When the adjacent substituents were tBu 
or tAm group, methylenecyclopropane migration product 2H-
chromenes 2 were formed efficiently. When aromatic core was 
substituted by Me, MeO or halogen atom, the corresponding 2,3-
dihydrobenzofuran fused allene derivatives 4 derived from ring 
enlargement of methylenecyclopropane moiety along with migration 
of propargyl group could be produced (Scheme 1). To the best of 
our knowledge, this is the first report with regard to the migration of 
entire methylenecyclopropane unit upon gold catalysis. Furthermore, 
the corresponding allenic products could be also produced in an 
enantiomerically enriched manner in the presence of chiral gold 
catalyst.  
 

 
Scheme 1. Previous work and this work. 

 
We initially optimized the reaction conditions for the formation 

of 2d using 1d as a model substrate and the screening results are 
shown in Table 1. Using JohnPhosAuCl/AgSbF6, Me4-
tBuXPhosAuCl/AgSbF6, 

tBuXPhosAuCl/AgSbF6, and 
Ph3PAuCl/AgSbF6 as catalyst and carrying out the reaction in 1,2-
dichloroethane (DCE) at room temperature, the reactions did not 
take place along with the recovery of 1d (Table 1, entries 1-4). 
However, in the presence of (p-FC6H4)3PAuCl/AgSbF6 (2.5 mol%), 
2d was given in 70% yield within 6 hours (Table 1, entry 5). Using 
(p-CF3C6H4)3PAuCl/AgSbF6 (2.5 mol%) as the catalyst afforded 2d 
in a yield up to 75% in DCE at room temperature within 6 hours 
(Table 1, entry 6). Replacing AgSbF6, the counter anion of gold 
complex, with AgNTf2 and AgOTf, we found that the yields of 2d 
decreased significantly (Table 1, entries 7 and 8). Carrying out the 
reaction in DCE at 90 oC did not give 2d in the presence of 
JohnPhosAuCl/AgSbF6 (2.5 mol%) (Table 1, entry 9), and complex 
product mixture was formed in the presence of Me4-
tBuXPhosAuCl/AgSbF6 (2.5 mol%) (Table 1, entry 10). The yield 
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of 2d was 62% in DCE at 90 oC within 6 hours using (p-
CF3C6H4)3PAuCl/AgSbF6 (2.5 mol%) as the catalyst (Table 1, entry 
11). Finally, the examination of solvent effects revealed that no 
reaction occurred in THF and 65% and 72% yields of 1d were 
obtained in dichloromethane (DCM) and toluene, respectively 
(Table 1, entries 12-14).  
 
Table 1. Optimization of the reaction conditions for the synthesis of 
2d. 
 

tBu

Bu

O

catalyst (2.5 mol%)

solvent

tBu

Bu

O

1d 2d

entrya catalyst temp (oC) yield (%)time (h)

1
2
3
4
5

9

JohnPhosAuCl/AgSbF6 r.t. 6 NR

JohnPhosAuCl/AgSbF6 90 6 NR

Me4-t-BuXPhosAuCl/AgSbF6

Me4-t-BuXPhosAuCl/AgSbF6

r.t. 4 NR

90 1 complex

t-BuXPhosAuCl/AgSbF6 r.t. 4 NR

Ph3PAuCl/AgSbF6 r.t. 4 NR

10
11

(p-FC6H4)3PAuCl/AgSbF6 r.t. 6 70

(p-CF3C6H4)3PAuCl/AgSbF6 90 6 62b

a Reaction conditions: 1d (0.2 mmol), catalyst (2.5 mol %), solvent (2.0 mL),

isolated yields. b Yields were determined by 1H NMR spectroscopy. NR is no

reaction.

solvent

DCE
DCE
DCE
DCE
DCE

DCE
DCE
DCE

6 (p-CF3C6H4)3PAuCl/AgSbF6
r.t. 6 75DCE

12 (p-CF3C6H4)3PAuCl/AgSbF6 r.t. 6 65bDCM

13 (p-CF3C6H4)3PAuCl/AgSbF6 r.t. 6 NR
14 (p-CF3C6H4)3PAuCl/AgSbF6 r.t. 6 72btoluene

THF

7 (p-CF3C6H4)3PAuCl/AgNTf2 r.t. 6 37bDCE
8 (p-CF3C6H4)3PAuCl/AgOTf r.t. 6 24bDCE

t t

 
 

With these reaction conditions established, we next investigated 
the scope of the reaction with respect to various substituted ortho-
(propargyloxy)arenemethylenecyclopropanes 1. As shown in Table 
2, when the substituent R1 was tBu and substituent R2 was H, Me, Et, 
and tBu group, the desired 2H-chromenes 2a, 2b, 2c, and 2d were 
afforded in 94%, 80%, 78%, and 75% yields, respectively; and the 
structure of 2d was assigned by X-ray diffraction (see Supporting 
Information for the details). With the increase of steric hindrance of 
the substituent R2, the yields of 2 decreased (Table 2, entries 1-4), 
presumably due to that the steric hindrance of R2 impaired the 
migration of methylenecyclopropane moiety, thereby resulting in the 
formation of 2 in lower yields. When the substituent R1 was a tBu 
group and substituent R2 was a MeO, the reaction gave a product 
mixture (Table 2, entry 5). Consistent with the above results, when 
the substituent R1 was tAm and R2 was H or tAm, the target products 
2f and 2g were afforded in 84% and 75% yields, respectively (Table 
2, entries 6 and 7). Meanwhile, we also synthesized substrate 1h 
bearing a nitrogen atom at the aromatic ring, but found that none of 
the corresponding product could be yielded under the optimal 
reaction conditions (Table 2, entry 8).  
 
Table 2. Substrate scope of ortho-
(propargyloxy)arenemethylenecyclopropanes 1 to 2H-chromenes 2. 

 

 
 

In the proceeding on the examination of substrate scope, we 
found that the corresponding 2,3-dihydrobenzofurans 4 were 
obtained when the substituent R1 is not a sterically bulky one. In this 
reaction, methylenecyclopropane underwent ring-expanding and 
nucelophilic attack by oxygen atom along with the rearrangement of 
propargyl group to give the 2,3-dihydrobenzofurans 4. Utilizing the 
above optimal reaction condition, substrate 3e was converted to 2,3-
dihydrobenzofuran 4e in a satisfied 92% yield (Scheme 2). Thus, we 
did not further screen the reaction conditions and utilized it as the 
optimal reaction conditions for this transformation. 
 

 
Scheme 2. Optimal reaction conditions for the synthesis of 4e. 

 
We next examined the generality of this reaction under the 

optimal conditions shown in Scheme 2, and the results are shown in 
Table 3. When R3 was a H atom; R1 was a Me, halogen atom, or 
MeO; and R2 was a H atom or a halogen atom, these reactions 
proceeded smoothly under the optimal condition, giving the desired 
products in good to excellent yields; although in the cases of 3a and 
3c, the reaction temperature was raised to 60 oC (Table 3, entries 1-
8). When R3 was an alkyl or aryl group, the reactions also proceeded 
efficiently to afford the desired products in moderate to good yields. 
As for substrates 3i-3l, in which both of R1 and R2 were Br atom and 
R3 was a Me, Et, nAm or cyclopropyl group, the desired products 4i-
4l were obtained in 72%, 69%, 58%, 62%, and 56% yields, 
respectively (Table 3, entries 9-12). The decrease of yields may be 
due to that the terminal alkynyl substituent sterically does not 
facilitate the intramolecular cyclization. Introducing heterocycle at 
terminal alkyne, the corresponding substrate 3m was also 
transformed to the desired product 4m in 56% yield (Table 3, entry 
13). When R3 was a phenyl group; R1 was a halogen atom or a 
methoxy group; R2 was a H atom or a halogen atom, the desired 
products 4n-4r were also produced in good yields ranging from 65% 
to 82% yields, respectively (Table 3, entries 14-18). Interestingly, in 
the case of substrate 3s, in which R3 was a phenyl group; both of R1 
and R2 were tBu group, the corresponding product 4s was formed in 
63% yield under the optimal conditions rather than the 
methylenecyclopropane migration, suggesting that the terminal 
alkynyl substituent would block out the intramolecular 
hydroarylation (Table 3, entry 19). Moreover, introducing CO2Et 
and TIPS at terminal alkyne (substrates 3t and 3u) did not produce 
the desired products under the standard conditions (Table 3, entries 
20 and 21). 
 
Table 3. Substrate scope of ortho-
(propargyloxy)arenemethylenecyclopropanes 3 to 2,3-
dihydrobenzofurans 4. 
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On the basis of the above outcomes, we attempted to develop an 
asymmetric variant for the synthesis of 2,3-dihydrobenzofurans 4. 
The optimization of these chiral gold catalysts revealed that DTBM-
SegPhos ligand coordinated gold complex with NaBArF[13] gave the 
highest ee value in toluene (see Table S1 in the Supporting 
Information for the details). As shown in Scheme 3, the 
corresponding products 4 could be obtained in moderate to good 
yields along with 62-95% ee values. The substituent R3 has a vital 
effect on ee value in the asymmetric production of 2,3-
dihydrobenzofurans 4. When the substituent R3 was alkyl group, the 
corresponding product was formed in a lower enantioselectivity. If 
the substituent R3 was a phenyl group, the ee value of 4q could 
reach to 95% perhaps due to that phenyl ring could improve 
enantioselectivity during the migration of propargyl group. The 
absolute configuration of 4n has been assigned by X-ray diffraction 
(see Supporting Information for the details).  
 

 
Scheme 3. Asymmetric version for the production of 4. 

 
In addition, we also prepared substrates 5a and 5b bearing an 

isoproylidene moiety as well as substrates 7a and 7b bearing a 
cyclobutylidene moiety and examined their reaction outcomes under 
the standard conditions. The results are shown in Scheme 4. As for 
substrate 5a, a ring-closure process along with 1,3-cationic skeletal 

rearrangement[14] took place to afford a seven-membered ring 
product 6a in 60% yield rather than the expected migration product 
(see Scheme S1 in the Supporting Information). The structure of 6a 
has been assigned by X-ray diffraction (see Supporting Information 
for the details). In the case of substrate 5b, seven-membered ring 
product 6b and allenic product 6b’ were both formed in 82% total 
yield at the same time. These reactions are able to access seven-
membered ether fused with a benzene. This type of product can be 
accessed by other gold reactions.[15] However, as for substrates 7a 
and 7b, no reactions occurred along with the recovery of substrates 
7a and 7b.  
 

 
Scheme 4. Reactions of substrates 5a and 5b and 7a and 7b upon 

gold(I) catalysis . 
 

On the basis of our previous investigation,[16] we carried out a 
further transformation of 2d as shown in Scheme 5. Compound 2d 
could be converted into the corresponding cyclobutene 8 in a 88% 
yield at 90 oC in DCE via a ring enlargement in the presence of 
IPrAuCl/AgSbF6 (2.5 mol%) within 4 hours. Next, we also explored 
the regioselective epoxidation of 8 with meta-chloroperbenzoic acid 
(m-CPBA) in DCM at 0 oC. In consequence, the corresponding 
products cis-9a and trans-9b, derived from the ring-opening of the 
in situ generated epoxide at six-membered olefin and further 
esterification with meta-chlorobenzoic acid, were yielded in 36% 
and 48% yields, respectively (Scheme 5). Upon treatment of 8 with 
para-nitrobenzenesulfonyl chloride (NsCl) and triethylamine (TEA), 
compound cis-9a could be transformed into compound cis-10 in 
58% yield in DCM at room temperature within 6 hours along with 
36% recovery of cis-9a. The relative configuration of cis-10 has 
been unambiguously assigned by X-ray diffraction (see Supporting 
Information for the details). 
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tBu
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O

O
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tBu ClOH
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O

O

O

Bu

tBu ClOH
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O

O

O

O
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O2N

Bu

tBu

Cl

NsCl (1.5 eq)
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10, 58%

t t

t
t

t

 
Scheme 5. Further transformation of 2d. 

 
 

On the basis of the above results and previously reported 
literature, the plausible mechanisms for these reactions are described 
in Scheme 6. In Cycle I, the gold complex initially coordinated with 
the triple bond of substrate 1a to give intermediate A, which 
afforded the vinyl-gold[17] intermediate B containing a five-
membered ring through cyclization. Next, the ring enlargement of 
intermediate B took place to afford intermediate C. Then, 
intermediate C underwent three-membered ring transition state TS3 
(Shown in Scheme 7) to form intermediate D via intramolecular 
cyclopropanation[18] and methylenecyclopropane migration. Finally, 
intermediate D underwent dehydro-aromatization and reprotonation 
to afford 2a along with the regeneration of gold(I) catalyst. In Cycle 
II, the gold complex initially activated the double bond of 
methylenecyclopropane to produce intermediate E, which 
rearranged to the corresponding cyclobutenyl cationic intermediate 
F through ring enlargement.[12e, 19] Intermediate G, likely bearing 
some gold carbenoid character,[20] was a resonance structure of 
intermediate F. Then O atom attacked the cyclobutenyl cation to 
give the corresponding propargylic ether oxonium ylide[21] 
intermediate H, which underwent the corresponding [2,3]-
sigmatropic rearrangement[22] by C-O bond cleavage (O1'-C1) and 
C-C bond formation (C2'-C3) and simultaneously dissociation of 
gold catalyst to give the final product 4d. 
 

 
Scheme 6. Proposed reaction mechanism.  

 
We believe that the electronic effects of ortho-substituents in 

substrates influence the electron densities of carbon atom (C2 
position) at the aromatic ring substituted by the 
methylenecyclopropanes, which is the root for the different reaction 
pathways of substrates 1 and 3. The calculation of Natural 
Population Analysis (NPA) charge on the C2 atom influenced by 

ortho-substituents was carried out on the basis of the B3LYP/6-
31G(d, p) level, revealing that the electron densities on C2 atom 
follow the order of tBu > Me > Br > Cl > MeO > F (Table 4). This 
result suggests that the ortho-substituents can influence the 
formation of five-membered ring intermediate (Int-B in Scheme 7) 
through changing the electron densities on C2 atom. When ortho-
substituent is a tBu group, the cyclization can efficiently take place 
due to higher electron density on C2 atom, thereby affording the 
corresponding methylenecyclopropane migration product 
exclusively.  
 
Table 4. Ortho-substituent effects. 
 

O

X

NPA charge of C2 atoma

1

X

a Calculated at B3LYP/6-31G(d, p) level.

Y

Y

23
4

5
6

F

Me
tBu

MeO

Cl

Br

0.307

0.298

0.297

0.258

0.278

0.322

H

H

H

H

Br

H

 
 

Furthermore, we performed DFT calculations on the reaction 
pathway about the unknown migration of methylenecyclopropane 
moiety in Cycle I using substrates 1a and 3d and the reaction energy 
profile was described in Scheme 7 (for computational details, see 
Supporting Information). Initially, coordination of gold(I) catalyst to 
the alkyne moiety of substrates 1a and 3d give gold complex Int-A 
and Int-A’, respectively. Undergoing a ring-closure process, an 
intermediate Int-B containing five-membered ring is formed via 
transition state TS1 with an energy barrier of 9.4 kcal/mol along the 
Path 1. Similarly, an intermediate Int-B’ is formed via transition 
state TS1’ with an energy barrier of 11.8 kcal/mol along the Path 2, 
correspondingly. Transition state TS1’ is higher than transition state 
TS1 in energy by 2.4 kcal/mol, indicating that the substrate 1a 
having tBu substituent is more kinetically favored to undergo the 
ring-closure step, presumably due to the more positive charge on C2 
atom as shown in Table 4. Subsequently, Int-B undergoes ring 
enlargement via transition state TS2 with an energy barrier of 0.1 
kcal/mol along the Path 1, producing another intermediate Int-C. 
Int-C’ is formed via transition state TS2’ with an energy barrier of 
7.0 kcal/mol along the Path 2. The energy of transition state TS2’ is 
still higher than that of transition state TS2 by 7.9 kcal/mol. Then, 
intramolecular cyclopropanation takes place to give intermediate 
Int-D via transition state TS3 with an energy barrier of 11.3 
kcal/mol along the Path 1. Intermediate Int-D’ is formed via 
transition state TS3’ with an energy barrier of 7.8 kcal/mol along the 
Path 2. Transition state TS3’ is higher than transition state TS3 in 
energy by 2.6 kcal/mol. These calculation results also show that all 
intermediates along the Path 1 are more stable than those 
corresponding intermediates along path 2, thus the Path 1 is also 
thermodynamically favorable. Therefore, we conclude that the 
reaction of substrate 1a along the Path 1 takes place more easily, 
affording the corresponding product 2a. However, utilizing 3d as 
substrate, the reaction is more difficult to occur along the Path 2; 
presumably, it proceeded via the reaction process shown in Cycle II 
more easily involving the ring enlargement of 
methylenecyclopropane and [2,3]-sigmatropic rearrangement which 
are already well-known and have been reported by Fürstner,[12e] 
Echavarren,[19] Tang[22d] et al. Herein, we have no further study 
about the reaction pathway in Cycle II.  
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Scheme 7. DFT studies on reaction pathway in cycle I.  

 
In summary, we have developed a new strategy for the 

cycloisomerization along with carbon skeleton migration of ortho-
(propargyloxy)arenemethylenecyclopropanes to afford two different 
types of products in the presence of (p-CF3C6H4)3PAuCl/AgSbF6 
catalyst. The product distributions were jointly controlled by 
electronic effect and steric effect of the adjacent substituents at the 
phenyl ring. When substituent was a sterically bulky one, this 
transformation yielded methylenecyclopropane migration products 2 
in good yields. When substituent was Me, MeO or halogen atom, 
ring enlargement of methylenecyclopropane along with 
rearrangement of propargyl group takes place to give products 4. 
The corresponding products could be also produced in an 
enantiomerically enriched manner through an asymmetric version. 
Further investigations on the mechanistic details and exploration of 
new methodology based on gold catalyzed transformations of 
methylenecyclopropanes as well as their asymmetric variants are 
currently underway in our laboratory.  
 
Experimental Section 
 
General procedure for the synthesis of compound 2a. To a flame-
dried flask were added the methylenecyclopropane (0.20 mmol, 1.0 
equiv) and the (p-CF3C6H4)3PAuCl/AgSbF6 (0.005 mmol, 0.025 
equiv), and the flask was evacuated and backfilled with Ar for 3 
times. DCE (2.0 mL) was added to this flask via a syringe under Ar. 
The reaction mixture was stirred for 6 hours at room temperature. 
Appropriate amount of silica gel was added to the reaction mixture 
and the solvent was removed under vacuum pump at low 
temperature. Then, the crude product was purified by a silica gel 
chromatography (PE) to get the desired product 2a (45 mg, 94%) as 
a colorless oil. 1H NMR (CDCl3, 400 MHz, TMS) 1.16-1.19 (m, 
2H, CH2), 1.35-1.40 (m, 11H, CH2, 3CH3), 4.65 (dd, J1 = 4.0 Hz, J2 
= 1.6 Hz, 2H, CH2), 5.75 (dt, J1 = 10.0 Hz, J2 = 4.0 Hz, 1H, =CH), 
6.84 (d, J = 10.0 Hz, 1H, =CH), 6.95 (s, 1H, =CH), 7.13 (d, J = 8.0 
Hz, 1H, Ar), 7.25 (d, J = 8.0 Hz, 1H, Ar). 13C NMR (CDCl3, 100 
MHz, TMS)  1.2, 4.2, 29.7, 34.3, 63.4, 114.2, 118.9, 120.8, 121.6, 
122.4, 126.0, 126.1, 132.5, 136.0, 152.8. IR (neat)  3080, 2956, 
2869, 1780, 1637, 1588, 1485, 1392, 1272, 1191, 1093, 967, 828 
cm-1. MS (%) m/e 240 (M+, 1.55), 225 (16.49), 201 (100.00), 183 
(34.02), 155 (16.75), 128 (30.27), 115 (33.49), 91 (24.92), 77 
(17.52). HRMS (EI) calcd. for C17H20O: 240.1514, found: 240.1512. 
 
General procedure for the synthesis of compound 4a. To a flame-
dried flask were added the methylenecyclopropane (0.20 mmol, 1.0 
equiv) and the (p-CF3C6H4)3PAuCl/AgSbF6 (0.005 mmol, 0.025 
equiv), and the flask was evacuated and backfilled with Ar for 3 
times. DCE (2.0 mL) was added to this flask via a syringe under Ar. 
The reaction mixture was stirred for 6 hours at room temperature. 

Appropriate amount of silica gel was added to the reaction mixture 
and the solvent was removed under vacuum pump at low 
temperature. Then, the crude product was purified by silica gel 
chromatography (PE) to get the desired product 4a (26 mg, 65%) as 
a colorless oil. 1H NMR (CDCl3, 400 MHz, TMS)  1.89-1.97 (m, 
1H, CH2), 2.23 (s, 3H, CH3), 2.29-2.39 (m, 1H, CH2), 2.51-2.55 (m, 
2H, CH2), 3.79 (d, J = 7.6 Hz, 1H, CH), 5.00 (dd, J1 = 6.4 Hz, J2 = 
1.6 Hz, 2H, =CH2), 5.54 (t, J = 6.4 Hz, 1H, =CH), 6.80 (dd, J1 = J2 
= 7.6 Hz, 1H, Ar), 6.98 (d, J = 7.6 Hz, 1H, Ar), 7.01 (d, J = 7.6 Hz, 
1H, Ar). 13C NMR (CDCl3, 100 MHz, TMS)  15.5, 23.8, 32.8, 47.9, 
78.3, 87.6, 92.8, 120.4, 120.6, 122.3, 129.5, 131.3, 158.7, 207.8. IR 
(neat)  3055, 2987, 2942, 2857, 1955, 1712, 1595, 1461, 1379, 
1288, 1132, 1097, 922, 848 cm-1. MS (%) m/e 198 (M+, 15.37), 183 
(8.72), 170 (100.00), 155 (8.45), 141 (30.69), 128 (8.23), 115 
(30.87), 91 (12.41), 77 (12.79). HRMS (EI) calcd. for C14H14O: 
198.1045, found: 198.1046. 
 

Computational methods. All DFT calculations were performed 
with Gaussian 09 program.[23] The geometries of all minima and 
transition states have been optimized using PBE1PBE functional.[24] 
The SDD basis set and pseudopotential were used for the gold atom, 
and the 6-31G(d) basis set was used for other atoms. The subsequent 
frequency calculations on the stationary points were carried out at 
the same level of theory to ascertain the nature of the stationary 
points as minima or first-order saddle points on the respective 
potential energy surfaces. All transition states were characterized by 
one and only one imaginary frequency pertaining to the desired 
reaction coordinate. The intrinsic reaction coordinate (IRC) 
calculations were carried out at the same level of theory to further 
authenticate the transition states. The conformational space of 
flexible systems has first been searched manually. Thermochemical 
corrections to 298.15 K have been calculated for all minima from 
unscaled vibrational frequencies obtained at this same level. The 
solvent effect was estimated by the IEFPCM method[25] with radii 
and nonelectrostatic terms for SMD salvation model[26] in 
dichloroethane (ε = 10.37). Solution-phase single point energy 
calculations (SDD basis set and pseudopotential used for the gold 
atom, and the 6-31+G(d,p) basis set used for other atoms) were 
performed based on the gas phase optimized structures. 
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Gold(I)-catalyzed cycloisomerization of 
ortho-
(propargyloxy)arenemethylenecycloprop
anes controlled by adjacent substituent 
at aromatic rings 

We have developed a new strategy for the cycloisomerization along with 
carbon skeleton migration of ortho-
(propargyloxy)arenemethylenecyclopropanes to attain migration products of 
methylenecyclopropane and intramolecular cycloisomerization products in good 
to excellent yields upon gold catalysis along with an asymmetric variant to give 
the product in an enantiomerically enriched manner.  
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