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ABSTRACT: The Mislow−Braverman−Evans rearrangement, the reversible
[2,3]-sigmatropic rearrangement of allylic sulfoxides to allylic sulfenate esters,
finds widespread applications in organic synthesis and medicinal chemistry.
However, the products of this powerful strategy have primarily been limited to
derivatives of allylic alcohols. In contrast, access to structurally similar benzylic alcohols has not yet been established. Described
herein is an unprecedented dearomative Mislow−Braverman−Evans rearrangement of aryl sulfoxides to afford benzylic alcohols. A
variety of heteroaryl sulfoxides as well as α-naphthyl sulfoxides could be tolerated, and a diverse range of primary, secondary, and
tertiary alcohols possessing either alkyl or aryl substituents can be prepared by our protocol with broad functional group tolerance. A
patented bioactive molecule could be prepared using our protocol as the key step with exclusive diastereoselectivity, highlighting its
potential utility in organic synthesis. Key to the success of the transformation is the dearomative tautomerization to shift the reactive
alkene to the exocyclic position enabled by the reversible deprotonation of the benzylic C−H bond, setting the stage for the
subsequent [2,3]-sigmatropic rearrangement. Density functional theory (DFT) calculations reveal that protonation of the α-carbon
of the sulfoxide is the stereocontrolling step, generating the intermediate that undergoes [2,3]-sigmatropic rearrangement. The full
reaction profile is outlined, showing the reversible nature of each step, which causes the observed erosion of the enantiopurity.
KEYWORDS: sigmatropic rearrangement, Mislow−Braverman−Evans rearrangement, dearomatization, aryl sulfoxides, benzylic alcohols

■ INTRODUCTION
The reversible [2,3]-sigmatropic rearrangement of allylic
sulfoxides to allylic sulfenate esters is widely known as the
Mislow−Braverman−Evans rearrangement,1 which leads to the
formation of allylic alcohols in the presence of thiophiles via
S−O bond cleavage of the sulfenate esters (Scheme 1a).
Owing to the ordered transition state, this textbook trans-
formation transfers stereochemistry from the C−S bond of the
allylic sulfoxide2 to the new C−O bond in the final allylic
alcohol and thus has been employed to stereoselectively
construct a variety of bioactive molecules, drugs, and natural
products.3 Rearrangement is readily coupled with further
reactions resulting in tandem processes that expand the
horizon of this powerful tactic.4 Furthermore, variants with
other atomic substitutions, such as selenoxides,5 I-oxides,6 N-
oxides,7 and sulfimides,8 have also been successfully explored
(Scheme 1b). Recently, the Lu group has reported that the
allylic substrates derived from the Ellman sulfinamide and N-
tert-butanesulfinyl ketimines serve as effective chiral precursors
for Mislow−Braverman−Evans rearrangement to furnish chiral
α-oxygen-functionalized carboxamides9 and α-sulfenyloxy
ketones10 with excellent enantiopurities. The feasibility of
converting propargylic sulfoxides to allenyl sulfenate esters has
been established as well, providing diversified scaffolds through
a cascade of rearrangements, such as the [2,3]-sigmatropic
process followed by the [3,3]-sigmatropic process (Scheme
1c).11,12 Very recently, Viso and co-workers reported a base-

induced [2,3]-sigmatropic rearrangement via the bis-allylic
sulfoxide intermediate to access dienyl diols with complete
regioselectivity and high enantioselectivity (Scheme 1d).13

Despite its rich breadth, the classic Mislow−Braverman−
Evans rearrangement primarily generates allylic alcohols. In
contrast, benzylic alcohols have never been produced from aryl
sulfoxides via this versatile transformation, presumably due to
the elevated energy barrier arising from the dearomatization
process compared to their allylic counterparts.14 To conquer
this obstacle, we envision β-alkyl-α-naphthyl sulfoxides as a
suitable entry for this transformation based on two major
considerations: first, the naphthyl groups possess significantly
lower energy barriers to dearomatization than their phenyl
counterparts. As such, tautomerization of a β-alkyl-α-naphthyl
sulfoxide to the exocyclic isomer is feasible via reversible
deprotonation under basic conditions, which would set the
stage for a [2,3]-sigmatropic rearrangement. Second, aroma-
tization would drive the rearrangement to the sulfenate ester
side and limit the reverse process. Herein, we report such an
unprecedented dearomative Mislow−Braverman−Evans rear-
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rangement where aryl sulfoxides afford benzylic alcohols under
basic conditions (Scheme 1e).

■ RESULTS AND DISCUSSION

Reaction Optimization
Initially, methyl α-naphthyl sulfoxide (1a-1) was chosen as the
model substrate. The optimization commenced by treating
sulfoxide 1a-1 with six bases [LiN(SiMe3)2, NaN(SiMe3)2,
KN(SiMe3)2, LiOtBu, NaOtBu, and KOtBu] in methyl tert-
butyl ether (MTBE) at room temperature for 12 h (Table 1,
entries 1−6). KOtBu was found to be the superior base,
leading to the formation of the desired product 2a in 44% yield
(entry 6). Forging ahead with KOtBu as a base, five common
ethereal solvents [dimethoxyethane (DME), 2-Me-THF, THF,
cyclopentyl methyl ether (CPME), and dioxane] were
surveyed (Table 1, entries 7−11). DME gave the best result,
and 2a was obtained in 85% assay yield, 84% isolated yield
(Table 1, entry 7), while other solvents resulted in the
formation of 2a in much lower yields (Table 1, entries 7 vs 6
and 8−11). When the concentration of the reaction mixture
was increased to 0.05 M, the assay yield of 2a was slightly
decreased to 81% (entry 12). Attempts to reduce the reaction
time or decrease the amount of base failed, resulting in
diminished yields of 2a (Table 1, entries 13 and 14).
Moreover, the assay yield of targeted 2a significantly decreased
when P(OMe)3 was added as a thiophile (Table 1, entry 15).
Finally, the impact of the sulfoxide leaving group was

examined. Use of ethyl (1a-2) or benzyl (1a-3) sulfoxides as
the leaving group led to the formation of 2a in lower yields
(Table 1, entries 16 and 17), probably because deprotonation
of the α-H competes with deprotonation of the benzylic
protons, affecting the efficiency of the transformation. The
more hindered tert-butyl α-naphthylsulfoxide (1a-4) did not
form a product at all, presumably owing to the competitive
generation of sulfenate anions accompanied by the release of
isobutylene via an E2 elimination pathway.15,16 Phenyl-
sulfoxide (1a-5) could also act as a leaving group for the
rearrangement, albeit in 23% yield, likely due to the slightly
decreased acidity of benzylic protons in phenyl α-naphthyl
sulfoxide compared to its methyl counterpart. Even so, this
outcome rules out deprotonation of the α-H of sulfoxides17 as
a requirement for reaction. Therefore, the optimal conditions
for dearomative Mislow−Braverman−Evans rearrangement of
aryl sulfoxide were methyl sulfoxide as the leaving group, 2
equiv of KOtBu as a base in DME (0.03 M) at room
temperature for 12 h (see Supporting Information for a
complete list of conditions surveyed).
Substrate Scope
With the optimal reaction conditions in hand, the substrate
generality of the transformation was investigated (Scheme 2).
A range of different functional groups were tolerated by this
reaction. When 2-methyl-α-naphthyl methyl sulfoxide (1b)
was employed in the rearrangement, the corresponding β-
naphthylmethanol (2b) was provided in 75% yield at a higher
reaction temperature (110 °C). To illustrate the scalability of
the process, 2a was prepared on a gram scale in 78% yield.

Scheme 1. Classic and Variants of the Mislow−Braverman−
Evans Rearrangement

Table 1. Optimization for Dearomative Mislow−
Braverman−Evans Rearrangement of 1aa

entry R base solvent assay yieldb/%

1 Me LiN(SiMe3)2 MTBE 0
2 Me NaN(SiMe3)2 MTBE 0
3 Me KN(SiMe3)2 MTBE 9
4 Me LiOtBu MTBE 0
5 Me NaOtBu MTBE 0
6 Me KOtBu MTBE 44
7 Me KOtBu DME 85(84)c

8 Me KOtBu 2-Me-THF 0
9 Me KOtBu THF 62
10 Me KOtBu CPME 15
11 Me KOtBu dioxane 0
12d Me KOtBu DME 81
13e Me KOtBu DME 73
14f Me KOtBu DME 80
15g Me KOtBu DME 26
16 Et KOtBu DME 76
17 Bn KOtBu DME 20
18 tBu KOtBu DME 0
19 Ph KOtBu DME 23

aReaction conditions: 1a (0.10 mmol), base (2.0 equiv), solvent (3.3
mL, 0.030 M), under an argon atmosphere at room temperature for
12 h. bAssay yields determined by 1H NMR spectroscopy of
unpurified reaction mixtures using 0.1 mmol CH2Br2 (7.0 μL) as
internal standard. cIsolated yield. d0.05 M concentration. e6 h.
fKOtBu (1.5 equiv). gP(OMe)3 (1.0 equiv) was added.
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Substrates with a cyclohexyl at the γ-position (1c) or a phenyl
substituent at the β-position (1d) afforded the desired
products in good yields at longer reaction times (36 or 18
h). Other β-naphthylmethyl alcohols bearing alkyl substituents
adjacent to the hydroxyl group, such as isopropyl (2e),
cyclopropyl (2f), cyclohexyl (2g), and tetrahydropyran group
(2h), were also successfully prepared using our method in 60−
83% yields under slightly modified reaction conditions.
Furthermore, the sterically hindered β-neopentyl-α-sulfoxide

(1i) was a viable precursor affording the target product 2i in
58% yield at 70 °C for 48 h. Owing to the mild reaction
conditions, unprotected hydroxyl (1j), ether (1k), alkene (1l),
or morpholine (1m) groups were well tolerated, leading to the
formation of the desired products in moderate to good yields.
The classic addition to ketones with organometallic reagents,

such as Grignard reagents, is one of the major tools to
construct tertiary alcohols in organic synthesis, but it typically
requires an inert atmosphere and low temperature. Moreover,
this method often suffers from low yield and byproduct

formation, since the organometallic reagents can cause
enolization of ketones due to their strong basicity or
competitive reduction via β-H transfer to form secondary
alcohols.18 Therefore, the preparation of tertiary alcohols in
good yields without the formation of secondary alcohols as
byproducts remains an unmet challenge. Notably, sterically
demanding tertiary alcohols could be constructed by this
transformation, highlighting the breadth and expediency of this
protocol. In general, α-naphthyl sulfoxides bearing bis-alkyl,
alkyl aryl, or bis-aryl substituents at the β-naphthylmethenyl
position are all compatible with our method. For the former
class of scaffolds, either branched (2n, 2o) or cyclic (2p)
tertiary alcohols could be delivered in moderate to good yields.
The chemistry was well accommodated by sulfoxides with 2-
(hetero)arylethyl substituents on the β-naphthyl position to
provide 1-aryl-1-β-naphthylethanols (2q−2v). The substrates
bearing neutral phenyl (1q), electron-donating 4-OMe-phenyl
(1r), or electron-withdrawing 4-fluoro-phenyl (1s) underwent
the rearrangement smoothly to provide 2q−2s in 60−84%

Scheme 2. Substrate Scope of Dearomative Mislow−Braverman−Evans Rearrangement of Aryl Sulfoxidesa

aReaction conditions: 1 (0.10 mmol), KOtBu (2.0 equiv), in DME (0.030 M) under an argon atmosphere at room temperature for 12 h. bKOMe
(2.0 equiv), MTBE (3.3 mL) at 110 °C. c36 h. d18 h. eKOtBu (3.0 equiv) for 36 h. f70 °C for 48 h. g30 h. h35 °C for 24 h. i50 °C. jKOtBu (3.0
equiv) at 50 °C for 36 h. k50 °C for 24 h. lKOtBu (3.0 equiv) at 50 °C for 18 h. mKOMe (2.0 equiv), MTBE (3.3 mL) at 80 °C. nKOMe (2.0
equiv), MTBE (3.3 mL) at 110 °C for 48 h. o80 °C. pThe reaction was performed on a 10.0 mmol scale.
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yields. Remarkably, the medicinally relevant heteroaryl
moieties, such as 2-thienyl (1t), 2-furanyl (1u), or 2-pyridyl
(1v), exerted a negligible effect on the outcome of the
transformation, delivering 2t−2v in good yields. In addition, α-
naphthyl sulfoxides possessing 2-diarylmethyl substituents
were also amendable to this tactic, as evidenced by the
formation of an array of triarylmethanol derivatives (2w−2z)
in yields ranging from 65 to 75%, albeit under slightly modified
conditions.
Subsequently, the influence of substituents on the naphthyl

group was studied in this rearrangement. Generally, α-naphthyl
sulfoxides bearing different functional groups, including
electron-donating OMe and OPMB groups (1aa−ac) or an
electron-withdrawing chloro group (1ad), all operated
smoothly to afford the desired products in good yields.
Moreover, the newly devised dearomative rearrangement
proceeded smoothly with challenging heteroaryl sulfoxides,
and an array of heteroaryl methanols, including quinolinyl
(2ae), isoquinolinyl (2af), indolyl (2ag), benzothiophenyl
(2ah, 2ai), thienyl (2aj, 2ak), and furanyl (2al, 2am), has been
produced in 52−82% yield. Unfortunately, β-ethyl-α-phenyl
sulfoxide (1an) failed in the transformation due to the higher
dearomatization energy.
To illustrate the potential utility of the dearomative

Mislow−Braverman−Evans rearrangement in medicinal chem-
istry and organic synthesis, this method has been employed as
a key step to prepare a patented bioactive molecule (Scheme
3). An inhibitor of norepinephrine reuptake (11)19 has been
prepared from readily available 3 and commercially available 4
in 6 steps and 9.9% overall yield, and our rearrangement was
performed in the late stage (Scheme 3). Remarkably, no
transition metal was used in the overall synthetic route, which
would be particularly attractive in industry due to the
simplified purification process. Of note, the desired bioactive
molecule 11 was generated via the [2,3]-sigmatropic rearrange-
ment with exclusive diastereoselectivity from a mixture of four
diastereomers of 10 (dr = 3.0:2.5:1.1:1.0), highlighting the
substantial advantage of this method in organic synthesis. The
relative trans-configuration of 11 was unambiguously deter-
mined by X-ray crystallographic analysis of its picric salt 11′
(CCDC 2308497).
Mechanistic Studies

To shed light on the mechanism of the transformation, a series
of control experiments was performed (Scheme 4). First,

sulfide 12 or sulfone 13, which contain the same molecular
scaffold but bear sulfur atoms with different oxidation states,
were employed as the substrates under otherwise identical
reaction conditions. These compounds did not react, which
establishes that sulfoxide was essential for this transformation
(Scheme 4a,b). Subsequently, we designed and synthesized
compound 14, a probe with a tethered bromide that would
undergo an intramolecular SN2 reaction to trap the
naphthylmethyl anion if benzylic deprotonation occurs,
yielding 2-cyclopropyl-1-naphthyl methyl sulfoxide 15. Inter-
estingly, the cyclopropyl group creates strain associated with
the hybridization change required for alkene formation,
thereby preventing the formation of rearrangement product
16. When 14 was subjected to the standard reaction
conditions, only 15 was obtained in 64% yield, and 16 was
not detected either by 1H NMR or HRMS as expected,
establishing the pivotal role of naphthylmethyl C−H
deprotonation in triggering the rearrangement (Scheme 4c).
When 17, a regioisomer of substrate 1a-1 was used for the
rearrangement, no desired product 2a was formed, and almost
complete recovery of 17 was obtained (Scheme 4d). The
requisite deprotonation of this substrate dearomatizes both
rings of the naphthalene and is, hence, disfavorable. To
confirm the origin of the oxygen atom in the alcoholic product,
18O-labeled 1a-1 was synthesized. Upon reaction, only the
corresponding 18O-labeled alcohol 18O-2a was isolated without
loss of the labeling, confirming that the oxygen of alcohol
indeed stems from the sulfoxide 1 (Scheme 4e).
To probe whether the transformation proceeds via an

intramolecular or intermolecular pathway, we conducted a
crossover experiment using two structurally different sulfoxides
(18O-1a-1 and 1f) with similar reactivities. As shown in
Scheme 4f, treatment of 1:1 mixtures of sulfoxide 18O-1a-1 and
1f under standard conditions resulted in only the formation of
18O-2a and 2f. The lack of crossover products 2a and 18O-2f
verifies that our rearrangement operates via an intramolecular
process. A parallel kinetic isotope effect (KIE) experiment with
1a-1 and 1a-1-d2 under the standard conditions revealed a KIE
value of 2.14 (Scheme 4g), indicating that a step involving
proton transfer is likely the rate-determining step. Altogether,
these results support an intramolecular [2,3]-sigmatropic
rearrangement in this system, establishing a dearomative
variant of the classic Mislow−Braverman−Evans rearrange-
ment.

Scheme 3. Synthetic Application of Dearomative Mislow−Braverman−Evans Rearrangement
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However, the use of enantioenriched 1a-1 (96% ee) as the
reactant for the rearrangement (Scheme 4h) provided only
21% ee of (S)-2a (85% yield), in sharp contrast to the high
stereospecificity of the classic Mislow−Braverman−Evans
rearrangement. Utilization of P(OMe)3 as a thiophile in this
scenario did not improve the enantiospecificity of the
transformation. Thus, density functional theory (DFT)
calculations (M06/6-311++G(d,p)-CPCM(DME)//B3LYP-
D3/6-31++G(d) CPCM(DME),20 see Supporting Informa-
tion for full computational details) were performed to fully
understand the reaction profile (Figure 1a), with a focus on
disclosing the rationale of the enantiomeric erosion of our
protocol. Free energy values are reported for relevant
intermediates leading to the enantiomeric products (S)-2a
and (R)-2a from starting material 1a-1. For simplicity, the
formation of the key diastereomer 22a′ which leads to (S)-2a
will be discussed in detail (energy values in brackets). Starting
from methyl sulfoxide 1a-1, KOtBu forms the prereacting
complex 19a′, which is uphill in energy by 2.7 kcal/mol for the
complex coordinated to the sulfoxide via the back face of the
molecule. Deprotonation of the α-carbon via [19′−20′]a
occurs with a barrier of 12.6 kcal/mol to form intermediate
20a′ (5.9 kcal/mol). Notably, this is an endothermic process
with a lower barrier to go in the reverse direction (to 19a′ via
[19′−20′]a) than to proceed in the forward direction
(protonation via [20′−21′]a). This reversibility could account
for the enantiomeric erosion in this process. Nonetheless,
protonation of the α-carbon to the sulfoxide ([20′−21′]a)
occurs with an overall energy of 13.2 kcal/mol (barrier of 7.3
kcal/mol) to give complex 21a′ (8.2 kcal/mol). Dissociation of
KOtBu is downhill in energy to form the unstable rearrange-
ment precursor 22a′ (7.3 kcal/mol). Finally, stereoretentive
[2,3]-sigmatropic rearrangement of 22a′ via [22′−23]a-S
(overall energy of 13.4 kcal/mol) leads to intermediate 23a.
Hydrolysis of 23a with H3O+ (not computed, see Figure S8 in
the Supporting Information) gives the product (S)-2a with an
experimental ee of 21% (Figure 1c).
Notably, the protonation stage ([20−21]a and [20′−21′]a

is stereocontrolling with the highest ΔG of activation for the
reaction profile. After forming both diastereomers of the
intermediate (20a and 20a′) with similar free energies,
protonation from the back face of the molecule (via [20′−
21′]a, 13.2 kcal/mol) is slightly lower in energy by 0.1 kcal/
mol than protonation at the front face (via [20−21]a, 13.3
kcal/mol). The difference in barriers for the protonation of the
carbon adjacent to the sulfoxide from the front and back faces
of the molecule is 0.3 kcal/mol (Figure 1a, gray box). This
small free energy difference between these two transition states
is in agreement with the low ee observed experimentally. We
hypothesized that if the difference in energy between [20′−
21′]a and [20−21]a could be increased, the ee of the reaction
could be improved. Specifically, we proposed that by replacing
the methyl sulfoxide with an aryl group to increase π−π
stacking interactions, we could stabilize the deprotonation
transition states. In order to differentiate the deprotonation
from the front face of the molecule compared to the back face,
we hypothesized that an aryl group substituted with methyl at
the 2- and 4-positions would be effective. The methyl groups
can engage in steric clashing with the ethyl side chain,
increasing the energy of one protonation transition state over
the other.
Thus, we calculated the full energy pathway for this aryl

sulfoxide in place of the methyl sulfoxide (see Figure S9 in the

Scheme 4. Mechanism Investigations of Dearomative
Mislow−Braverman−Evans Rearrangement of Aryl
Sulfoxides
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Supporting Information for the full energy profile). As
hypothesized, the energies of the protonation transition states
[20−21] and [20′−21′] were affected by the change from
methyl to aryl sulfoxide. As shown in Figure 1b, protonation
from the front face of the molecule via [20−21] is higher in
energy than protonation from the back face via [20′−21′].
The higher energy of [20−21] can be attributed to the steric
clash between the methyl group of the aryl substituent and the
nearby methyl group of the alkyl chain (Figure 1b). This
methyl group is orientated away from the alkyl chain in [20′−

21′], leading to the lower energy of this protonation. Thus,
intermediates 21′ and 22′ will form preferentially over 21/22,
leading to [2,3]-sigmatropic rearrangement at the front face
(via [22′−23]S) over the back face. Based on our computa-
tional findings, we predict that the experimental ee for this aryl
sulfoxide will be higher than that observed for methyl sulfoxide
1a-1 (Figure 1c).
Following these computational findings, enantioenriched α-

naphthyl sulfoxides were examined for the newly devised
rearrangement reaction (Scheme 5). As predicted, the

Figure 1. (a) Energy profile for the dearomative Mislow−Braverman−Evans rearrangement for 1a-1. Free energies were calculated using M06/6-
311++G(d,p)-CPCM(DME)//B3LYP-D3/6-31G++(d)-CPCM(DME). (b) Optimized structures of stereocontrolling transition states for aryl
sulfoxide (Ar = 2,4-diMe(Ph)). (c) Comparison of barriers for stereocontrolling transition states for methyl vs aryl sulfoxides.

JACS Au pubs.acs.org/jacsau Article

https://doi.org/10.1021/jacsau.4c01238
JACS Au 2025, 5, 998−1006

1003

https://pubs.acs.org/doi/10.1021/jacsau.4c01238?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/jacsau.4c01238?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/jacsau.4c01238?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/jacsau.4c01238?fig=fig1&ref=pdf
pubs.acs.org/jacsau?ref=pdf
https://doi.org/10.1021/jacsau.4c01238?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as


arylsulfoxides were found to have a positive influence on the
enantioselectivity, and the selectivity of 2a was improved to 46
and 47% ee when using enantioenriched (100% ee) 1a-5 and
18, respectively (Scheme 5). Notably, the computational and
experimental ee values are in good agreement (Figure S10).
Meanwhile, the substituents on the β-naphthylmethylene site
did not exert a very large effect on the stereospecific outcome,
as evidenced by a 27% ee with 2q and a 38% ee with 2g from
enantioenriched 1q and 1g.

■ CONCLUSIONS
In summary, we have developed an unprecedented rearrange-
ment reaction of aryl sulfoxides in the presence of KOtBu or
KOMe to generate benzylic alcohols, a scaffold found in
natural products and marketed therapeutics.21 A diverse array
of primary, secondary, and even tertiary alcohols bearing either
alkyl or heteroaryl groups was synthesized with broad
functional group tolerance in good yields under mild
conditions. Notably, heteroaryl sulfoxides also performed
well to afford the corresponding alcohols. The successful
application of the newly devised method to synthesize a
patented bioactive molecule highlights its potential utility in
medicinal chemistry. The detailed mechanistic investigations
reveal that the reversible deprotonation of the benzylic C−H
bond plays a pivotal role in triggering the dearomatization
process and corroborate that the reaction proceeds via an
intramolecular [2,3]-sigmatropic rearrangement pathway. The
overall reaction profile was established by a DFT-based
computational study, and the erosion of the enantiopurity
was attributed to the reversible protonation of the α-carbon to
the sulfoxide. The protocol described herein represents a new
paradigm for the Mislow−Braverman−Evans rearrangement,
expanding the horizon of this powerful tactic to aryl sulfoxides
beyond the archetypical allylic sulfoxides. The broad scope and
mild reaction conditions of our method make it a valuable
contribution in the facile preparation of tertiary alcohols,
especially in the construction of complex natural products or
drug molecules.

■ METHODS

General Procedure for Dearomative
Mislow−Braverman−Evans Rearrangement of Aryl
Sulfoxides
To an oven-dried microwave vial equipped with a stir bar was added
2-ethyl-1-(methylsulfinyl) naphthalene (1a-1) (21.8 mg, 0.100 mmol,
1.00 equiv) and KOtBu (22.4 mg, 0.200 mmol, 2.00 equiv) under an
argon atmosphere in a glovebox. DME (3.30 mL) was added to the
vial via a syringe. The microwave vial was sealed with a cap and
removed from the glovebox. Then, the reaction mixture was stirred at

room temperature for 12 h. Upon completion of the reaction, the
sealed vial was opened to the air. The reaction was quenched with
water (0.150 mL), and the solvent was concentrated under reduced
pressure. The residue was purified by flash chromatography on silica
gel to afford the pure product.
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