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Abstract—The reaction of aryl aldehydes with alkylboron chlorides has been investigated. Monoalkylboron dichlorides react with aryl
aldehydes in hexane under reflux conditions to give a mixture of dichloroarylmethane and benzyl chloride. Under the same reaction
conditions, dialkylboron chlorides lead to formation of a mixture of benzyl chloride and the chloroalkylation product. In the presence of
a base such as 2,6-lutidine, the reactions of monoalkylboron dichlorides with aryl aldehydes yield small amounts of the desired alkylation
products at room temperature. Dialkylboron chlorides react with aryl aldehydes in hexane in the presence of base to generate the
corresponding arylalkylmethanols in good yields. © 2001 Elsevier Science Ltd. All rights reserved.

1. Introduction

Generally, only reactive alkylmetals such as the organo-
magnesium,' ™ organolithium,” organozinc®’ and certain
organotransition metal reagents®'> can be utilized to alkyl-
ate carbonyl compounds, one of the most important carbon—
carbon bond forming reactions. Organoboranes do not
normally react with carbonyl compounds in a Grignard-
like fashion with the exception of allylborane and vinyl-
borane reagents.'®" The few known alkylborane carbonyl
alkylation reactions require reactive organoboranes,” free
radical <:0nditions,21’22 or activation of the carbonyl
groups.”?** However, a Grignard-like reaction involving
organoborane reagents would possess a number of synthetic
advantages including mild reaction conditions, stereo-
chemical control and the fact that a large number of func-
tional substituents are unaffected in most organoborane
transformations.”> =

Boron halide derivatives have been used extensively in bond
cleavage reactions®' and as enolate reagents for use in the
aldol reactions. Boron enolates are particularly useful in
diastereoselective and enantioselective carbon—carbon
bond formation.*>~3* However, organic boron halide
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Scheme 1. Alkylation of aryl aldehydes.
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reagents have not been used to alkylate carbonyl
compounds. We recently reported the initial results of a
study involving the alkylation of aryl aldehydes using alkyl-
boron chloride derivatives to produce the corresponding
alcohols in good yields (Scheme 1).* We now wish to
report the results of a detailed study of this new reaction.

2. Results and discussion

2.1. The reaction of alkylboron dichlorides with aryl
aldehydes

Earlier, we reported a new method for converting aryl
aldehydes into dichloroarylmethanes using boron tri-
chloride.*®*” The reaction appears to proceed via an alkoxy-
boron chloride intermediate (Scheme 2). It occurred to us
that the use of an alkylboron derivative in place of boron
trichloride could lead to a new alkylation reaction, which
would provide a Grignard-like addition reaction. We thus
examined the reaction of alkylboron dichloride reagents
with aryl aldehydes but found that no reaction occurred in
hexane solution at room temperature. However, a mixture of
benzyl chloride and dichoromethylbenzene was formed
when the reaction mixture was refluxed in hexane. This
result indicates that, in addition to the formation of dichloro-
arylmethane, a reductive chlorination reaction occurs
(Scheme 3). The formation of dichloroarylmethane presum-
ably occurs via the pathway reported for reactions of BCl;
with aryl aldehydes.*® However, the generation of benzyl
chloride could occur via two reaction pathways, as has been
observed in the reaction of dialkylboron bromide with aryl
aldehydes®® (Scheme 3). The use of phenylboron dichloride
(which has no transferable beta-hydrogens) results in the
exclusive formation of dichloromethylbenzene.
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Scheme 3. Reaction of aryl aldehydes with RBCl, under reflux conditions.

The reaction of n-butylboron dichloride with benzaldehyde
leads to the formation of a small amount of the desired
alkylation product if the reaction is carried out in the
presence of a base such as triethylamine, quinuclidine or
2,6-lutidine. In the case of 2,6-lutidine, a 15% yield of
1-phenylpentanol can be isolated from the reaction mixture.
Attempts to increase the yield of the alkylation product have
been unsuccessful.

2.2. The reaction of dialkylboron chlorides with aryl
aldehydes under reflux conditions

Since the reactions of alkylboron dichloride reagents with
aryl aldehydes did not lead to significant yields of alkylation
products, we studied the reactions of dialkylboron chloride
derivatives with aldehydes. We first examined the reaction
of dicyclohexylboron chloride with benzaldehyde in hexane
at room temperature and found that no reaction occurred.

The reaction was then carried out in hexane at reflux.
Surprisingly, the chloroalkylation product, chlorocyclo-
hexylphenylmethane, was formed along with benzyl
chloride. However, the yield of the chloroalkylation product
was modest (25% isolated yield). The formation of benzyl
chloride was not unexpected and had been observed in the
reaction of n-butylboron dichloride with aryl aldehydes. The
formation of chloroalkylation product is unprecedented.
Possible reaction pathways are presented in Scheme 4.
Attempts to increase the yield of chloroalkylation products
were unsuccessful.

2.3. The reaction of dialkylboron chlorides with aryl
aldehydes in the presence of base

The reaction of dialkylboron chlorides with aryl aldehydes
was then examined in the presence of various bases.
Moderate to good yields of desired alkylation products,
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Scheme 4. Reaction of aryl aldehydes with R,BCIl under reflux conditions.

arylalkylmethanols, were obtained. In order to investigate
the reaction mechanism, the reaction of 4-bromobenzalde-
hyde with dicyclohexylboron chloride was monitored by
NMR spectroscopy. Dicyclohexylboron chloride (1 M
hexane solution) was added to 4-bromobenzaldehyde in
hexane at —30°C. The solvent was removed under reduced
pressure to yield a yellow solid, which was then dissolved in
benzene-ds for NMR analysis at room temperature. The
characteristic 'H and '>C resonances for the aldehyde
were absent in the resultant NMR spectra. Interestingly,
no new resonances appeared in the 'H and *C NMR spectra.
Furthermore, upon addition of water (instead of a base),
4-bromobenzaldehyde was regenerated. These results
suggest that 4-bromobenzaldehyde coordinates to dicyclo-
hexylboron chloride. In a separate experiment, upon addition
of E;N to the benzene-dg solution of the reaction mixture, a
new doublet appeared at 5.11 ppm in the '"H NMR and a new
3C NMR resonance appeared at 83.4 ppm. Hydrolysis of
this reaction mixture lead to the formation of the alkylation
product cyclohexyl(4-bromophenyl)methanol. In a third
NMR experiment, the benzene solution of the aldehyde
and boron chloride was examined by ''B NMR which
revealed a resonance at 64.4 ppm (slightly upfield of the
resonance at 78 ppm for dicyclohexylboron chloride) indi-
cating a weak coordination of aldehyde with boron. Upon
addition of Et;N, the ''B NMR signal shifted to 12.8 ppm,
suggesting coordination of the amine to boron. However,
the "B NMR data do not provide information about the
reaction intermediate. On the basis of the NMR data, the
alkylation of aldehydes presumably proceeds via coordina-
tion of the carbonyl to boron followed by migration of the
alkyl group (Scheme 5).

The reaction of tri(rn-butyl)borane with aryl aldehydes was
then investigated at reflux in the presence of base. It was
discovered that no alkylation reaction occurred under these
conditions. The results suggest that the chloride atom plays
a critical role in the alkylation reactions. Compared to tri-
alkylboranes, chloroboranes are more electron-deficient and
can coordinate more effectively to the carbonyl oxygen. It

Cl

was noted that benzyl alcohols were also formed in small
quantities along with the desired alkylated product in all the
chloroborane reactions. Moreover, reduction of the
aldehydes predominated if the more hindered boron
reagents such as di(3-methyl-2-butyl)boron chloride,
di(exo-norbornyl)boron chloride and DIP-chloride were
utilized; these organoboranes have been widely used as an
effective reducing reagent for carbonyl compounds.™

A series of aromatic aldehydes was subjected to the new
alkylation reaction. Essentially all aldehydes examined
were converted successfully to the corresponding aryl-
alkylmethanols, Table 1. In the case of anisaldehyde,
cleavage of the ether group did not occur.’' Also, the
cyano group was unaffected.*” From the data in Table 1, it
can be seen that boranes containing primary alkyl groups
produce relatively low yields of the desired product
compared to those containing secondary alkyl groups.
Although it is not clear what leads to low yields for boranes
containing primary alkyl groups, it could be a consequence
of steric effects. We did find that the alkylation of aldehydes
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Scheme 5. Alkylation of aryl aldehydes via R,BCl in presence of base.
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Table 1. Synthesis of 1-phenyl-1-alkanols via reaction of aromatic
aldehydes with R,BC1

Table 2. Reaction of 4-bromobenzaldehyde with dicyclohexylboron chlo-
ride in the presence of various bases

Entry X R Product % Yield 3* Entry Base Product Yield (%)

1 la (H) Cyclohexyl 3a 75 1 Et;N 3e 60

2 1b (4-F) Cyclohexyl 3b 90 2 Quinuclidine 3e 74

3 1c (4-C1) Cyclohexyl 3c 78 3 Pyridine 3e 40

4 1d (2-Cl) Cyclohexyl 3d 49 4 2,6-Lutidine 3e 76

5 le (4-Br) Cyclohexyl 3e 76 5 DBU 3e 76

6 1f (2-Me) Cyclohexyl 3f 65 6 Bu"Li 3e 72

7 1g (4-Me) Cyclohexyl 3g 78 7 Bu'OK 3e 76

8 1h (4-MeO) Cyclohexyl 3h 83

9 1i (4-NC) Cyclohexyl 3i 86

10 1j (Naphthyl) Cyclohexyl 3j 27 .

11 1k (4-CHO) Cyclohexyl 3k 66 3. Conclusions

12 11 (H) Cyclopentyl 31 65

}i inm (EL4_CFI)) gyggngty} gnm ;g The new alkylation reaction provides a potentially useful

15 1o (4-Me) Ciclogemzl 30 60 alterr}ative to trad.itional Grignard apd orggnolithium

16 1p (H) Norbornyl 3p 25 reactions. The reaction occurs under mild reaction condi-

17 1q (4-Br) Norbornyl 3q 28 tions and tolerates a variety of functional groups. It is

}g ir (:I'Me) N%rb"‘i“yl gr 2(5) limited to aldehydes that do not possess a-hydrogens due
s (H) s-Buty S to the well-known enolization reactions that occur with

20 1t (4-F) s-Butyl 3t 75 ! . A

21 Tu (4-Cl) s-Butyl 3u 70 dialkylboron halides. Benzyl alcohols are formed in small

22 1v (4-Br) s-Butyl 3v 79 quantities along with the desired products; this reaction

23 1w (4-Me) s-Butyl 3w 67 predominates if the more hindered organoboranes, such as

24 Ix (2-Me) s-Butyl 3x 20 diisopinocampheylboron  chloride, dinorbornylboron

25 1y (H) 1-Hexyl 3y 35 A . R

% 1z (4-F) 1-Hexyl 3z 70 chloride, and di-(3-methyl-2-butyl)boron chloride are

27 1aa (4-CI) 1-Hexyl 3aa 41 utilized. Organoboron chlorides containing secondary

28 1ab (2-C) 1-Hexyl 3ab 30 alkyl groups tend to give higher yield of alkylation products.

29 lac (4-Br) 1-Hexyl 3ac 40 Bulkier bases also lead to higher yield of alkylated products.

30 1ad (4-Me) 1-Hexyl 3ad 30

31 lae (2-Me) 1-Hexyl 3ae 25

 Isolated yields based on starting aldehydes.

via boranes containing primary alkyl groups was
much slower than reactions involving boranes containing
secondary alkyl groups. In one reaction, 4-bromobenzalde-
hyde was allowed to react with cyclohexyl(n-butyl)boron
chloride. As anticipated, the major product was cyclo-
hexyl(4-bromophenyl)methanol (58% isolated yield)
(Scheme 6).

Although the role of base in the reaction is not clear, it could
coordinate boron to increase steric crowding and thus
induce the migration of an alkyl group. Alternatively, coor-
dination of the base to the electron-deficient boron atom
could increase the electron density on boron and facilitate
the migration of the alkyl group. Table 2 contains a
summary of the reaction of 4-bromobenzaldehyde with
dicyclohexylboron chloride in the presence of a variety of
bases. It can be seen that all bases result in the formation of
the desired product. Bulky bases tend to produce higher
yield of products, which is consistent with results noted
earlier. Strong nucleophiles, such as n-butyllithium also
lead to higher yields of products.

4. Experimental

All glassware and equipment were dried in an oven heated
to 250°C for at least 12 h and cooled under argon prior to
use. All solvents were distilled from appropriate drying
agents prior to use. Reactions were stirred magnetically
and monitored by TLC. Products were purified by flash
chromatography using silica gel (230-400 mesh, 60 A,
ICN Biomedical GmbH, Eschwege, Germany), with
dichloromethane as eluent.

Dicyclohexylboron chloride (1.0 M hexane solution) and
n-butyl dichloride (1.0 M hexane solution) were purchased
from Aldrich Chemical Co. Dihexylboron chloride, di(exo-
norbornyl)boron chloride, dicyclopentylboron chloride, and
di-sec-butylboron  chloride =~ were  prepared from
H,BCl-SMe, and the corresponding alkenes (1-hexene,
norbornylene, cyclopentene, cis-2-butene) according to the
literature procedures.”’ Cyclohexyl(n-butyl)boron chloride
was prepared via reaction of n-butylboron dichloride with
cyclohexene and triethylsilane.*' All aldehydes (Aldrich
Chemical Co.) were dried and distilled under argon.
Triethylamine, 2,6-lutidine, quinuclidine, and DBU were

OH OH

58% 5%

Scheme 6. Alkylation of p-bromobenzaldehyde using cyclohexyl(n-butyl)boron chloride
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dried and distilled prior to use. n-Butyllithium and lithium
t-butoxide (Aldrich Chemical Co.) were used as received.

All melting points are uncorrected. Elemental analyses were
performed by Atlantic Microlabs, Norcross, GA. NMR
spectra were measured in CDCl; or C¢Dg at 250 MHz (‘H)
or at 62.9 MHz ('3C). In cases where more than one isomer
formed, the NMR shifts of all isomers are reported. Chemi-
cal shifts are referenced to TMS. HR-EI-MS were obtained
using a ZAB-EQ instrument.

4.1. Reaction of aryl aldehydes with alkylboron
dichlorides in hexane

The reaction of n-butylboron dichloride with benzaldehyde
is representative. Benzaldehyde (5.0 mmol, 0.53 g) was
dissolved in hexane (10 mL) contained in a dry, argon-
flushed, 50 mL round-bottomed flask. n-Butylboron
dichloride (5.0 mmol, 5.0 mL of a 1.0 M hexane solution)
was added via syringe and the solution was allowed to react
at reflux for 3 h. Hydrolysis, separation of the organic layer
and column chromatography afforded a mixture of dichloro-
toluene and benzyl chloride (2:3 ratio).

4.2. Reaction of aryl aldehydes with dialkylboron
chlorides

The reaction of dicyclohexylboron chloride with benzalde-
hyde is representative. Benzaldehyde (5.0 mmol, 0.53 g)
was dissolved in hexane (10 mL) contained in a dry,
argon-flushed, 50 mL round-bottomed flask. Dicyclohexyl-
boron chloride (5.0 mmol, 5.0 mL of a 1.0 M hexane solu-
tion) was added via syringe, and the solution allowed to
reflux for 4 h. Hydrolysis, separation of the organic layer
and column chromatography afforded 0.12 g of benzyl
chloride (15%) and 0.26 g of chlorocyclohexylphenyl-
methane (25%).*> NMR data for chlorocyclohexylphenyl-
methane; 'H NMR: & 7.33-7.22 (m, 5H), 4.60 (d,
J=8.41 Hz, 1H), 2.21-0.86 (m, 11H); *C NMR: & 140.9,
128.3, 127.9, 127.5, 69.8, 45.7, 30.4, 30.3, 26.11, 25.9, 25.9.

4.3. Reaction of aryl aldehydes with alkylboron
dichlorides in the presence of base

The reaction of n-butylboron dichloride with benzaldehyde
is representative. Benzaldehyde (3.0 mmol, 0.32 g) was
dissolved in hexane (10 mL) contained in a dry, argon-
flushed, 50 mL round-bottomed flask. n-Butylboron
dichloride (3.0 mmol, 3.0 mL of a 1.0 M hexane solution)
was added via syringe and the solution allowed to stir for
10 h at room temperature. 2,6-Lutidine (3.0 mmol, 0.32 g)
was then added and the mixture stirred at room temperature
for 12 h. The reaction mixture was hydrolyzed, the organic
layer separated and then dried over anhydrous MgSO;,.
The desired product, 1-phenylpentanol,” was isolated by
column chromatography in 15% yield.

4.4. General procedure for synthesis of alkylaryl
alcohols

Benzaldehyde (3.0 mmol, 0.32 g) was dissolved in hexane
(10 mL) contained in a dry, argon-flushed, 50 mL round-
bottomed flask. Dicyclohexylboron chloride (3.0 mmol,

3.0 mL of a 1.0 M hexane solution) was added via syringe
and the solution allowed to stir for 30 min at room tempera-
ture. 2,6-Lutidine (3.0 mmol, 0.32 g) was then added and
the mixture stirred for 5 h. A precipitate was formed, which
contained boron. Hydrolysis, as well as oxidation, of the
remaining alkylboron group was accomplished by addition
of hydrogen peroxide (0.5 mL of a 30% aqueous solution)
and sodium hydroxide (3.0 mmol, 1.0 mL of a 3.0M
aqueous solution). [Alternatively, water could be added
and the product isolated from the organic phase.] After
separation of the organic layer, 0.43 g of the desired product
(75% yield) was isolated by column chromatography.

4.4.1. Cyclohexylphenylmethanol (3a). Colorless oil.** 'H
NMR: 6 7.36-7.23 (m, 5H), 4.35 (d, 1H, J=7.2 Hz), 1.90 (s,
1H), 2.01-0.94 (m, 11H). °C NMR: & 143.6, 128.2, 127.4,
126.6, 79.4, 44.9, 29.3, 28.8, 26.4, 26.1, 26.0.

4.4.2. Cyclohexyl(4-fluorophenyl)methanol (3b). Color-
less oil. '"H NMR: & 7.21-6.93 (m, 4H), 4.25 (d, 0.5H,
J=4.4 Hz), 4.23 (d, 0.5H, J=4.4 Hz), 2.65 (s, 1H), 1.93—
0.81 (m, 11H). 'C NMR: & 163.9, 160.0, 139.3, 139.2,
128.1, 128.0, 114.56, 114.6, 78.5, 44.9, 29.0, 28.8, 26.3,
25.9. Anal. Calcd for C3H7OF: C, 74.97; H, 8.23. Found:
C, 74.85; H, 8.24.

4.4.3. Cyclohexyl(4-chlorophenyl)methanol (3c). White
solid; mp 73-74°C (lit.*; 74-75°C). '"H NMR: & 7.27 (d,
2H, J=7.5Hz), 7.17 (d, 2H, J=8.2Hz), 4.28 (d, 1H,
J=6.8 Hz), 2.31(s, 1H), 1.91-0.85 (m, 11H). *C NMR: &
142.0,132.9, 128.2, 127.9, 78.5, 44.9, 29.1, 28.6, 26.3, 25.9.

4.4.4. Cyclohexyl(2-chlorophenyl)methanol (3d). White
solid; mp 85-86°C. '"H NMR: & 7.48—7.13 (m, 4H), 4.90
(d, 0.5H, J=3.7 Hz), 4.87 (d, 0.5H, J=3.7 Hz), 2.10 (d, 1H,
J=3.7 Hz), 1.87-1.08 (m, 11H). °C NMR & 141.1, 132.4,
129.3,128.2, 128.1, 126.7, 74.9, 43.9, 29.4, 27.8, 26.3, 26.2,
26.0. Anal. Calcd for C;3H;7OCI: C, 69.48; H, 7.62. Found:
C, 69.27; H, 7.67.

4.4.5. Cyclohexyl(4-bromophenyl)methanol (3e). White
solid; mp 70-71°C (lit.¥ 71.5-72.5°C). '"H NMR: & 7.26
(d, 2H, J=6.9 Hz), 7.16 (d, 2H, J=7.0 Hz), 4.34 (d, 1H,
J=6.9 Hz), 1.90 (s, 1H), 1.73-0.93 (m, 11H). *C NMR:
5 142.6, 131.2, 128.3, 121.1, 78.6, 45.0, 29.2, 28.6, 26.4,
26.2, 26.0.

4.4.6. Cyclohexyl(o-tolyl)methanol (3f). Colorless 0il. %0
'H NMR: & 7.38-7.08 (m, 4H), 4.60 (d, 1H, J=7.1 Hz),
2.29 (s, 3H), 1.99-1.03 (m, 12H). *C NMR: & 142.0,
135.0, 130.2, 127.0, 126.2, 126.00, 75.0, 44.5, 29.5, 28.5,
26.3, 26.0, 19.4.

4.4.7. Cyclohexyl(p-tolyl)methanol (3g). White solid; mp
41-42°C (lit.Y 41-42°C). 'H NMR: & 7.16 (d, 2H,
J=83Hz), 7.11 (d, 2H, J=83Hz), 427 (d, IH,
J=7.0Hz), 2.32 (s, 3H), 1.99 (s, 1H), 1.95-0.90 (m,
11H). °C NMR: & 140.7, 136.9, 128.8, 126.5, 79.1, 44.8,
29.2, 28.9, 26.4, 26.00, 21.0.

4.4.8. Cyclohexyl(4-meth0xy§)henyl)methanol (3h).
White solid; mp 81-82°C (lit.4 82-83°C). '"H NMR: §
7.21 (d, 2H, J=8.4 Hz), 6.86 (d, 2H, J=8.8 Hz), 4.29 (d,
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1H, J=7.6 Hz), 3.80 (s, 1H), 2.02-1.03 (m, 12H). *C
NMR: & 158.9, 135.8, 127.7, 113.5, 79.0, 55.2, 44.9, 29.2,
29.1, 26.4, 26.1, 26.0.

4.4.9. Cyclohexyl(4-cyanophenyl)methanol (3i). White
solid; mp 82-83°C. '"H NMR: 8 7.61 (d, 2H, J=8.3 Hz),
7.41 (d, 2H, J=8.3 Hz), 4.48 (d, 0.5H, J=2.5 Hz), 4.45 (d,
0.5H, J=2.5Hz), 2.17 (d, 1H, J=3.0 Hz), 1.85-0.94 (m,
11H). °C NMR: & 148.9, 131.9, 127.3, 118.9, 110.9,
78.3, 45.0, 29.2, 28.1, 26.2, 26.0, 25.9. Anal. Calcd for
C4H;NO: C, 78.10; H, 7.96; N, 6.51. Found: C, 77.86;
H, 7.97; N, 6.54.

4.4.10. Cyclohexyl(naphthyl)methanol (3j). Colorless
0il¥ 'H NMR: & 8.10-7.37 (m, 7H), 5.10 (d, 1H,
J=6.2 Hz), 2.14 (s, 1H), 1.89-0.85 (m, 11H). °*C NMR:
5 139.5, 133.8, 130.8, 128.8, 127.7, 125.7, 125.3, 125.2,
124.1, 123.6, 75.9, 44.3, 30.2, 28.2, 26.4, 26.3, 26.0.

4.4.11. 1,4-Benzenedi(cyclohexylmethanol) (3k). White
solid; mp 153-154°C. '"H NMR: & 7.25(s, 4H), 4.35 (d,
2H, J=7.2 Hz), 2.00-0.88 (m, 24H). *C NMR: & 142.8,
126.5, 79.2, 449, 29.3, 28.8, 26.4, 26.0. HR-EI-MS:
Caled for CyHps [M—2H,0]", 266.2035. Found: m/z
266.2046.

4.4.12. Cyclopentyl-phenylmethanol (31). Colorless
liquid;®* 'H NMR & 7.34-7.25 (m, 5H), 4.38 (d, 1H,
J=8.4 Hz), 2.56-1.15 (m, 10H); '*C NMR & 144.4, 128.3,
127.5, 126.4, 79.1, 47.6, 29.4, 25.5, 25.4.

4.4.13. Cyclopentyl-(4-fluorophenyl)methanol (3m).
Colorless liquid; "H NMR 6 7.31-7.25 (m 2H), 7.03-6.96
(m, 2H), 4.35 (d, 1H, J=8.4 Hz), 2.20-1.02 (m, 10H); "*C
NMR 6 164.0, 160.1, 140.2, 128.1, 127.9, 115.2, 114.8,
78.4, 4777, 294, 254, 253. HRMS: Caled for
C,H;sOF[M]", 194.11. Found: m/z 194.111. Anal. Calcd
for C,H,5OF: C, 74.20; H, 7.78. Found: C, 74.21, H, 7.89.

4.4.14. Cyclopentyl-(4-chlorophenyl)methanol (3n).
Colorless liquid;*® '"H NMR & 7.26 (dd, 4H, J=8.7 Hz),
4.34 (d, 1H, J=8.3 Hz), 2.25 (s, 1H), 2.21-1.06 (m, 9H);
BC NMR & 142.8, 133.0, 128.3, 127.8, 79.2, 47.6, 29.3,
25.4 25.3.

4.4.15. Cyclopentyl-(p-tolyl)methanol (30). Colorless
liquid; "H NMR & 7.17 (dd, 4H, J=8.1 Hz), 4.34 (d, 1H,
J=8.5 Hz), 2.33 (s, 3H), 2.25-1.12 (m, 10H); °C NMR &
141.5, 137.1, 128.9, 126.4, 78.9, 47.5, 29.4, 25.5,25.4, 21.1
HRMS: Caled for C;3H,;sO[M]", 190.136. Found: m/z
190.137. Anal. Calcd for C3H;gO: C, 82.06; H, 9.53.
Found: C, 81.92; H, 9.65.

4.4.16. 2-Norbornyl-phenylmethanol (3p). Colorless oil;”'
'"H NMR 6 7.35-7.21 (m, 5H), 4.16 (d, 0.5H, J=9.6 Hz),
4.10 (d, 0.5H, J=10.0 Hz), 1.50—0.80 (m, 12H); *C NMR &
144.5, 143.1, 128.2, 127.5, 127.4, 127.2, 126.8, 78.8, 49.9,
49.4, 38.7, 38.3, 35.8, 34.9, 34.2, 30.1, 29.9, 28.7.

4.4.17. 2-Norbornyl-(4-bromophenyl)methanol (3q).
Colorless oil; 'H NMR & 7.47-7.42 (m, 2H), 7.20-7.16
(m, 2H), 4.18 (d, 0.6H, J=9.4Hz), 4.10 (d, 0.4H,
J=99 Hz), 2.48—0.84 (m, 12H); '>°C NMR & 143.44, 1421,

131.4, 128.9, 128.4, 121.4, 121.3, 78.2, 77.3, 50.2, 49.5,
38.8, 38.3, 36.9, 35.9, 35.4, 34.3, 30.1, 29.9, 28.6. HRMS:
Caled for C4H;OBr[M]", 280.046. Found: m/z 280.045.
Anal. Calcd for C4H;OBr: C, 59.80; H, 6.09. Found: C,
59.99; H, 6.15.

4.4.18. 2-Norbornyl-( p-tolyl)methanol (3r). Colorless oil;
"H NMR & 7.244-7.10 (m, 4H), 4.16 (d, 0.4H, J=9.8 Hz),
4.10 (d, 0.6H, J=10.1 Hz), 2.33 (s, 3H), 2.51-0.85 (m,
12H); °C NMR & 141.6, 140.1, 137.3, 137.1, 128.9,
127.2, 126.6, 78.7, 77.8, 50.0, 49.3, 38.8, 38.4, 37.0, 36.5,
354, 344, 30.0, 287, 21.1. HRMS: Calcd for
CysH0O[M] ", 216.151. Found: m/z 216.150. Anal. Calcd
for C;sH,0O: C, 83.28; H, 9.32. Found: C, 83.00; H, 9.43.

4.4.19. 2-Methyl-1-phenylbutan-1-ol (3s). Colorless oil.”
'HNMR: 8 7.35-7.24 (m, 5H), 4.49 (d, 0.45 H, J=6.0 Hz),
4.40 (d, 0.55 H, J=7.3 Hz), 1.99 (s, 1H), 1.78—0.84 (m, 6H),
0.73(d, 3H, J=6.9 Hz). '*C NMR: & 143.9, 143.6, 128.1,
127.8, 127.3, 127.2, 126.7, 126.4, 78.7, 78.0, 41.9, 41.6,
25.8,24.8, 15.0, 14.0, 11.6, 11.3.

4.4.20. 2-Methyl-1-(4-fluorophenyl)butan-1-ol  (3t).
Colorless oil. 'H NMR: & 7.22-6.90 (m, 4H), 4.42, (d,
0.40H, J=59 Hz), 4.34 (d, 0.60 H, J=6.9 Hz), 2.07 (s,
1H), 1.64-0.67 (m, 6H), 0.65 (d, 3H, J=6.8 Hz). °C
NMR: § 164.0, 163.9, 160.1, 160.0, 139.5, 139.3, 139.2,
128.3, 128.1, 127.9, 127.8, 115.0, 114.7, 78.0, 77.5, 42.0,
41.7, 25.7, 24.8, 14.9, 13.9, 11.6, 11.2. HR-EI-MS: Calcd
for C;;H;5F [M—H,0]", 164.1001. Found: m/z 164.0996.

4.4.21. 2-Methyl-1-(4-chlorophenyl)butan-1-ol  (3u).
Colorless 0il.* "H NMR: & 7.29 (d, 2H, J=8.6 Hz), 7.21
(d, 2H, J=8.4 Hz), 4.49 (d, 0.45 H, J=5.09 Hz), 4.39 (d,
0.55 H, J=6.7 Hz), 2.07 (s, 1H), 1.74-0.85 (m, 6H), 0.72 (d,
3H, J=6.8 Hz). °C NMR: & 142.3, 141.9, 132.9, 132.7,
128.2, 128.0, 127.7, 78.0, 77.2, 41.9, 41.6, 25.7, 24.7,
14.9, 13.8, 11.6, 11.3.

4.4.22. 2-Methyl-1-(4-bromophenyl)butan-1-0l  (3v).
Colorless oil. '"H NMR: § 7.42 (d, 2H, J=8.3 Hz), 7.12 (d,
2H, J=8.1 Hz), 4.43 (d, 0.45 H, J=5.2 Hz), 4.34 (d,0.55 H,
6.1 Hz), 2.39 (d, 1H, J=2.5 Hz), 1.68-0.84 (m, 6H), 0.70 (d,
3H, J=6.7 Hz). >C NMR: & 142.78, 142.7, 131.1, 128.3,
128.0, 121.0, 120.8,77.9,77.1, 41.8, 41.5, 25.7, 24.7, 14.8,
13.7, 11.6, 11.22. Anal. Calcd for C,;H;5s0Br: C, 54.34; H,
6.22. Found: C, 54.28; H, 6.24.

4.4.23. 2-Methyl-1-(p-tolyl)butan-1-ol (3w). Colorless
0il.>* 'H NMR: & 7.20 (d, 2H, J=9.2 Hz), 7.11 (d, 2H,
J=8.2 Hz), 4.42 (d, 0.40 H, J=6.1 Hz), 2.32 (s, 3H), 2.03
(s, 1H), 1.74-0.83 (m, 6H), 0.71 (d, 3H, J=6.7 Hz). *C
NMR: & 140.9, 140.6, 136.9, 136.7, 128.7, 126.6, 126.3,
78.5, 78.0, 41.8, 41.5, 25.7, 24.9, 21.0, 15.9, 14.1, 11.6,
11.2.

4.4.24. 2-Methyl-1-(o-tolyl)butan-1-0l (3x). Colorless
0il.> '"H NMR: & 7.44-7.10 (m, 4H), 4.79 (d, 0.55 h,
J=5.5Hz), 4.67 (d, 045 H, J=7.2Hz), 2.33 (s, 1.5H),
231 (s, 1.5 H), 1.80-0.87 (m, 7H), 0.77 (d, 3H,
J=6.8 Hz). C NMR: & 142.2, 135.1, 134.6, 130.2, 127.0,
126.9, 126.2, 126.1, 125.9, 74.8, 73.7, 41.1, 40.6, 26.4, 24.4,
19.4, 19.2, 15.4, 13.6, 11.9, 11.2.
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4.4.25. 1-Phenylheptan-1-ol (3y). Colorless oil.”> "H NMR:
5 7.34-7.21 (m, 5H), 4.57 (t, 1H, J=5.7 Hz), 2.40 (s, 1H),
1.77-0.84 (m, 13H). *C NMR: & 144.9, 128.3, 127.3,
125.9, 74.5, 39.0, 31.7, 29.1, 25.7, 22.5, 14.0.

4.4.26. 1-(4-Fluorophenyl)heptan-1-ol (3z). Colorless oil.
"HNMR: 8 7.30-6.96 (m, 4H), 4.58 (t, 1H, J=6.4 Hz), 2.38
(s, 1H), 1.72-0.84 (m, 13H). *C NMR: & 164.00, 160.1,
140.6, 140.6, 127.5, 127.4, 115.2, 114.9, 73.9, 39.1, 31.7,
29.1, 25.7, 22.5, 14.0. Anal. Calcd for C3sH,yOF: C, 74.25;
H, 9.11. Found: C, 74.31; H. 9.21.

4.4.27. 1-(4-Chlorophenyl)heptan-1-ol (3aa). Colorless
0il. '"H NMR: & 7.31 (d, 2H, J=8.0 Hz), 7.24 (d, 2H,
J=8.4Hz), 4.60 (t, 1H, J=6.4 Hz), 2.20 (s, 1H), 1.72—-
0.84 (m, 13H). *C NMR: § 143.4, 133.0, 128.5, 127.2,
73.9, 39.1, 31.7, 29.1, 25.6, 22.5, 14.0.

4.4.28. 1-(2-Chlorophenyl)heptan-1-o0l (3ab). Colorless
oil. '"H NMR: & 7.53-7.13 (m, 4H), 5.08 (t, 1H,
J=49 Hz), 2.41 (s, 1H), 1.73-0.84 (m, 13H). '*C NMR:
6 1424, 131.8, 129.3, 128.2, 127.0, 70.6, 37.6, 31.8, 29.1,
25.7, 22.6, 14.1. Anal. Calcd for C;3H;9OClI: C, 68.86; H,
8.44. Found: C, 68.61; H, 8.45.

4.4.29. 1-(4-Bromophenyl)heptan-1-0l (3ac). Colorless
0il.’” '"H NMR: & 7.43 (d, 2H, J=8.4 Hz), 7.16 (d, 2H,
J=8.4 Hz), 4.56 (t, 1H, J=6.5 Hz), 2.35 (s, 1H), 1.70—
0.84 (m, 13H). '*C NMR: & 143.8, 1314, 127.6, 121.0,
73.9, 39.0, 31.7, 29.1, 25.6, 22.5, 14.0.

4.4.30. 1-(p-Tolyhheptan-1-ol (3ad). Colorless oil.”® 'H
NMR: & 7.22 (d, 2H, J=8.0 Hz), 7.14 (d, 2H, J=8.0 Hz),
4.60 (t, 1H, J=6.5 Hz), 2.34 (s, 3H), 1.88 (s, 1H), 1.82—0.84
(m, 13H). ®C NMR: & 142.0, 137.1, 129.0, 125.8, 74.5,
39.0,31.7,29.2, 25.8, 22.6, 21.1, 14.0.

4.4.31. 1-(o-Tolylheptan-1-ol (3ae). Colorless oil.” 'H
NMR: 8 7.47-7.10 (m, 4H), 4.91 (t, 1H, J=5.6 Hz), 2.33
(s, 3H), 1.81 (s, 1H), 1.75-0.84 (m, 13H). °C NMR: §
143.1, 134.4, 130.1, 127.0, 126.2, 125.1, 70.7, 38.1, 31.8,
29.2, 26.0, 22.6, 19.0, 14.0.

4.5. Reaction of dicyclohexylboron chloride with
4-bromobenzaldehyde in the presence of bases

Cyclohexyl-(4-bromophenyl)methanol (3e) was prepared
by the procedure described earlier using triethylamine,
2,6-lutidine, quinuclidine, DBU, n-butyllithium and
t-butoxide lithium as bases, and the yield of the desired
product is summarized in Table 2.
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